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Section 1

I ntroduction

The total number of mining sites, both active and inactive, in the United States has been estimated to
be as high as 82,000 (Office of Technology Assessment, 1984). Approximately 80 percent of the
current mining activity in this country is associated with the recovery of gold and copper. The
specific segment of the mining industry that has shown the greatest growth in the past 20 yearsisthe
use of cyanide heap leaching to recover gold. Although this technology is more than 100 years old
(Murrey and Moeller, 1985), the commercia application of this process has recently increased
because (1) gold can now be recovered from low grade ores that are not considered economically
viable with conventional mining techniques, (2) the procedure is amenable to either small-scale or
large-scale operations and has a shorter start up period compared to conventional gold-mining
techniques, and (3) the start up costs are generally lower than conventional gold mining operations
(Hoye, 1988). An estimated 300 heap leaching facilities are now operational in the United States and
approximately one-third of them are located in the State of Nevada.

The quantity of mine wastes produced in the United States is enormous. It has been estimated that
20,000 active mines processed 1.5 hillion tons of ore annually (EPA, 1985) and the cumulative
guantity of mine waste produced has been estimated at 50 billion tons (Zilka, 1992). The vast
majority of the mined oreis discarded in waste piles, tailings basins, abandoned mines, and heap
leaching pads. It has been estimated that global mining activity will disturb 240,000 km? by the year
2000 (Moore and Luoma, 1990).

When the Resource, Conservation, and Recovery Act program was initiated by the U.S.
Environmental Protection Agency, the emphasis was placed on devel oping approaches to classifying
wastes (U.S. EPA, 1990). At that time, seventeen industries including mining were originally
exempted from RCRA monitoring requirements because the wastes were generated in large quantity
and were considered to have low toxicity. Subsequently, the Agency determined that most mining
waste may pose an unacceptable environmental risk if they are not properly managed (EPA, 1987).
This decision raised the issue of how to properly monitor the environmental effects of mine waste
disposal:

1. The composition and environmental behavior of mine waste leachates is poorly understood.

2. The problem of how to effectively sample the large areas covered by tailings ponds, that may
range in size from hundreds to thousands of acres, has never been addressed.

3. The parameters that should be monitored in ground water and surface water adjacent to mine
waste disposal sites to detect fugitive mine waste leachate have not been selected and
evaluated.
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In order to address these points, a research project was initiated to identify appropriate parameters to
reliably monitor mine waste |eachates.

The approach that was used during this study was to access, compile, and analyze reports and data
that have been submitted to state regulatory agencies as part of routine, on-going monitoring
programs at mining facilities throughout the southwestern United States. This effort focused on
cyanide heap leaching facilities in Nevada and copper minesin Arizona. Thistechnique of using
routine regulatory monitoring data, which was previously used to characterize ground water
contamination in the vicinity of waste disposal sites (Plumb, 1992; Plumb and Pitchford, 1985; and
Plumb and Fitzsmmons, 1984), was selected for several reasons:

1. Substantial monitoring data from alarge number of sites can be compiled in arelatively short
period of time.

2. Theresultant project data base is more useful for identifying industry-specific trends than a
single, detailed site investigation.

3. Theuseof historical records provides a means to assess possible temporal trends that may
exceed the length of the project.

Since all of the constituents of mine waste leachate, except cyanide at the heap leaching sites, are
naturally occurring substances that do not uniquely characterize these leachates, this research project
utilized ionic ratios or multiple ion chemical signatures to fingerprint mine waste leachates. These
data assessments are presented in a series of case studies for 22 heap leaching facilitiesin Nevada
(Chapter 5) and 4 copper minesin Arizona (Chapter 6). Each of these examples demonstrate that
mine waste |eachates have a distinctive ionic composition that characterize it at the source and can be
used to differentiate it from adjacent ground water or surface water. The set of parameters that define
the leachate fingerprints have been suggested as key detection monitoring parameters for the mining
industry. Furthermore, a multiple-phased monitoring strategy has been described for the detection
and assessment of adverse impacts on ground water due to mining operations (Chapter 7). Itis
anticipated that these results will provide the improved technical guidance necessary to establish
effective monitoring programs at mining sites.
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Section 2

Data Collection

2.1 Data Sources

The conventional approach for thistype of study isto select one or more facilities and establish long-
term monitoring programs to obtain the required data. However, a consideration of the project
constraints indicated that this approach would not be appropriate for a number of reasons. First, the
project funding would only be sufficient for alimited sampling effort. While an acceptable site
characterization program could be performed under these conditions, it would be difficult, if not
impossible, to extrapolate the results and observations from one site to the mining industry in
general. Second, it would be impossible to characterize temporal fluctuations with a periodicity equal
to or greater than the duration of the project. Possible delays in gaining site access and installing
monitoring equipment could further complicate this problem. Third, any incurred costs dueto
installing a monitoring well network would further reduce the amount of data that could be collected
to characterize mine waste leachates. In order to avoid these potential problems, an alternative
approach was used to obtain sufficient data to characterize mine waste |leachates.

The approach that was selected to obtain datain this project was to access, tabulate, and evaluate
routine monitoring data submitted to state regulatory agencies by mining companies. This technique
has previously been used successfully to characterize ground-water conditions in the vicinity of
hazardous waste disposal sites and municipal landfills (Plumb and Pitchford, 1985; Plumb, 1987;
Plumb, 1991; Plumb, 1992) and offers severa distinct advantages over a detailed site investigation.
The primary benefit of this approach isthat it provides characterization data from alarger number of
facilities. Therefore, if atrend or pattern can be determined, the results are more representative of the
mining industry. A second benefit of this approach isthat it provides a means to assess those
constituents that are currently being used in monitoring programs at mining facilities. A third benefit
of this approach isthat it can produce extensive temporal records to identify possible cyclic behavior
patterns that may be present. Data records of threeto 17 years in length were obtained for several
facilities during the data collection process. A fourth benefit of this approach isthat it leverages the
project funding level. As aresult, thereis amuch larger information base to characterize the
composition of mine waste leachates and select potentially useful monitoring parameters.

Theinitial source of mine site monitoring datain this study was the Bureau of Mining Regulations of
the Nevada Department of Environmental Protection. This agency was contacted because the State of
Nevada has established extensive monitoring requirements for mining facilities and there are
approximately 100 operational gold heap leaching facilitiesin the state. The agency consented to the
use of their datain this study and their offices were visited in September, 1993.

The monitoring records for mining facilities in the State of Nevada were extremely well organized
but only available in hard-copy format. The individual files were reviewed to select appropriate sites

2-1



to be used in the project. The factors that were considered during the selection process included the
following:

1. Theamount of monitoring data that were available. Some facilities that were just starting
operations or were in closure were excluded because there was limited data or no data.

2. The completeness of the data. The State of Nevada requires complete geochemical analyses,
including pH and total dissolved solids, atrace metal scan, and cyanide analysis at heap
leaching facilities.

3. A clear identification of the sampling locations. Depending on permit requirements, individual
facilities monitored plant make up water, the barren pond, the pregnant pond, the tailings pond
or tailings slurry, ground water in the vicinity of the mine, and alaboratory leachate of waste
rock at the mine site (Nevada Meteoric Water Mobility Test). Site maps indicating sampling
locations were obtained when possible.

4. A clear identification of the sampling dates. Theindividua sites generally contained quarterly
monitoring results for a period of one to three years. These data are needed to assess possible
temporal trends.

The monitoring records from 51 gold heap leaching facilities were reviewed in athree day period in
September, 1993. The monitoring records from 36 of these sites were copied for more extensive
evaluation during the project. The datafrom 26 of these facilities were used in the preparation of this
report.

A second source of monitoring data for mining facilities in the southwest United States was the
Arizona Department of Environmental Quality. The offices of this agency were visited in September,
1994 and again in May, 1995. A total of 10 site files were reviewed for the data characteristics
identified above and the records from five copper mining operations were retained for use during this
project. The data from the individual sites generally consisted of complete geochemical analyses and
atrace metal scan for the facility tailings basin and several ground-water monitoring wellsin the
vicinity of the tailings basin. The period of record at the Arizona copper mining facilities ranged
from two and a half yearsto 17 years.

A third source of data briefly discussed in thisreport is alaboratory study on the characterization of
incinerated municipal waste ash leachate that was conducted on behalf of the U.S. Environmental
Protection Agency (Plumb and Engelmann, 1991). This dataset includes geochemical and trace metal
results for laboratory and field leachates from five ash monofills across the country. Although this
study was not directly concerned with mining, it was pertinent to the characterization of mine waste
leachates for two reasons. The first reason is that incinerated municipal waste ash is similar to mine
waste in that it is essentially an inorganic matrix. The second reason is that the set of geochemical
parameters was shown to be useful for fingerprinting these leachates and the same small set of
geochemical ions were also the most abundant ions in mine waste leachates. Based on similar
compositional characteristics of incinerated municipal waste ash |eachates and mine leachates, the
multiple ion fingerprinting technique devel oped for incinerated municipal waste ash leachate (Plumb
and Engelmann, 1991) provided a useful approach for characterizing mine leachates.
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2.2 Data Compilation

The monitoring results that were compiled to characterize mine waste leachates and identify
appropriate monitoring parameters were obtained from several sources identified above. This
approach can produce a substantial volume of datain arelatively short period of time. However,
when using environmental data generated in response to different regulatory programs, there are
certain circumstances and limiting conditions that must be recognized prior to using the information.
These issuesinclude (1) the format or organization of the data, (2) the completeness of the sample
analyses, (3) the labeling of the sample results, and (4) the identification of the sampling location.

Thefirst issue that is always encountered on reviewing data files is the variable format in which
results are reported. Examples of this point are monitoring results listed al phabetically, monitoring
results listed alphabetically by chemical symbol, monitoring results listed by analytical technique
(anions, cations, trace metals), and monitoring results listed by regulatory concern (separate lists for
chemicals with and without established criterialimits). In order to facilitate a compilation and
comparison of the monitoring data from different mining facilities, all of the data were entered into a
uniform spreadsheet format. The format selected for use in this study was Quattro Pro.

Separate Quattro Pro files were created for each mining facility. Except for two parameters, cyanide,
and total dissolved solids, the data for 40 parameters were transcribed from the xeroxed records and
entered al phabetically by chemical symbol into a spreadsheet as a function of sampling location
(Well 1, Well 2, tailings pond, etc.) and sampling date. Cyanide was treated differently becauseitisa
parameter of concern at the gold mining facilities but not at the copper mining facilities. The total
dissolved solids data were treated separately to facilitate mass balance and charge balance
calculations.

A second issue that became apparent on creating a project database is the fact that the extent of
sample analysis can vary (1) between regulatory programs, (2) between different sasmpling locations
on the same site, and (3) at the same site over time. For example, the Nevada Department of
Environmental Protection currently requires analyses for 39 inorganic parameters and cyanide but the
Arizona Department of Environmental Quality requires analyses for 23 inorganic parameters. In
addition, the Nevada Department of Environmental Protection requires gold mining companies to
analyze the process solutions (barren pond and pregnant pond) for the 39 inorganic parameters and
cyanide but monitoring well samples must only be analyzed for 26 inorganic parameters and cyanide.
Finally, individual site operators can seek a variance from the regulatory requirements if they can
demonstrate to the regulatory agency that certain monitoring requirements are not useful or
necessary. As aresult of these factors, the composite project database is not highly structured. The
spreadsheet matrix developed for the project was designed to accept the maximum number of
analyses required by the Nevada Department of Environmental Protection.

Asthe monitoring results were entered into a spreadsheet, the following conventions were used:

1. If aparticular analysis was not required or not reported, no entry was made in the spreadsheet.
This permitted statistical functions (sample counts, averaging, calculation of standard
deviations, etc.) to be applied to the data set.

2. If aparticular analysis was reported as being below the limit of detection, the result was
entered into the spreadsheet as |ess than the numerical value of the reported detection limit.
[Queattro Pro treats aless than value as a sample entry when counting the number of samples
analyzed but it treats the entry as a zero when calculating an average concentration or a
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standard deviation of a sample set. By listing the actual sample detection limit, alternative
values such as one-half the detection limit can be inserted at alater date if necessary.]

3. Asthe datawere entered into the spreadsheets, the results for all parameters except pH were
expressed in unitsof mg/L. Thisfacilitated a direct comparison of data at the same location
over time, between different locations at the same site, and at different sites.

A third issue that can arise when working with data from different sourcesis the proper labeling of
the data. Specifically, when working with inorganic data, an important consideration is whether the
sampleisfiltered prior to analysis. If available, thisinformation is entered as a footnote in the
spreadsheet to avoid comparing "dissolved" and "total" analyses.

A fourth issue that occasionally arises is uncertainty over the sampling location of the results being
reported. Most cases can usually be resolved with a site map (which was obtained with the
monitoring results) or careful scrutiny of laboratory traffic reports or analytical data sheets. If the
sampling location could not be unequivocally defined, the data were not entered into the spreadsheet.

2.3 Quality Assurance Considerations

The routine regulatory monitoring data used in this project were generated by several different
laboratories before the project began and are on file with two different state regulatory agencies.
Consequently, these data were not generated in accordance with a single quality assurance project
plan. In fact, although Nevada and Arizona both require mining companies to use state certified
laboratories to produce monitoring data, the initial review of the site monitoring records produced no
indication of aformal quality assurance program at any of theindividual mining facilities. This does
not mean that there was no attempt to control the quality of the data being generated but simply that
there was no record in the files of any site-specific quality control requirements.

Since many of the conventional measures of data quality were absent from the site records (no
replicate sample collection, no duplicate analysis, no check sample analysis, and no blank analysis),
several internal data quality checks were established to assess the quality of the data and assure their
suitability for use. The following approaches were used to evaluate the acceptability of the compiled
monitoring data from mining facilities:

2.3.1 Accuracy Data Quality Objective
Mass Balance Considerations
A review of the data from each mining facility repeatedly demonstrated that a short list of
geochemical parameters were the dominant ions in mine process solutions, mine waste leachates,
tailings water, and ground water. Theseions were Ca'?, Mg, Na', K*, SO,?2, NO,, Cl', and alkalinity
(HCO; and CO,?). Aninternal data quality check was established based on the fact that the sum of
the individual ions must equal the total dissolved solids concentration of the solution:

Ca?+ Mg+ Na' + K"+ SO, %+ NO; + Cl" + akalinity = TDS.
The data quality objective used to check the datain this manner was that the sum of the ions should

equal at least 80 percent but less than 120 percent of the total dissolved solids concentration in the
sample. This approach does not verify the accuracy of the individual analyses. However, all of the
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analysesin the data set must be reasonably accurate in order for the mass balance requirement to be
satisfied. If the results were outside the acceptable range, the data set was considered suspect because
one or more of the analyses were in error or one or more analyses were missing.

The trace metal data were excluded from the mass balance calculations for two reasons. First, they
collectively represented less than two percent of the total dissolved solids concentrations. Second,
and more importantly, trace metals are frequently reported as "total" concentrations. Since particulate
forms of trace metals would not be included in atotal dissolved solids measurement, it would be
erroneous to include them in a mass balance calculation.

Charge - Balance Considerations

A second balance technique that was used as an indirect check on the overall accuracy of the
analyses for the most abundant ions in a mine waste leachate is that the sum of the anions (negative
ions) must be equal to the sum of the cations (positive ions). Thisinternal data check follows from
the fundamental concept that all solutions must be electrically neutral. Therefore:

Ca?+ Mg+ Na" + K" = SO,2+ NO; + Cl + alkalinity.

In order to perform this check, reported constituent concentrations (in mg/L) were divided by the
appropriate equivalent weight of each constituent to produce units of milliequivalents/L. The data
guality objective used to check the data in this manner was that the ion balance should be within 20
percent relative standard deviation. Thiswas calculated as:

((Sum of Cations) - (Sum of Anions) * 100) < 20 %.
(Sum of Cations) + (Sum of Anions)

If the data set produced an acceptable mass balance and an acceptable charge balance, the accuracy
of the data set was considered acceptable for use in the study.

Trace metals were also excluded from this cal culation because of their low relative abundance and
the fact that they are usually present as sorbed or particulate matter (i.e., they are not present as true
ions which would be included in a charge balance equation). In addition, there was no information on
the specific oxidation state of individual trace metals which precludes their use in charge balance
calculations.

2.3.2 Precision Data Quality Objectives

As stated earlier, the original data sets did not contain any information that could be used to calculate
the precision of theindividual analyses. However, based on the extent of the spatial and temporal
sampling that was reported, it was possible to define several indirect checks on the precision of the
data sets. These checks were based on the relative abundance of the mine leachate constituents
(major cations, major anions, total trace metals, and cyanide, where appropriate, were used for this
purpose).

Temporal Sampling from the Same Location

One approach to assess the precision of individual data sets was to contrast measurements taken from
the same location at different times. For example, the monitoring results from Well BACL1 in the
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tailings disposal area at the Phelps-Dodge facility in Clarksdale, Arizona are tabulated in Table 1.
For this presentation, the actual concentrations of each constituent, in mg/L, was divided by the total
dissolved solids concentration of the sample, also in mg/L. [Note that the sum of the ions represent
93 percent of the total dissolved solids concentration which is within the data quality acceptability
range for accuracy]. The normalized concentration data were used to prepare a histogram that
provided a graphical fingerprint for the ground water at this location. Regression analysis was then
used to compare the analyte distribution pattern between the two sampling periods. In this case, the
calculated r? value was 0.998 (i.e., there was a 99.8 percent match between the two histograms).

A formal data quality objective for this data assessment technique was not established because one of
the project objectives was to determine whether mine waste leachates did, in fact, have some
reproducible characteristics that could be used as a basis for selecting appropriate monitoring
parameters. However, it was repeatedly noticed that the normalized concentration histograms from
the same location produced regression coefficient r* values greater than 0.900 (90 percent match)
while aregression analysis of histograms from different locations (such as atailings basin and an
upgradient monitoring well) produced regression coefficient r? values less than 0.100 (less than 10
percent match). Thus, consistency of the calculated regression coefficient provided a means to assess
the reproducibility of the monitoring results from the same location at different times.

Smultaneous Sampling from Different Locations

A similar approach was used at several mining locations that had established multiple monitoring
locations in the same area. For example, the Phel ps-Dodge copper facility had six monitoring well
locations within the designated tailings disposal area. If the selected monitoring parameters defined a
pattern that was characteristically unigue to the mine waste leachate, the histogram pattern produced
at each of these locations should be similar. The same technique of regression analysis was used to
compare the monitoring parameter histograms at each of the monitoring locations. The calculated r?
values for these comparisons were generally greater than 0.95 (95 percent match). The high
regression analysis coefficients suggest that the data are valid and that the recurring pattern is
characteristic of mine waste leachate. If the data were of unacceptable quality, the regression
coefficients would be smaller and more variable.

Different Sampling Locations in a Recirculating System

The heap leaching facilitiesin Nevada utilize a recirculating alkaline cyanide solution to extract gold
from ore being processed. The Nevada Bureau of Mining Regulations requiresindividua facilities to
sample severa locations in the recirculating system on a quarterly basis. A comparison of monitoring
results from two separate locations in arecirculating system is similar to comparing monitoring
results from two different locations in the same area except that a recirculating system is a closed,
well defined system. Regression analysis was used to compare the normalized concentration
histograms defined by the major geochemical ions at each of these locations.

As stated above, no specific precision data quality objectives have been established for the project
since one of the objectives isto assess the reproducibility of identifiable trends in mine waste
leachate composition. However, the results indicate that the reproducibility of the multipleion
pattern or geochemical fingerprint observed in heap leaching process solutions is generally greater
than 90 (regression coefficient r* values > 0.900).
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2.3.3 Completeness Data Quality Objective

Because a graphical technique is being used to prepare multi-ion histograms for regression analysis,
complete analysis for the identified geochemical parameters (Ca*?, Mg*?, Na', K*, SO,% NO;, CI,
alkalinity, and total dissolved solids) were necessary. Therefore, the functional data quality objective
for completeness was 100 percent of the required analyses for each sample.

2.3.4 Comparability Data Quality Objective

Since the data used in the project were derived from several sources, careful consideration was given
to the units used to express the monitoring results. The reported concentration for all parameters
except pH were expressed in units of mg/L as the data were reviewed and tabulated. This data
conversion permitted the monitoring results from different sampling periods and different facilities to
be directly compared with each other.
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Section 3

Chemical Composition
of Mine Waste L eachates

The routine regulatory monitoring data that were tabulated and reviewed provided estimates for the
composition of three types of mine waste leachates. The three mine waste leachates that could be
estimated with the project data base were (1) the composition of process solutions at heap leaching
facilitiesin Nevada, (2) the composition of waste rock leachates at heap leaching facilitiesin
Nevada, and (3) the composition of tailings water at copper mining operationsin Arizona. The data
from 26 heap leaching facilitiesin Nevada and 5 copper mining facilitiesin Arizonawere
composited in order to document the constituents for which analyses have been reported for each of
these mine waste |eachates and the concentrations at which these constituents have been detected.

3.1 Heap L eaching Process Solution

The process solution, which will be described in more detail later in the report, isan akaline
cyanide solution that extracts gold by complexation asit is recirculated through the ore. This solution
represents a potential mine waste leachate if it migrates from the ore processing facility. The Nevada
Bureau of Mining Regulation requires mine operators to conduct quarterly monitoring at several
locations in the process solution system. Depending on the operations at each mine, these locations
may include the barren pond, the pregnant pond, the tailings solution, and the tailings reclaim water.
These samples are usually analyzed for 9 geochemical parameters, 27 trace metals, total dissolved
solids, phosphorous, pH, and cyanide.

The composited monitoring results from the process solutions at 26 heap leaching facilities have
been presented in Table 3-1. These resultsillustrate several characteristics of the process solution
composition. First, the concentrations for each of the individual constituents are highly variable and
non-normally distributed. Thisisindicated by the fact that the calculated standard deviation for each
parameter is generally larger than the average concentration for that parameter (when the ratio of the
standard deviation to the average for a set of valuesis greater than 1.0, the set of valuesis considered
to be non-normally distributed). A second characteristic of the process solution is that a small suite of
inorganic parameters consistently dominate the composition of the leachates.

As shown in Figure 3-1, the most abundant ions in the process solution are common geochemical
constituents such as alkalinity (bicarbonate and carbonate), calcium, chloride, magnesium, sodium,
and sulfate. Third, the process solutions have a high cyanide concentration and an elevated pH. The
cyanideis purposely added to extract gold from the ore and the higher pH is necessary to maintain
free cyanide ions in solution and prevent volatilization of cyanide gas. Finally, although the trace
metal s are minor constituents of the process solution, several are present at exceptionally high
concentrations. Trace metal concentrationsin excess of 10 mg/L, such asiron, copper, manganese,
and zinc, are due to complexation with cyanide and/or measurement of particulate concentrations.
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Table3-1. Composite monitoring results from 26 heap leaching facilities in the State of

Nevada.
Constituent Samples Average Concentration Standard Deviation
Alkalinity 186 787 1952
Aluminum 148 0.218 0.439
Antimony 140 0.105 0.768
Arsenic 186 0.469 0.874
Barium 179 0.042 0.095
Beryllium 148 0.057 0.145
Bismuth 148 0.308 1.945
Cadmium 186 0.100 0.245
Calcium 182 245 342
Chloride 183 674 1093
Chromium 180 0.343 0.816
Cobalt 148 1.885 3.127
Copper 182 158 570
Fluoride 186 26.72 79.12
Gallium 148 0.013 0.070
Iron 182 373 1076
Lead 186 0.029 0.217
Lithium 148 0.34 1.006
Magnesium 181 628 1742
Manganese 179 12.05 33.94
Mercury 184 1.194 2.901
Molybdenum 148 6.770 23.447
Nickel 148 1.026 2.618
Nitrate 186 55.36 70.17
Phosphate 148 99.61 258.76
Potassium 182 42.29 85.74
Scandium 146 0.078 0.195
Selenium 186 1.597 5.054
Silver 178 1.695 5.974
Sodium 182 680 603
Strontium 148 3.757 4.869
Sulfate 186 7956 19473
Thallium 148 0.006 0.029
Tin 148 0.074 0.805
Titanium 148 0.627 1.801
Vanadium 129 0.037 0.115
Cyanide 183 63.22 83.65
Zinc 181 12.33 77.52
pH 186 8.71 2.70
TDS 180 16953 35942

All concentrations, except pH, expressed in units of mg/L.
Vauesin bold exceed one or more criteria
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The composited process solution data were evaluated to identify constituents that represent a
potential environmental risk. Thiswas accomplished by comparing the process solution data with
screening criteria previously used by the U.S. Environmental Protection Agency to assess the
potential environmental risks of other types of mining operations (EPA, 1990). These screening
criteriawere developed to evaluate the potential hazards of liquid wastes to human health via
ingestion, to assess the potential adverse effects of contaminants on aquatic organisms, and to assess
degradation of surface and ground-water quality. The screening criteria used to assess each of these
risks were originally defined as follows (EPA, 1990):

Human Health Risk Level isdefined as 10 times the oral toxicity criteriafor carcinogenic and
non-carcinogenic effects. This assumes ingestion of 2 liters of contaminated water per day for 70
years.

Aquatic Ecological Risk Level isdefined as 100 times established ambient water quality
criteria

Surface and Ground-Water Quality Degradation L evel is defined as 10 times the maximum
contaminant levels for drinking water. If drinking water criteriadid not exist, EPA used the lower
of 10 times the taste and odor threshold, 10 times the livestock watering guidelines, 10 times the
irrigation guidelines, or 100 times the ambient water quality criteria for bioaccumulation by fish.

The screening criteriathat were used by EPA, which are presented in Table 3-2, incorporate
conservative dilution factors ranging from aten-fold dilution for consumptive use of water to a 100-
fold dilution for ecological effects. These variable dilution factors were originally selected to
evaluate the intrinsic hazard of a mining waste stream and to limit the number of parameters for
which a detailed risk assessment would be required (EPA, 1990). These screening criteria were used
in this project to produce results that are consistent with the earlier EPA study (EPA, 1990).

The composite process solution monitoring resultsin Table 3-1 were compared to the EPA screening
criteriain Table 3-2 to flag values above the criteria and identity parameters that represent a potential
environmental risk. In performing this comparison, both the average concentration and the standard
deviation in Table 3-1 were highlighted when the average concentration exceeded the criteria.
However, if the average concentration was below the criteria but the higher concentrations for a
parameter exceeded the criteria, only the standard deviation for that parameter was highlighted. This
distinction provides a method to prioritize the process solution constituents (constituents with an
average concentration above the screening criteria represent a more consistent or more frequent
environmental risk than constituents that occasionally exceed the screening criteria).

There are 25 process solution parameters for which the average concentration exceeds one or more of
the screening criteriain Table 3-2. Thislist of parameters includes alkalinity, aluminum, antimony,
arsenic, beryllium, cadmium, chloride, chromium, cobalt, copper, fluoride, iron, magnesium,
manganese, mercury, molybdenum, nickel, phosphorous, selenium, silver, sulfate, thallium, cyanide,
zinc, and total dissolved solids. Although there are no established criteriafor alkalinity or
magnesium, both constituents have been flagged as a potential water quality problem because their
high concentrations exceed the total dissolved solids criterion. In addition, there are five other
parameters (calcium, chromium, lead, nitrate, and pH) that occasionally exceed the screening criteria
even though the average concentrations are below the screening criteria. Thus, atotal of 30
constituents have been reported in process solutions at gold heap leaching facilities at levels above
screening criteria used to assess human health problems, water resources damage, and aquatic
ecological risks. Although all of these 30 constituents will not be above screening criterialevels at al
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sites. However, the large number of parameters that represent a potential environmental risk
establishes the need for effective monitoring at gold heap leaching facilities.

Table 3-2. Screening criteria used by EPA to identify contaminants of concern in mine
waste |eachates (EPA, 1990).

Constituent Samples Average Concentration Standard Deviation
Alkalinity 186 787 1952
Aluminum 148 0.218 0.439
Antimony 140 0.105 0.768
Arsenic 186 0.469 0.874
Barium 179 0.042 0.095
Beryllium 148 0.057 0.145
Bismuth 148 0.308 1.945
Cadmium 186 0.100 0.245
Calcium 182 245 342
Chloride 183 674 1093
Chromium 180 0.343 0.816
Cobalt 148 1.885 3.127
Copper 182 158 570
Fluoride 186 26.72 79.12
Gallium 148 0.013 0.070
Iron 182 373 1076
Lead 186 0.029 0.217
Lithium 148 0.354 1.006
Magnesium 181 628 1742
Manganese 179 12.05 33.94
Mercury 184 1.194 2.901
Molybdenum 148 6.770 23.447
Nickel 148 1.026 2.618
Nitrate 186 55.36 70.17
Phosphate 148 99.61 258.76
Potassium 182 42.29 85.74
Scandium 146 0.078 0.195
Selenium 186 1.597 5.054
Silver 178 1.695 5.974
Sodium 182 680 603
Strontium 148 3.757 4.869
Sulfate 186 7956 19473
Thallium 148 0.006 0.029
Tin 148 0.074 0.805
Titanium 148 0.627 1.801
Vanadium 129 0.037 0.115
Cyanide 183 63.22 83.65
Zinc 181 12.33 77.52
pH 186 8.71 2.70
TDS 180 16953 35942

All concentrations, except pH, expressed in units of mg/L.
Vauesin bold exceed one or more criteria



3.2 Meteoric Water Mobility Test L eachates

Another source of information on the composition of mine waste leachates at gold mining facilities
are the results from the Meteoric Water Mobility Test (MWMT). The MWMT is a standardized
leaching procedure using acidic distilled water to evaluate potential contaminant migration from
overburden and waste rock at amining site (NDEP, 1990). The test is performed by leaching a rather
large sample of waste rock or overburden (5 kg) with approximately five liters of distilled water (pH
adjusted to 5.5 to 6.0 with nitric acid) for 24 hours. After standing for one hour, a decanted sample of
the leachate is analyzed for the same parameters listed in Table 3-1.

The composite results of 132 MWMT tests from 24 heap leaching facilities in Nevada have been
summarized in Table 3-3. These results are similar to the process solution data in several respects.
The datafor the individual parameters are variable and non-normally distributed. Thisis undoubtedly
due to inter-facility variability and the different sources of waste rock and overburden. Another
characteristic of the MWMT leachatesisthat arelatively short list of inorganic constituents
dominate the composition of these solutions. As shown in Figure 3-2, the five most abundant ions are
geochemical parameters (alkalinity, calcium, chloride, sodium, and sulfate). In addition, four other
geochemical parameters (fluoride, magnesium, nitrate, and potassium) and two trace metals (iron and
barium) are noticeably present although at substantially lower levels. Finally, the trace metals are
minor components that do not significantly define the composition of the MWMT leachates. Each of
these characteristics were previously observed in the process solution data.

One noticeable difference between the process solution composition and the MWMT leachates is the
lower concentrations in the MWMT leachates. The average total dissolved solids concentration of
the MWMT leachatesis only 698 mg/L and the only parameter with an average concentration above
100 mg/L is sulfate (136 mg/L). By comparison, the average total dissolved solids concentration of
the process solutions is 16,953 mg/L, sulfate has an average concentration of 7,956 mg/L, and six
other parameters have an average concentration in excess of 100 mg/L (alkalinity, calcium, chloride,
copper, iron, and magnesium).

There are at least four factors that contribute to the differences in composition between the MWMT
leachates and the process water solutions. First, the MWMT sampleis only leached with distilled
water whereas the process solutions are prepared from ground water, with some initial TDS level,
that is supplemented with additions of cyanide salts and lye or lime salts to maintain an alkaline pH.
Second, the MWMT leachate is the result of a single 24-hour leaching process whereas the process
solution is produced by continually recirculating an alkaline lixiviant through an ore pile for periods
up to three months. Third, the process water contains cyanide which forms soluble complexes that
can enhance the mobility of some ore constituents compared to distilled water leaching in the
MWMT. Fourth, depending on the individual mining operations, the ore to be processed may be
subjected to a crushing and blending prior to leaching. This can produce asmaller particle sizeand a
larger surface area from which constituents can be leached from the ore.

The composite MWMT leaching results in Table 3-3 were compared to the EPA screening criteriain
Table 3-2 to identify parameters that represent potential environmental risks. Aswith the process
solution data, both the average value and the standard deviation in Table 2 were highlighted if the
average concentration exceeded the screening criteria. However, if the average concentration was
below the screening criteria but one or more of the higher concentrations exceeded the criteria, only
the standard deviation value was highlighted. This assessment suggests that five MWMT constituents
regularly exceed the screening criteria and another 13 constituents occasionally exceed the screening
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criteria. Compared to the process solution assessment, the smaller number of MWMT constituents
above screening criterialevelsis consistent with the milder leaching conditions in the MWMT test
and the lower concentrations that were observed.

Table3-3. Composite Meteoric Water Mobility Test results from 24 Nevada heap leaching facilities.

Constituent Samples Average Concentration Standard Deviation
Alkalinity 120 84.6 130
Aluminum 121 3.720 36.52
Antimony 124 0.037 0.244
Arsenic 132 0.173 0.756
Barium 132 0.823 1.105
Beryllium 120 0.003 0.026
Bismuth 121 0.012 0.124
Cadmium 132 0.013 0.178
Calcium 132 70.4 317
Chloride 121 26.1 92.3
Chromium 131 0.041 0.384
Cobalt 125 0.069 0.721
Copper 132 0.123 0.914
Fluoride 122 1.49 8.89
Gallium 121 0.056 1.096
Iron 131 10.85 104
Lead 132 0.031 0.320
Lithium 114 0.033 0.092
Magnesium 132 129 43.6
Manganese 132 0.403 2.476
Mercury 132 0.004 0.036
Molybdenum 121 0.052 0.308
Nickel 124 0.067 0.539
Nitrate 117 8.37 45,58
Phosphate 118 0.87 9.396
Potassium 129 16.8 33.6
Scandium 121 0.002 0.020
Selenium 132 0.016 0.078
Silver 132 0.023 0.201
Sodium 132 38.6 95.1
Strontium 121 0.283 0.872
Sulfate 122 136 429
Thallium 121 0.020 0.108
Tin 113 0.007 0.091
Titanium 121 0.017 0.139
Vanadium 118 0.056 0.545
Cyanide 64 0.009 0.104
Zinc 132 0.236 2.369
pH 104 7.64 3.10
TDS 97 698 3563

All concentrations, except pH, expressed in units of mg/L.
Valuesin bold exceed one or more criteria.
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3.3 Tailings Ponds at Copper Mines

A third estimate for the composition of mine waste leachates was devel oped using the monitoring
results from several copper mining facilitiesin Arizona. The data obtained from these sources
included most geochemica parameters and a shortened list of 17 trace metals. The composite results
from these facilities are presented in Table 3-4 and Figure 3-3.

An inspection of the copper tailings pond monitoring results suggests that these solutions share many
of the characteristics identified for heap leaching process solutions. First, the concentrations for the
individual constituents are highly variable. The standard deviation for all but six of the parameters
(alkalinity, chloride, fluoride, nickel, potassium, and sodium) listed in Table 3-4 are larger than the
calculated average concentration. This indicates that the concentration data are non-normally
distributed which isin agreement with the process solution and MWMT data. Second, the
composition of the tailings water is dominated by a small number of ions (Figure 3-3). Sulfateisa
particularly prominent ion while alkalinity, calcium, magnesium, and iron are abundant. Each of
these parameters, except iron, isamajor geochemical parameter. Finally, even though several of the
individual trace metals may be present at elevated concentrations (i.e., copper, iron, and manganese),
the trace metals are the least abundant class of inorganic constituentsin tailings leachate and
collectively represent less than five percent of the total dissolved solids concentration.

The composite tailings pond monitoring results in Table 3-4 were compared to the EPA screening
criteriain Table 3-2 to identify parameters that represent potential environmental risks. Aswith the
process solution data, both the average value and the standard deviation were highlighted if the
average concentration in Table 3-3 exceeded the screening criteria. However, if the average value
was below the screening criteria but one or more of the higher concentrations exceeded the criteria,
only the standard deviation value was highlighted. This assessment suggests that 14 leachate
constituents can regularly be expected to exceed the screening criteria. These parameters are arsenic,
beryllium, cadmium, copper, iron, lead, magnesium, manganese, molybdenum, nickel, sulfate, zinc,
pH, and total dissolved solids. In addition, calcium and chromium occasionally occur at levels that
exceed the screening criteria.

3.4 Summary

The States of Nevada and Arizona have established extensive site monitoring programs for gold and
copper mines operating within their jurisdiction. Routine monitoring data generated in accordance
with these regulatory programs have been compiled to characterize the composition of mine waste
leachates. This effort summarized the analyses for 40 constituents in 363 |leachate samples from 26
gold mines and 5 copper mines.

An assessment of the composited information identified several trends or patterns associated with the
composition of mine waste leachates. One important aspect of mine waste leachate composition is
the variable concentrations that can be encountered with each of the constituents. A second important
observation is that a small number of inorganic substances dominate the composition of mine waste
leachates. The most abundant constituentsin all three types of mine waste |eachates were common
geochemical parameters such as alkalinity, calcium, magnesium, sodium, chloride, and sulfate. The
rank order for these parameters varied with each of the mine waste leachates but 9 of the top 13
constituents in process solutions, 9 of thetop 11 constituentsin MWMT leachates, and 9 of the top
15 constituents in copper tailings ponds were geochemical parameters (Table 3-5). A third
observation is that the trace metals are usually the least abundant constituents in mine waste
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leachates. Occasionally, iron, manganese, and copper are present at relatively high concentrations but
trace metals collectively represent less than five percent of the total dissolved solids concentration of
mine waste |eachates. (The high iron valuesin Table 3-1 and Table 3-3 may represent the analysis of
particul ate matter in the samples rather than mine waste leachates per se because concentrations of
100 mg/L at neutral pH greatly exceed the solubility product for iron hydroxide.)

3-10

Table 3-4. Composite monitoring results from three Arizona copper mine tailings basins.

Constituent Samples Average Concentration Standard Deviation
Alkalinity 45 218 147
Aluminum 0

Antimony 8 0.014 0.036
Arsenic 28 0.069 0.095
Barium 28 0.054 0.125
Beryllium 8 0.228 0.237
Bismuth 0

Cadmium 28 0.407 0.875
Calcium 45 421 508
Chloride 45 319 24.2
Chromium 28 1.020 2.253
Cobalt 2 0 0
Copper 28 47.00 99.45
Fluoride 43 1.13 0.68
Gallium 0

Iron 28 173 355
Lead 28 0.182 0.422
Lithium 0 0

Magnesium 45 874 912
Manganese 28 150 301
Mercury 28 0.0 0.0
Molybdenum 8 1.063 1.341
Nickel 8 1.613 1.201
Nitrate 45 5.79 7.45
Phosphate 0

Potassium 25 68.2 374
Scandium 0

Selenium 28 0 0
Silver 28 0 0
Sodium 45 105 74.9
Strontium 2 7.25 4.869
Sulfate 45 6978 8543
Thallium 8 0 0

Tin 2 0 0
Titanium 0

Vanadium 0

Zinc 28 85.05 186.4
pH 21 4.63 2.86
TDS 45 10155 13061

All concentrations, except pH, expressed in units of mg/L.

Vauesin bold exceed one or more criteria.
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Table 3-5. Ranking of most abundant constituents in mine waste
leachates at sitesin project database.

Rank  ProcessSolution MWMT Leachate Tailings Ponds

1 Sulfate Sulfate Sulfate
2 Alkalinity Alkalinity Magnesium
3 Sodium Calcium Calcium
4 Chloride Sodium Alkalinity
5 Magnesium Chloride Iron
6 Iron Potassium Manganese
7 Calcium Magnesium Sodium
8 Copper Iron Zinc
9 Phosphorous Nitrate Potassium
10 Cyanide Aluminum Copper
11 Nitrate Fluoride Chloride
12 Potassium Phosphorous Strontium
13 Fluoride Barium Nitrate
14 Manganese Strontium Nickel
15 Zinc Zinc Fluoride

The composited information provided data on the composition of three types of mine waste |eachates
that were compared to screening criteriato identify potential contaminants of concern. This
comparison indicated that 30 constituents in process solutions at heap leaching facilities may be
present at concentrations above the screening criterialevels. The assessment also indicated that 18
parametersin MWMT leachates at Nevada gold mines and 16 parametersin Arizonatailings ponds
may be present at concentrations above screening criterialevels. The potential contaminants of
concern in mine waste leachates that were flagged in the screening criteria assessment included 8
geochemical parameters, 19 trace metal's, phosphorus, cyanide, pH, and total dissolved solids. There
were 10 contaminants of concern that were common to each of the mine waste |eachates that were
included in this study. These constituents were arsenic, cadmium, chromium, copper, iron, lead,
manganese, pH, and total dissolved solids. The high number of constituentsin mine leachate that are
frequently present at concentrations that can potentially impair water quality emphasizes the need for
effective monitoring programs at mining sites.
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Section 4

Characterizing Solution Compositions Using
Multiple-ion Finger print Patterns

The primary objective of this study isto identify an appropriate set of parameters that can be used for
effective monitoring of mining sites. Ideally, these parameters should display severa desirable
characteristics associated with indicator parameters or tracers. The parameters should be unique to
the mining facility to be monitored. This would provide a method to unequivocally identify the mine
waste leachate and discriminate it from ambient conditions surrounding the operation. The
parameters selected for monitoring should aso have alow attenuation factor in the environment.
Thiswould allow the parameters to travel with the front edge of the plume and provide for early
detection of migrating leachate if an unintentional spill or release occurs. Finally, standard analytical
methods should be available to analyze for the selected parameters at anticipated concentration
levels.

The monitoring results from mining operations in Nevada and Arizona have identified 40
constituents that may be present in mine waste leachates (Table 3-1, Table 3-3, Table 3-4).
Unfortunately, when considered individually, these constituents do not possess all of the desirable
characteristics of an indicator parameter or tracer. One limitation is that all of the constituents, except
cyanide, are naturally occurring substances. Therefore, simple detection of any of these substances
does not characterize the leachate or differentiate it from ambient ground water or surface water in
the vicinity of the mine. A second limitation of the individual mine waste |eachate constituentsis the
non-normal distribution associated with each parameter. This factor will complicate any attempt to
define the concentration that differentiates aleachate constituent from the same substance in the
surrounding environment. A third limitation that affects the suitability of individual leachate
constituents as monitoring parametersis their chemical reactivity (attenuation) in the environment.
Specifically, sorption and precipitation can reduce the rate of movement of trace metals and sorption
and degradation can reduce the movement of cyanide. Therefore, these individual parameters would
not be useful for early detection of mine waste leachate migration.

Since there are several readily identifiable problems that will limit the usefulness of individual mine
leachate constituents as effective monitoring parameters, the possibility of using multipleionsto
define chemical signatures or patterns that uniquely characterize mine waste | eachates was explored
in more detail. This concept is analogous to using fingerprints to identify individuals. However,
rather than using the size and location of ridges and swirls on the fingertip, asis done with
fingerprints, the relative abundance of several constituents is used to characterize the leachates. The
graphical technique used to evaluate the feasibility of fingerprinting the composition of mine waste
leachates was to prepare modified Stiff Diagrams with the site monitoring data.
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4.1 Stiff Diagramsasa Multivariate Characterization Technique

A Stiff Diagram isagraphical technique of summarizing multiple water quality parameters for
review. The conventional method of preparing Stiff Diagramsisto plot results for cations (calcium,
magnesium, sodium, potassium, and ammonia) in one direction from a central axis and to plot results
for anions (alkalinity, chloride, sulfate and nitrate) in the opposite direction from the same axis. As
shown in Figure 4-1, the data points are then connected to form a distinctive shape (Stiff, 1951,
Davis and DeWiest, 1966; Freeze and Cherry, 1979). Even though Stiff Diagrams are created using
common and naturally occurring substances, the resulting patterns can uniquely characterize the
water quality from a specific source.

Cations - mg/L Anions - mg/L

2(|)0 1|50 1?0 5|0 0 5|0 1(|)0 1|50 2(|)0

-~ HCO3

Figure4-1. Example of Stiff Diagram used to characterize the composition of mine waste
leachates.

Stiff Diagrams were initially used to characterize brine solutionsin oil fields and ground water from
different aquifers (Stiff, 1951; Davis and DeWiest, 1966). They have subsequently been used to
characterize landfill leachate and monitor its migration through the environment (Tonjes et al., 1995;
Kimmel and Braids, 1980; Dellariaet a., 1990; Black and Dellaria, 1992). The New Y ork State
Department of Environmental Conservation has accepted the Stiff Diagram data summary technique
as a useful procedure for leachate release investigations (Tonjes et al., 1995).

Rahn et a. (1992) used histograms to characterize nonpoint sources of surface water contamination
in a Rhode Island watershed. These investigators used monitoring data for eight common
geochemical parameters (sodium, chloride, calcium, magnesium, bromide, iodide, potassium, and
sulfate) to develop distinctive and reproducible chemical signatures for approximately 10 background
and nonpoint sources in the watershed (Figure 4-2). The sources that were differentiated in this study
included upper plateau streams, geological background, road salt leachate, septic tank effluent, tap
water, and fertilizer leachate. An important aspect of this study was the demonstration that the
chemical signatures from individual sources could be reproduced under controlled laboratory
conditions. The observed agreement between laboratory and field resultsin this study reinforces the
concept of using multiple ion signatures to characterize waste |eachates.

4.2 Characterization of Incinerated Municipal Waste Ash L eachates
A study of the leaching characteristics of incinerated municipal waste ash provides another example
of the feasibility of using multiple ion signatures to fingerprint the composition of waste solutions

(Plumb and Engelmann, 1991). The literature review portion of the study demonstrated that a small
number of parameters repeatedly dominated the composition of ash leachates (Table 4-1).
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Table4-1. Concentrations of inorganic constituents leached from incinerated

municipal waste ash (VERSAR, 1987; NUS, 1987).

Fly Ash Combined Ash

I norganic Parameter (mg/L) (mg/L)

Arsenic 0.005 - 0.005 0.005 -  0.050
Barium 0.190 - 1.680 0.150 -  0.390
Cadmium 0.005 - 0.170 0.005 - 0.030
Chromium 0.002 - 0.150 0.002 - 0.020
Lead 0.025 - 35.000 0.025 - 2980
Mercury 0.010 - 0.020 0.010 - 0.100
Selenium 0.002 - 0.108 0.002 -  0.050
Silver 0.020 - 0.050 ND - 0.050
Aluminum 0.090 - 0.250 0.170 - 29.400
Beryllium 0.010 - 0.010 ND - 0.010
Boron 1790 - 3.540 0.100 - 0.220
Calcium 896.000 - 4620.000 122.000 - 536.000
Cobalt 0.030 - 0.030 0.010 - 0.030
Copper 0.002 - 0.089 0.002 - 0.190
Iron 0.002 - 0.167 0.002 - 0.038
Lithium 0.270 - 0.380 0.010 - 0.050
Magnesium 0.030 - 37.600 ND - 0190
Manganese 0.001 - 0.052 ND - 0.010
Molybdenum 0.220 - 0.340 0.070 -  0.100
Nickel ND - 0.090 0.007 -  0.090
Potassium 702.000 - 2530.000 85.000 - 120.000
Sodium 587.000 - 971.000 68.000 - 85.000
Strontium 2600 - 17.700 0580 -  3.190
Tin 0.090 - 0.090 0.020 -  0.090
Titanium 0.050 - 0.050 0.010 - 0.050
Vanadium 0.020 - 0.020 0.020 - 0.030
Y ttrium 0.050 - 0.050 0.010 - 0.050
Zinc 0.005 - 4.150 0.001 - 0.960
Chloride 209.000 - 644.000
Sulfate 156.000 - 571.000




The short list of abundant ions, which generally represented more than 95 percent of the total
dissolved solids concentration of the leachates, included the geochemical parameters that are used to
prepare conventional Stiff Diagrams.

A controlled series of |eaching experiments were conducted to specifically evaluate the possihility of
using the geochemical datato fingerprint ash leachates. An example of the leaching results using ash
samples from an ash monofill in New Y ork State are shown in Figure 4-3. The geochemical
parameters defined a reproducible leachate fingerprint that is characterized by a high chloride
concentration, arelatively high sulfate concentration, and a sodium-potassium doublet. A regression
analysis of the data sets suggests there is a 99 percent match between the geochemical fingerprint
patterns (average regression coefficient = 0.991).

The geochemical patterns for ash leachate from six ash monofills across the country are presented in
Figure 4-4. Thisinformation displays two characteristics of the leachate fingerprints. First, even for a
relatively simple ash - distilled water leaching system, each source of ash produces a leachate with a
distinctive chemical signature (i.e., the strong calcium - chloride signal in the Oregon facility is
discernibly different from the truncated signal at the lllinois facility). Second, the relatively small 95
percent confidence intervals for each Stiff Diagram constituent indicates the reproducibility of these
patterns. The observed variability for individual constituents does not have an apparent effect on the
leachate composition pattern at afacility.

The final phase of the ash leachate study consisted of comparing the laboratory |eachate fingerprints
with field monitoring data. An example of this comparison for the ash monofill in Minnesotais
presented in Figure 4-5. The laboratory |eachate fingerprint, as shown on the left of the Figure, was
dependent on the solid-liquid ratio used during the leaching process. As the solid-liquid ratio was
increased, the presence of certain constituents (i.e., chloride and sodium) became more pronounced.
The field leachates from the Minnesotafacility are presented on the right side of the Figure. This
information demonstrates that a characteristic fingerprint was obtained between July, 1988 and July,
1989 even though the total dissolved solids concentration of the leachate increased by more than 100
percent (from 7140 mg/L to 16,390 mg/L). The actua field fingerprints are similar to the laboratory
leachates prepared at relatively high solid-liquid ratios (> 35 g/200 mL).

A comparison of laboratory and field leachate fingerprints at a second ash monofill are presented in
Figure 4-6. The laboratory results from this facility also show the influence of solid-liquid ratio
during leaching. Asthe solid-liquid ratio is increased, chloride becomes a more abundant anion than
sulfate and the sodium-potassium doublet is enhanced. The partial field monitoring results (there
were no data for potassium) indicate a recurring composition pattern that is similar to laboratory
leachates prepared at higher solid-liquid ratios (> 35 g/200 mL).

The ash leachate characterization study demonstrated the potential for fingerprinting the composition
of waste leachates. Each ash |eachate had a distinctive multivariant composition defined by the
relative abundance of the common geochemical ions (cal cium, sodium, magnesium, potassium,
alkalinity, chloride, and sulfate). Since the same chemical fingerprint occurred in field monitoring
data and controlled laboratory leaching data, it was suggested that the same parameters would be
effective monitoring parameters for incinerated municipal waste ash monofills (Plumb and
Engelmann, 1991).
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Figure4-3. Characteristic multivariant fingerprint for incinerated municipal waste ash leachate
from New York State.
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Figure4-4. Comparison of ash leachate fingerprints from six ash monofill facilities across the
country. The error barsindicate calculated 95 percent confidence limits.
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4.3 Application to Mine Waste L eachate Characterization

The previous discussion identified several situations for which it has been possible to use Stiff
Diagrams to uniquely define the composition of ground water or waste leachates. These examples
include ground-water aquifers (Davis and DeWiest, 1966; Freeze and Cherry, 1979), municipal
landfill leachates (Tonjes et al., 1995; Kimmel and Braids, 1992), and incinerated municipa waste
ash leachate (Plumb and Engelmann, 1991). Each of these case studies share several common
features that contribute to the usefulness of the Stiff Diagrams. These features are:

1. A small number of ions define the leachate composition. Usually, there are six to eight ionsin
the fingerprint.

2. The small number of ionsthat dominate the composition of the solution usually represent more
than 90 percent of the reported total dissolved solids concentration.

3. The same set of geochemical parameters, calcium, magnesium, sodium, potassium, alkalinity,
chloride, and sulfate were the dominant ionsin each example.

A review of the composite mine site monitoring datain Table 3-1, Table 3-2, and Table 3-3 indicates
that these |eachates are similar to those solutions that have been successfully characterized with Stiff
Diagrams. The composition of each of the mine waste |eachates is dominated by a small number (5 to
10) of substances. Also, the most abundant ions in the mine waste leachates include the common
geochemical ions (calcium, magnesium, sodium, potassium, nitrate, alkalinity, chloride, and sulfate)
that proved to be useful with previous applications of Stiff Diagrams. The high concentrations
associated with each of the geochemical parameters should eliminate or minimize the problem of
dealing with non-detectable results. Finally, the geochemical ions represent 70 to 100 percent of the
total dissolved solids concentration of mine waste |eachates. Based on these conditions, Stiff
Diagrams were selected to identify and characterize multivariant compositional patterns associated
with mine waste |leachates.

4.4 Stiff Diagram M odifications

The conventional approach to preparing Stiff Diagramsis to plot anion and cation concentrationsin
opposite direction from a common axis as shown in Figure 4-1. However, the basic Stiff Diagram
was modified for this study. Asindicated in Figure 4-7, the components of a Stiff Diagram were
rotated about the center axis. The resultant data summary still produces atwo-dimensional figure to
characterize the mine waste leachates but the shape is now a histogram rather than a geometric
pattern. This modified version of a Stiff Diagram was used as a matter of convenience to facilitate
preparation of the graphical fingerprints. As aresult, readily available software (Quattro Pro) could
be used to prepare the data summaries rather than using more specialized geotechnical software.

A second property of conventional Stiff Diagrams that was modified during this study was the
concentration units used to express the data. The usual approach is to present datain units of mg/L or
meg/L. However, when the results to be summarized and compared display considerable variability,
asisthe case with mining data, awide concentration range can complicate any attempt to compare
graphical fingerprints (Tonjes et al., 1995). However, rather than using asliding scale as has been
suggested for landfill leachates (Tonjes et a., 1995), an aternative approach was used. The
monitoring results for each parameter were normalized to the total dissolved solids concentration of
the sample. This approach offers the following advantages.
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1. Thevertica scalefor all of the modified Stiff Diagrams are fixed in the range of 0.0 to 1.0 for
al parameters since the concentration for an individual mine waste leachate constituent must
be less than the total dissolved solids concentration of the leachate. The use of a common scale
permits graphical fingerprints from different sampling locations or different sampling times to
be directly compared.

2. Thedata manipulation step does not alter the chemical fingerprint since al the datafrom one
location are divided by a constant factor (the total dissolved solids concentration).

3. Theuse of normalized data can rapidly identify some data quality problemsin the results. For
example, when the normalized concentration for a parameter exceeds avalue of 1.0, either the
parameter result is high and/or the total dissolved solids concentration islow. After inspection,
the data can be flagged as suspect and used or discarded, as appropriate. Also, if the sum of the
normalized concentration exceeds a value of 1.0 (or the upper data quality objective), thereis
one or more suspect result in the data set.

The comparison of Stiff Diagrams has historically been a subjective process. One final adaptation
used in this study to address this issue was the application of a statistical procedure to provide amore
guantitative comparison of the mine waste leachate fingerprints. Regression analysis was used to
estimate the similarity of the modified Stiff histograms prepared with two sets of geochemical data.
The calculated regression coefficient (r), which ranges from 0 to 1, estimates the variability in one
set of data that can be explained by the variability in a second set of data. The square of the
calculated regression coefficient (r?) provides a numerical estimate of the match between two
fingerprints or the precision (reproducibility) of a single pattern.

4.5 Summary

Composite monitoring results for mine waste leachates in Nevada and Arizona demonstrate that these
solutions are composed of naturally occurring substances. A recurring pattern that has been identified
in three types of mine waste leachates, process solutions at Nevada gold mines, MWMT leachates at
Nevada gold mines, and tailings ponds at Arizona copper mines, isthat asmall suite of common
geochemical ions are the most abundant constituents in mine waste leachates while trace metals are
present at much lower and highly variable concentrations. This distribution is similar to that observed
in ground water, landfill leachates, and incinerated municipal waste ash |leachates which have all

been successfully characterized using graphical multivariant techniques such as Stiff Diagrams.
Therefore, Stiff Diagrams were selected to identify multivariant compositional patterns that could be
used to uniquely characterize mine waste leachates.

The conventional approach to Stiff Diagrams was modified in several ways for this study. First, all of
the data were plotted on a common axis. As aresult, the graphical summaries were in the form of a
histogram rather than an abstract geometric shape. Second, all of the monitoring data were
normalized to the total dissolved solids concentration. This had the effect of creating a uniform
y-axisthat facilitated a comparison of individual data sets despite large concentration fluctuations.
Third, regression analyses were used to develop a numerical estimate of the similarity between
different graphical patterns.
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Figure4-7. Transformation of conventional Stiff Diagram
(A) into modified Stiff histogram (C) used to
characterize mine waste |eachates.
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Section 5

Assessment of Monitoring Results From
Gold Heap L eaching Facilitiesin Nevada

The process of using cyanide to complex and recover gold is more than 100 years old (Murrey and
Moeller, 1985). However, the first small scale application of this technique did not occur in the
United States until the late 1960's (Hiskey, 1985). Several years later, the first large scale heap
leaching facility began operating in Nevada (Dorey, et a., 1988). The number of facilities has
continued to increase in the past 15 years with approximately 300 now in operation.

There are several factors that have contributed to the rapid growth in this sector of the mining
industry. First, gold can now be recovered from low-grade ores that are not considered economically
viable with conventional mining techniques. The process has been applied to oxidized ores with gold
concentrations as low as 0.05 oz/ton (Hoye, 1988). Second, the procedure is amenable to either
small-scale or large-scal e operations and has a shorter start up period compared to conventional gold
mining techniques. Third, the capital costs for heap leaching operations are 60 - 80 percent lower
than conventional gold mining operations (Hoye, 1988). As aresult, heap leaching has become the
fastest growing sector in the mining industry in the United States and the largest number of these
operations are located in the State of Nevada.

5.1 Description of Heap L eaching Process

The heap leaching processis schematically summarized in Figure 5-1. The gold-bearing ore to be
processed is removed from the mine pit and stockpiled. Depending on the ore supply, the preparation
of the ore can range from no treatment, to crushing only, to crushing and agglomeration with lime or
cement (Norman and Raforth, 1995; Strachan and van Zyl, 1987). The crushing process increases the
surface area of the ore from which gold can be extracted and the agglomeration process increases the
permeability of the ore pile to be leached.

The prepared ore is stacked in benches or layers 20 to 30 feet high on an impervious leaching pad
(Strachan and van Zyl, 1987; Hoye, 1988). The leaching pads are usually constructed of compacted
clay and/or synthetic liners to produce afinal permeability of lessthan 1 x 10° cm/s (Norman and
Raforth, 1995, Strachan and van Zyl, 1987, Comba, et al., 1992). Leaching pads can rangein size
from less than 1 acre to 50 acres (Hoye, 1988).

An akaline cyanide solution, composed of plant make-up water, sodium cyanide and either sodium
hydroxide or lime is pumped from the barren reservoir and sprinkled on the ore benches at arate of
0.003 to 0.05 gal/min/ft? which is sufficient to percolate into the pile but not cause erosion of the pile
(Norman and Raforth, 1995). The cyanide concentration in the lixiviant solution ranges from 250
mg/L to 800 mg/L and the solution pH is 9 - 11 s.u. (Hoye, 1988, Norman and Raforth, 1995). Asthe
cyanide solution percolates through the benches, it extracts gold, silver, and other semi-precious
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metals (mercury, zinc, copper, iron, nickel and lead) from the prepared ore by complexation (Norman
and Raforth, 1995). The gold-enriched solution is collected and pumped to a pregnant pond reservoir.
Gold isrecovered from the process solution by a zinc precipitation process or an activated carbon
absorption and electrowinning (Norman and Raforth, 1995). The gold-depleted solution is pumped
back to the barren pond where it is reconstituted and recirculated through the ore pile (Figure 5-1).

When the ore on the leaching pad is exhausted, the mining process is continued using one of the
following options:

1. Additional benches of fresh ore are added to the pile on the leaching pad. This permits continued
usage of the original pad but is usually limited to two or three additional benches.

2. Leavethe spent orein place and expand the size of the leaching pad.

3. Transfer the spent ore to atailings basin and place fresh ore on the original leaching pad.

The selection of one of these optionsis usually determined by factors such as hauling distances, land
availability, and local topography (Norman and Raforth, 1995).

5.2 Fingerprinting Heap L eaching Process Solutions

The Nevada Division of Environmental Protection has established a comprehensive monitoring
program for heap leaching facilities (NDEP, 1989). Although some of the specific details will
fluctuate from site to sSite, the general program requires monitoring of the barren pond and the
pregnant pond (Figure 5-1), the tailings slurry or the tailings reclaim water (if atailings pondis
used), the make-up water used by the facility, and the ground water in the vicinity of the operation.
Aninitial review of composite data from 26 heap leaching facilities suggested that a small number of
commeon inorganic constituents repeatedly dominated the composition of mine waste |eachates
(Chapter 3) and that a graphical data summation technique, such as the Stiff Diagram, could be
useful to define characteristic multi-variant compositional patterns or fingerprints for mine waste
leachates (Chapter 4). If it is possible to fingerprint the composition of mine waste |eachate, then
those parameters that define the fingerprint become candidates for effective detection monitoring
parameters at mining sites. The remainder of this Chapter shall use the monitoring results from the
Nevada heap leaching facilities as a series of case studies to explore the possibility of fingerprinting
mine waste |eachates.

The following approach will be used to present the data from the individual case studies. First, the
datawill be presented for the pregnant pond monitoring location to illustrate the identification of a
recurring geochemical fingerprint pattern. Second, the pregnant pond fingerprint pattern will be
compared to the geochemical pattern at other locations within the recircul ating system used at heap
leaching facilities (i.e., the barren pond and tailings pond). If the geochemical fingerprintisa
characteristic feature of the mine process solution, a comparable fingerprint should be seen at each
location. Third, the process solution fingerprint pattern will be compared to the geochemical
fingerprint for the mine make up water. If the geochemical fingerprint is a characteristic property of
the mine process solution, the two geochemical fingerprints should be distinctly different. Finaly,
the process solution fingerprint will be compared to ground-water fingerprints from monitoring
locations in the vicinity of the mine. The aobjective of this effort is to determine whether the finger-
print pattern can be used to monitor mine leachate migration through the environment. Although this
approach will introduce some redundancy in the presentation, it is considered necessary to illustrate
the potential for fingerprinting mine leachates.
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5.2.1 LoneTree Gold Mine

The first gold mining facility to be discussed is the Lone Tree Gold Mine in west-central Nevada.
Thisfacility uses a conventional heap leaching process and the site monitoring program includes
guarterly monitoring of the pregnant pond, the barren pond, the mill water supply, and three
monitoring wells. The data set obtained from the Nevada Department of Environmental Protection
for this mine included 10 sets of quarterly data collected between March, 1991 and May, 1993.

The monitoring results from the Lone Tree pregnant pond are presented in Table 5-1. This
information displays many of the characteristics that were identified in the composite data set (Table
3-1). The suite of nine geochemical parameters (alkalinity, calcium, chloride, fluoride, magnesium,
nitrate, potassium, sodium, and sulfate) represent 98 percent of the total dissolved solids
concentration in the pregnant pond. The trace metals collectively represent less than two percent of
the total dissolved solids concentration and half of them display non-normal distributions. Finally, 19
of the leachate constituents listed in Table 5-1 exceed one or more of the screening criteria presented
in Table 3-2.

The datafor the individual quarterly surveys at the pregnant pond location are presented as a series
of histogramsin Figure 5-2. The x-axis of this histogram identifies each of the major geochemical
parameters usually incorporated in a Stiff diagram. In addition, the x-axis includes a separate entry
for cyanide (CN), copper (Cu), and total trace metals (TTM). These |ast three parameters are not
used in conventional Stiff Diagrams but have been incorporated into the graphical summaries
because of their importance in heap leaching operations. Cyanide is the primary agent used to extract
gold from the ore by complexation and can be present at high concentrations. Copper has been
included as a separate entry because it is often reported at high concentrations in heap leaching
process solutions. Finally, the individual trace metals except copper have been summed to produce a
total trace metals value (TTM). These extra values in the histograms provide for maximum use of the
available data and ensure that major concentration fluctuations that might impact the solution
fingerprint are not missed.

Theresults from eight quarterly surveys at the Lone Tree pregnant pond demonstrate the variability
observed for individual |eachate constituents (Figure 5-2). For example, total dissolved solids varied
from 3000 mg/L to 6500 mg/L, sulfate varied from 1000 mg/L to more than 2500 mg/L, chloride
varied from less than 1000 mg/L to 2000 mg/L, and calcium varied from 500 mg/L to more than 3000
mg/L. However, despite these fluctuations, thereis an indication of a repetitive composition pattern
for this solution. Specifically, sulfate is the most abundant geochemical ion, sodium and chloride are
the second most abundant ions, calcium is the third most abundant ion, alkalinity is aminor
constituent in the pattern, and the remaining ions do not make a significant contribution to the
pattern.

The quarterly monitoring data from the Lone Tree pregnant pond were divided by the total dissolved
solids concentration reported for each survey. These normalized data are presented in Figure 5-3.
This data transformation serves two purposes. First, it creates a standardized y-axis for the
histograms that ranges from 0.0 to 1.0 that facilitates a comparison of the leachate composition
patterns. This follows from the fact that the concentration for an individual ion must be less than the
total dissolved solids concentration for a solution. Second, the common axis demonstrates the
recurring multiple ion signature that defines the composition of the pregnant pond solution at the
Lone Tree mine. Even though the total dissolved solids concentration varied by more than 3300
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Table5-1.

Monitoring results from the pregnant pond at the Lone Tree Gold Mine.

Pregnant Pond Sampling Date

Average Standard

Constituent 8/91 1191 2/92 5/92 10/92 1/93 4/93 Concentration Deviation
Alkalinity 214 148 313 143 214 291 258 216 63
Calcium 650 340 490 339 465 449 106
Chloride 1060 1900 1248 971 824 756 643 1040 369
Fluoride 3.6 3.8 5.6 51 5.4 47 55 5.0 1.0
Magnesium 24 58 28 13 18 26 15
Nitrate 17 66 47 38 37 30 16 34 18
Potassium 35 34 39 39 21 34 6
Sodium 985 854 798 700 464 782 166
Sulfate 2502 1800 1600 1720 1604 1030 969 1582 478
Cyanide 89 108 220 91 130 130 141 126 40
Copper 36 100 77 65 51 68 20
TT™ 0.41 0.32 5.97 209 63 105 14.4 44 66
TDS 5559 6573 5132 4552 4464 3229 3230 4692 1051
pH 9.6 9.2 9.6 8.8 9.4 10.6 9.9 9.5 0.5
Aluminum 0.1 0.1 0.4 11 0.3 0.4
Antimony <05 <05 <05 <05 0.0 0.0
Arsenic 0.33 0.02 0.01 0.03 0.13 0.04 020 0.13 0.12
Barium 0.4 01 <01 0.04 02 0.08 0.15
Beryllium <01 <01 <01 <01 0.00 0.00
Bismuth 01 <01 <01 <01 0.02 0.04
Cadmium 0.04 02 0.2 0.1 0.1 0.2 0.3 0.2 0.10
Chromium <0.1 <0.1 <0.1 0.1 <0.1 <0.1 <0.1
Cobalt 5.9 12 0.8 0.6 2.0 2.0
Gallium 01 <01 <01 <01 0.02 0.05
Iron 0.00 0.00 0.00 0.00 0.00 0.01 0.00 0.00 0.00
Lead 0.00 0.00 0.00 0.00 0.00 0.01 0.00 0.00 0.00
Lithium 02 <01 <01 <01 0.04 0.08
Manganese 0.07 6.6 <01 0.1 0.5 121 2.42
Mercury 0.02 0.06 0.06 0.02 0.07 0.04 004 0.04 0.02
Molybdenum 03 <05 <05 <05 0.06 0.12
Nickel 31 11 11 1.0 154 0.79
Phosphate 160 50 <01 <01 49 58
Scandium <01 <01 <01 <01 0.00 0.00
Selenium 0.00 0.00 0.12 0.13 0.52 0.06 0.04 0.13 0.16
Silver 0.03 0.03 0.05 0.03 0.10 0.06 0.05 0.05 0.02
Strontium 19 5.4 42 37 7.8 5.7
Thallium <2 <1l <1 <1 0.00 0.00
Tin <1 <2 <1 <1 0.00 0.00
Titanium <0.01 <001 <0.01 <0.01 0.00 0.00
Vanadium <01 <01 <01 <01 0.00 0.00
Zinc 45 17 24 29 4.0 2.76 1.20

All concentrations, except pH, expressed in mg/L.
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mg/L, and the sulfate concentration varied by more than 1600 mg/L, sulfate consistently represented
35 percent of the total dissolved solids concentration in eight surveys over atwo year period.
Similarly, even though chloride varied by more than 1200 mg/L between 1991 and 1993, chloride
consistently represented 20 percent of the total dissolved solids concentration. Except for asingle
calcium result in May, 1992, sodium, calcium, alkalinity, and the less abundant pregnant pond
constituents al so represented a constant percentage of the leachate total dissolved solids
concentration.

A more quantitative estimate of the reproducibility of the geochemical fingerprint was evaluated
further by performing aregression analysis between the individual quarterly surveys. The regression
coefficient varies between 0.0 and 1.0 and the square of the regression coefficient (r%), which also
varies between 0.0 and 1.0, provides an estimate of the similarity between two sets of data. As shown
in Table 5-2, the square of the regression coefficient for the Lone Tree pregnant pond data ranged
from 0.094 to 0.990. If the May, 1992 survey results are excluded because of the extraneous calcium
results, the values for the square of the regression coefficient ranged from 0.646 to 0.990 with an
average value of 0.817 (i.e., there was an 81.7 percent match between the fingerprints for seven
quarterly surveys). If the August, 1991 and November, 1991 results are excluded because of

incompl ete sampl e analyses (there are no results for calcium, magnesium, potassium, and sodium),
the average r* value increases to 0.966 (a 96.6 percent match).

The normalized concentration results in Figure 5-3 illustrate another benefit of this approach. The
initial results suggest that calcium represents 75 percent of the total dissolved solids concentration in
May, 1992. However, since sodium represents 20 percent of the total dissolved solids concentration,
sulfate represents 35 percent of the total dissolved solids concentration, chloride represents 20
percent of the total dissolved solids concentration, and there are several lesser constituents, the May,
1992 data contain one or more errors because the sum of the ions exceeds 150 percent of the total
dissolved solids concentration. The most probable error in the May, 1992 data is the calcium result
because it is not compatible with the calcium valuesin other surveys and the ratio of concentration to
total dissolved solidsisrather constant over time for the remaining geochemical parameters.

The normalized trace metal data from the Lone Tree pregnant pond are presented in Figure 5-4. The
trace metal distribution pattern is much less reproducible than the geochemical distribution pattern.
Thisis more clearly indicated in the regression analysis table in which the inter-survey r? values
range from 0.000 to 0.995. The average r? value for the trace metal datais only 0.162 whichiis
considerably lower than the 0.817 for seven quarters of geochemical monitoring data. The low and
variable concentrations for each of the trace metals and the low inter-survey r? value (an average
match of only 16 percent) suggests that the pregnant pond |eachate does not have a consistent,
characteristic trace metal pattern or fingerprint.

A second location that has been monitored at the Lone Tree mineis the barren pond. The normalized
results from eight quarterly surveys at this location have been summarized in Figure 5-5. The multi-
ion fingerprint pattern indicated for thislocation is composed of 35 percent sulfate, 20 percent
chloride, 15 to 20 percent sodium, 10 to 15 percent calcium, and approximately five percent
alkalinity. If the May, 1992 survey is excluded because of the suspect value for calcium, the average
regression analysis r* value for the remaining seven surveysis 0.792.

The assessment of the barren pond monitoring data suggests that the mine process solution has a

reproducible chemical fingerprint at thislocation. A more important observation is the fact that the
barren pond fingerprint (Figure 5-5) is essentially identical with the pregnant pond fingerprint
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(Figure 5-3). A regression analysis of the two data sets indicates that there is a 99.5 percent match (r?
= 0.995) between the barren pond signature and the pregnant pond signature. While this result might
be anticipated because both monitoring locations are part of the same recirculating system (Figure
5-1), the similarity of the solution fingerprint in these two sets of data is encouraging.

Table5-2. Regression analysistable for the Lone Tree pregnant pond
monitoring results, 1991-1993.

8/91 11/91 2/92 5/92 9/92 10/92 1/93  4/93
8/91 1000 0.798 0.656 0123 0662 0.768 0.649 0.707

11/91 1000 0680 0.094 0.637 0636 0646 0.664
2/92 1000 0376 0980 0951 0.988 0974
5/92 1000 0313 0.350 0.308 0.469
9/92 1000 0970 0.990 0.939

10/92 1.000 0.956 0.959
1/93 1.000 0.949
4/93 1.000

Average r* value for all comparisonsis 0.685.

The data set from the Lone Tree mine also included six quarterly surveys for the mine water supply
or the make-up water. These data are compared to the average process solution fingerprint in

Figure 5-6. The mine water supply has a reproducible multi-ion fingerprint in which alkainity isthe
most abundant ion (40 percent of TDS), sodium is the second most abundant ion (20 percent of
TDS), while calcium, chloride, magnesium, and sulfate are minor components of the fingerprint (5 to
10 percent of TDS). The reproducibility of the mill water supply fingerprint, as estimated from a
regression analysis of the six sampling events between August, 1991 and October, 1992, is 0.993.

The most important observation on reviewing the datain Figure 5-6 is the fact that thereisa
distinctive shift in the composition of the mine process water (barren pond and pregnant pond)
compared to the mine water supply. Even though there is a highly variable quantity of material
leached from the ore pile (total dissolved solids varied from 3000 mg/L to 6500 mg/L, sulfate varied
from 900 mg/L to 2800 mg/L ), the process solution had a consistent multi-ion fingerprint over time
and the resulting chemical signature could be differentiated from the water supply fingerprint. When
comparing the two fingerprints, the process solutions are relatively depleted in alkalinity and sodium
but are enriched in sulfate, chloride, and calcium. A regression analysis of the two patterns indicates
that thereis only a 3.5 percent match (r> = 0.035) between the water supply and the pregnant solution
and a 4.9 percent match between the water supply and the barren solution.

Monitoring results from three Lone Tree wells are summarized and contrasted with the process
solution fingerprint in Figure 5-7. There is a consistent ground-water fingerprint at each of these
locations. However, there is an indication of a compositional shift that could be due to mine waste
leachate (Table 5-3). The ground-water fingerprint at Well 1 isvery similar to the mine water supply
(r?=0.962) and dissimilar from the process solution fingerprint (r* = 0.102). The ground-water
fingerprint at Well 3 isless similar to the water supply fingerprint (r? = 0.107) and more similar to
the process solution fingerprint (r* = 0.352). Although the distinctive process solution fingerprint is
not evident, Well 3 indicates a simultaneous drop in alkalinity, an increase in sulfate, an increasein
total dissolved solids, and a shift in composition to more closely resemble the mine process solution.
Each of these concurrent changes would be expected if process solution were migrating from the
source.
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Figure5-4. Normalized trace metal distribution patternsin the Lone Tree pregnant pond.
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Table5-3. Regression analysis comparison of the Lone Tree pregnant solution
fingerprint with ground-water fingerprints from the vicinity of the

mine.
Monitoring Monitoring Monitoring
Well 1 Well 2 Well 3
Process Solution 0.102 0.277 0.352
Water Supply 0.962 0.843 0.107

Tabulated value is the r? value for aregression analysis between the two indicated fingerprints.

Lone Tree Summary

Monitoring data from the Lone Tree mine were evaluated to identify a unique feature or
characteristic of the process solution at thisfacility. This effort demonstrated that the geochemical
parameters (alkalinity, calcium, chloride, magnesium, nitrate, potassium, sodium, and sulfate)
defined areproducible, multi-ion fingerprint that was distinctive for the Lone Tree process solution.
Even though the individual geochemical parameters concentrations varied by as much as 100 percent
over atwo-year period, the data defined a chemical signature for the recirculating process solution
that was consistent over time and space. The process solution fingerprint was graphically and
statistically distinct from the mine water supply. This suggests that the process solution fingerprint is
aunique property of the heap leaching processitself and it is not an artifact of the water used at the
mine site.

5.2.2 Green Springs Gold Mine

The Green Springs Mineislocated in eastern Nevada. At the time that data were being gathered for
this project, this mine was on standby status and scheduled to be closed. Therefore, only alimited
amount of monitoring information was obtained for this facility. This data set include seven quarters
of monitoring data for the barren pond and four quarters of monitoring data from a single monitoring
well.

The monitoring results from the Green Springs barren pond are presented in Table 5-4. These data
are consistent with the barren pond compositions observed at other mines. Specifically, the most
abundant ions in the barren solution are all common geochemical ions. At the Green Springs Mine,
the three most abundant ions are chloride, sodium, and sulfate. Also, the trace metals are the least
abundant ions and collectively represent only 1.3 percent of the total dissolved solids concentration.

The barren pond monitoring results were normalized to the total dissolved solids concentration and
presented in a series of histograms in Figure 5-8. Although the concentrations for the individual
parameters were quite variable (akalinity ranged from 89 mg/L to 190 mg/L, chloride ranged from
481 mg/L to 895 mg/L, and sulfate ranged from 277 mg/L to 444 mg/L), the data from seven
guarterly surveys defined a reproducible pattern or fingerprint that characterizes the barren solution
at thismine. This specific fingerprint consists of a bimodal pattern that emphasizes the relatively
high chloride (30-35 percent of TDS), sodium (30 percent of TDS), and sulfate (20 percent of TDS).
A regression analysis of the quarterly fingerprint patterns produced an average r? value of 0.944. That
is, the percentage of the variability in one multi-ion pattern that is explained by the variability in a
second pattern, or the extent to which the two patterns matched, is 94.4 percent.
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Table5-4. Green Springs Mine barren pond monitoring results.

Sampling Date Average Standard
5/20/91 8/28/91 11/15/91 2/18/92 5/8/92 8/19/92 10/2/92 Concentration Deviation

Akalinity 190.0 150.0 160.0 1440 117.0 90.0 89.0 122.7 42.0
Calcium 58.0 67.0 77.0 59.0 94.0 64.0 78.0 64.5 19.3
Chloride 655.0 612.0 895.0 630.0 6510 481.0 547.0 581.1 178.2
Fluoride 0.9 1.0 11 11 0.9 0.9 0.9 0.9 0.2
Magnesium 04 0.3 19 0.8 04 0.7 11 0.8 0.5
Nitrate 123.0 80.0 115.0 271 30.2 28.2 32.0 58.9 36.1
Potassium 9.1 9.5 7.9 79 9.1 9.2 11.0 8.2 2.3
Sodium 510.0 580.0 450.0 470.0 590.0 480.0 570.0 472.6 130.7
Sulfate 277.0 354.0 328.0 339.0 3870 372.0 444.0 324.2 92.8
Cyanide 17.0 29.0 31.0 9.0 18.0 9.5 4.2 15.8 8.7
Copper 6.4 8.0 11.0 41 6.0 04 0.3 4.9 3.2
Total TraceMetals  23.6 185 18.3 14.7 16.5 12.7 13.1 15.3 4.8
TDS 1780 2090 1810 1554 537
pH 10.35 10.11 9.92 10.21 9.99 9.58 9.54 9.01 2.38
Aluminum 0.210 0.150 2.000 0.150 0.240 0.170 3.100 0.875 0.979
Antimony <0.1 <0.1 <0.1 <0.1 <0.1 <0.1 <0.1 0.000 0.000
Arsenic 2.900 1.200 1.100 1.000 1.100 0.570 0.960 1.184 0.642
Barium <0.1 <0.1 <0.1 <0.1 <0.5 <0.1 <0.1 0.000 0.000
Beryllium 0.110 0.050 0.050 <0.05 <0.05 <0.05 <0.05 0.031 0.035
Bismuth <0.1 <0.1 <0.1 <0.05 <005 <0.05 <0.05 0.000 0.000
Cadmium 0.070 0.013 0.011 0.020 <0.005 <0.005 <0.005 0.017 0.020
Chromium 0.330 0.380 0.300 0.310 0.420 0.210 0.290 0.291 0.090
Cobalt 0.550 0.610 0.570 0.580 0.670 0.480 0.740 0.544 0.155
Gallium <0.5 <0.5 <0.5 <0.5 <0.5 <0.5 <0.5 0.000 0.000
Iron 0.890 0.810 1.600 0430 0.720 0.420 1.900 0.907 0.489
Lead <0.025 <0.025 <0.025 <0.005 <0.005 <0.005 <0.005 0.000 0.000
Lithium 0.500 0.500 0500 <0.05 <05 <0.5 <0.5 0.215 0.218
M anganese <0.05 <0.03 0.080 <0.03 <0.03 <0.03 <0.03 0.013 0.025
Mercury 2.200 1.000 0.520 1200 0.870 0.210 0.120 0.838 0.586
M olybdenum 0.450 0.440 0.330 0.340 0.370 0.110 0.320 0.309 0.115
Nickel 10.000 9.300 8.200 8.700 10.000 3.500 2.600 6.901 2.904
Phosphorus 0.430 0.480 0.230 0450 0.420 6.200 1.900 1.486 1.776
Scandium 0.500 0.500 0.500 <0.5 <0.5 <0.5 0.245 0.217
Selenium 0.038 0.092 0.018 0.029 0.170 0.037 0.061 0.046
Silver 0.050 0.110 0.025 <0.025 0.130 0.079 <05 0.055 0.043
Strontium 0.920 1.800 0.690 0.720 0.790 0.600 0.890 0.848 0.372
Thallium <0.25 <025 <0.25 <025 <025 <025 <0.25 0.000 0.000
Tin <0.1 <0.05 <0.05 <0.05 <005 <0.05 <0.05 0.000 0.000
Titanium 0.094 <0.05 <0.05 <0.05 <005 <0.05 <0.05 0.015 0.029
Vanadium 0.310 0.130 0.020 0.130 0.500 0.098 0.120 0.180 0.134
Zinc 3.000 0.940 1.600 0.640 0.130 0.061 0.110 0.919 0.875

All concentrations except pH in mg/L.
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Green Springs Barren Pond Regression Analysis Matrix

5/91 8/91 1191  2/92 5/92 8/92  10/92

5091 1000 0972 0997 0971 0952 0909 0.892
8/91 1000 0.888 0979 0992 0977 0.968
11/91 1000 0942 0.889 0.830 0.808
2/92 1.000 0.985 0960 0.946
5/92 1000 0.986 0.982
8/92 1.000 0.999
10/92 1.000

Averager squared value = 0.944

Figure5-8. Normalized geochemical monitoring results from the Green Springs barren pond.
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The normalized monitoring results for trace metals in the barren pond are presented in Figure 5-9.
The average r? value for these datais 0.586. Although the trace metal pattern at this mineis more
consistent than the trace metal pattern observed at the Lone Tree mine, the trace metal pattern is still
less reproducible than the geochemical pattern at the same mine.

The datafile for thisfacility did not have any information on the make up water and only had data
from a single monitoring well. As might be expected, the geochemical parameters were the most
abundant ground water constituents and produced a distinctive fingerprint pattern (Figure 5-10). This
pattern is defined by a single dominant alkalinity spike (50 percent of TDS), asmaller peak due to
calcium (20 percent of TDS), and minor peaks due to magnesium and sulfate (10 percent of TDS).
The average regression analysis r? value for the four surveys at monitoring Well 1 was 0.988 (i.e.,
there was a 98.8 percent match of the ground-water pattern at Well 1 between surveys over time).
An inspection of Figure 5-8 and 5-10 indicates that the same small set of common geochemical
parameters defined a reproducible but distinctly different fingerprint for the barren pond and the
ground water at the Green Springs Mine. A regression analysis of the two patterns produced an
average r* value of 0.000.

Green Sorings Summary

The monitoring data set for the Green Springs Mine was limited to several sets of quarterly
monitoring data for the barren pond and a single monitoring well. However, these data till illustrated
several characteristics of mine waste leachate.

1. Seven geochemical parameters represented 105 percent of the total dissolved solids concentration
in the barren pond. The geochemical datafrom seven sets of quarterly surveys produced a
reproducible and distinctive multi-ion fingerprint for the barren pond solution. A regression
analysis comparison of the individual survey results over atwo-year period produced an average r?
value of 0.944.

2. Thetrace metals only represented 1.3 percent of the total dissolved solids concentration of the
barren pond solution. The compositional pattern defined by these parameters was less
reproducible than the pattern defined by the geochemical parameters (average r? value was 0.586).

3. The geochemical parameters also defined a reproducible pattern at the single monitoring well. The
ground-water pattern, based on four quarterly surveys, had an average regression analysis r? value
of 0.988. The alkalinity-rich ground-water pattern was also distinctively different from the barren
pond fingerprint that had relatively high levels of chloride, sodium, and sulfate.

The data from this mine demonstrate that it is possible to develop a multi-ion fingerprint to
characterize mine waste leachate. Furthermore, thisfingerprint is graphically and statistically distinct
from the local ground-water fingerprint. It should be possible to track the migration of mine waste
leachate through the environment based on its unique composition. However, there was insufficient
spatial sampling in the vicinity of the Green Springs Mine to explore this possibility in more detail.
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Regression analysismatrix for Green Springs barren pond trace metal data.

Sampling Date  5/91 8/91 1191  2/92 5/92 8/92  10/92
5091 1000 0920 088 0924 088 0190 0.248

8/91 1000 0915 0981 0974 0232 0.292
11/91 1000 0910 0904 0.189 0.459
2/92 1.000 0991 0240 0.284
5/92 1000 0.236 0.299
8/92 1.000 0.342
10/92 1.000

Average r squared value = 0.586

Figure5-9. Normalized trace metal distribution patternsin the Green Springs Mine barren pond.

5-18



Monitoring Well 1

Q0.8
'_
©
$06 |
<
Q
1<
S04
©
E
8 0.2 - -
a

0.0 —

Alk Ca Cl F Mg NO3 K Na SO4 CN Cu ™

I:I Barren Solution - 5/91

Leachate Constituents

8/91 I:I 11/91

-

Green Springs Monitoring Well Regression Analysis Matrix

5/91 8/91 1191  11/92

5091 1000 0989 0999 0971
8/91 1000 0.995 0.994
11/91 1.000 0.980
11/92 1.000

Average r squared value = 0.988

Regression Analysis: Barren Pond vs Well 1 0.00004
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5.2.3 Alligator Ridge Mine

The Alligator Ridge Mineislocated in east-central Nevada. The monitoring results for this facility
included the following sets of data:

1. Three sets of quarterly data at the pregnant pond.

2. Three sets of quarterly data at the barren pond.

3. Three sets of quarterly data at the production well.

4. Three sets of quarterly data at eight monitoring wells.

The data from each of these sources have been summarized in a series of histogramsto identify
multi-ion compositional patterns.

The monitoring data for the Alligator Ridge pregnant pond are presented in Figure 5-11. This
information suggests that there is arecurring compositional pattern at this location that is defined by
avery dominant sulfate spike (40 percent of TDS), a high sodium spike (20 percent of TDS), and a
small amount of noise for alkalinity, calcium, and chloride. Even though the total dissolved solids
concentration fluctuated between 3500 mg/L and 5500 mg/L, the average regression analysis r? value
for this set of datawas 0.920 due to the strong sodium-sulfate doublet in the chemical signature.

The monitoring data from the Alligator Ridge barren pond are summarized in Figure 5-12. The
chemical signature in the barren pond is essentially identical to the pregnant pond fingerprint. A
regression analysis of the barren pond data produced an average r> value of 0.907. A regression
analysis of the pregnant pond pattern with the barren pond pattern produced an r? value of 0.951.
Thus, datafrom two locations in the recirculating heap leaching system demonstrate that the process
solution at the Alligator Ridge Mine has a consistent and reproducible fingerprint.

The normalized geochemical fingerprint for the three production wells used as make up water are
compared with the Alligator Ridge process solution fingerprint in Figure 5-13. The three production
wells define areproducible pattern in which alkalinity represents 40 percent of the TDS, calcium
represents 20 percent of the TDS, and sulfate represents 10 percent of the TDS. The process solution
fingerprint at this mine can be easily differentiated from the production well fingerprint because of
the lower akalinity, lower calcium, higher sodium, and higher sulfate concentrations. A regression
analysis of the two patterns demonstrates that they can also be statistically differentiated from each
other. The average regression coefficient r? value for these two sets of datais only 0.052 (a 5.2
percent match).

The Alligator Ridge process solution fingerprint is compared to the ground-water fingerprint at Well
M-23 in Figure 5-14. The ground-water pattern indicates a dominant peak for sulfate (40 percent of
TDS), amajor peak for sodium (20 percent of TDS), and small quantities of alkalinity and the other
geochemical parameters. This geochemical distribution is nearly identical with the process solution
fingerprint (regression analysis r? value = 0.956). The similarity of the two fingerprints would
indicate that the ground water at Well M-23, which islocated in the leach pad area, has been
contaminated by |eakage or spillage from the facility. A more important observation is the fact that
the geochemical signature, which can be used to characterize the process solution at its source,
maintains its identity as the process solution migrates through the environment.
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Regression Analysismatrix for Alligator Ridge new pregnant pond

Sampling Date 7/90 10/90 12/90
7/90 1.000 0.874 0.888

10/90 1.000 0.999

12/90 1.000

Averager squared value = 0.920

Figure5-11. Normalized geochemical monitoring results from the Alligator Ridge new pregnant
pond.
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Regression Analysismatrix for Alligator Ridge barren pond

Sampling Date 7/90 10/90 12/90
7/90 1.000 0.881 0.872

10/90 1.000 0.967

12/90 1.000

Averager squared value = 0.907

Figure 5-12. Normalized geochemical monitoring results from the Alligator Ridge barren pond.
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Well 1 Well 2 Well 3
Pregnant Pond 0.019 0.009 0.016
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Averager squared value = 0.052

Figure 5-13. Comparison of the production well and process solution fingerprints at the Alligator
Ridge Mine.
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Figure5-14. Comparison of Well M-23 fingerprint with the Alligator Ridge process solution
fingerprint.
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Monitoring results from a second well at the Alligator Ridge facility are compared to the pregnant
pond fingerprint in Figure 5-15. The data from three surveys at Well 44-B, located east of the leach
pad area, produce a consistent geochemical fingerprint (r> = 0.979). Furthermore, the Well 44-B
fingerprint bears a strong resemblance to the process solution fingerprint. These data also suggest
that the process solution fingerprint maintains its chemical identity as the solution migrates from the
source.

Alligator Ridge Summary

The data from this heap leaching facility illustrate three features of the fingerprinting process. The
first feature is that the geochemical parameters define a consistent and reproducible chemical
signature or fingerprint for the process solution at this mine. This signature, defined by 40 percent
sulfate, 20 percent sodium, and 10 percent alkalinity, can be used to characterize heap leaching
process solutions at their source. The second feature is that the same geochemical parameters also
define areproducible fingerprint for the make up water used at the mine. Therefore, the geochemical
fingerprint can be used to differentiate between local ground water and a mine process solution. The
third feature of the geochemical fingerprint is that it maintains its chemical identity while migrating
through a ground-water environment. Thus, the monitoring results from the Alligator Ridge Mine
indicate that the geochemical fingerprint can be used to track the migration of mine waste leachates.

5.2.4 Oliver HillsMine

This mining facility islocated in west central Nevada. The monitoring results for the Oliver Hills
Mine cover the period from September, 1990 until June, 1993. However, during 1992, there was no
active mining at the site and only fresh water was circulated through the ore pile. As aresult, only
low, residual levels of cyanide were reported in the barren and pregnant ponds (generally less than 2
mg/L) and the pH was lower than active heap leaching operations (pH 7.5 - 8.2).

Monitoring results from six quarterly surveys at the Oliver Hills pregnant pond are presented in
Figure 5-16. Except for the first survey in September, 1990, the geochemical data define a consistent
multi-ion signature for this solution. The pregnant fingerprint is characterized by 30-35 percent
sulfate, 15 percent sodium, 10-15 percent calcium, and small amounts of the other parameters. The
average regression analysis r? value for all surveysis 0.865. If the September, 1990 results are
excluded, the r? value increases to 0.924.

The monitoring data from six surveys at the barren pond are presented in Figure 5-17. Again, except
for asingle alkalinity value in March, 1992, the geochemical data define a reproducible pattern that
isvery similar to the pregnant pond pattern. A regression analysis of the individual barren pond
surveys produced an average r? value of 0.834. A regression analysis of the pregnant pond pattern
with the barren pond pattern produced an r? value of 0.972. Thus, there was a 97 percent match
between the solution fingerprints from two locations in the recircul ating process solution.

The normalized composition of the Oliver Hills pregnant pond is contrasted with the make up water
used at the mine in Figure 5-18. Although the relatively high levels of sulfate in the make up water
are unusual, the two fingerprints can be distinguished. A regression analysis of the process solution
fingerprints and the make up water fingerprint produced an average r? value of 0.537.
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Regression analysismatrix for ground water at Well 44B

Sampling Date 7/90 10/90 12/90
7/90 1.000 0.984 0.962

10/90 1.000 0.992

12/90 1.000

Averager squared value = 0.979

Figure 5-15. Comparison of Well 44B fingerprint with the Alligator Ridge process solution
fingerprint.
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1/92 1000 0932 0971 0907 0.955
2/92 1000 0952 0832 0.880
3/92 1.000 0.893 0.946
1/93 1000 0.972
2/93 1.000

Averager squared value = 0.865

Figure 5-16. Pregnant pond fingerprint at the Oliver Hills Mine.
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Averager squared value = 0.834

Figure 5-17. Barren pond fingerprint at the Oliver Hills Mine.
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The geochemical monitoring data from two wells near the mining operation are compared with the
process solution fingerprint in Figure 5-19. The single most abundant ion in the ground water is
alkalinity followed in decreasing order by calcium, sulfate, sodium, and chloride. The consistency of
the ground-water fingerprint isindicated by the fact that the calculated r* value is 0.927. However,
when the ground-water fingerprint is compared to the process solution fingerprint, the r* value drops
to 0.233. Based on the consistent differences between the process solution fingerprint and the
ground-water fingerprint, this mining operation has not had an impact on the ground water in the
limited areas where monitoring has been conducted.

Oliver Hills Summary

Thefile for this mine contained six sets of quarterly monitoring data for the pregnant pond and the
barren pond. Each set of data defined a consistent geochemical signature with a high level of
reproducibility. The r? value for the process ponds was 0.972. An interesting aspect of this site isthat
the process solution fingerprint has remained constant over time even though there was no active
mining during 1992.

The same set of geochemical parameters also defined a reproducible fingerprint for the ground water
that was distinctly different, both graphically and statistically, from the process solution fingerprint.
Based on the fingerprint differences, and the limited spatial sampling that has been conducted (only
two wells), thisfacility has not had an impact on the local ground water.

5.2.5 Barrick Goldstrike Mine

The Barrick Goldstrike Mine is amajor gold mining facility located in north-eastern Nevada. The
data set for this mine includes monitoring results for the pregnant pond, the barren pond, tailings
water, atailings reclaim solution, and more than a dozen wells. These data were generated between
1991 and 1993.

Three years of monitoring data for the Barrick Goldstrike pregnant pond are presented in Figure
5-20. There are two pointsillustrated with these results. The first point is that there are obvious data
guality problems with the August, 1992 data. Thisisindicated by the fact that the reported sulfate
results represent approximately 110 percent of the total dissolved solids concentration. Sincethisis
not physically possible, either the sulfate data are biased high or the total dissolved solids
concentration data are biased low. Based on the similarity of the normalized concentrations for the
other pregnant pond constituents, it is likely that the reported sulfate results arein error. The second
point illustrated with the pregnant pond datais that there is a recurring multiple ion chemical
signature. In each data set, sulfate is the singular most abundant ion, sodium is the second most
abundant ion, and calcium, alkalinity, and chloride and minor constituents of the chemical signature.

A regression analysis comparison of the individual pregnant pond surveys produced r? values ranging
from 0.961 to 0.982. The average r? value was 0.970 (a 97 percent match). The erroneous sulfate data
did not have a significant effect on the regression analysis due to the fact that sulfate was the most
abundant constituent in the pregnant solution.
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Figure 5-19. Comparison of Oliver Hills process solution fingerprint with the local ground-water
fingerprint.
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Sampling Date 1/92 8/92 5/93
1/92 1.000 0.961 0.968
8/92 1.000 0.982
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Averager squared value = 0.970

Figure 5-20. Pregnant pond fingerprint at the Barrick Goldstrike Mine.

5-32



The geochemical monitoring results for the barren pond at this facility are presented in Figure 5-21.
The repetitive chemical signature seen at thislocation suggests that sulfate represents 50 to 60
percent of TDS, sodium represents 20 percent of TDS, and akalinity, calcium, and chloride are all
present but each represents less than 10 percent of the TDS. The average regression analysis r? value
for this set of datais0.970.

A comparison of the pregnant pond fingerprint (Figure 5-20) with the barren pond fingerprint
indicates that the same chemical signature is present at these two locations in the recirculating heap
leach operation. Each of these fingerprints share the same features of a dominant sulfate peak, a
secondary peak due to sodium, and small amounts of alkalinity, calcium, and sodium. A regression
analysis of the two sets of data produced an r? value of 0.999. Also, the similarity of the chemical
fingerprint at these two locations, with the exception of the pregnant pond sulfate datain 1992,
would support the assessment that the sulfate data for that survey is biased high.

The monitoring program at this facility included routine monitoring of tailings water and tailings
reclaim water. The monitoring data from these two locations are compared to the pregnant pond and
barren pond datain Figure 5-22. All four sets of data share a common geochemical fingerprint that is
defined by 60 percent sulfate, 15 percent sodium, 10 to 15 percent calcium, and less than 10 percent
alkalinity and chloride. Each of these locations serve as an independent estimate of the source
fingerprint at this mine and the results define a consistent geochemical fingerprint (the average r?
valueis 0.964).

The trace metal data from the pregnant pond, the barren pond, the tailings water, and the tailings
reclaim water at the Barrick Goldstrike Mine are presented in Figure 5-23. Thisinformation indicates
that there is no consistent trace metal fingerprint in the mine waste leachates at this facility. The
regression analysis r? values ranged from 0.001 to 0.843 with an average value of 0.196. That is, the
match between each of these source terms ranged from alow of 0.1 percent to a high of 84.3 percent.
Even though the geochemical parameters defined a reproducible fingerprint between locations and
over time (r? = 0.970), the reproducibility of the trace metal signature was only 19.6 percent. Some of
the factors that contribute to the increased trace metal variability include alower abundance, lower
solubilities and a more complex aquatic chemistry (sorption to particul ate matter, complexation by
cyanide, and lower precipitation).

The site monitoring program at this facility includes more than a dozen monitoring wells.
Geochemical monitoring results for five quarterly surveys at Well 7A are presented and contrasted to
the mine waste leachate fingerprint in Figure 5-24. These results demonstrate that the local ground
water also has areproducible and characteristic fingerprint. The ground-water fingerprint pattern is
defined by 50 percent alkalinity, 20 percent sulfate, 15 percent calcium, and small amounts of
chloride, magnesium, and sodium. A regression analysis of the ground-water pattern produced r?
values that ranged from alow of 0.976 to a high of 0.999. Over the five quarters for which data are
available, the ground-water pattern had a reproducibility of 99.2 percent.

An equally important observation is the fact that the ground-water fingerprint is graphically and
statistically distinct from the Barrick Goldstrike mine waste |eachate fingerprint. While the ground
water isrelatively rich in akalinity and poor in sulfate, the composition of the mine waste leachates
has shifted to one that isrich in sulfate and poor in alkalinity. The regression analysis confirms the
distinction between the two fingerprint patterns (r* = 0.121).
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Figure5-21. Barren pond fingerprint at the Barrick Goldstrike Mine.
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Pregnant  Barren Tailings  Tailings
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Averager squared value = 0.964

Figure 5-22. Geochemical fingerprint comparison for Barrick Goldstrike mine waste
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Figure 5-23. Trace metal fingerprint comparison for Barrick Goldstrike Mine waste
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Averager squared value = 0.992

Figure 5-24. Geochemical fingerprint for ground water at Barrick Goldstrike Well 7A.
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Each monitoring well was sampled five to nine times between 1990 and 1993. The results for 47
sampling events at seven wells have been summarized in Figure 5-25. Except for some fluctuation in
the height of the alkalinity peak, each data set defined a geochemical fingerprint that was identical to
the ground-water fingerprint at Well 7A. This pattern consists of 30 to 50 percent alkalinity, 10 to 20
percent sulfate, 15 percent calcium, and less than 10 percent chloride, magnesium, sodium, and
potassium. A regression analysis of these patterns indicates a reproducibility of 94.9 percent. Thus,
the ground-water fingerprint is consistent over time and space and can be differentiated from the
mine waste |eachate fingerprint at this facility (r* = 0.140).

The Barrick Goldstrike data set also contained monitoring results for awell labeled as Leach Pad
Observation Port 9 (LPOP 9). The top portion of Figure 5-26 contrasts monitoring results from L POP
9 on 6/17/91 with the Barrick Goldstrike process solution fingerprint. The ground-water fingerprint
on this occasion is defined by approximately 50 percent alkalinity, 15 percent calcium, 15 percent
nitrate, 10 percent sodium, and 10 percent sulfate. Since this pattern is quite similar to that observed
at other monitoring wells (Figure 5-24, Figure 5-25), and dissimilar from the process solution
fingerprint (r? = 0.027), the conclusion is that mine waste leachates are not impacting this location on
this date.

The bottom portion of Figure 5-26 contrasts monitoring results from LPOP 9 on 7/11/91 with the
Barrick Goldstrike process solution fingerprint. At this later date, there has been a shift in the
ground-water composition at L POP 9. The ground-water pattern now consists of 40 percent sulfate,
20 percent sodium, and 10 percent alkalinity, calcium, and chloride. This pattern bears avery strong
resemblance to the process solution fingerprint (r> = 0.912). The observed compositional shift at
LPOP 9 would indicate that the ground water has been impacted by the migration of mine waste
leachate.

Barrick Goldstrike Summary

The data set for this mine contained monitoring data for the barren pond and the pregnant pond for a
period of three years. The geochemical data from these surveys defined a consistent pattern that
characterized the process solutions and tailings water at this facility. Even with erroneously high and
suspect sulfate data for one year, aregression analysis of the individual geochemical patterns
produced an average r* value of 0.97 (a 97 percent match over time). Although areproducible
geochemical fingerprint was observed and identified, an evaluation of the trace metal data
demonstrated that their abundance was extremely variable. The extent to which trace metal
distribution patterns in individual mine waste leachate streams matched ranged from 0.1 percent to
84.3 percent with an average value of 19.6 percent. Thus, the geochemical parameters defined a
multi-ion signature that characterized the composition of the mine waste |eachates at this mine and
the trace metals displayed an erratic abundance.

There was no plant make up water data associated with thisfile. Therefore, it was not possible to
demonstrate that the process solution fingerprint was the result of a composition shift during ore
processing. However, the sulfate-rich, alkalinity-poor signature that characterized the Barrick
Goldstrike process solutions was graphically and statistically distinguishable from the sulfate-poor,
alkalinity-rich signature that characterized the ground water at more than a dozen monitoring
locations.
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Regression analysismatrix for Barrick ground-water monitoring results

Sampling L ocation
Wwel7A Well8 Wel9 Well0 Well1l Wel12 Wel 13

Pregnant pond  0.123 0.090 0.167 0.123 0.229 0.037 0.214
Well 7A 1.000 0.994 0.943 0.969 0.917 0.887 0.968

Well 8 1.000 0.948 0.978 0.915 0.926 0.958
Well 9 1.000 0.989 0.990 0.928 0.985
Well 10 1.000 0.965 0.954 0.979
Well 11 1.000 0.888 0.979
Well 12 1.000 0.878
Well 13 1.000

Averager squared value = 0.949

Figure 5-25. Geochemical fingerprint comparison for ground water from seven wells at the Barrick
Goldstrike facility.
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Figure 5-26. Comparison of ground-water monitoring results at Well LPOP 9 with the Barrick
process solution fingerprint.
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An interesting sequence of events was identified at a monitoring location near the heap leaching pad
(LPOP 9). The geochemical signature at thislocation in June, 1991 was characterized by ahigh
abundance of alkalinity (45 percent) and alow abundance of sulfate (15 percent). This distribution
pattern was consistent with the ground-water pattern observed at other wells (r* = 0.826) but
distinguishable from the sulfate-rich, alkalinity-poor distribution of the mine process solutions (r* =
0.027). One month later, the chemical distribution at LPOP 9 had changed significantly. In July,
1991, sulfate now represented 40 percent of the total dissolved solids concentration and alkalinity
only represented 10 percent of the total dissolved solids concentration. As aresult of this
composition shift, the geochemical fingerprint no longer matched the ground-water fingerprint (r? =
0.202) but was very similar to the process solution fingerprint (r> = 0.912). This exampleillustrates
the following characteristics of the fingerprinting concept:

1. The geochemical parameters define areproducible chemical signature that characterizes the
composition of process solutions and tailings water at the source.

2. Although trace metals are generally recognized as the usual constituents of concern in mine
waste |eachates, their relative abundance and concentrations are too variable to define a
characteristic fingerprint pattern.

3. The same suite of geochemical parameters that define the composition of process solutions and
tailings water can also be used to characterize ground water in the vicinity of a mining operation.
The resulting fingerprints can be used to differentiate mine process solutions from ground water.

4. The July, 1991 monitoring results from LPOP 9 indicate that the mine process solution maintains
its chemical identity as it migrates away from the source. This, in turn, suggests that the same
geochemical parameters that can be used to characterize process solutions at the source can also
be used to detect and monitor the movement of process solutions through the environment.

5.2.6 Rabbit Creek Mine

The Rabbit Creek Mineislocated in north-western Nevada and the company uses a conventional
heap |eaching operation to recover gold from the ore being mined. The monitoring program
established for this facility includes routine monitoring of the pregnant pond, the barren pond, the
tailings reclaim water, the make up water, and five monitoring wells. The available datafor this site
cover the period from November, 1990 through May, 1993.

The results from six sets of quarterly monitoring data at the Rabbit Creek pregnant pond are
presented in Figure 5-27. The geochemical parameters define a recurring pattern in which the
dominant feature is a sodium-sulfate doublet. A regression analysis comparison of the individual
survey results suggests that there is an 85.7 percent match for the geochemical fingerprints (average
r? value = 0.857).

The pregnant pond fingerprint pattern is compared to the geochemical monitoring results for the
Rabbit Creek barren pond in Figure 5-28. The barren pond data define a similar pattern in which
sodium and sulfate create a dominant doublet and calcium, chloride, and alkalinity create asmaller
triplet. A regression analysis of the pregnant pond pattern with the barren pond pattern suggests a
reproducibility of 88.8 percent (r> = 0.888). A similar analysis of the individual barren pond results
only produces an r? value of 0.656. However, if one excludes the January, 1993 results, the average r?
value increase to 0.801. (The flagging of this data set is reasonabl e based on identifiable data quality
concerns. The high sulfate result causes a high mass balance and the combination of a high sulfate
result and alow sodium result causes a charge imbalance.)
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Regression analysismatrix for Rabbit Creek pregnant pond.

Sampling Date  3/92 5/92 9/92 10/92 1/93 4/93
3/92 1000 0994 0684 0890 0.894 0.849

5/92 1000 0.667 0865 0.863 0.823
9/92 1000 0.873 0760 0.842
10/92 1000 0946 0951
1/93 1.000 0.966
4/93 1.000

Averager squared value = 0.857

Figure 5-27. Pregnant pond fingerprint at the Rabbit Creek Mine.
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Regression analysis matrix for Rabbit Creek barren pond.

Sampling Date  3/92 5/92 9/92 10/92 1/93 4/93
3/92 1000 0901 0623 0601 0535 0.828

5/92 1000 0.793 0.748 0474 0.959
9/92 1000 0.898 0177 0.832
10/92 1000 0.238 0.836
1/93 1.000 0.401
4/93 1.000

Averager squared value = 0.656
Pregnant pond - barren pond comparison = 0.888

Figure 5-28. Barren pond fingerprint at the Rabbit Creek Mine.
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The Rabbit Creek facility also monitors atailings delivery pipe and the tailings reclaim water on a
quarterly basis. Since these two sampling locations might be considered extensions of the

recircul ating heap leaching solution, the monitoring results for the tailings delivery pipe and the
tailings reclaim water were compared to the process solution fingerprint. As shown in Figure 5-29,
the geochemical data for the tailings solutions define the same chemical signature identified in the
process solutions. An analysis of the individual mine waste |eachate fingerprints suggests that the
reproducibility of this pattern is on the order of 93 percent. Aswith the other examples that have
been presented earlier, the results from this site demonstrate that the geochemical monitoring results
define a chemical fingerprint that can characterize the composition of mine waste leachates.

The geochemical monitoring results from four quarterly surveys of the mine make up water are
compared to the pregnant pond fingerprint in Figure 5-30. Thisinformation illustrates that the make
up water has a consistent fingerprint over time and that this pattern is defined by relatively high
concentrations of alkalinity (40 percent) and lesser quantities of sulfate (18 percent), calcium (15
percent), and sodium (10 percent). The reproducibility of this pattern over time was 98.4 percent.

A comparison of the pregnant pond fingerprint with the make up water fingerprint demonstrates the
compositional shift that has occurred in the Rabbit Creek process solution (Figure 5-30). The make
up water is characterized by arelatively high alkalinity spike and a secondary spike for sulfate and
calcium. By comparison, the pregnant pond has enriched levels of both sodium and sulfate and a
reduced level of akalinity. These differences are sufficient to statistically differentiate the mine
process solution from the make up water (r? = 0.318).

The ground-water monitoring results for 11 quarterly surveys between December, 1990 and May,
1993 have been presented in Figure 5-31. Each of these data sets defines a consistent pattern as
indicated by the high regression coefficient r* value (0.992). This pattern is characterized by a
relatively high alkalinity (30 to 35 percent), lesser amounts of calcium (10 to 15 percent) and sodium
(10 to 15 percent), and minor amounts of the other geochemica parameters. Asin the previous
example with make up water, the ground-water fingerprint in the vicinity of the Rabbit Creek Mineis
graphically and statistically distinct from the pregnant pond fingerprint (r> = 0.240).

Rabbit Creek Summary

The Rabbit Creek monitoring program generates data for the pregnant pond, barren pond, tailings
delivery pipe, and the tailings reclaim water at the facility. With the exception of asingle survey at
the barren pond location, which was flagged because of data quality considerations (high mass
balance and an anion-cation imbalance), the monitoring results defined a consistent geochemical
pattern. This fingerprint was characterized by a sodium - sulfate doublet and a smaller alkalinity -
calcium - chloridetriplet. The reproducibility of this pattern, asindicated by regression analysis, was
93 percent.

The make up water at the Rabbit Creek Mine also had a consistent fingerprint. The make up water
fingerprint, which istypical of most natural water system, is characterized by arelatively high
abundance of alkalinity, small quantities of calcium and sulfate, and minor amounts of the other
geochemical parameters. Since the make up water has a fingerprint that is consistent over time, and
the process solution has a fingerprint that is graphically and statistically distinct from the make up
water, the process solution fingerprint must be a characteristic property of the heap leaching
solutions and mine waste leachates at this facility.
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Regression analysis matrix for Rabbit Creek mine waste leachates.

Pregnant Barren Tailings  Tailings

Mine Waste L eachate pond pond delivery reclaim
Pregnant pond 1.000 0.887 0.873 0.962
Barren pond 1.000 0.948 0.961
Tailingsdelivery 1.000 0.968
Tailingsreclaim 1.000

Averager squared value = 0.933

Figure 5-29. Comparison of the geochemical fingerprints for mine waste leachates at the Rabbit
Creek Mine.
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I:I Pregnant Pond I:I 2/92 - 5/92
I:I 9/92 - 12/92 —@— Average Make Up Water

Regression analysismatrix for Rabbit Creek make up water.
Sampling Date
2/92 5/92 9/92 12/92

Pregnant pond 0.276 0.368 0.286 0.343
2/92 1.000 0.976 0.991 0.985

5/92 1.000 0.979 0.994
9/92 1.000 0.981
12/92 1.000

Averager sguared value = 0.984

Figure 5-30. Comparison of the pregnant pond fingerprint with the make up water fingerprint at
the Rabbit Creek Mine.

5-46



08 - - - - - - o o

Decimal Percentage of TDS

I:I Pregnant pond ‘:l 11/90

Leachate Constituents

B
-

e
- 10/92

- e e e

T
— I

Regression analysismatrix for Rabbit Creek ground-water data.

Monitoring Well 5 sampling date

1190 2/91 591 891 11/91 2/92 592 9/92 10/92 1/93 5/93

Pregnant pond 0.242 0222 0.240 0.291 0216 0.216 0.223 0233 0.207 0.268 0.280
11/90 1.000 0.998 0.998 0986 0.996 0988 0.994 0996 0.992 0.990 0.989
2/91 1.000 0999 0.986 0998 0994 0.998 0.998 0.997 0.992 0.990
5/91 1.000 0991 0997 0.992 0994 0.995 0.994 0.990 0.990
8/91 1.000 0989 0.974 0977 0982 0976 0976 0.979
11/91 1000 0987 0.993 0995 0993 0.984 0.983
2/92 1.000 0996 0993 0.998 0.991 0.992
5/92 1.000 0999 0.999 0.99% 0.994
9/92 1.000 0998 0.996 0.994
10/92 1.000 0.993 0.991
1/93 1.000 0.999
5/93 1.000

Averager squared value = 0.992
Ground-water - pregnant pond comparison = 0.240

Figure 5-31. Comparison of the ground-water fingerprint with the Rabbit Creek pregnant pond

fingerprint.
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The information for this mine also contained monitoring results from five wells. The geochemical
pattern at each of these locations consisted of arelatively high abundance of alkalinity, smaller
amounts of calcium and sulfate, and lower quantities of chloride, magnesium, and sodium. This
reproducible pattern (r* = 0.984) isidentical to the make up water fingerprint and distinctly different
from the process solution fingerprint (r* = 0.318). This combination of observations indicates that
local ground water is used as make up water at the mine and that the mine process solutions have not
adversely impacted the |ocations being monitored.

5.2.7 Aurora Partnership Mine

Five sets of quarterly monitoring results for the pregnant pond at the Aurora Partnership Mine are
presented in Figure 5-32. Although this pattern lacks a single, prominent constituent, the geochemical
data define areproducibl e fingerprint for this solution. The regression analysis results to assess the
inter-survey similarity of this pattern ranged from alow of 0.754 to a high of 0.967. The average
regression analysis r* value for these data sets was 0.879 (i.e., an 88 percent similarity or match
between the fingerprint patterns defined by the geochemical parameters).

The data from five quarterly surveys at the barren pond of this facility are presented in Figure 5-33.
Even though this pattern is non-descript, compared to some of the other mining facilities that have
been evaluated, there is a reproducible composition pattern. The cal culated regression analysis r?
values ranged from alow of 0.633 to a high of 0.983 with an average of 0.810. These values are
dightly lower than those observed in data sets at other mines but the solution composition clearly
shows a consistent, repeatable pattern. The lower r? values for this set of data are probably due to the
similar peak heights for each of the constituents and the absence of a single dominant constituent.

The Aurora Partnership Mine file contained multiple estimates for the composition of the process
solution. The monitoring results suggested that there was a recurring geochemical fingerprint in both
the pregnant pond (r> = 0.879) and the barren pond (r* = 0.810). A regression analysis of these two
data patterns produced an r? value of 0.977 (98 percent match). Thus, the geochemical parameters
defined an identical solution fingerprint for these two locations in the recirculating heap leach
solution at the Aurora Partnership Mine.

The Aurora Partnership file only contained the results from a single sampling of the mine make up
water. The geochemical results from this sampling event are compared to the composition of the
mine process solutions in Figure 5-34. Although there are no estimates of solution composition
variability, the resulting make up water fingerprint is typical of most ground-water and surface water
systems. Specificaly, alkalinity isthe single dominant ion (50 percent) in the solution with
successively smaller amounts of sulfate (18 percent), calcium (17 percent), sodium (11 percent), and
chloride (7 percent).

The information presented in Figure 5-34 demonstrates that the process solution fingerprint is
distinctly different from the make up water fingerprint. A regression analysis produced an r? value of
0.230 between the barren pond and the make up water and an r? value of 0.302 between the pregnant
pond and the make up water. Since the process solution fingerprint is different from the make up
water and consistent over time, the process solution fingerprint is not just make up water passing
through the plant and must be characteristic of the specific mining operation.
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Regression analysis matrix for Aurora pregnant pond.

SamplingDate 2Q/91 3Q/91 4Q/91 1Q/92 2Q/92

2 Q/91
30Q/91
4 Q/91
1Q/92
2 Q/92

1000 0876 0.878
1.000 0.958
1.000

0.967
0.877
0.890
1.000

0.916
0.754
0.808
0.870
1.000

Figure 5-32. Pregnant pond fingerprint at the Aurora Partnership Mine.

Averager squared value = 0.879
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Regression analysis matrix for Aurora barren pond.

SamplingDate 2Q/91 3Q/91 4Q/91 1Q/92 2Q/92

2Q/91 1000 0.865 0829 0.764
3Q/91 1.000 00983  0.892
4Q/91 1.000 0.837
1Q/92 1.000
2 QI92

0.757
0.664
0.635
0.878
1.000

Averager squared value = 0.810
Barren pond - pregnant pond comparison = 0.977

Figure 5-33. Barren pond fingerprint at the Aurora Partnership Mine.
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Figure 5-34. Comparison of make up water fingerprint with the Aurora Partnership process
solution fingerprint.
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The site file contained the results for six quarterly surveys at a single monitoring well. Although
there is some variability due to possible data quality problems (poor mass balance), the results
indicate a reasonably consistent ground-water fingerprint (Figure 5-35). The major feature of this
pattern is the dominant alkalinity spike that represents 50 percent of the total dissolved solids
concentration. Regression analysis of these patterns produced r? values ranging from alow of 0.729
to ahigh of 0.992 with an average of 0.898 (a 90 percent match). The ground-water fingerprint at the
one site monitoring well isidentical to the make up water fingerprint and distinctly different from the
mine process solution fingerprint (r? = 0.222).

Aurora Partnership summary

The limited data obtained for the Aurora Partnership Gold Mine were used to explore the possibility
of using geochemical parametersto fingerprint process solutions at heap leaching facilities. The data
from five quarterly surveys between 1991 and 1992 demonstrated that routine monitoring results for
ten common geochemical parameters (alkalinity, calcium, chloride, fluoride, magnesium, nitrate,
potassium, sodium, sulfate, and total dissolved solids) could be used to devel op areproducible multi-
ion fingerprint for the mine process solutions. The inter-survey regression analysis of the pregnant
pond data produced r? values of 0.754 - 0.976 (average = 0.879) and asimilar analysis of the barren
pond data produced r? values of 0.635 - 0.983 (average = 0.810). These values are slightly lower than
those calculated with data sets at other mining operationsin Nevada and is attributed to the rather
simple pattern at this mine that lacks a dominant feature. However, the results from this site again
demonstrate that the geochemical parameters can be used to devel op a reproducible chemical
signature to characterize the process solutions as there was a 98 percent match between the barren
pond and pregnant pond fingerprints.

Another important aspect of this data assessment is that the mine process solution fingerprint was
shown to be different from the make up water and ground-water fingerprints. Since the process
solution composition is consistently different from the make up water (r? ranged from 0.230 to
0.302), the process solution fingerprint can not be an artifact of the make up water used at the mine
and must be characteristic of the heap leaching process. Also, the difference between the process
solution fingerprint and the ground-water fingerprint (r? ranged from 0.169 to 0.228) should make it
possible to differentiate fugitive leachates from the regional ground water.

Although the monitoring data from the Aurora Partnership Mine are useful for demonstrating that
heap leaching process solutions can be fingerprinted at the source, and that this fingerprint can be
differentiated from the local ground-water fingerprint, this data set is not useful for tracking the
migration of process solutions through the environment. Thisis due to the fact that the site
monitoring program only reported data from a single well which was not impacted by the mining
operation (the ground-water fingerprint was similar to the make up water fingerprint but different
from the process solution fingerprint). The limited available data makes it impossible to distinguish
between (1) a mining operation that is not impacting the ground water or (2) a mining operation that
isimpacting ground water but it is not being detected because of limited spatial sampling.
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Regression analysismatrix for Aurora ground water.

Sampling Date
1Q/91 2Q/91 3Q/M91 4Q/91 1Q/92 2Q/92

Pregnantpond 0191 0194 0231 0191 0151 0.374
1Q/91 1000 0980 0823 095 0974 0.729

2Q/91 1000 0.889 0992 0981 0.795
3Q/91 1.000 0917 0898 0.913
4 Q/91 1.000 0.983 0.842
1Q/92 1000 0.789
20Q/92 1.000

Averager squared value = 0.898
Ground water - process solution comparison = 0.222

Figure 5-35. Comparison of the ground-water fingerprint with the Aurora Partnership pregnant

pond fingerprint.
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5.2.8 Cortez Gold Mine

The Cortez Gold Mine, which uses a conventional heap leaching process, islocated in central
Nevada. The facility utilizes afixed leaching pad and places the spent ore in a series of tailings
basins. The monitoring information that was obtained for this particular operation included the
following:

Pregnant pond monitoring results.

Barren pond monitoring results.

Tailings pond #6 monitoring results.

Tailings reclaim solution monitoring results.

Solution pond 1 monitoring results.

Water storage reservoir monitoring results.

N o gk~ 0w NP

Ground-water monitoring results from 40 wells.

A minimum of four surveys were conducted at each of the locations identified above between 1991
and 1993. Each of the samples were analyzed for compl ete geochemical analyses, total dissolved
solids, pH, weak acid dissociable cyanide, and trace metals as specified by the Nevada Department of
Environmental Protection. Approximately 10,000 analyses have been tabulated and reviewed for this
site.

The pregnant pond is part of the recirculating process solution system and represents the location at
which the ore pile leachate is collected. The monitoring results from four surveys at the Cortez Gold
Mine pregnant pond are presented graphically in Figure 5-36. These data indicate that the pregnant
pond has a consistent geochemical composition over time. This characteristic pattern consists of 50
percent sulfate, 20 percent sodium, 10 percent calcium, and 10 percent chloride. A regression
analysis comparison of the individual survey results at this location produced an average r? value of
0.980.

The barren pond is the location at which the process solution is made up prior to spraying on the ore
pile. Generally, a cyanide salt is added to extract the gold and the solution pH is adjusted into the
alkaline range (pH > 10) to ionize the cyanide and keep it in solution. The data from four surveys at
the Cortez Gold Mine barren pond between August, 1992 and May, 1993 are presented in Figure
5-37. The data from these surveys produce a repeatabl e pattern that is characterized by 50 percent
sulfate, 20 percent sodium, 10 percent calcium, and 10 percent chloride. Even though the reported
concentrations for the individual constituents displayed considerable apparent variability (total
dissolved solids ranged from 7220 mg/L to 11,000 mg/L; calcium ranged from 475 mg/L to 1120
mg/L; chloride ranged from 504 mg/L to 1400 mg/L ; and potassium ranged from 81 mg/L to 150
mg/L), the barren solution maintained a consistent multi-ion composition or fingerprint over time. A
regression analysis comparison of the individual barren pond surveys produced an average r? value of
0.986.

The data set from the Cortez Gold Mine contained information from four locations that can be used

to characterize the process solution at this facility. In addition to the pregnant pond and the barren
pond, the site file also contained information for the tailings reclaim solution and a solution pond.
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Regression analysismatrix for Cortez pregnant pond #2

5/93

Sampling Date 8/92 11/92 2/93
8/92 1.000 0.988 0.975
11/92 1.000 0.984
2/93 1.000
5/93

0.992
0.998
0.981
1.000

Averager squared value = 0.986

Figure 5-36. Pregnant pond fingerprint at the Cortez

Gold Mine.
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Regression analysis matrix for Cortez barren pond

Sampling date
8/92 11/92 2/93 5/93
8/92 1.000 0.991 0.981 0.952
11/92 1.000 0.994 0.976
2/93 1.000 0.985
5/93 1.000

Average r squared value = 0.980

Figure 5-37. Barren pond fingerprint at the Cortez Gold Mine.
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Average geochemical monitoring results from each of these four locations are compared in Figure
5-38. The data from each location define a reproducible pattern in which sulfate is the single
dominant ion (50 percent), sodium, chloride, and calcium are minor constituents (10 to 20 percent),
and the other constituents (alkalinity, fluoride, copper, cyanide, and total trace metals) are essentialy
absent from the solution fingerprint.

The monitoring results for this mine contained 16 sets of data (four quarterly surveys from four
different locations) that were used to characterize the process solution composition. A regression
analysis was performed to estimate the reproducibility of the multi-ion compositional pattern
described by these surveys. This effort demonstrated that the solution fingerprint had a very high
degree of consistency. The calculated r? values ranged from alow of 0.980 for the pregnant pond
surveys to a high of 0.990 for the solution pond surveys. In addition, a comparison of the
geochemical pattern at different locations in the recirculating system produced a similarly high
degree of comparability ( r> = 0.984). The consistent nature of the geochemical fingerprint at four
monitoring locations over a period of one year, even though the observed concentrations for the
individual leachate constituents fluctuated by more than 50 percent, strongly suggests that the
chemical signatureis characteristic of the process solution at the facility.

The average trace metal composition patterns at each of the four process solution sampling locations
used to develop the geochemical fingerprint for the Cortez Mine are contrasted in Figure 5-39. These
data indicate that certain metals such as zinc, strontium, molybdenum, iron, and arsenic are often
present in these solutions. However, despite the consistent geochemical pattern defined at these
sampling locations, the trace metal patterns demonstrated considerable variability. The calculated
regression analysis r* values for the trace metal patterns ranged from alow of 0.000 (between the
pregnant pond and the barren pond) to a high of 0.622 (between the tailings reclaim water and the
solution pond). The average regression analysis r? value for all trace metal datawas only 0.186.

An evaluation of 16 sets of quarterly monitoring data for the Cortez process solution indicates that
the trace metal abundance is highly variable. Factors that contribute to this situation include the
following:

1. Therelative abundance of trace metals at a single location in the recirculating system varies with
time. A regression analysis comparison of the trace metal patterns ranged from alow of 0.234 at
the pregnant pond to a high of 0.861 at the barren pond.

2. Therelative trace metal abundance varies considerably between different locations in the
recirculating system. Asindicated in Figure 5-39, the regression analysis r* values for different
sampling locations ranged from 0.000 to 0.622.

3. Because the trace metal component is such asmall and variable component of the process
solution composition, data quality checks such as mass balance and charge balance that are used
with the geochemical parameters are not effective with trace metals. Asaresult, data quality
problems that could contribute to the low r? values for the trace metal patterns are not readily
detectable.

4, A decision to monitor "total concentrations" of trace metals rather than "dissolved
concentrations”, or improper sampling can cause considerable fluctuation in apparent trace metal
concentrations. Since trace metals are the least abundant constituents in the process solution,
these fluctuations can mask any trace metal pattern that may be present.
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Cortez Process Solution Regression Analysis Matrix

Barren Pregnant Tailings Reclaim Solution
Sampling L ocation Pond Pond Solution Pond
Barren Pond 1.000 0.983 0.972 0.960
Pregnant Pond 1.000 0.997 0.993
Tailings Reclaim 1.000 0.997
Solution Pond 1.000

Averager squared value = 0.984

Figure 5-38. Comparison of the geochemical fingerprint for mine waste leachates at the Cortez
Gold Mine.

5-58



0.0020

0.0015

0.0010 T T

el i

0.0000 =
Al Sb As Be Bi Ba Cd Cr Co Ga Fe Pb Li Mn Hg Mo Ni P Sc Se Ag Sr Th Sn Ti \% Zn
Leachate Constituents

Decimal Percentage of TDS

—am— Barren Pond —am— Pregnant Pond ——mm— Tailings Reclaim —mm— Solution Pond

Trace metal regression analysismatrix for Cortez mine waste leachates

Barren Pregnant Tailings Solution
Sampling Location Pond Pond Reclaim Pond
Barren Pond 1.000 0.000 0.397 0.094
Pregnant Pond 1.000 0.000 0.002
Tailings Reclaim 1.000 0.622
Solution Pond 1.000

Averager squared value = 0.186

Figure5-39. Comparison of trace metal fingerprints for mine waste leachates at the Cortez Gold
Mine.
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Two years of quarterly monitoring data at Well 2 are compared to the Cortez process solution
fingerprint in Figure 5-40. These data define a repeatabl e pattern for the ground water at this
location. This pattern is characterized by 30 percent sodium, 20 percent sulfate, 20 percent alkalinity,
and 15 percent chloride. The reproducibility of this fingerprint during eight sampling eventsis
approximately 91 percent (r* = 0.911). In addition, the ground-water pattern can be distinguished
from the Cortez process solution fingerprint because of the higher relative abundance of alkalinity
and the lower relative abundance of sulfate. A regression analysis comparison of the two fingerprints
produced arelatively low r? value of 0.501.

Ground-water monitoring results from eight wells are compared to the Cortez process solution
fingerprint in Figure 5-41. In each of these examples, when compared to the process solution
fingerprint, the ground-water pattern is enriched in alkalinity and depleted in sulfate. Although there
was some fluctuation in the height of the alkalinity peak, the reproducibility of the ground-water
pattern was 81 percent (r* = 0.815). Thistypical ground-water pattern was easily differentiated from
the mine process solution (r* = 0.211).

Results from eight quarterly surveys at Well 1 between August, 1991 and May, 1993 have been
summarized in Figure 5-42. This pattern represents a compositiona shift from the ground-water
pattern identified in Figure 5-41. The changes that have occurred at Well 1 include alower relative
abundance of alkalinity (from more than 20 percent to less than 5 percent), alower relative
abundance of calcium (from 15 percent to 10 percent), and a higher relative abundance of sulfate
(from 20 percent to 40 percent). Each of these changes, along with a substantial increase in total
dissolved solids concentration, were simultaneously detected at Well 1.

There are three important observations concerning the ground-water composition shifts that occurred
at Well 1. First, the apparent shift is not due to suspect quality data. This position is supported by the
fact that the geochemical ions consistently represent 90 to 110 percent of the total dissolved solids
concentration (i.e., an acceptable mass balance). Second, the geochemical pattern isidentical for
each of the eight quarterly surveys. The average regression coefficient r? value for the Well 1
monitoring datais 0.994. Third, each of the simultaneous changes that occurred at Well 1 have
produced a ground-water fingerprint that is very similar to the Cortez process solution fingerprint. A
regression analysis comparison of the two fingerprint patterns suggests that there is an 83 percent
match between the Well 1 data and the mine process solution.

Since the assessment of the geochemical monitoring data from Well 1 indicated that process solution
from the mine was impacting ground water, the trace metal data were examined in greater detail. The
guarterly monitoring results from Well 1 are compared to the pregnant pond trace metal distribution
in Figure 5-43, top panel. Most of the trace metal peaks that are prominent in the pregnant pond
solution, including phosphorus, molybdenum, strontium, zinc, cobalt, and aluminum, are greatly
diminished in the ground water at Well 1. In fact, the only process solution trace metal that appears
to show up in ground water at the same relative abundance isiron. These monitoring results indicate
that the trace metal components of the mine process solution do not migrate as rapidly asthe
geochemical constituents of the process solution.

The same quarterly monitoring results for trace metals at Well 1 are also compared to the typical
trace metal distribution for ground water that has not been impacted by process solution (Figure 5-43,
bottom panel). Well 59 was chosen for this comparison because it has alow total dissolved solids
concentration that istypical of background ground-water conditions (300 mg/L) and it has a
geochemical fingerprint that is representative of background ground water (Figure 5-41). Both of
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Regression analysismatrix for Cortez monitoring Well 2
8/91 12/91 3/92 6/92 8/92 11/92 3/93 5/93
891 1000 0819 1000 0978 0948 0924 0980 0.963
12/91 1000 0819 0852 0912 0800 0.872 0.666
3/92 1000 0982 0944 0919 0980 0.966
6/92 1000 0960 0.882 0984 0.922
8/92 1000 0908 0975 0.835
11/92 1.000 0948 0.857
3/93 1.000 0.908
5/93 1.000

Average inter-survey comparison for Well 2 =0.911
Average comparison between Well 2 and barren pond = 0.501

Figure 5-40. Comparison of the ground-water fingerprint at Well 2 with the Cortez process solution
fingerprint.
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Regression analysis matrix for uncontaminated Cortez ground water

Sampling L ocation

Well2 WwWdl8 Wel22 Wel23 Wel37 Wel43 Wel49 Wel59

Pregnant Pond 0.434 0.190 0.072 0.085 0.464 0.113 0.122 0.202
Well2  1.000 0.436 0.794 0.678 0.777 0.460 0.534 0.612

Well 8 1.000 0.847 0.927 0.838 0.889 0.842 0.894
Well 22 1.000 0.962 0.976 0.777 0.793 0.871
Well 23 1.000 0.936 0.909 0.905 0.961
Well 37 1.000 0.742 0.736 0.860
Well 43 1.000 0.959 0.955
Well 49 1.000 0.947
Well 59 1.000

Averager squared value = 0.815
Average ground water - pregnant pond comparison = 0.211

Figure 5-41. Comparison of Cortez process solution fingerprint with the ground-water fingerprint
at 8 uncontaminated wells.
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8/91 1.000 0.979 0.968 0.969 0.974 0.978 0.968 0.948
12/91 1.000 0.998 0.999 0.997 0.998 0.992 0.992
3/92 1.000 0.999 0.998 0.997 0.992 0.996
6/92 1.000 0.996 0.997 0.992 0.996
8/92 1.000 0.995 0.988 0.992
11/92 1.000 0.991 0.989
3/93 1.000 0.985
5/93 1.000

Average inter-survey comparison for Well 1 = 0.994
Average comparison between Well 1 and pregnant pond = 0.833

Figure5-42. Comparison of the ground-water fingerprint at Well 1 with the Cortez process solution

fingerprint.
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these patterns have arelatively high iron peak and all of the smaller peaks for arsenic, barium,
chromium, manganese, tin, and zinc. The similarity of these two patterns suggests that the trace metal
pattern at Well 1 isessentialy identical to an unimpacted background well.

The monitoring results from Well 1 at the Cortez Mine have a direct bearing on the selection of
monitoring parameters for mining sites. First, the geochemical pattern that characterized the mine
process solution at the source was also detected at Well 1. This condition suggests that the same set
of geochemical parameters can be used to characterize, detect, and track the migration of mine
process solution. Second, even though the ground water at Well 1 has been impacted by the mining
operation for at least eight consecutive quarters, the trace metal pattern at this location still resembles
background conditions. Since the trace metal distribution has not been altered more than two years
after the well was impacted by process solution from the mine, this suggests that trace metals would
not be effective monitoring parameters to detect the initial migration of mine waste leachates and
process solutions because the greater attenuation of the trace metals does not allow for early
detection.

Monitoring Well 1 was not the only location at which the ground water has been affected by the
mining operations. As shown in Figure 5-44, an assessment of the Cortez monitoring data has
identified at least 10 wells that are impacted. The ground water conditions at each of these wells has
asubstantially higher total dissolved solids concentration, a reduced relative abundance of akalinity,
and an elevated relative abundance of sulfate. The geochemical pattern at each of these locationsis
very similar to the Cortez process solution fingerprint (r? = 0.890).

The sampling coordinates for each of the impacted wells also define a consistent pattern with respect
to operations at the facility. Well 13 islocated in the center of the original tailings disposal area.
Well 9 and Well 12 are located between the heap leaching pad and the tailings ponds. Wells 39, 40,
and 61 are located along the northern perimeter of an active tailings pond. Well 44 islocated some
distance northeast of the active tailings pond (the site map did not contain a scale reference). Finally,
Well 49 islocated at an even greater distance northeast of the active tailings pond. Thus, the
characteristic fingerprint pattern clearly identifies the process solution at its source and tracks its
migration beyond the northern perimeter of the tailings basin and in a northeasterly direction away
from the site.

Trace metal monitoring results from Well 9, which is located between the tailings disposal area and
the heap leaching pad, are compared to the trace metal pattern for process solution and background
ground water in Figure 5-45. The trace metal pattern at Well 9 (Figure 5-45, top panel) does not
contain any of the major peaks associated with the mine process solution. In addition, smaller peaks
due to aluminum, arsenic, cobalt, and possibly zinc are not readily apparent at Well 9. There are
some high results for barium and chromium that are not related to the mine process solution pattern
and may possibly represent a data quality problem. However, the trace metal pattern at Well 9is
clearly different from the Cortez process solution trace metal pattern.

The trace metal pattern at Well 9 is contrasted with the trace metal pattern from unimpacted wellsin
the vicinity of the mine in Figure 5-45, bottom panel. The relatively high iron peak matches well with
the background pattern. Also, the smaller Well 9 peaks due to arsenic, barium, chromium,
manganese, tin, and zinc are in compl ete agreement with the background pattern. Again, as at Well 1,
even though Well 9 has been impacted by the mining operation (asignificant TDS increase, a
ground-water composition shift, and the presence of the characteristic process solution fingerprint),
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Regression analysis matrix for contaminated ground water and Cortez pregnant pond

Sampling L ocation

Welll Wel9 Well12 Wel13 Wel39 Well40 Well49 Wel 6l Well 65 Well 66

Pregnant Pond 0.817 0.892  0.855 0.864 0.858 0.807 0.916 0.878 0.916 0.876
Well1 1000 0961  0.780 0.910 0.977 0.992 0.968 0.964 0.964 0.961

Well 9 1.000 0.859 0.930 0.973 0.950 0.964 0.973 0.969 0.957
Well 12 1.000 0.941 0.888 0.822 0.809 0.896 0.916 0.738
Well 13 1.000 0.969 0.937 0.901 0.949 0.893 0.840
Well 39 1.000 0.989 0.956 0.992 0.957 0.928
Well 40 1.000 0.952 0.975 0.949 0.930
Well 49 1.000 0.961 0.997 0.985
Well 61 1.000 0.969 0.937
Well 65 1.000 0.988
Well 66 1.000

Averager sguared value = 0.931
Average ground water - pregnant pond comparison = 0.890

Figure 5-44. Comparison of Cortez process solution fingerprint with ground water monitoring
results from 10 impacted wells.
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the trace metal s associated with the process solution have not been detected at Well 9. In fact, except
for asingle barium result and a single chromium result, the trace metal results from this well define a
pattern that isidentical to the background ground-water pattern. Once again, the mine process
solution has apparently migrated from its source, the process solution has maintained its
characteristic chemical signature as it migrated, but the ambient trace metal pattern has not been
altered. Thisis another indication that the trace metals do not migrate as fast as the geochemical
parameters and that they would not provide for early detection of mine waste |eachate migration.

The trace metal monitoring results from Well 65 are presented in Figure 5-46. As shown in the top
panel, the trace metal pattern does not resemble the trace metal distribution in the mine process
solution. The observed trace metal distribution at Well 65 overestimates the iron peak and misses the
reminder of the trace metal peaks in the process solution. By comparison, the trace metal pattern at
Well 65 hastherelatively high iron peak and all of the minor trace metal peaks reported at the
unimpacted wells. Again, these results indicate that fugitive process solution from the mine has not
altered the trace metal distribution pattern at Well 65. Therefore, since this location has been
impacted for at least two years, the trace metals would not be suitable parameters for early detection
of mine waste |eachate and process solution migration.

Cortez Gold Mine Summary

The monitoring information obtained for this facility included atotal of 16 quarterly surveysfrom
four locations in the process solution and tailings disposal area. As previously observed with
monitoring results from other mining operations, the geochemical results from each of these surveys
defined a chemical signature that was consistent within the recirculating leaching system and over
time. The process solution signature at this mine was defined by 50 percent sulfate, 20 percent
sodium, 10 percent calcium, and 10 percent chloride. The reproducibility of thisfingerprint pattern
was estimated by regression analysis to be 98 percent.

An assessment of the ground-water monitoring results from 18 wellsin the vicinity of the Cortez
facility identified two discrete chemical signatures or fingerprints. One ground water pattern
occurred at wells with low total dissolved solids concentrations (approximately 400 mg/L) and was
characterized by arelatively high alkalinity content (20 to 40 percent) and arelatively low sulfate
content (20 percent). This alkalinity-rich, sulfate-poor pattern, which is generally typical of most
natural water systems, was distinctly different from the Cortez process solution fingerprint (r? =
0.211). The second ground water pattern was observed at 10 wells with an elevated total dissolved
solids concentration (approximately 4,000 mg/L). The characteristic features of the second ground-
water fingerprint were the reduced alkalinity content (5 percent) and the higher sulfate content (40
percent). This fingerprint was very similar to the Cortez process solution fingerprint (r* = 0.833).

The identification of a sulfate-rich, alkalinity-poor fingerprint in the ground water near the mining
operation indicates that fugitive process solution is impacting the local ground water. However, the
most pertinent observation is the fact that the process solution maintains its characteristic fingerprint
pattern as it migrates away from the source. As aresult, the same set of geochemical parameters that
have been shown to be useful for characterizing process solutions at heap leaching facilities can also
be used for detecting and tracking the migration of process solution through the environment.

A review of the Cortez monitoring data also provided insight into the occurrence and behavior of
trace metal s associated with mine process solutions. Although the process solution at this facility had
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areproducible geochemical composition, the trace metal pattern in the same solutions was highly
variable. Thus, while the reproduciblity of the geochemical fingerprint was estimated to be 0.986, the
reproducibility of the trace metal pattern was only 0.186. The implication of thisresult is that the
trace metal pattern does not provide a means to uniquely characterize or identify process solutions at
heap leaching facilities.

One of the properties of process solution trace metals that was demonstrated through a review of the
ground-water monitoring data was the slower rate of migration of these constituents. Ground water
at several monitoring locations had substantially higher total dissolved solids concentrations, a
change in the geochemical composition, and aresultant geochemical fingerprint that matched the
Cortez process solution fingerprint. However, even though these distinctive changes were
recognizable over eight consecutive quarters at ten wells, the occurrence and distribution of trace
metals was still identical to that observed at adjacent, unimpacted wells. This situation means that the
trace metals in process solution do not migrate as rapidly as the geochemical constituents. Because of
their slower movement, monitoring for trace metals would not result in the early detection of process
solution migrating through the ground water.

5.2.9 Florida Canyon Mine

This mineislocated in Pershing County, Nevada. The facility processed 12,000,000 tons of ore and
waste rock in 1991 to produce 80,000 ounces of gold and 20,000 ounces of silver using heap leaching
technology. The data set for the Florida Canyon mine includes six quarterly surveys of the barren
and pregnant pond and six sets of quarterly monitoring data from each of two monitoring wells.

Six sets of quarterly monitoring data for the Florida Canyon pregnant pond are presented graphically
in Figure 5-47. With the exception of asingle calcium value in June, 1992, these results suggest that
the pregnant pond has a constant composition over time. The chemical signature for this solutionis
defined by 50 percent chloride, 20 percent sodium, and 10 percent calcium. A regression analysis of
the six survey patterns produced an average r* value of 0.748.

There are severa indications that the calcium value for the June, 1992 survey is suspect. First, the
reported concentration of 3600 mg/L is outside the range of 140 mg/L to 810 mg/L reported for the
remaining five samples. This differenceis excessive even for the variable concentrations that have
been observed in mine waste leachates. Second, the reported calcium concentration represents almost
60 percent of the total dissolved solids concentration and the sum of the individual geochemical
constituentsin June, 1992 represents 135 percent of the total dissolved solids concentration (Table
5-5). Thisvaueis high compared to the other five surveys that are in the generally acceptable range.
Third, a charge balance of the June, 1992 results suggests that they are off by +94 percent (an excess
of cations). The March, 1992 survey is off by -54 percent, which is probably due to the low mass
balance, and the remaining four surveys have a mass balance within 20 percent. The high mass
balance and the high charge balance for the June, 1992 results indicates that one or more of the
analyses are in error and the most likely suspect is the very high calcium value.

The results of the June, 1992 survey were dropped from the data set because of identified data
guality concerns. A regression analysis performed on the remaining five surveys produced an
averager’ value of 0.961. This exampleillustrates two characteristics of the |eachate fingerprinting
concept. First, it demonstrates again that it is possible to define a reproducible geochemical
fingerprint pattern for mine waste leachates. Second, since the individual geochemical ions represent
essentialy al of the total dissolved solids concentration of aleachate, it is possible to use mass
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Figure 5-47. Pregnant pond fingerprint at the Florida Canyon Mine.
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Table5-5. Dataquality assessment of the Florida Canyon
pregnant pond geochemica monitoring results.

Survey Date Mass Balance Charge Balance
3/92 83.3% -54%
6/92 134.5% 94%
9/92 114.6% 19%
11/92 104.7% -71%
2/93 90.8% -2%
5/93 101.9% -12%

balance and charge balance calculations to evaluate the quality of the monitoring data being
produced. In this case, the suspect data could be identified but not corrected. However, if this
technique were actively applied as the data were being generated, the error could be identified and
corrected in atimely manner and acceptable data could be produced in the monitoring program.

The monitoring results from the Florida Canyon barren pond are presented in Figure 5-48. The
fingerprint pattern at thislocation in the recirculating heap leaching process consists of 50 percent
chloride, 20 percent sodium, and 10 percent calcium. This data set also contains an apparently
erroneous value for calcium in the June, 1992 survey (high calcium concentration, high mass

balance, high charge balance). If this survey is omitted because of data quality concerns, aregression
analysis of the remaining five barren pond surveys produces an average regression anaysis r* value
of 0.982. A regression analysis of the pregnant pond pattern with the barren pond pattern produced
an r* value of 0.996.

Monitoring results from Florida Canyon Well 4 are presented in Figure 5-49. Thereisareproducible
geochemical pattern at thislocation that is graphically and statistically distinct from the Florida
Canyon process solution fingerprint. The ground-water composition pattern consists of 30 percent
alkalinity and 15 percent calcium, chloride, sodium, and sulfate. A regression analysis of the ground-
water patterns produced an r? value of 0.934. A regression analysis of the ground-water fingerprint
with the process solution fingerprint produced an r? value of only 0.141. Based on this assessment,
the ground water at Well 4 has not been impacted by process solution from the mine.

Monitoring data from a second well on the Florida Canyon property are summarized in Figure 5-50.
These data also suggest a consistent geochemical pattern (average r? value = 0.992) at this location.
However, the geochemical fingerprint at Well 7 has been shifted from that observed at Well 4. The
fingerprint at Well 7, which islocated closer to the heap leach pad than Well 4, has areduced
abundance of alkalinity (20 percent vs 30 percent), an increased abundance of chloride (35 percent vs
15 percent), and an increased abundance of sodium (35 percent vs 15 percent). Each of these
changes are consistent with those that could be caused by the Florida Canyon process solution. In
fact, aregression analysisindicates that the Well 7 fingerprint more closely resembles the process
solution fingerprint than Well 4 (r* = 0.661). These results suggest that fugitive process solution
from the heap leaching facility may be impacting the ground water in the vicinity of Well 7.
Unfortunately, there are no additional monitoring locations that can be used to investigate or confirm
the cause of the shift in ground-water composition that has been observed at Well 7.
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Regression Analysis Matrix for Florida Canyon Barren Pond

3/92 6/92 9/92 11/92 2/93 5/93

3/92  1.000 0.422 0.949 0.972 0.973 0.948
6/92 1.000 0.595 0.553 0.546 0.603
9/92 1.000 0.995 0.996 0.999
11/92 1.000 0.998 0.994
2/93 1.000 0.995
5/93 1.000

Averager squared value = 0.836

Figure 5-48. Florida Canyon barren pond fingerprint pattern.
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Regression Analysis Matrix for Florida Canyon Monitoring Well 4

3/92 6/92 9/92 11/92 2/93 5/93
Process Solution ~ 0.110 0.158 0.158 0.269 0.083 0.065
3/92  1.000 0.977 0.984 0.859 0.994 0.991

6/92 1.000 0.977 0.859 0.959 0.962
9/92 1.000 0.854 0.963 0.962
11/92 1.000 0.845 0.829
2/93 1.000 0.993
5/93 1.000

Averager squared value = 0.934

Figure 5-49. Comparison of the ground-water fingerprint at Well 4 to the Florida Canyon process
solution fingerprint.
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Regression AnalysisMatrix for Florida Canyon Monitoring Well 7

3/92 6/92 9/92 11/92 2/93 5/93

Process Solution  0.662 0.632 0.643 0.700 0.686 0.645
3/92  1.000 0.985 0.994 0.990 0.994 1.000

6/92 1.000 0.997 0.990 0.992 0.984
9/92 1.000 0.995 0.997 0.993
11/92 1.000 0.999 0.985
2/93 1.000 0.991
5/93 1.000

Averager squared value = 0.992

Figure 5-50. Comparison of the ground-water fingerprint at Well 7 to the Florida Canyon process
solution fingerprint.
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Florida Canyon Summary

An evaluation of the monitoring results from the Florida Canyon Mine demonstrated that the process
solution has a constant relative composition or fingerprint. The geochemical signature for this
facility, which was repeatedly observed at both the barren pond location and the pregnant pond
location, consisted of 50 percent chloride, 20 percent sodium, and 10 percent calcium. The
reproducibility of this pattern was estimated by regression analysis to be between 96 and 99 percent.

The process solution fingerprint for the Florida Canyon Mine is quite different from that observed at
other mines. While most other process solutions have a dominant sulfate spike, the major process
solution constituent at thisfacility is chloride. However, although the actual fingerprint may change
from mine to mine, the important point to be recognized is that the same small set of geochemical
parameters produced a distinctive fingerprint that is a characteristic property of the process solution
at each mine. Therefore, the geochemical parameters (alkalinity, calcium, chloride, fluoride,
magnesium, potassium, sodium, and sulfate) that define these fingerprint patterns should collectively
function as useful monitoring parameters to characterize mine process solutions at the source and
track their movement through the environment if aleak or spill should occur.

A second feature of the fingerprinting concept demonstrated with the Florida Canyon datais that the
same set of geochemical parameters used to characterize process solution at the heap leaching
facilities can also be used to characterize ground water in the vicinity of the mine. The resulting
pattern can then be compared both graphically and statistically with the process solution fingerprint.
At the Florida Canyon Mine, the alkalinity-dominant pattern was visually and statistically (r* =
0.140) distinct from the chloride dominant pattern of the process solution. However, at Well 7, the
ground-water pattern had shifted to one that more closely resembles the process solution fingerprint
(r*=0.661). Although this specific example can not be pursued because of limited sampling, the
simultaneous changesin total dissolved solids, increased relative abundance in chloride and sodium,
areduction in the relative abundance of alkalinity, and a shift in the ground-water composition to
more closely resemble the process solution pattern strongly indicates that the ground water is being
impacted by the mining operation.

A third feature of the fingerprinting concept that was demonstrated with the Florida Canyon datais
the internal quality control checksthat can be used to validate the monitoring data. One of these
checks, based on the principle of conservation of mass, states that the sum of the ionsin a solution
must be equal to the total dissolved concentration. When this check was applied to the June, 1992
survey, the sum of the individual ions represented 135 percent of the total dissolved solids
concentration. This condition suggests that one or more of the geochemical analyses were biased
high and/or the total dissolved solids concentration was biased low. The second quality control
check, based on the principle of conservation of charge, states that the sum of the cations must equal
the sum of the anions. The application of this check to the June, 1992 data produced an unacceptably
high cation balance of +94 percent. Since both of these unacceptable data quality conditions can be
explained by the high calcium results reported in June, 1992, the data from this survey can
reasonably be considered suspect. After excluding the June, 1992 survey data, the similarity of the
Florida Canyon process solution fingerprint improved from 75 percent to 98 percent. Thus, basic
quality assessment procedures can be routinely and rapidly applied to geochemical monitoring results
to detect inaccurate data and improve characterization of the process solution fingerprints.
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5.2.10 Alta Gold Mine

Thisfacility islocated in east-central Nevada. The data that were obtained for this mine from the
Nevada Department of Environmental Protection consisted of several quarters of pregnant pond and
barren pond results and four quarters of plant make up water results.

The normalized geochemical monitoring results for the pregnant pond at this mine are presented in
Figure 5-51. Aninspection of theionic fingerprint demonstrates that some of monitoring data are of
suspect quality. Specifically, the very high sodium result for the September, 1991 survey (85 percent
of TDS) and the high sulfate result for the same survey (50 percent of TDS) produce a mass balance
that is unacceptably high. However, despite the obvious data quality problems, the pregnant pond
still appears to have a reasonably consistent composition. This pattern is defined by approximately
40 percent sulfate, 20 percent sodium, 10 to 15 percent chloride, and 10 percent alkalinity.

Three sets of quarterly monitoring data from the Alta barren pond are summarized in Figure 5-52.
This data set also contains suspect quality data because the sum of the sodium and sulfate results
represent more than 140 percent of the reported total dissolved solids concentration at that location.
This condition indicates that the sodium and sulfate results are biased high or the total dissolved
solids concentration is biased low. However, in spite of the data quality problems and the limited
data, the results still suggest an ionic composition similar to that observed at the pregnant pond.

The monitoring results summarized in Figure 5-51 and Figure 5-52 suggest that the process solution
a the Alta Gold Mine may have a distinctive geochemical fingerprint. However, the patternis
distorted or masked by poor quality data. Therefore, this mine was used as an example to
demonstrate the internal data quality control checks that can be utilized in conjunction with the
fingerprinting concept.

The quarterly monitoring results for the geochemical parametersin the Alta barren pond are
presented in Table 5-6. The first data quality check isto perform a mass balance on the results. This
is accomplished by adding 61 percent of the alkalinity concentration (a correction factor to
compensate for the fact that alkalinity is reported in units of mg CaCO, /L) to the actual
concentrations for the other geochemical parameters and comparing the sum to the total dissolved
solids concentration of the barren pond. Thisratio should fall in the range of 0.8 to 1.2 which isthe
range of acceptable data established for the project.

The mass balance for the March, 1991 survey was 95 percent which isin the range expected for good
data. However, in comparison, the mass balance for the May, 1991 survey isonly 60 percent which
isin the unacceptable range. Aninspection of the data indicates that the sulfate datais the cause for
this discrepancy. The reported sulfate concentration of 103 mg/L islow compared to the other
sulfate concentrations, the low sulfate concentration would account for the low mass balance, and the
low sulfate concentration would account for the low anionic sum and the charge imbalance. The
mass balance for the September, 1991 survey is more than 150 percent of the total dissolved solids
concentration even though the chloride results, which represent approximately 18 percent of the total
dissolved solids concentration, are missing or unreported. The value that stands out as erroneousis
the sodium concentration that is almost equal to the total dissolved solids concentration. The high
sodium result would account for the mass imbalance and the calculated charge imbalance.

The interna data consistency checks indicate that the sulfate datain the May survey and the sodium
datain the September survey are suspect. If these data quality assessments were conducted as the
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3/91 1.000 0.990 0.677 0.872
5/91 1.000 0.762 0.862
9/91 1.000 0.605
12/91 1.000

Averager squared value = 0.792

Figure 5-51. Pregnant pond fingerprint pattern at the Alta Gold Company Mine.
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Table5-6. Quarterly monitoring results for the Alta Gold
Company barren pond.

Sampling Date
3/91 5/91 9/91

Alkalinity 298.0 308.0 446.0
Calcium 55.2 459 50.9
Chloride 595.0 464.0
Fluoride 2.75 2.90 121
Magnesium 31.6 31.6 30.2
Nitrate 0.25 17.10 110.1
Potassium 114 12.6 16.8
Sodium 690.0 829.0 2578.0
Sulfate 951.0 103.0 1500.0
Cyanide 104.0 83.3 194
Copper 0.5 17 0.3
Total Trace Metals 0.0 0.0 0.0
TDS 2770 2970 2879
pH 9.59 9.40 9.80

All concentrations, except pH, expressed in units of mg/L.
Mass Balance 0.947 0.599 1.530
Charge Balance -12.93 14.26 71.19
anion sum -46.68 -25.01 -42.75
cation sum 33.75 39.26 113.94
RSD -0.322 0.444 0.909

sample results were being reported, it would be arelatively simple matter to repeat the analyses or
review theinitia resultsfor dilution or transcription errors. For the purposes of this example, itis
assumed that the sulfate datain May is atranscription error and the correct value should be 1030
mg/L and the correct sodium value in September should be 800 mg/L.

Modified barren pond results that include the adjusted values for sodium and sulfate are presented in
Table 5-7. The mass balance check indicates that the new concentrations are reasonabl e since the
mass balance for all three surveysis now in the good range (91 to 95 percent of the total dissolved
solids concentration). Also, the charge imbalance has been corrected and is actually better in the
modified data sets than it is in the March data set.

The modified data set was used to fingerprint the Alta barren pond. Ascan be seen in Figure 5-53,
the geochemical pattern is more apparent than it was using the original suspect quality data (Figure
5-52). Also, the fingerprint is more consistent because the regression analysis r* value between
quarterly surveys has increased from 0.512 to 0.839. It must be emphasized that the alternative
concentration values used in this example were selected based on a consideration of the fundamental
properties of mass balance and charge balance that must be satisfied in every solution. However, in
doing so, the results also reaffirmed the characteristic nature of the process solution fingerprint.
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Table5-7. Modified monitoring results for the Alta Gold
Company barren pond.

Sampling Date
3/91 5/91 9/91

Alkalinity 298.0 308.0 446.0
Calcium 55.2 459 50.9
Chloride 595.0 464.0
Fluoride 2.75 2.90 121
Magnesium 31.6 31.6 30.2
Nitrate 0.25 17.10 110.1
Potassium 114 12.6 16.8
Sodium 690.0 829.0 800.0
Sulfate 951.0 1030.0 1500.0
Cyanide 104.0 83.3 194
Copper 0.5 17 0.3
Total Trace Metals 0.0 0.0 0.0
TDS 2770 2970 2879
pH 9.59 9.40 9.80

All concentrations, except pH, expressed in units of mg/L.
Mass Balance 0.952 0.916 0.913
Charge Balance -12.93 -5.06 -4.47
anion sum -46.68 -44.32 -42.75
cation sum 33.75 39.26 38.29
RSD -0.322 -0.121 -0.110

The monitoring records for the Alta Mine also included quarterly surveys of the facility water supply.
The geochemical parameters defined a separate pattern for this source. As shown in Figure 5-54, the
three prominent features of the water supply fingerprint are (1) an ionic composition characterized by
ahigh akalinity peak and a small sodium-sulfate doublet, (2) a pattern that is consistent and
reproducible over time (r? = 0.984, and (3) a pattern that is visually and statistically (r* = 0.046)
distinct from the process solution. These differences demonstrate that the process solution finger-
print is aresult of the mining operation itself and is not an artifact of the water used at the mine.

Alta Gold Mine Summary

Theinitial records search only produced a limited amount of information for this mining operation.
However, the results were still useful for demonstrating three properties of the process solution
fingerprint. These properties were the constant relative composition of the mine process solution, the
application of fundamental data quality assessment procedures for evaluating monitoring data, and
the distinctive differences between the process solution fingerprint and the mine make up water
fingerprint.
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Sampling Date
3/91 5/91 9/91
3/91 1.000 0.972 0.721
5/91 1.000 0.823
9/91 1.000

Averager squared value = 0.839

Figure5-53. Modified barren pond fingerprint at Alta Gold after adjusting results for suspect
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Regression analysismatrix for Alta Gold water supply

Pregnant Pond 6/90 9/90 12/90 3/91
6/90 1.000 0.983 0.972 0.968
9/90 1.000 0.994 0.991
12/90 1.000 0.994
3/91 1.000

Averager squared value = 0.984
Water supply - pregnant pond comparison = 0.046

Figure 5-54. Comparison of the Alta Gold Company process solution fingerprint with the mine

water supply fingerprint.
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The first property to be demonstrated is that the pregnant pond and the barren pond had the same
relative chemical composition which produced identical geochemical fingerprints. The similarity of
the two fingerprint patterns was estimated by regression analysis to be 92 percent. The fact that
monitoring data from two separate |ocations within the recircul ating heap leaching process system
produce a consistent and reproducible fingerprint is in agreement with similar observations at other
mining sites.

The second property to be demonstrated was the ability to rapidly evaluate monitoring data quality.
Based on the fundamental principles of mass conservation and charge conservation, it was possible to
identify specific analytical resultsthat werein error. If this approach were applied in an active data
collection program, it would be arelatively simple matter to reanalyze the flagged results or check
the analytical data package for transcription errors without conducting extensive resampling
programs or statistical analysis of the monitoring data. An added benefit is that the resultant data
provides a better resolution of the process solution fingerprint.

The third property demonstrated with the Alta monitoring resultsis that the plant make up water also
had a distinctive geochemical fingerprint that could be readily distinguished from the process
solution fingerprint. The significance of this observation, which has been documented at other
mining facilities, is that the process solution fingerprint must be a characteristic property of the heap
leaching process at the mine.

5.2.11 Hycroft Gold Mine

Another Nevada heap leaching facility for which monitoring records were obtained was the Hycroft
Gold Mine. The results from eight quarterly surveys of the facility pregnant pond between April,
1991 and February, 1993 are presented graphically in Figure 5-55. Each of these surveys define a
stable relative composition that is characterized by 35 percent chloride, 30 percent sulfate, and 15
percent sodium. The reproducibility of this pattern was estimated to be 93 percent. If the July, 1991
results are excluded from consideration because of the anomal ous sodium result, the reproducibility
of the geochemical pattern in the remaining seven surveys increases to 97 percent.

Geochemical monitoring results from the Hycroft barren pond are presented in Figure 5-56. These
results have an ionic composition that isidentical to that observed at the pregnant pond (Figure 5-
55). This pattern consists of 35 percent chloride, 30 percent sulfate, and 15 percent sodium. A
regression analysis comparison of theindividual survey results at this location produced an average r
value of 0.933 while a comparison of the barren pond pattern with the pregnant pond pattern
produced an r? value of 1.000. The fact that the barren pond and the pregnant pond have the same
geochemical fingerprint is consistent with observations at other heap leaching facilities.

Monitoring results for 10 consecutive quarters of the mine make up water are compared with the
barren pond fingerprint in Figure 5-57. An inspection of these results suggest that there is a data
quality problem. Thisis most evident with the chloride results and the sodium results of the second
guarter, 1991 survey because these two parameters represent almost 140 percent of the total

dissolved solids concentration (i.e., either the concentrations for these two parameters are biased high
or the total dissolved solids concentration is biased low). However, despite the uncertainty in the
heights of the chloride and sodium peaks, the make up water has a repeatable geochemical fingerprint
over time. The reproducibility of thisfingerprint pattern, estimated by regression analysis, was 94
percent.
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Regression analysis matrix for Hycr oft pregnant pond

Sampling Date 4/91  7/91  1/92  3/92 7/92 10/92 1/93  2/93
4/91 1.000 0.679 0948 0950 0943 0956 0.923 0.977

7/91 1000 0817 0851 0870 0.772 0.841 0.803
1/92 1000 0994 0982 0.99% 0.995 0.983
3/92 1000 099 0984 0988 0.991
7192 1000 0967 0976 0.991
10/92 1.000 0990 0.978
1/93 1.000 0.972
2/93 1.000

Averager squared value = 0.933

Figure 5-55. Geochemical fingerprint for the Hycroft pregnant pond.

5-85



5-86

1.0

o
©

o
o

o
IS

Decimal Percentage of TDS

o
N

0.0 um-&4_ L il

Alk Ca Cl F Mg NO3 K Na
Leachate Constituents

e - e O

SO4

Cu

-

- 10/92 | | 1/93 | | 2/93 —@— Average

Regression analysis matrix for Hycroft barren pond

N

CN

TT™

Sampling Date 4/91  7/91 /92 392 7/92 10/92 1/93  2/93
4/91 1.000 0682 0.960 0949 0.939 0955 0924 0.971
7/91 1.000 0779 0.837 0870 0.749 0847 0.820
1/92 1.000 0994 0.982 0997 0.989 0972
3/92 1.000 099 0.986 0995 0.983
7/92 1.000 0970 0.991 0.988

10/92 1.000 0.984 0.960
1/93 1.000 0.968
2/93 1.000

Averager squared value = 0.930
Pregnant pond - barren pond comparison = 1.000

Figure 5-56. Geochemical fingerprint for the Hycroft barren pond.




1.0

8 0.8
}—
©
% 0.6 ~———oo |
c
[}
o
S04
©
E
802 W'

0.0 _IHD]] [ 2 | (Wit

Alk Ca Cl F Mg NO3 K Na SO4 CN Cu TT™
Leachate Constituents
Barren Pond I:I 4 QI90 - 1Q/91 I:I 2 Q91 I:I 3Q/91 - 4Q/91
(e e Teox e Ml

Regression analysis matrix for Hycroft Make Up Water

SamplingDate 4Q/90 1Q/91 2Q/91 3Q/91 4Q/91 1Q/92 2Q/92 3Q/92 4Q/92 1Q/93
Barren Pond 0.688 0584 0.747 0684 0719 0693 0642 0.625 0.622
4Q/90
1Q/91 1000 0811 0971 0983 095 0934 0967 0937 0.967
20Q/91 1000 0866 0896 0926 0959 0.887 0938 0.837
3Q/91 1000 0988 0958 0952 098 0.968 0.981
4Q/91 1000 0979 0975 0991 0983 0.978
1Q/92 1.000 0995 0949 0956 0.920
20Q/92 1.000 0.953 0970 0.919
3Q/92 1.000 0.991 0.994
4Q/92 1.000 0.973
1Q/93 1.000

Averager squared value = 0.942

Average Make Up Water - Barren Pond comparison = 0.668

Figure 5-57. Comparison of the Hycroft process solution fingerprint with the mine make up water
fingerprint.

5-87



Another result of the fingerprint comparison in Figure 5-57 is the recognition that the chloride -
sulfate pattern of the barren pond is distinguishable from the chloride - sodium pattern of the make
up water. Although this compositional shift is not as pronounced as that observed at other mining
operations, the shift occurs consistently over the period of record. The regression analysis
comparison of the make up water fingerprint with the barren pond fingerprint produced r* values
ranging from 0.584 to 0.747 (average r* = 0.668). Thus, even with the suspect datain the second
guarter 1991 data, it is possible to differentiate the barren pond fingerprint from the make up water
fingerprint in every survey.

The monitoring results from the Hycroft Mine indicate that the make up water has a consistent
geochemical fingerprint. The monitoring results also indicate that the process solution at the mine
has a consistent geochemical fingerprint that is different from the mine make up water. Since the
barren pond and the pregnant pond have a repeatable fingerprint that is consistent over time and
different from the make up water fingerprint, the geochemical pattern must be a characteristic
property of the process solution at this mine.

The Hycroft datafile did not contain any ground-water monitoring information. Ground water was
excluded from the site monitoring program because the water that is present islocated at a depth
greater than 500 feet. It was considered unlikely for the mining operation to impact ground water at
this depth because of the high rate of evaporation in the area. However, several box springs were
monitored to detect any downgradient migration of fugitive process solution that may be occurring.
The monitoring results from 10 quarterly surveys at Box Springs #1 are compared with the Hycroft
process solution fingerprint in Figure 5-58. The fingerprint for the box spring has a reproducible
geochemical pattern (r? = 0.911) that istypical of most surface waters. More important, however, is
the fact that the box springs fingerprint is characteristically different from the mine process solution
fingerprint. Thiswould indicate that the process solution from the Hycroft Mine has not impacted
the box springs.

Hycroft Mine Summary

The Hycroft file contained two and one-half years of monitoring records from four locations at the
mine. An evaluation of these data demonstrated several characteristics of the composition of process
solutions at heap leaching facilities. These propertiesincluded a constant geochemical fingerprint at
the pregnant pond, a constant barren pond fingerprint that was identical to the pregnant pond
fingerprint, a process solution fingerprint that was different from the make up water fingerprint, and
a process solution fingerprint that was discernably different from the box springs fingerprint. Each
of these process solution characteristics have been observed in data sets from other mining
operations.

Thefirst property of significanceisthat the pregnant pond had a consistent geochemical fingerprint
over time. The shape of this pattern was different from that observed at other mining sites.
However, the same set of geochemical parameters that defined a characteristic fingerprint pattern at
other mines also defined a reproducible pattern at the Hycroft Mine (r* = 0.933).

The second property of significance is that the barren pond also had a consistent geochemical
fingerprint that was identical to the pregnant pond fingerprint. The estimated reproducibility of the
barren pond fingerprint was 93 percent and the similarity of the barren pond and pregnant pond
fingerprints was 100 percent. The importance of this observation is that these locations are part of a
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4Q/90 1.000 0.786
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0.953
0.670
0.920
1.000

0.059
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0.107
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Figure 5-58. Comparison of the Hycroft process solution fingerprint with the geochemical

Averager squared value = 0.911

Average Box Springs #2 - Barren Pond comparison = 0.073

fingerprint at Box Springs #1.
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recirculating system and should have the same fingerprint if it is a characteristic property of the
process solution.

A third property of the process solution fingerprint is that it was distinctly different from the make up
water fingerprint. Since the make up water used to prepare the barren pond solution had a constant
fingerprint, and the mine process solution had a consistent fingerprint that was graphically and
statistically distinct from the make up water, the geochemical fingerprint of the process solution must
be a characteristic feature of the heap leaching process.

Finally, abox springs located near the mine had a geochemical fingerprint that was different from the
process solution pattern. Since the box springs fingerprint was consistent over time (r* = 0.911), and
different from the process solution (r* = 0.073), the monitoring results suggest that the surface water
is not being impacted by the mining operation. In passing, it should also be noted that the box
springs fingerprint is different from the make up water fingerprint. This indicates that the make up
water is being obtained from another source.

5.2.12 Paradise Peaks Mine

Thismineislocated in central Nevada and uses the conventional akaline cyanide heap leaching
procedure to recover gold from the ore being processed. The data set for the Paradise Peaks Mine
included eight quarterly surveys for the pregnant and barren ponds and a limited amount of data from
seven monitoring wells in the immediate vicinity of the operation.

The geochemical monitoring results for the pregnant pond at this mine are summarized in Figure 5-
59. Each of the quarterly surveys define arepetitive pattern in which sulfate is the most abundant
ion, sodium is the second most abundant ion, chloride is the third most abundant ion, and the
remaining geochemical parameters are either minor constituents of the chemical signature or not
present. The estimated reproducibility of the pregnant pond fingerprint was 91.6 percent.

An inspection of the pregnant pond data suggests that the sodium results for the August, 1991 survey
are suspect. Theionic sum for this survey exceeds 115 percent of the total dissolved solids
concentration and the normalized sodium concentration of 50 percent of the total dissolved solids
concentration is double the sodium result for all other surveys. In addition, all of the low r? values
for thislocation are associated with the August, 1991 survey (Figure 5-59). If thisdatasetis
excluded as an outlier based on data quality concerns, the reproducibility of the geochemical
fingerprint in the remaining seven surveys increases from 91.6 percent to 98.4 percent.

The barren pond monitoring results from the Paradise Peaks Mine are presented in Figure 5-60. The
major ionsin this pattern, listed in decreasing order of abundance, are sulfate (50 percent), sodium
(25 percent), and chloride (10 percent). The reproducibility of this pattern is estimated by regression
analysisto be 91.7 percent. It isalso important to notice that the barren pond and pregnant pond
results produced an identical fingerprint. A regression analysis comparison of these two geochemical
patterns produced an r? value of 0.999.

The barren pond data were also similar to the pregnant pond data set in another way. The August,
1991 result for sodium appears to be suspect. Aswith the pregnant pond data on the same date, the
sodium value is double the average concentration and the ionic mass balance for the survey is biased
high. If aquality assurance program consisting of mass balance and charge balance cal culations had
been applied to the data when they were generated, it would have been possible to identify and
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Sampling Date  8/91 10/91 1/92 4/92 7/92 11/92 3/93 4/93
891 1000 0711 0636 0647 0751 0772 0.784 0.688

10/91 1000 0993 0994 0988 0989 0979 0991

1/92 1000 1.000 0976 0970 0956 0.986

4/92 1.000 0977 0971 0958 0.985

7/92 1.000 0.997 0991 0.992

11/92 1.000 0.995 0991

3/93 1.000 0.983

4/93 1.000

Averager squared value = 0.916

Figure 5-59. Geochemical fingerprint in the Paradise Peaks pregnant pond.
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Averager squared value = 0.917

Figure 5-60. Barren pond fingerprint pattern at the Paradise Peaks Mine.



correct this error in atimely manner. Although the error can not be corrected at this date, the suspect
data can be deleted from the data set. Removing the suspect data set increases the reproducihbility of
the geochemical pattern in the remaining barren pond surveysto 97.3 percent.

The data set for the Paradise Peaks Mine included limited data for seven monitoring wells. The
geochemical results from each of these wells are compared to the process solution fingerprint in
Figure 5-61. These ground-water results define arecurring pattern characterized by a high sulfate
spike, asmall sodium spike, and a minor calcium - chloride doublet. The reproducibility of this
pattern at all seven monitoring wells was 89.8 percent.

A regression analysis comparison of the geochemical pattern at each of the seven monitoring wells
with the Paradise Peaks process solution fingerprint produced an average r? value of 0.924 (a 92.4
percent match). Thus, the ground-water fingerprint was internally consistent at al locations and
comparable to the process solution fingerprint. The similarity of the geochemical fingerprint at each
of these locations indicate that the mine has had an impact on the local ground water.

Paradise Peaks Mine Summary

The monitoring records for this mine only contained results for the process solution and several
wells. Nevertheless, these limited data still demonstrated several characteristics of the composition
of process solutions at a heap leaching facility. First, the geochemical data defined a sulfate-rich,
alkalinity-poor pattern that has been observed at many mines. After excluding data of suspect
quality, the reproducibility of this pattern over atwo year period was 98.4 percent. Second, the
barren pond monitoring results produced a geochemical fingerprint that was reproducible (r* = 0.973)
and identical to the pregnant pond fingerprint (r* = 0.999). The fact that 16 surveys over two years
from two locations in arecirculating system produce the same pattern would indicate that the
geochemical fingerprint is aunique characteristic of the process solution. This condition has been
observed at all the mining operations that have been previously summarized.

The limited data from this mine did not contain any information on the composition of the make up
water. Therefore, it was not possible to unequivocally demonstrate that the fingerprint was a unique
property of the mine process solution as was done at other sites. However, the consistent sulfate-
rich, alkalinity-poor pattern in the barren pond and the pregnant pond at the Paradise Peaks Mineis
not typical of most natural water systems and has been identified in the process solution at other
mining operations. Thisimpliesthat the Paradise Peaks fingerprint is, in fact, a characteristic of the
process solution.

In some of the previous examples that have been discussed, the ground-water monitoring results
produced two distinctive chemical signatures. One of these signatures was an alkalinity-rich, sulfate-
poor pattern that is generally present in most natural water systems. The second signatureis a
sulfate-rich, alkalinity-poor pattern observed in mine process solutions. At the Paradise Peaks Mine,
adifferent situation was encountered because all seven wells that were sampled had a ground-water
fingerprint that was very similar to the process solution fingerprint (> 90 percent match). Itis
suggested that the ground water has been impacted by the mining operation and that the process
solution fingerprint maintains its identity as it migrates away from the source. Although this
assessment is tentative, and would benefit from additional spatial sampling, it is supported with the
following observations:

1.  Theground-water fingerprint matches the fingerprint of the process solutions at the Paradise
Peaks Mine.
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Regression analysismatrix for Paradise Peaks ground-water monitoring results

Sampling L ocation
Well 1-D Well 3-D Well 5-D Well 6-D Well CI-1 Well -2 Well 15-P

Pregnant Pond  0.925 0.886 0.982 0.932 0.885 0.863 0.995
Well 1-D  1.000 0.994 0.968 0.983 0.986 0.720 0.930

Well 3-D 1.000 0.943 0.978 0.994 0.656 0.895
Well 5-D 1.000 0.979 0.944 0.836 0.986
Well 6-D 1.000 0.982 0.730 0.942
Well CI-1 1.000 0.646 0.903

Well I-2 1.000 0.856
Well 15-P 1.000

Average r squared value = 0.898
Ground water - pregnant pond comparison = 0.924

Figure 5-61. Comparison of ground-water monitoring results with the Paradise Peaks process
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2. Thesulfate-rich, alkalinity-poor pattern present in the process solution and ground water has
been shown to be uniquely distinctive of process solution at other heap leaching facilities.

3. Thetotal dissolved solids concentrations for the ground water were highly variable and
ranged from 900 mg/L to 3000 mg/L. Fluctuations of this magnitude do not usually occur in
water that has not been impacted.

5.2.13 First Miss Getchell Gold Mine

This mineislocated in northern Nevada. There were no barren pond or pregnant pond results
reported for this operation. However, the data file contained 15 sets of quarterly monitoring results
from the tailings pond, the tailings reclaim water, and five monitoring well located around the
perimeter of thetailings pond. The period of record for this siteis May, 1989 through November,
1992.

The concentrations for the individual tailings pond constituents displayed considerable variability
over time. For example, the total dissolved solids concentration ranged from 2187 to 3250 mg/L,
sulfate ranged from 1530 to 2900 mg/L, sodium ranged from 240 to 718 mg/L, akalinity ranged from
119 to 456 mg/L, and trace metals ranged from 8 to 59 mg/L. However, despite these fluctuations,
the geochemical parameters define a constant fingerprint for the tailings water. Thissignatureis
characterized by the dominant sulfate spike (60 to 70 percent of TDS), smaller spikesfor calcium and
sodium (15 to 20 percent of TDS), and minor but detectable quantities of the other parameters
(Figure 5-62).

An inspection of the tailings water monitoring resultsin Figure 5-62 suggests that there are some
data quality concerns with the data. For example, thereis considerable variability in the height of the
sulfate spike which ranges from 50 percent to 90 percent of the total dissolved solids concentration.
Also, since several of the sulfate measurements represent between 80 and 90 percent of the total
dissolved solids concentration, the mass balance is biased high (either one or more of the individual
analyses are high or the total dissolved solids concentration islow). However, in spite of these
concerns, problems that could have been identified and corrected with atimely review of the data,
the monitoring results produce a distinctive chemical signature for the tailings water. The
reproducibility of thisfingerprint is 96.8 percent.

The monitoring records for the First Miss Getchell Mine also included 15 sets of quarterly survey
datafor tailingsreclaim water. These results have been presented in Figure 5-63. One point that is
apparent on reviewing this information is that there is a data quality problem with some of the
results. Thisisindicated by the variability in the reported sulfate results that approached 100 percent
of the total dissolved solids concentration in one survey. Thereisalso an apparently anomalous
alkalinity result in one survey. However, in spite of the obvious data quality problems, a second
point that is readily apparent on reviewing the resultsin Figure 5-63 is that the tailings water has a
repetitive geochemical signature or fingerprint.

A comparison of the tailings water results (Figure 5-62) with the tailings reclaim water results
(Figure 5-63) demonstrate that these two geochemical fingerprints areidentical. A regression
analysis of the two patterns produced an r® value of 0.997. Thus, 30 sampling events from two
locations at the First Miss Getchell Mine over afour year period produced the same fingerprint
pattern. This case study provides another example in which the common geochemical parameters
describe a consistent chemical fingerprint that uniquely characterizes mine leachates at their source.
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Sampling Date
5/89 7/89 11/89 2/90 6/90 8/90 11/90 2/91 6/91 891 1191 2/92 5/92 892 1192
5/89 1.000 0.965 0.959 0.967 0.963 0.987 0.943 0.964 0.920 0.920 0.866 0.935 0.909 0.972 0.974
7/89 1.000 0.991 0.939 0974 0.987 0985 0.981 0974 0.963 0.928 0.969 0.967 0.994 0.993
11/89 1.000 0.957 0.978 0.988 0.995 0.987 0.984 0983 0.944 0982 0.980 0.990 0.988
2/90 1.000 0.933 0.978 0952 0.974 0927 0.952 0.892 0.943 0.925 0.937 0.938
6/90 1.000 0.990 0.983 0.996 0.972 0.972 0.953 0.983 0.972 0.964 0.967
8/90 1.000 0.982 0.993 0965 0.966 0.924 0.972 0.959 0.984 0.985
11/90 1.000 0.990 0.993 0.993 0.968 0.992 0.994 0.979 0.979
2/91 1.000 0.982 0.984 0958 0.988 0979 0.971 0.973
6/91 1.000 0.991 0.981 0.994 0.996 0.965 0.965
8/91 1.000 0.972 0.988 0.991 0.954 0.953
11/91 1.000 0.981 0.988 0.914 0.920
2/92 1.000 0.993 0.965 0.967
5/92 1.000 0.959 0.960
8/92 1.000 0.999
11/92 1.000
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Sampling Date

5/89 7/89 11/89 2/90 6/90 8/90 11/90 2/91 6/91 891 11/91 2/92 5/92 8/92 11/92
5/89 1.000 0.987 0.987 0.765 0.984 0.980 0.970 0.968 0.959 0.940 0.940 0.950 0.936 0.953 0.961
7/89 1.000 0.994 0.708 0.992 0.988 0.983 0.990 0.980 0.957 0.957 0.971 0.956 0.976 0.985
11/89 1.000 0.726 0.995 0.991 0.984 0.984 0.976 0.956 0.957 0.967 0.953 0.974 0.980
2/90 1.000 0.730 0.733 0.716 0.701 0.708 0.709 0.714 0.707 0.696 0.706 0.690
6/90 1.000 0.999 0.995 0.994 0.990 0.977 0.978 0.984 0.975 0.988 0.990
8/90 1.000 0.997 0.995 0.992 0.982 0.982 0.986 0.979 0.989 0.989
11/90 1.000 0.999 0.996 0.991 0.991 0.994 0.989 0.994 0.991
2/91 1.000 0.999 0.991 0.991 0.997 0.990 0.997 0.996
6/91 1.000 0.995 0.994 0.999 0.994 0.999 0.997
8/91 1.000 0.999 0.997 0.999 0.994 0.985
11/91 1.000 0.997 0.999 0.994 0.985
2/92 1.000 0.996 0.998 0.992
5/92 1.000 0.995 0.987
8/92 1.000 0.997
11/92 1.000

Average r squared value = 0.948

Figure 5-63. Composition of tailings reclaim water at the First Miss Getchell Mine.
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The fingerprint for the tailings water at the mine was compared to the ground-water monitoring
results from several wells around the tailings pond. The results of this comparison at monitoring
Well 2 are presented in Figure 5-64. The data clearly demonstrate that the ground water at Well 2
has a constant composition over time. The ground-water signature does not contain a dominant ion
but it is still very reproducible (r> = 0.976). The important aspect of the fingerprint comparison at
thislocation is that the ground-water fingerprint is distinguishable from the tailings water fingerprint
(r*=0.238). Thiswould indicate that tailings water is not having an impact on this location.

The comparison of the tailings water fingerprint with the ground-water fingerprint at Well 1 leadsto
adifferent conclusion (Figure 5-65). The geochemical data define a consistent pattern at this
location over time (r* = 0.976). However, a comparison of the Well 1 pattern with the Well 2 pattern
indicates that the composition has been altered. Thisis most apparent with the large sulfate increase
but there is also a smaller calcium increase and a chloride decrease. As aresult of the compositional
shift, the ground-water pattern at Well 1 more closely resembles the tailings water fingerprint (r? =
0.846). Thus, the monitoring results would suggest that water from the tailings pond is migrating in
the direction of monitoring Well 1.

First Miss Getchell Summary

An assessment of the monitoring results for this facility demonstrated several characteristic
properties of tailings water at amining site. The single most important property is the fact that the
tailings water had a constant relative composition over time. Geochemica monitoring results from
30 surveys over afour year period produced a strong, reproducible multi-ion signature or fingerprint.
The fingerprint pattern was defined by 70 percent sulfate, 20 percent calcium, 15 percent sodium,
and small amounts of akalinity, chloride, and the remaining geochemical parameters. Even though
the reported concentrations for each of the geochemica parameters fluctuated by more than 100
percent, and there were identifiable data quality concerns with some of the results (particularly
sulfate), the reproducibility of the First Miss Getchell tailings water fingerprint pattern was estimated
to be greater than 95 percent.

The same suite of geochemical parameters that defined the tailings water composition also defined a
second reproducible (r? = 0.976) fingerprint pattern for the local ground water. A second important
characteristic of the tailings water fingerprint is the fact that it can be distinguished from the
fingerprint of the local ground water. The sulfate-rich pattern of the tailings water was graphically
and statistically (r* = 0.238) distinct from the geochemical fingerprint of the ground water.

A third important characteristic of the tailings water fingerprint is that it appears to maintain its
chemical identity as the mine waste leachate migrates from the source. The geochemical distribution
at Well 1 has been altered and no longer resembles the local ground-water fingerprint. However, the
new ionic distribution is very similar (r* = 0.846) to the tailings water fingerprint. These results
suggests that the geochemical fingerprint can function as an internal tracer to identify and track the
migration of mine waste leachates through the environment. This assessment is consistent with
observations at several other mines, particularly the Cortez Mine, where the process solution
fingerprint was identified at some distance from the mining operation.

Based on the demonstrated properties of the tailings water fingerprint, it is suggested that the
geochemical parameters that define the fingerprint can be effective monitoring parameters for the
mining industry. Collectively, the geochemical parameters provide a means to uniquely characterize
the process solutions and tailings water at the source, to differentiate the mine leachate from ambient
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Regression analysismatrix for First Miss Getchell monitoring Well 2
Sampling Date
5/89 7/89 11/89 2/90 6/90 8/90 11/90 2/91 6/91 8/91 11/91 2/92 5/92 8/92
TailingsWater 0.356 0.325 0.187 0.188 0.182 0.328 0.320 0.188 0.182 0.372 0.205 0.318 0.314 0.289
5/89 1.000 0.998 0.962 0.954 0.958 0.961 0.992 0.954 0.957 0.985 0.962 0.987 0.968 0.978
7/89 1.000 0973 0969 0.971 0969 0.994 0969 0.971 0986 0.975 0.992 0.977 0.987
11/89 1.000 0.993 0.998 0.938 0.973 0.993 0.998 0.944 0.991 0.965 0.949 0.967
2/90 1.000 0.998 0.960 0.974 1.000 0.998 0.950 0.996 0.972 0.967 0.975
6/90 1.000 0.946 0.971 0.998 1.000 0.944 0.994 0.967 0.957 0.972
8/90 1.000 0979 0960 0946 0.975 0.959 0.979 0.987 0.972
11/90 1.000 0.974 0.972 0.992 0.981 0.996 0.986 0.989
2/91 1.000 0.998 0.950 0.996 0.972 0.967 0.975
6/91 1.000 0.945 0.994 0.968 0.957 0.972
8/91 1.000 0964 0.996 0.991 0.990
11/91 1.000 0.983 0.972 0.986
2/92 1.000 0.994 0.996
5/92 1.000 0.994
8/92 1.000
11/92

Averager squared value = 0.976

Ground water vs Tailings Water = 0.238

Figure 5-64. Comparison of First Miss Getchell tailings pond fingerprint with monitoring results

from Well 2.

5-99



1.0

0.8

0.6

0.4

) Jll”ﬂﬂ.
00 T
Alk Ca Cl

Decimal Percentage of TDS

oI [I]]ll]]]]
F Mg NO3 K Na

Leachate Constituents

SO4 CN Cu TT™

Tailings Water

Regression analysismatrix for First Miss Getchell monitoring Well 1

Sampling Date

5/89 7/89 11/89 2/90 6/90 8/90 11/90 2/91 6/91 8/91 11/91 2/92 5/92 8/92 11/92

TailingsWater 0.889 0.875 0.841 0.822 0.820 0.791 0.845 0.855 0.859 0.835 0.792 0.856 0.875 0.851 0.879
5/89 1.000 1.000 0.992 0.986 0.986 0.974 0.990 0.996 0.994 0.991 0.975 0.996 0.997 0.996 0.886

7189 1.000 0.994 0.990 0.991 0.979 0.991 0.998 0.996 0.994 0.978 0.998 0.996 0.998 0.867
11/89 1.000 0.999 0.998 0.995 0.999 0.998 1.000 0.999 0.994 0.994 0.995 0.998 0.860
2/90 1.000 0.999 0.998 0.997 0.992 0.998 0.989 0.997 0.993 0.990 0.996 0.832
6/90 1.000 0.997 0.995 0.996 0.998 0.998 0.995 0.994 0.989 0.996 0.832
8/90 1.000 0.994 0.989 0.993 0.994 0.999 0.984 0.981 0.988 0.821
11/90 1.000 0.996 0.998 0.997 0.995 0.990 0.995 0.995 0.872
2/91 1.000 0.999 0.999 0.989 0.999 0.996 0.999 0.861
6/91 1.000 0.999 0.992 0.996 0.996 0.999 0.869
8/91 1.000 0.995 0.996 0.993 0.998 0.850
11/91 1.000 0.983 0.983 0.988 0.836
2/92 1.000 0.993 0.998 0.850
5/92 1.000 0.997 0.899
8/92 1.000 0.865
11/92 1.000

Averager squared value = 0.976
Ground water vs Tailings Water = 0.846

Figure 5-65. Comparison of First Miss Getchell tailings pond fingerprint with monitoring results
from Well 1.
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ground water, and to identify any leachate that may have escaped containment and migrated away
from the source.

One final issue that must be addressed briefly isthat of data quality. Some of the monitoring results
from the First Miss Getchell Mine are of suspect quality because the sum of the geochemical ion
concentrations exceeds the reported total dissolved solids concentration (in some cases, by 30
percent or more). Since this violates the fundamental principle of mass balance, either one or more
of the geochemical concentrations are erroneously high or the total dissolved solids concentration is
low. Inthisexample, it was still possible to identify the characteristic tailings water fingerprint in
spite of these errors. However, if relatively simple mass balance and charge bal ance cal cul ations had
been performed when the data were initially generated, the errors could have been identified and
corrected to produce data of higher quality.

5.2.14 Arimetco Gold Mine

This mining operation uses a heap leaching process similar to that described in Section 5.1 to recover
gold from the estimated 5.5 million tons of ore that were mined in 1992. However, the Arimetco
Mine uses a different leaching agent than the other heap leaching facilities that have been previously
discussed. Thisfacility uses a strongly acidic leaching solution, probably sulfuric acid, asthe
recirculating extraction agent. Thisisindicated by the low pH (pH = 2.0), the very high sulfate
concentrations (56,800 mg/L ), and the absence of cyanide (unionized cyanide would represent a
health threat and be lost by volatilization at the reported pH). Additional properties of the Arimetco
pregnant leaching solution are the very high total dissolved solids concentration (>100,000 mg/L),
the extremely high concentrations for aluminum, copper, and iron (> 1,000 mg/L), and the generally
high concentrations for most trace metals (Table 5-8).

The geochemical results from 10 surveys of the Arimetco pregnant leaching solution are presented in
Figure 5-66. Thissolution has arelatively simple pattern that is dominated by the sulfateion. A
regression analysis of the monitoring results between February, 1991 and June, 1993 suggests that
the reproducibility of this pattern is 97 percent. Thus, even though the Arimetco Mine uses a
different leaching solution than other gold mines, the pregnant leaching solution still has a consistent
fingerprint over time.

The fingerprint pattern for the Arimetco heap leaching solution is dlightly different from the pregnant
pond fingerprints at other gold mining operations. Specifically, although still minor, the trace metals
are more apparent in the Arimetco fingerprint. Also, alkalinity and cyanide are completely absent
from the fingerprint. Each of these features are related to the use of an acidic leaching solution
because metal s are generally more soluble at lower pH and alkalinity does not exist below apH of
approximately 4.5. However, more important than the exact shape of the fingerprint is the fact that
the geochemical parameters define a consistent, reproducible pattern that characterizes the pregnant
pond composition.

Ground water is used as make up water at the Arimetco Mine. The geochemical fingerprint for the
make up water is contrasted with the pregnant solution fingerprint in Figure 5-67. The single
dominant ion in the ground-water signature is alkalinity which istypical of most natural water
systems. Except for a single anomalous value for calcium in one survey, the geochemical data define
aconstant multi-ion signature. The estimated reproduciblity of this signature is 93 percent.
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Table5-8. Composite monitoring results for 10 surveys of the
Arimetco pregnant leaching solution.

Congtituent Mean Concentration Standard Deviation
Alkalinity 0 0
Aluminum 6800 4774
Antimony 0.00 0.00
Arsenic 0.20 0.22
Barium 0.03 0.03
Beryllium 0.42 0.09
Bismuth 2.71 6.31
Cadmium 0.34 0.42
Calcium 216 142
Chloride 1141 2944
Chromium 2.39 0.51
Caobalt 9.09 2.48
Copper 1308 1714
Fluoride 160 142
Gallium 0.11 0.27
Iron 2610 1329
Lead 0.23 0.69
Lithium 0.96 0.60
Magnesium 4447 2243
Manganese 91 36
Mercury 0.09 0.06
Molybdenum 40.19 46.26
Nickel 6.02 1.80
Nitrate 70 92
Phosphorous 693 287
Potassium 170 242
Scandium 0.52 0.19
Selenium 0.39 1.17
Silver 0.10 0.08
Sodium 363 113
Strontium 14.03 3.37
Sulfate 56820 17884
Thallium 0.01 0.04
Tin 1.40 3.43
Titanium 421 2.40
Cyanide 0.00 0.00
Vanadium 7.41 3.90
Zinc 11.98 5.01
pH 2.04 0.19
TDS 109683 12762

All concentrations, except pH, expressed in units of mg/L.
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Sampling Date

2/91 6/91 10/91 11/91  2/92 5/92 7/92  10/92  3/93 6/93

2/91 1000 1.000 0984 0910 0988 0981 0980 0940 0.945 0.985
6/91 1.000 098 0.907 0988 0981 0980 0.939 0944 0.984
10/91 1000 0905 098 0987 0981 0.940 0932 0.981
11/91 1.000 0957 0.958 0964 0994 0.955 0.960
2/92 1000 0998 0.998 0979 0.966 0.999
5/92 1.000 0999 0.981 0.964 0.998
7/92 1.000 0986 0.968 0.999
10/92 1.000 0967 0.982
3/93 1.000 0.973
6/93 1.000

Averager squared value = 0.971

Figure5-66. Fingerprint pattern for the Arimetco pregnant leaching solution.
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Regression AnalysisMatrix for Arimetco Make Up Water

Sampling Date

7/90 10/90 2/91 /92 5/92 792  2/93  6/93
Pregnant Pond 0.002 0.000 0.028 0.004 0.014 0.007 0.002
7/90 1.000 0.787 0.950 0.964 0952 0.972 0.980
10/90 1.000 0.856 0.894 0.909 0.837 0.852
2/91 1.000 0.957 0981 0.914 0.950
1/92 1.000 0988 0.965 0.994

5/92
7/92 1.000 0944 0.979
2/93 1.000 0.979
6/93 1.000

Averager squared value = 0.934
Make Up water - pregnant solution comparison = 0.008

Figure 5-67. Comparison of Arimetco pregnant leaching solution fingerprint with the mine make up
water fingerprint.
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The important aspect of the fingerprint comparison in Figure 5-67 is that the pregnant leaching
solution has a composition that is distinctly different from the make up water. A regression analysis
of the two patterns produced an r? value of 0.001 (less than a one percent match between the two
fingerprints). The alkalinity in the make up water islost by neutralization and the presence of the
other geochemical ions are swamped out by the large increase in sulfate. The significance of this
composition shift is that the resultant process solution fingerprint is not a property of the make up
water and must be a unique characteristic of the pregnant leaching solution.

The monitoring program for this site only included a single monitoring well. The geochemical
results from 10 surveys at this well are summarized in Figure 5-68. These results suggest that there
is areproducible geochemical chemical signature in the ground water at this location (r? = 0.971).
However, this signature is distinctly different from the plant make up water that is derived from
ground water (Figure 5-67). First, thereisalarge increasein sulfate at Well 1 (from 15 percent to
more than 40 percent). Second, there is a substantial reduction in the abundance of akalinity at Well
1 (from 50 percent to 10 percent). These simultaneous changes are consistent with a sulfaterich,
alkalinity poor liquid such as Arimetco pregnant leaching solution impacting the well. A regression
analysis of the Well 1 and pregnant pond fingerprints suggests that the Well 1 fingerprint bears a
strong resemblance to the Arimetco pregnant leaching solution (r> = 0.744). The similarity of the
ground water fingerprint at Well 1 and the pregnant leaching solution fingerprint provides additional
evidence that mine leachate maintainsitsintegrity as it migrates away from the source.

Although an analysis of the fingerprint patterns suggests that ground water at Well 1 has been
impacted by mine process solution, the actual compositional shift for several parameters has deviated
from the expected compositional shift. The observed fluctuations in relative abundance of akalinity,
calcium, sulfate, and trace metals at Well 1 deserve a brief comment:

1. Alkalinity. Thisparameter is absent from the pregnant leaching solution fingerprint. If the
fingerprint were truly conservative, one might expect alower alkalinity abundance at Well 1.
However, the low akalinity (0) of the process solution is dueto the low pH (pH = 2). Asthe
process solution migrates through the ground water, the pH will be quickly neutralized with a
concurrent risein pH and akalinity. Thus, due to the reactivity of one of the process solution
constituents, the actual shift in ground-water alkalinity will be less than anticipated. Thiswas
observed to be the case.

2. Cacium. Thisparameter is essentially absent from the mine leachate fingerprint. Therefore,
one might expect the relative abundance of calcium to declinein an areaimpacted by mine
process solution. However, the acid-base reaction that neutralizes the low pH of the original
leachate as it migrates away from the source also causes an increase in the alkalinity
concentration. In order to maintain the required charge balance, the concentration of one or
more cations must increase to compensate for the alkalinity increase that occurred when the
solution pH was neutralized. As an indirect consequence of the reactivity (low pH) of the
pregnant leaching solution, the observed calcium shift was less than anticipated.

3. Sulfate. Thisionisthe single dominant constituent in the pregnant solution fingerprint (Figure
5-66). Anincrease in the relative abundance of sulfate should occur when pregnant leaching
solution is present. Although a substantial sulfate increase was observed at Well 1, the actual
increase was less than might be expected. In this case, the higher relative abundance of both
akalinity and calcium caused a dilution of the sulfate peak. Thus, asaresult of the reactivity
of the pregnant leaching solution (i.e., low pH), the sulfate shift should be lower than expected.
This was observed to be the case.
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Regression AnalysisMatrix for Arimetco Monitoring Well 1
Sampling Date
8/91 9/91 10/91 11/91 12/91 1/92 592 7/92 10/92 3/93 6/93

Pregnant Pond 0.499 0.793 0.841 0.881 0.318 0.818 0.866 0.747 0.743 0.802 0.881
8/91 1.000 0.881 0.807 0.747 0.886 0.799 0.799 0.894 0.893 0.852 0.766

9/91 1.000 0.988 0965 0.703 0.982 0.982 0.993 0.990 0.995 0.976
10/91 1.000 0.989 0.623 0.997 099 0.982 0.980 0.996 0.996
11/91 1.000 0.569 0.983 0.987 0.952 0.947 0.977 0.996
12/91 1.000 0.621 0.617 0.733 0.733 0.673 0.576

1/92 1.000 0.987 0981 0.978 0.994 0.990

5/92 1.000 0.975 0.975 0.990 0.993

7192 1.000 0.999 0.994 0.962
10/92 1.000 0.993 0.953

3/93 1.000 0.985

6/93 1.000

Averager sguared value = 0.971
Ground water - pregnant pond comparison = 0.744

Figure 5-68. Comparison of monitoring results at Well 1 to the Arimetco pregnant leaching solution
fingerprint.

5-106



4. Trace Metals. Thetotal trace metal concentration of the pregnant leaching solution represents
approximately 10 percent of the total dissolved solids concentration. However, these
constituents are essentially absent at Well 1 even though the pregnant leaching solution
fingerprint is still identifiable. The lower abundance of trace metalsis due to the lower
solubility of most metals at higher pH and the slower migration of trace metals as a results of
their chemical reactivity (greater retardation because of sorption and precipitation). The
significance of this observation is that the trace metals would not be effective for detecting the
early migration of mine waste leachates because they move more slowly through the
subsurface environment than the geochemical parameters that define the leachate fingerprint.

Although the pregnant solution fingerprint has been distorted at Well 1, the actual changes for each
of the geochemical parameters are consistent with the initial composition and reactivity of the
Arimetco pregnant solution. More importantly, even with the number of parameters that have been
influenced by the low pH of the pregnant solution, the original fingerprint pattern is still present and
recognizable (r? = 0.744).

Arimetco Mine Summary

The composition of the Arimetco pregnant leaching solution was distinctively different from the
process solutions at other gold mines that have been summarized. Some of the specific differences
included avery high total dissolved solids concentration (100,000 mg/L), avery high sulfate
concentration (60,000 mg/L), an exceptionally high total trace metals concentration (11,000 mg/L), a
very low solution pH (pH = 2), and an absence of cyanide. By comparison, the pregnant solutions at
other mines usually had atotal dissolved solids concentration of 10,000 mg/L, a sulfate concentration
of 5,000 mg/L, atotal trace metal concentration of 1 to 10 mg/L, a solution pH of 10, and a cyanide
concentration of 10 to 100 mg/L. These differences are due to the fact that the Arimetco Mine usesa
strong acid solution, rather than an alkaline cyanide solution, to extract gold from the ore.

Ten sets of survey data from February, 1991 until June, 1993 were obtained for the pregnant leaching
solution. The results from this monitoring program produced a consistent geochemical fingerprint
that is defined by 60 percent sulfate, 10 percent total trace metals, and 5 percent magnesium (r? =
0.971). Therefore, the geochemical parameters defined a consistent, reproducible pattern for the
pregnant leaching solution even though a different extraction agent was being used. This suggests
that the geochemical fingerprinting concept has potential applicability to other types of mining
operations other than cyanide heap leaching facilities.

The data set for this mine included two years of quarterly monitoring data for the make up water.
Thiswater had a constant relative composition that was defined by 55 percent alkalinity, 15 percent
calcium, 15 percent sodium, and 15 percent sulfate. Since the make up water had a reproducible
pattern over time (r* = 0.934) that was distinctively different from the pregnant leaching solution
fingerprint (r = 0.008), this indicates that the pregnant leaching solution fingerprint is a unique
characteristic property of the leaching process used at the mine. This conclusion is consistent with
observations at other heap leaching facilities.

The data set for this mine also included results from a single monitoring well. The geochemical
parameters defined a consistent pattern for thislocation (r> = 0.971). However, this pattern was
different from the ground water used as make up water at the plant (r* = 0.118) and more closely
resembled the pregnant leaching solution fingerprint (r> = 0.744). These results suggest that process
solution from the mine may be impacting ground water. The Arimetco process solution fingerprint
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was modified slightly by thetime it reached Well 1. This change was attributed to the neutralization
of theinitially low solution pH which resulted in an increase in alkalinity, calcium, and a dilution of
the sulfate peak. A potentially important observation is the fact that the trace metals, which
constitute 10 percent of the pregnant solution fingerprint, were essentially eliminated from the
ground-water fingerprint at Well 1. Since the geochemical constituents were present at Well 1 but the
trace metals were not, thisindicates that the trace metals migrate more slowly and monitoring for
trace metals would not provide early detection of migrating mine waste |eachates.

5.2.15 Nevada Goldfield Sleeper Mine

The Nevada Goldfield Sleeper Mineislocated in the north-western corner of the state. The
monitoring records obtained for this facility included quarterly monitoring results from five locations
in the process solution (pregnant pond, barren pond, tailings reclaim water, tailings filtrate, and
tailings residue), the plant make up water, and 7 monitoring wells. The period of record for this site
is February, 1992 until May, 1993.

Normalized geochemical monitoring results for five quarterly surveys of the pregnant pond are
presented in Figure 5-69. Each of these surveys define a repetitive geochemical fingerprint. The
composition of the pregnant pond at the Nevada Goldfield Sleeper Mineis characterized by 40
percent sulfate, 15 percent sodium, 15 percent calcium, and 10 percent chloride.

A regression analysis comparison of the pregnant pond fingerprint pattern produced an r? value of
0.934 (a 93 percent match). Although these results suggest that the composition patternis
reproducible over time, an inspection of the results indicate that there is a data quality problem with
the sodium results in the June, 1992 survey:

1. The reported sodium concentration in June, 1992 was only 50 mg/L which is considerably
below the 450 to 500 mg/L reported for the pregnant pond in the other four surveys. The
sodium results for June, 1992 only represented 1.6 percent of the total dissolved solids
concentration compared to 15 to 20 percent in the other surveys.

2. The mass balance for the four surveysin February, 1992, September, 1992, December, 1992,
and May, 1993 isin the acceptabl e range of 85 to 90 percent of the total dissolved solids
concentration. However, the mass balance for the June, 1992 is unacceptably low at 70 percent
of the total dissolved solids concentration.

The combination of factors identified above suggest that the reported sodium results for the June,
1992 survey arein error. If thistype of data assessment had been performed at the time the samples
were actually analyzed, it would have been possible to check for transcription errors, dilution errors,
or, if necessary, reanalyze the sample. In this case, the June, 1992 data were excluded because the
sodium data are suspect. A regression analysis comparison of the remaining four surveys produced
anr? value of 0.990. That is, the reproducibility of the pregnant pond geochemical fingerprint in the
remaining surveysis 99 percent.

The Nevada Goldfield Sleeper facility routinely monitors five locations in the recirculating process
solution system. These locations, in addition to the pregnant pond, are the barren pond, tailings
reclaim water, tailingsfiltrate, and tailings residue. The monitoring results from each of these
locations define asimilar geochemical pattern (Figure 5-70). The characteristic features of this
pattern are 35 to 40 percent sulfate, 15 to 20 percent sodium, 15 percent calcium, 10 percent chloride,
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Regression analysis matrix for Nevada Goldfield Sleeper Pregnant Pond

2/92 6/92 9/92 12/92 5/93

2/92 1.000 0.861 0.992 0.986 0.975
6/92 1.000 0.850 0.852 0.830
9/92 1.000 0.998 0.994
12/92 1.000 0.998
5/93 1.000

Averager squared value = 0.934

Figure 5-69. Geochemical fingerprint pattern at the Nevada Goldfield Sleeper Mine.
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Regression analysismatrix for Nevada Goldfield Sleeper process solutions

Barren  Pregnant Reclaim Tailings

Pond Pond Water Filtrate Residue
Barren Pond 1.000 0.988 0.966 0.996 0.965
Pregnant Pond 1.000 0.924 0.995 0.951
Reclaim Water 1.000 0.955 0.927
Filtrate 1.000 0.958
Tailings Residue 1.000

Averager squared value = 0.962

Figure5-70. Comparison of process solution fingerprints at the Nevada Goldfield Sleeper Mine.
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and small amounts of alkalinity and potassium. The reproducibility of this pattern, as estimated by
regression analysis, is0.962. A total of 25 surveys from five different sampling locations over a
period of 16 months produced an identical fingerprint for the process solution at the Nevada
Goldfield Sleeper Mine.

Since the geochemical monitoring results demonstrated the process solution to have a constant
composition, the trace metal data were evaluated to identify possible trends with these parameters.
The trace metal distribution at each of the five process solution sampling locations are summarized in
Figure 5-71. These resultsindicate that the specific trace metals that are present and the
concentrations at which they are present can vary considerably. Asaresult of theindividua trace
metal fluctuations, the regression analysis comparison of the trace metal distributions produced a low
r? value of 0.300 (a 30 percent match between distributions). This evaluation suggests that there is
not a constant trace metal fingerprint pattern in the process solution at this mine.

Geochemical monitoring results from the mine make up water are presented in Figure 5-72. These
results suggest that the make up water has a constant composition over time. Using data from five
quarterly surveys, the reproducibility of this pattern is 87 percent. However, if the March, 1993 data
set is excluded because of data quality concerns (chloride and sulfate are biased low, the mass
balance for the survey is only 56 percent of the total dissolved solids concentration, and the charge
balanceis off by 101 percent), the reproducibility of the make up water fingerprint increases to more
than 98 percent (r* = 0.987). Thus, the make up water also has a unique chemical signature or
fingerprint.

The make up water fingerprint is distinctively different from the process solution fingerprint at the
mine. The make up water has a higher relative abundance of alkalinity, chloride, and sodium and a
lower relative abundance of calcium and sulfate (Figure 5-72). Based on these consistent
differences, the composition of the make up water is altered after it is used in the leaching process
and the resultant fingerprint pattern is a characteristic property of the process solution.

The Nevada Goldfield Sleeper process solution fingerprint is compared to ground-water monitoring
results from Well OH-36M in Figure 5-73. The ground water at OH-36M has a reproducible
geochemical pattern (r? = 0.907) that has a higher abundance of akalinity, chloride, and sodium than
the process solution and alower abundance of calcium and sulfate than the process solution. These
compositional differences are identical to those identified when comparing the plant make up water
to the process solution (Figure 5-72). In fact, the ground-water fingerprint is an identical match to
the make up water fingerprint (r> = 0.980) and distinguishable from the process solution fingerprint
(r*=0.310). These results suggest that ground water similar to that at Well OH-36M is used as plant
make up water and that the ground water in the vicinity of Well OH-36M has not been impacted by
process solution fingerprint.

Ground-water monitoring results from five of the wells at Nevada Goldfield Sleeper are similar to
those presented in Figure 5-73. The geochemical pattern is similar to the make up water fingerprint
and unlike the process solution fingerprint. These observations support the conclusion that ground
water at these locations has not been impacted by operations at the mine. However, at two
monitoring wells, a shift in the ground-water composition has occurred. The ground-water
fingerprint at Well EP-1 has a lower abundance of alkalinity than the make up water, alower
abundance of sodium than the make up water, and a higher abundance of sulfate than the make up
water (Figure 5-74). Asaresult of this compositional shift, the ground water fingerprint at Well EP1
has a reduced similarity to the make up water (r? = 0.688) and an increased comparability to the
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Regression analysismatrix for Nevada Goldfield Sleeper trace metal results

Barren  Pregnant Reclaim Tailings

Pond Pond Water Filtrate Residue
Barren Pond 1.000 0.889 0.016 0.386 0.299
Pregnant Pond 1.000 0.004 0.198 0.154
Reclaim Water 1.000 0.094 0.152
Filtrate 1.000 0.813
Tailings Residue 1.000

Averager squared value = 0.300

Figure5-71. Trace metal distributionsin Nevada Goldfield Sleeper process solutions.
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Regression analysismatrix for Nevada Goldfield Sleeper make up water

2/92 6/92 9/92 12/92 5/93

Pregnant Pond 0.324 0.333 0.249 0.240 0.048
2/92 1.000 0.999 0.982 0.982 0.654

6/92 1.000 0.981 0.981 0.644

9/92 1.000 0.999 0.760

12/92 1.000 0.761

5/93 1.000

Averager squared value = 0.874
Pregnant pond - make up water comparison = 0.239

Figure 5-72. Comparison of the Nevada Goldfield Sleeper process solution fingerprint to the make
up water fingerprint.
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2/92 6/92 9/92 12/92
2/92  1.000 0.873 0.984 0.992
6/92 1.000 0.783 0.812
9/92 1.000 0.998
12/92 1.000

Averager squared value = 0.907
Ground water - pregnant pond comparison = 0.310
Ground water - make up water comparison = 0.980

Figure 5-73. Comparison of monitoring results from Well OH-36M to the Nevada Goldfield Sleeper
process solution.
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Sampling Date
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6/92 1.000 0.961 0.621
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Ground water - pregnant pond comparison = 0.637
Ground water - make up water comparison = 0.688

Figure 5-74. Comparison of monitoring results at Well EP1 to the Nevada Goldfield Sleeper process
solution fingerprint.
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process solution fingerprint (r* = 0.637). Although the transition has not been complete, the
characteristic changes that have occurred suggest that the ground water in the vicinity of Well EP1
has been impacted.

Nevada Goldfield Seeper Summary

The monitoring records from this site provide another positive example of the potential to use
geochemical parametersto fingerprint the composition of process solution at heap leaching facilities.
Geochemical monitoring results from 25 sampling events, five surveys at each of five separate
sampling locations, produced an identical fingerprint pattern with a reproducibility of 96 percent.
The characteristic features of this fingerprint were 40 percent sulfate, 15 to 20 percent sodium, 15
percent calcium, and 10 percent sodium.

The site monitoring data from this mine also illustrated three characteristics of the process solution
composition. First, the trace metal content of the solution was highly variable. Asaresult, it was not
possible to define atrace metal fingerprint. Second, the geochemical fingerprint of the process
solution was different from the fingerprint for plant make up water and ground water. Consequently,
the geochemical fingerprint pattern can be used to differentiate process solution from other water
supplies. Third, the data from two wells suggests that the process solution fingerprint remains intact
as the mine waste |eachate migrates from the source. Therefore, the fingerprint provides a means to
monitor the migration of mine waste leachates. Each of these properties of the process solution
fingerprint have been observed in data sets from other mines.

Another feature of the fingerprinting concept that was illustrated with this example was the built in
quality control checks on the data. Since the geochemical ions represent essentially all of the total
dissolved solids in solution, two effective checks are to compare the sum of the ions with the total
dissolved solids concentration and to compare the sum of the cations (in meg/L) with the sum of the
anions (in meg/L). Inthis case, the data evaluation identified anomalous results for chloride and
sulfate in the make up water. When these data were excluded because of data quality concerns, a
regression analysis of the remaining data demonstrated the make up water to have a characteristic,
reproducible fingerprint that was different from the mine process solution.

5.2.16 Corona Gold Mine

The search of monitoring records produced a small amount of information for this heap leaching
facility located in western Nevada. The data set for the Corona Mine consists of two quarters of
monitoring results for the barren pond and the pregnant pond and two quarters of data from two

monitoring wells.

Four sets of monitoring results for the Corona process sol ution have been summarized in Figure 5-75.
Although there is alittle uncertainty associated with the height of the chloride peak, these results
suggest that this process solution has a consistent ionic composition. The pattern is characterized by
30 to 35 percent sulfate, 20 to 25 percent chloride, 15 percent sodium, and less than five percent each
of alkalinity, calcium, cyanide, and copper. The estimated reproducibility of thisfingerprint is 94.8
percent.

The data set for this mineis small and the period of record is very short. Therefore, it could be

argued that the high degree of reproducibility in the geochemical pattern is an artifact of the limited
amount of data. However, when viewed from the larger perspective that the same set of geochemical
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Regression analysis matrix for geochemical parametersin Corona Process water

Barren Barrren Pregnant Pregnant
Pond 1 Pond 2 Pond 1 Pond 2
Barren Pond 1 1.000 0.922 1.000 0.922
Barren Pond 2 1.000 0.923 1.000
Pregnant Pond 1 1.000 0.923
Pregnant Pond 2 1.000

Averager squared value = 0.948

Figure 5-75. Geochemical fingerprint pattern for process solution at the Corona Gold Mine.
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parameters defined a reproducible ionic pattern at all 15 mines that have previously been evaluated,
these results provide additional evidence that heap leaching process solutions can be uniquely
characterized at their source based on their ionic composition.

Monitoring results from the two Corona wells have been summarized in Figure 5-76. These data
suggest that the ground water has a characteristic geochemical pattern in which akalinity is the most
abundant ion. The estimated reproducibility of the ground water fingerprint is 91 percent (r* =
0.914).

There are several differences between the ground-water and Corona process solution fingerprints. As
indicated in Figure 5-76, the ground water consistently has a higher relative abundance of alkalinity
and alower abundance of chloride, sodium, and sulfate. Based on these differences, thereisalow
degree of similarity between these two fingerprints (r* = 0.291) which should make it feasible to use
the geochemical fingerprint to detect and monitor the migration of mine process solution through the
environment. However, at thistime, neither ground-water monitoring location appears to be
impacted by the nearby mine.

Corona Gold Mine Summary

The datafile for this mine only contained alimited amount of information. However, these data still
demonstrated two useful properties of heap leaching process solution fingerprints that have been
observed at other sites. First, the geochemical parameters defined a characteristic composition
pattern for the process solution. The reproducibility of this fingerprint was estimated to be 94.8
percent. Second, the ground water in the vicinity of the mining operation had a distinctive but
different fingerprint. The characteristic differencesin composition should make it possible to
unequivocally identify any process solution that may be spilled or escape containment at the mine.

5.2.17 Bullfrog Gold Mine

This mineislocated in west-central Nevada. The monitoring records include data for tailings water,
tailings residual, plant make up water, and two monitoring wells. However, the period of record is
short and consists of only two sets of quarterly monitoring data.

The geochemical monitoring results for the Bullfrog tailings water are presented as modified Stiff
Diagrams or histogramsin Figure 5-77. These data demonstrate that the tailings water at this facility
has a constant composition in which sodium and sulfate represent 75 to 80 percent of the total
dissolved solids concentration. The reproducibility of thisfingerprint pattern is 98.8 percent.

The exact shape of the process solution and tailings water fingerprint may vary from mine to mine.
For example, the Bullfrog tailings water fingerprint is very similar to the pregnant pond fingerprint at
the Alligator Ridge Mine (Figure 5-12) but it is very different from the L one Pine pregnant pond
fingerprint (Figure 5-2). Although all mine leachates do not share the same fingerprint pattern, it is
important to recognize that the same set of geochemical parameters (alkalinity, calcium, chloride,
fluoride, magnesium, nitrate, potassium, sodium, and sulfate) has defined a unique multi-ion pattern
that characterized the process solutions at each mine with ahigh level of reproducibility (generally
greater than 90 percent).

The fingerprint for the water supply wells at the Bullfrog Mine is presented in Figure 5-78. Each of
these wells must withdraw water from the same aquifer because the geochemical pattern isidentical
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Regression analysis matrix for Corona ground water.

Welll Well Wdl2 Wwdl2
1Q/93  2Q/93  1Q/93  2Q/93

Pregnant Solution 0.279 0.225 0.353 0.306
Well 1 1Q/93 1.000 0.981 0.867 0.851

Well 1  2Q/93 1.000 0.893 0.894
Well 2 1Q/93 1.000 0.995
Well 2 2Q/93 1.000

Averager squared value = 0.914
Ground water - process solution comparison = 0.291

Figure 5-76. Comparison of ground-water monitoring results to the Corona process solution
fingerprint pattern.
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Regression analysismatrix for Bullfrog Tailings Water

TailingsWater  TailingsWater  TailingsResidue  Tailings Residue

Sampling Location & Date 1Q/93 20Q/93 1Q/93 20Q/93
TailingsWater  1Q/93 1.000 0.995 0.983 0.981
TailingsWater 2 Q/93 1.000 0.987 0.986
TailingsResidue 1 Q/93 1.000 0.996
TailingsResidue 2 Q/93 1.000

Average r squared value = 0.988

Figure5-77. Geochemical fingerprint pattern for tailings water at the Bullfrog Mine.
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Sampling L ocation
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Well EW-1 1.000 1.000 0.999
Well EW-2 1.000 0.998
Well EW-3 1.000

Average r squared value = 0.999
Make up water - tailings water comparison = 0.679

Figure 5-78. Comparison of the water supply fingerprint to the tailings water fingerprint at the
Bullfrog Mine.
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(r*=0.999). The dominant ions of the water supply fingerprint are alkalinity, sodium, and sulfate
that represent 80 percent of the total dissolved solids concentration.

The differences between the water supply fingerprint and the tailings water fingerprint are not as
dramatic or pronounced as they were at other mining sites. Thisis due to the fact that sodium and
sulfate are major ions in both fingerprints. However, these two patterns can still be distinguished
from each other by regression analysis because the degree of similarity is only 68 percent (Figure
5-78).

Geochemical monitoring results from Bullfrog Well 1 are compared to the tailings water fingerprint
in Figure 5-79. Thiscomparison isvery similar to the water supply - tailings water comparison in
Figure 5-78. The ground water at Well 1 has the same three principle components as the water
supply wells (alkalinity, sodium, and sulfate). The similarity of the ground water and water supply
fingerprintsis estimated to be almost 93 percent (r* = 0.926). In contrast, the similarity of the
ground-water fingerprint at Well 1 to the tailings water fingerprint is only 65 percent. The analysis
of fingerprint patterns suggests that Well 1 has not been impacted by tailings water from the Bullfrog
Mine.

All of the Well 1 monitoring results were used in the fingerprint assessment summarized above.
However, an inspection of the results from the first quarter, 1992 survey suggest that these data may
be suspect. The following factors indicate one or more data quality problems with this survey:

1. The alkalinity isreported as 653 mg/L compared to arange of 219 to 230 mg/L in the other four
surveys. Thiswould explain the apparently anomalous alkalinity spike in the first quarter, 1992
fingerprint (Figure 5-79).

2. The reported total dissolved solids concentration was 1140 mg/L which is outside the range of
650 to 706 mg/L reported in the other four surveys. Sincethe fingerprint in Figure 5-79is
based on normalized concentrations (actual concentrations divided by total dissolved solids
concentration), atotal dissolved solids concentration that is biased high would explain the
apparently low results for both sodium and sulfate in the first quarter, 1992 fingerprint.

3. A mass balance of the first quarter, 1992 survey indicates that the sum of theions only
represents 79 percent of the total dissolved solids concentration. Although thisisonly
marginally outside reasonable data quality limits of 80 to 120 percent, it indicates that one or
more of the analyses are low or the total dissolved solids concentration is high.

4. Finally, an anion - cation balance using the first quarter, 1992 results indicates that the charge
balance is off by - 39 percent (i.e., an excess of anions over cations). An erroneously high
akalinity concentration would explain this charge imbalance which is outside reasonabl e data
quality limits of -20 to +20 percent.

The combination of ahigh alkalinity result and a high total dissolved solids concentration would
explain the distortions of the ground-water fingerprint in the first quarter, 1992 survey, the low mass
balance, and the charge imbal ance.

An active quality assurance program could identify and correct the cause of the erroneous data.
Since thisis not feasible with three year old data, the first quarter, 1992 survey was excluded to
examine the effect of removing suspect data on the fingerprint recognition process. After deleting
the first quarter 1992 survey, the reproducibility of the geochemical fingerprint defined in the
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Sampling Date

20/91 3Q/91 4Q/91 1Q/92  1Q/93

TailingsWater 0760 0.750 0.750 249.000 0.741
Makeup Water 0980 0.982  0.985 0.692 0.989
2Q/91 1.000 0999 0.999 0.686  0.998

3Q/91 1.000 0.999 0.696  0.998

4Q/91 1.000 0.685  0.999

1Q/92 1.000 0.686

1Q/93 1.000

Average r squared value = 0.841
Ground water - tailings water comparison = 0.650
Ground water - make up water comparison = 0.926

Figure 5-79. Comparison of monitoring results at Well 1 to the Bullfrog tailings water fingerprint.
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remaining four surveys increases from 89 percent to 99 percent. Also, the match between the
ground-water pattern at Well 1 and the plant water supply increases from 92 percent to 98 percent.
The remaining data sets till indicate that there is a reproducible ground-water fingerprint at Well 1
that matches the plant make up water fingerprint. However, the exclusion of suspect data produces
an improved resolution of the fingerprint pattern and an assessment of its comparability to other
Sources.

Bullfrog Gold Mine Summary

The monitoring data from this facility demonstrated two properties of the process solution fingerprint
that have been observed at other sites. First, the common geochemical parameters defined a
characteristic pattern with a high degree of reproducibility (98 percent). The tailings water
fingerprint at the Bullfrog Mine consisted of 50 percent sulfate, 25 to 30 percent sodium, and small
amounts of the remaining geochemical parameters. Second, the plant make up water and local
ground water also had a characteristic geochemical fingerprint that could be graphically and
statistically differentiated from the tailings water fingerprint. Based on afingerprint assessment,
ground water is not being impacted by operations at the Bullfrog Mine.

The primary objective of thisinvestigation wasto identify a set of parameters that can be used for
monitoring of mining sites. Each of the data sets that have been reviewed suggest that the common
geochemical parameters can be used for this purpose. The geochemical parameters define a
distinctive fingerprint that characterizes mine leachates at the source, retainsits chemical identity as
the leachates migrate, and differentiates mine leachates from regional ground water. In addition, the
geochemical parameters can fulfill a second function by providing a method to assess and control the
quality of the monitoring results. This added benefit is possible because the sum of the geochemical
ions must equal the total dissolved solids concentration and the sum of the cations must equal the
sum of the anions. As shown with the Bullfrog example, it was possible to use the concepts of mass
balance and charge balance to identify and flag data of suspect quality. The subsequent evaluation of
acceptable quality data produced a more precise estimate of the fingerprint pattern.

5.2.18 Marigold Gold Mine

The Marigold Mineis anorthern Nevada heap leaching facility. The required monitoring being
conducted at this facility includes quarterly monitoring at several process solution locations
(pregnant pond, barren pond, and tailings reclaim water), three water supply wells, and 15 locations
around the heap leaching pad and the tailings disposal basin. Unfortunately, most of the wells were
reported as dry and ground-water data are only reported for a single location.

The site file contained four surveys of the pregnant pond. These results are presented in Figure 5-80.
As has been observed at other heap leaching facilities, the geochemical parameters define arecurring
pattern for this solution. The three most abundant ions are chloride, sulfate, and sodium and the
reproducibility of this signature is estimated to be almost 90 percent (r> = 0.897).

The Marigold file also contained four sets of quarterly survey results for the barren pond. The
geochemical data from these surveys are compared to the pregnant pond fingerprint in Figure 5-81.
These results also describe a repetitious pattern in which chloride, sodium, and sulfate are the
dominant ions. The reproducibility of the barren pond fingerprint is 91 percent. More importantly,
except for small fluctuations in the height of the sodium peak, the barren pond fingerprint isidentical
to the pregnant pond fingerprint (r> = .916). Thus, the Marigold Mine provides another example for
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Regression analysismatrix for Marigold pregnant pond

Sampling Date
3/92 6/92 8/92 12/92
3/92 1.000 0.945 0.912 0.787
6/92 1.000 0.928 0.937
8/92 1.000 0.872
12/92 1.000

Averager squared value = 0.897

Figure 5-80. Geochemical fingerprint pattern for the Marigold Mine pregnant pond solution.
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Regression analysismatrix for Marigold barren pond

Sampling Date
3/92 6/92 8/92 12/92
3/92 1.000 0.930 0.871 0.802
6/92 1.000 0.977 0.945
8/92 1.000 0.958
12/92 1.000

Averager squared value = 0.914
Pregnant pond barren pond comparison = 0.916

Figure5-81. Comparison of barren pond monitoring results to the Marigold pregnant pond
fingerprint pattern.
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which the geochemical monitoring parameters define a consistent fingerprint pattern for the facility
process solution.

The Marigold make up water is derived from three wells. Monitoring results from two annual
sampling events at each of these locations are compared with the process solution fingerprint in
Figure 5-82, These resultsillustrate two important points. First, the make up water has a distinctive
fingerprint pattern. This akalinity-rich pattern, which is common for most natural water systems,
has areproducibility of 95 percent. Second, the process solution is distinctly different from the make
up water fingerprint. The similarity of the two fingerprintsisless than 15 percent (r* = 0.147).

The monitoring results summarized in Figure 5-82 indicate that the make up water added to the
barren pond has a constant composition over time. However, since the mine process solution also
has a constant composition that is discernably different from the make up water composition, the
preparation of the barren solution and the heap leaching process itself must cause a distinctive shift
in composition. Consequently, the resultant process solution fingerprint must be a unigque property of
the leaching solution.

Geochemical monitoring results from a single well in the vicinity of the tailings pond are compared
to the process solution fingerprint in Figure 5-83. The ground water at Well MM CPZ5 has a
reproducible signature (r? = 0.944). However, when compared to the make up water fingerprint, the
abundance of several geochemical parameters have been altered at Well MM CPZ5. The alkalinity
peak has been lost and the calcium peak has been reduced while the chloride peak is up substantially
and the sodium and sulfate peaks are up slightly. Asaresults of these changes, the ground water at
Well MM CPZ5 does not resemble the ground water used as make up water (r? = 0.105) but has an
increased comparability to the process solution fingerprint (0.714). This assessment suggests that
tailings leachate is impacting the ground water in the vicinity of the monitoring well.

Marigold Gold Mine Summary

The historical records from this mine provided another small set of datato characterize the process
solutions at a heap leaching facility. The geochemical data from eight surveys of the pregnant pond
and barren pond defined asimilar chemical signature characterized by 30 percent chloride, 30
percent sodium, and 20 percent sulfate. The reproducibility of this pattern was estimated by
regression analysisto by 91 percent (r> = 0.916). Marigold process solution was distinguishable from
both plant make up water and local ground water based on the fingerprint pattern defined by the
common geochemical parameters. In addition, the monitoring results from Well MM CPZ5 suggest
that the process solution can maintain its chemical identity as it migrates through the subsurface
environment. These properties suggest that the geochemical fingerprints can be useful for uniquely
characterizing the composition of mine process solutions at their source and monitoring their
movement following an accidental spill or leakage event.

5.2.19 Chimney Creek Gold Mine

The Chimney Creek Gold Mine is another heap leaching facility located in northern Nevada. The
data set for thisfacility did not contain any monitoring data for the pregnant pond or barren pond.
However, the data set included five quarterly surveys for tailings water, five surveys of tailings
reclaim water, five surveys of fresh water (assumed to be plant make up water), and five surveys at
each of three monitoring wells. The period of record for thismine islate 1989 until early 1992.
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Regression analysismatrix for Marigold make up water

Sampling L ocation and Date

wwi wWwi WwWwz2 ww2 Ww3 WW3
12/91  12/92  12/91  12/92  12/91  12/92

Pregnant Pond 0089 0192 0081 0211 0.074 0.236
WW1 12/91 1000 0945 099% 0918 0992 00911

WW1 12/92 1000 0949 0995 0936 0.995
WW2 12/91 1000 0927 0998 0916
WW2 12/92 1000 0916 0.996
WW3 12/91 1.000 0.901
WW3 12/92 1.000

Averager squared value = 0.953
Make up water - pregnant pond comparison = 0.147

Figure 5-82. Comparison of the make up water composition to the Marigold Mine process solution
fingerprint.
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Figure 5-83. Comparison of monitoring results from Well MM CPZ5 to the Marigold process

solution fingerprint.
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The geochemical results from five surveys of the tailings water are summarized in Figure 5-84. This
pattern is similar to the process solution fingerprint at the Rabbit Creek Mine (Figure 5-27) and the

Alta

Gold Mine (Figure 5-51). However, the fingerprint at the Chimney Creek Mineis more variable

asindicated by the average regression coefficient r? value of only 0.645.

The probable cause for the low reproducibility of the Chimney Creek tailings water fingerprint is that

the d

1

2.

3.

ata are of suspect quality. The following observations support this assessment:

The mass balance for the December, 1989 survey is only 66 percent which is outside project
data quality objective limits of 80 percent to 120 percent. Aninspection of the normalized data
in Figure 5-84 suggests that the reported sodium valueisin error. The December, 1989 value
represents less than five percent of the total dissolved solids concentration whereas sodium
represents approximately 30 percent of the total dissolved solids concentration in al other
surveys.

The charge balance for the December, 1989 survey is-78 percent (i.e., an excess of anions over
cations). Thisis consistent with the low sodium value reported for the sampling event.

The mass balance for the February, 1990 survey is 120 percent of the total dissolved solids
concentration. Analysisthat appear to be biased high are sodium and chloride. Although the
mass balance is within the project data quality objective range of 80 percent to 120 percent, it
contrasts with the low recovery in the previous survey and increases inter-survey variability.

. The sulfate result in the October, 1990 survey is approximately double the reported

concentration in other surveys.

The suspect data could have been flagged sooner and corrected if routine mass balance and mass
balance cal culations had been applied when the samples were first analyzed.

The geochemical datafor the tailings reclaim water are compared to the Chimney Creek tailings
water fingerprint in Figure 5-85. These data suggest a repetitive composition pattern in which
sodium is the most abundant constituent (30 percent), chloride and sulfate are the second most

abun
This

dant constituents (20 percent), and akalinity is the third most abundant constituent (15 percent).
pattern is similar to the tailings water fingerprint but the regression analysis comparison (r* =

0.746) is smaller than that calculated at other mining sites. Again, the causative factor appears to be
data of suspect quality:

1
2.
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Data quality problems create uncertainty in the average values for the tailings water fingerprint.

The mass balance for the December, 1989 survey isonly 78 percent which is outside project
data quality objective limits of 80 percent to 120 percent.

. The mass balance for the February, 1990 and February, 1992 surveys are 116 percent and 119

percent, respectively. Although these results are in the acceptable range, they contribute to
inter-survey variability.

. The charge balance for the December, 1989 survey is +39 percent which indicates an excess of

cations over anions. Thelow akalinity value in this survey would explain the charge imbalance
and the low mass balance.
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Regression analysismatrix for Chimney Creek Tailings Water

Sampling Date
11/89 2/90 7/90 11/90 2/92
11/89 1.000 0.331 0.475 0.603 0.411
2/90 1.000 0.796 0.469 0.877
7/90 1.000 0.770 0.095
11/90 1.000 0.762
2/92 1.000

Averager squared value = 0.645

Figure 5-84. Tailings water fingerprint at the Chimney Creek Mine.
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Regression analysis matrix for Chimney Creek Tailings Reclaim Water

Sampling Date
11/89 2/90 7/90 11/90 2/92
Tailings Water 0.625 0.77 0.641 0.759 0.936
11/89 1.000 0.833 0.989 0.736 0.816
2/90 1.000 0.839 0.608 0.866
7/90 1.000 0.776 0.842
11/90 1.000 0.859
2/92 1.000

Average r squared value = 0.815
Tailings water - Reclaim water comparison = 0.746

Figure 5-85. Comparison of tailings reclaim data to the Chimney Creek tailings water fingerprint.
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The monitoring results suggest that the tailings water and the tailings reclaim water at the Chimney
Creek Mine have the same qualitative fingerprint. This agrees with observations at other mining
sites that process solutions (pregnant pond, barren pond, tailings water, and tailings reclaim water)
have a consistent geochemical signature. However, the quantitative estimate of the reproducibility of
the Chimney Creek pattern islower than other mines due to identifiable data quality concerns.

Monitoring results from the Chimney Creek fresh water source are contrasted with the tailings water
fingerprint in Figure 5-86. Thisinformation displays two points that have been observed at other
heap leaching facilities. Thefirst point isthat the fresh water has its own fingerprint pattern defined
by 30 percent alkalinity, 15 percent sodium, 10 percent calcium, and small amounts of other
geochemical constituents. The reproducibility of this pattern is estimated to be 99 percent. The
second point is that the tailings water fingerprint can be differentiated, both graphically and
statistically, from the fresh water fingerprint. The importance of these two pointsis that the uniform
make up water undergoes a shift in composition after it is used in the leaching process and the
resulting geochemical fingerprint is a characteristic property of the mine process solution.

Although the make up water monitoring results define a consistent compositional pattern, it must be
pointed out that these data are also of suspect quality. The problems with the make up water data are
less obvious because the relative abundance of each geochemical constituent, with the possible
exception of akalinity in the July, 1991 survey, are consistent over the period of record. However,
the sum of the ions only averages 77 percent of the total dissolved solids concentration for the five
surveys and the charge balance isa - 30 percent (an excess of anions or a deficiency of cations).

Both of these values are outside project data quality assurance acceptance limits of 80 percent to 120
percent for total dissolved solids and - 20 percent to + 20 percent for the charge balance. Thus, even
though the compositional trends are encouraging and consistent with assessments at other mines, the
Chimney Creek results should be used cautiously because of data quality concerns.

The site monitoring program at the Chimney Creek Mine aso included three monitoring wells.
Results from Well 1, alocation adjacent to the heap leaching pad, are compared to the fingerprint
pattern for tailings water in Figure 5-87. This comparison demonstrates three properties of the
ground water fingerprint.

1. The ground-water fingerprint is similar to the make up water fingerprint shown in Figure 5-86.
Thiswould indicate that local ground water is used at the mine as make up water. Also, since
the ground-water monitoring results are of acceptable quality (the mass balance and the charge
balance are in the acceptable range), these results suggest that the make up water fingerprint in
Figure 5-86 has not been significantly distorted by the identified data quality problems.

2. The ground-water fingerprint is reproducible over the period of record. The match between
eight survey fingerprints at Well 1 was estimated as 99.3 percent.

3. The ground-water fingerprint at Well 1 was distinctly different from the tailings water
fingerprint. The r? value for this comparison was 0.464 compared to 0.500 for the make up
water - taillings water comparison. This suggests that tailings water from the mine has not
impacted the ground water at this location.

Chimney Creek Mine Summary

Monitoring results for this mine provided five sets of quarterly datafor several locations at the
facility. However, the results for the tailings water, the tailings reclaim water, and the plant make up
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Regression analysismatrix for Chimney Creek make up water

Sampling Date
12/90 5/91 7/91 11/91 2/92
Tailings Water 0.489 0.502 0.433 0.521 0.553
12/90  1.000 0.998 0.991 0.998 0.990
5/91 1.000 0.991 0.997 0.984
7/91 1.000 0.986 0.968
11/91 1.000 0.993
2/92 1.000

Make up water - tailings water comparison = 0.500

Average r squared value = 0.990

Figure 5-86. Comparison of make up water composition to the Chimney Creek tailings water
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Regression analysismatrix for ground water at Chimney Creek Well 1
Sampling Date
12/89 2/90 4/90 7/90 10/90 7/91 11/91 2/92
TailingsWater 0434 0468 0497 0456 0453 0451 0480 0474
12/89 1000 0997 0999 0995 0981 0994 099 0.997
2/90 1.000 0998 0998 0991 0998 0.998 0.994
4/90 1000 0995 098 099 0998 0.996
7/90 1000 098 0994 0.995 0.992
10/90 1000 0.990 0988 0.974
7/91 1.000 0.998 0.995
11/91 1.000 0.996
2/92 1.000

Averager squared value = 0.993
Tailings water - ground water comparison = 0.464

Figure 5-87. Comparison of ground-water monitoring results at Well 1 to the Chimney Creek
tailings water fingerprint.
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water were limited by data quality problems. Employing the same set of geochemical parameters
used to fingerprint process solutions at other heap leaching facilities, suspect data were identified
because they failed to achieve acceptable levels of mass balance or charge balance. The errors that
contributed to these problems, whether they were clerical errors, dilution errors, instrument
calibration errors, or analytical errors, could have been identified and corrected if the data had been
subjected to a quality assurance assessment at the time they were initially generated.

Despite the data quality problems, the monitoring results from this site support two important trends
observed at other mining operations. First, the geochemical parameters define a distinctive
fingerprint pattern for the tailings water and reclaim water. The reproducibility of this pattern was
lower than at other mining facilities (0.645 to 0.815) due to data quality problems. However, it was
till possible to identify the major components of the fingerprint, estimate their relative abundance,
and compare the fingerprints at two locations. Second, the make up water and local ground water
also had adistinctive fingerprint that was different from the tailings water fingerprint. Thus, even
with data of suspect quality, the fingerprint patterns are so unique and characteristic that they can
qualitatively differentiate tailings water from ground water.

5.2.20 Bald Mountain Gold Mine

Monitoring results from five quarterly surveys of the Bald Mountain pregnant pond 1, a northern
Nevada heap leaching facility, are presented in Figure 5-88. These data suggest that the process
solution at this mine has a characteristic geochemical fingerprint defined by an akalinity - calcium -
chloride triplet and smaller but reproducible quantities of the other parameters. Even though there
are apparent data quality problems with the reported total dissolved solids concentration for the
fourth quarter, 1991 survey, the reproducibility of the fingerprint was estimated at 92.8 percent.

The following observations suggest that the reported fourth quarter, 1991 total dissolved solids
concentration isin error. First, the fourth quarter, 1991 results are approximately double the
concentrations in the other surveys. Second, the mass balance for the fourth quarter survey isless
than 50 percent of the total dissolved solids concentration but the other surveys are in the 85 to 90
percent range. Thiswould indicate that one or more of the individual analyses are biased low or the
total dissolved solids concentration is biased high. Third, the charge balance for the fourth quarter,
1991 survey isin the acceptable range. Sinceit isunlikely that al of the individual geochemical
analyses would be biased to the same extent, the most likely cause for the distorted fourth quarter,
1991 fingerprint is an erroneous total dissolved solids concentration.

Data from barren pond |1 at the facility are compared to the pregnant pond Il fingerprint in Figure
5-89. These data suggest that the barren pond has a reproducible geochemical fingerprint (r? = 0.973)
that isidentical to the pregnant pond Il fingerprint (r* = 0.973). The existence of a similar fingerprint
pattern at the pregnant pond and the barren pond of this mine is consistent with data assessments at
other facilities.

The Bald Mountain Mine was somewhat unusual in that the data file contained results for two
pregnant ponds and two barren ponds. Average results for five surveys at these four monitoring
locations are presented in Figure 5-90. The data from the pregnant pond | - barren pond | circuit
produce an identical signature (r> = 0.990) and the data from the pregnant pond I1 - barren pond |1
circuit also produce an identical signature (r> = 0.996). However, each circuit has a different pattern
with the result that the comparability between the two process solutionsis only 61.9 percent.
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Regression analysis matrix for Bald Mountain pregnant pond 11

Sampling Date
4Q/91 1Q/92 20Q/92 3Q/92 4Q/92
4Q/91 1.000 0.942 0.898 0.884 0.911
1Q/92 1.000 0.988 0.938 0.898
20Q/92 1.000 0.959 0.897
3Q/92 1.000 0.967
4Q/92 1.000

Averager squared value = 0.928

Figure 5-88. Geochemical fingerprint pattern for pregnant pond Il at the Bald Mountain Mine.
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Regression analysismatrix for Bald M ountain barren pond I1

Sampling Date
40Q/91 1Q/92 2Q/92 3Q/92 4Q/92
Pregnant Pond Il 0961 0995 0977 0972 0.959
4Q/91 1.000 0966 0901 0934 0.940

1Q/92 1.000 0978 0954  0.947
2Q/92 1.000 0.939 0.906
3Q/92 1.000 0.961
40Q/92 1.000

Averager squared value = 0.973
Barren Pond Il - Pregnant Pond 1| comparison = 0.973

Figure 5-89. Comparison of barren pond |1 monitoring results with the Bald Mountain pregnant
pond Il fingerprint.
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Figure5-90. Comparison of geochemical fingerprint patterns for Bald Mountain process solutions.
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A comparison of the monitoring data from the two circuits demonstrated that process solution |1
consistently had alower total dissolved solids concentration (800 mg/L vs 1150 mg/L), alower
sulfate concentration (45 mg/L vs 275 mg/L), alower sodium concentration (70 mg/L vs 150 mg/L),
alower cyanide concentration (40 mg/L vs 60 mg/L), and alower copper concentration (5 mg/L vs
40 mg/L). Concentration differences of this magnitude are easily measurable with current techniques
and were repeatedly seen in al five quarterly surveys. Therefore, it isunlikely that the differences
are due to analytical error. Although no explanations were given, it is plausible that the two
fingerprints are due to the processing of different ores or the use of adifferently formulated process
solution. The important feature of this exampleis that the process solution fingerprint is so
distinctive that it can differentiate two sources at the same facility.

The site monitoring program at the Bald Mountain Mine was limited to two monitoring wells.
Geochemical results from these locations are compared to process solution fingerprint 11 in Figure
5-91. This comparison illustrates three characteristics of the fingerprinting concept that have been
observed at other mining operations. First, the ground-water data from both wells define a repeatable
pattern in which alkalinity is the most abundant ion. Second, the ground-water pattern has a high
degree of consistency and reproducibility (r> = 0.941). Third, and most important, the ground-water
fingerprint is different from the process solution | fingerprint (r* = 0.201) and the process solution |1
fingerprint (r> = 0.529). Based on these properties, it should be possible to detect and identify Bald
Mountain process solution if it were to enter the local aquifer.

The trends identified in the Bald Mountain ground-water data are encouraging and consistent with
trends observed at other sites. However, this specific example should be used with caution because
the ground-water data are of suspect quality. The calculated ionic sum for the geochemical
parameters are only in the range of 62 to 69 percent which is below the project lower data quality
acceptance limit of 80 percent of the total dissolved solids concentration. In addition, the charge
balance for these data sets are off by + 40 percent (i.e., an excess of cations or a deficiency of anions)
and outside the project data quality acceptance range of - 20 percent to + 20 percent. The monitoring
results clearly indicate that there is a consistent compositional difference between the process
solution and the ground water but better quality data are needed to verify the absolute differencein
composition.

Bald Mountain Mine Summary

This site was unusual in that monitoring results from two separate process systems were reported.
However, five sets of quarterly monitoring data produced a distinctive fingerprint pattern for each
location. The reproducibility of each fingerprint was on the order of 92 to 99 percent. The ability to
characterize the process solutions at this mine based on the rel ative abundance of geochemical
constituentsis consistent with similar observations at other sites.

The monitoring records included annual results from two wells on the property. The geochemical
results from these surveys defined a consistent pattern in which alkalinity was the single most
abundant constituent. Based on the different fingerprint patterns, it was concluded that the ground
water at these two monitoring locations has not been impacted by process solution from the Bald
Mountain Mine.

An assessment of the Bald Mountain monitoring records demonstrates that the geochemical

parameters can be used to define a multi-ion chemical signature or fingerprint that differentiates mine
process solutions from ground water. In addition, the collective use of the geochemical parameters
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Sampling L ocation and Date

Well 1 Well 1 Well 2 Well 2

3/91 12/92 3/91 12/92

Pregnant Pond | 0.207 0.241 0.220 0.136
Pregnant Pond |1 0.558 0.492 0.608 0.479
Well 1 3/91 1.000 0.927 0.945 0.918
Well 1 12/92 1.000 0.952 0.960
Well 2 3/91 1.000 0.944
Well 2 12/92 1.000

Averager squared value = 0.941

Ground water - pregnant pond | comparison = 0.201
Ground water - pregnant pond |1 comparison = 0.529

Figure 5-91. Comparison of ground-water monitoring results to the Bald Mountain process

solution 11 fingerprint.
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also provides independent checks on the quality of data produced by a monitoring program at a
mining facility. These two checks on internal data consistency are a mass balance and an anion -
cation charge balance. These checks suggest that the process solution results are of acceptable
quality but the ground-water results are of suspect quality because the mass balanceislow by more
than 30 percent and the charge balance is high by + 40 percent. The active application of these data
quality checks can insure the production of valid monitoring data to characterize conditions at mining
sites.

5.2.21 American Eagle Flowery Mine

Thissiteislocated in western Nevada. The records for this mine included single surveys of the
pregnant pond, the barren pond, the plant make up water, and five quarterly surveys at seven
monitoring wells installed on the property. The period of record for these resultsis 1990 - 1991.

The monitoring results for the two process pond surveys at the American Eagle Flowery Mine are
presented in Figure 5-92. The geochemical parameters define a repetitive pattern at these two
locations in which sulfate is the single dominant ion. Although there is some variability associated
with the small calcium peak, the reproducibility of this sulfate-rich pattern was estimated to be 94
percent.

The American Eagle Flowery process solution fingerprint is compared to the plant make up water
fingerprint in Figure 5-93. The make up pattern has a slightly lower sulfate content and a higher
alkalinity content. A regression analysis of the two patterns suggests that there is a 73 percent match
between the two fingerprints. The compositional shift between the process solution and the make up
water is smaller at this mine than has been observed at other sites. This small change could be due to
the fact that the background ground-water conditions are fortuitously similar to the process solution
composition or the production well may have been impacted by past mining activities on site.

The ground-water monitoring data for this mine defined two geochemical patterns. One of these
patterns was characterized by 40 percent sulfate, 20 percent alkalinity, and arelatively low total
dissolved solids concentration of 750 - 800 mg/L. This pattern bears a strong resemblance to the
make up water fingerprint shown in Figure 5-93. The second ground-water pattern was characterized
by 60 percent sulfate, avery low alkalinity content (< 5 percent), and an elevated total dissolved
solids concentration of 2500 mg/L. This pattern was identified at five of seven ground-water
monitoring locations including Well MH10 which is less than 100 feet from the pregnant pond and
the heap leaching pad. The reproducibility of the ground-water fingerprint at Well MH10 was 99.6
percent and the match with the process solution fingerprint was 93 percent (Figure 5-94). The
identification of the process solution fingerprint at five monitoring locations suggests that this
particular mine has had an impact on the local ground water.

A second important observation concerning ground-water conditions at the American Eagle Flowery
Mineisthe fact that the process solution fingerprint was identified at awell (MH5) more than one-
half mile downgradient from the facility. This suggests that the distinctive geochemical fingerprint
pattern, that can be used to characterize the process solution at its source, maintainsits chemical
integrity as it migrates through the subsurface. Thus, as has been shown at other sites, the fingerprint
can also be used to detect and identify mine leachate following an accidental spillage or leakage
event.
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Figure 5-94. Comparison of ground-water monitoring results at MH10 to the American Eagle

Flowery process solution fingerprint.
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American Eagle Flowery Summary

This example provided a small amount of datafor a gold heap leaching facility in western Nevada.
An evaluation of thisinformation reinforced four characteristic trends of process solutions and mine
waste |leachates that were observed at other sites.

1. The subset of geochemical parameters defined afingerprint pattern that characterized the
composition of the process solution. The absolute shape of this fingerprint varied from that
observed at other mines but the same set of parameters were useful for creating the
compositional pattern. The reproducibility of the American Eagle Flowery pattern was
estimated by regression analysisto be 94 percent.

2. The process solution fingerprint could be differentiated from the plant make up water
fingerprint. Although the compositional shift was not as pronounced as at other mines, the
process solution has a reduced relative abundance of alkalinity, an increased relative abundance
of sulfate, and an increase in total dissolved solids. The resulting shift in composition can be
used to characterize the process solution.

3. The process solution fingerprint was identified in ground water more than one-half mile from
the heap leaching operations. Thisindicates that the fingerprint maintains its identity as the
solution migrates through the subsurface.

4. An evaluation of the monitoring data identified the process solution fingerprint in five of seven
monitoring wells. This suggests that the fingerprint can be used as an internal tracer to
delineate ground-water areas impacted by a mining operation.

5.2.22 Other Heap Leaching Sites

During the project data collection efforts, monitoring results from several additional gold mines were
obtained from the Nevada Department of Environmental Protection. These sites were not included as
case studies for one of the following reasons.

Limited Data. Some of the facility files had a small amount of monitoring data. For example,
the records may have contained a single survey for a pregnant pond but no information on the
plant make up water or ground water. Since thisinformation is not sufficient to assess the
reproducibility of afingerprint pattern or conduct a case study, it was not used in the preparation
of thisreport. Possible reasons for the limited data are (1) the mine was just beginning
operations when data were being collected or (2) the data were being used at the time site files
were being reviewed.

Sitein closure. Severa of the mining operations were inactive or in closure. Conditions that
may have contributed to this status are (1) the ore supply was not economically viable at that
time, (2) some mines were inactive because of necessary construction or repair activities, or (3)
the mine ore supply was exhausted. These sites were also excluded from the case study section.

Data Quality Problems. Asthe data were being tabulated and reviewed, they were subjected to
internal data quality checks based on fundamental considerations of mass balance and electrical
charge balance. When the data quality objectives of the project were not met, the data were
flagged as suspect. These data were discussed in the individual case studies to demonstrate that
the geochemical monitoring data could be used to assess the acceptability of the dataaswell as
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define a characteristic fingerprint pattern for the mine process solutions. However, at a couple of
sites the monitoring data were judged to be of very poor quality and were not used as a case
study.

An example of thistype of datafrom monitoring Well 1 at the Atlas Gold Mineis shown in

Figure 5-95. Data quality problems are evident because the alkalinity result, by itself, represents
more than 100 percent of the total dissolved solids concentration in several surveys. Also, over the
three year period of record, the mass balance fluctuates from alow of 25 percent to a high of 181
percent (project limits were 80 percent to 120 percent). In addition, the anion - cation balance
fluctuates from -30 percent to +70 percent and each set of datais outside the project data quality
acceptance limits of -20 percent to +20 percent. There are problems with the total dissolved solids
results, particularly in the first three surveys, but there also has to be error associated with one or
more of theindividual geochemical analyses because of the anion - cation imbalance.

Even though these data are not of acceptable quality, this set still illustrates two potential benefits of
monitoring for the geochemical parameters. The first benefit is that they offer two internal checks on
data quality. Since the geochemical ions represent essentially all of the total dissolved solids
concentration in ground water and mine waste leachates, the sum of the ions must equal the total
dissolved solids concentration and the sum of the positively charged ions (cations) must equal the
sum of the negatively charged ions (anions). When both of these checks are satisfied, the data can be
considered acceptable for use. However, when either of these checks are not satisfied, asin this
example, the data are not of acceptable quality and appropriate actions can be initiated to correct the
problem (i.e., check the sample paper work for possible transcription or dilution errors, reanalyze the
sampleif possible, and resample if necessary). In either case, these data quality checks can be
performed on areal time basis without the need for extensive replicate analysis or statistical
assessment of the data. The second benefit of geochemical monitoring is that these results can be
used to fingerprint the compasition of the mine process solution and differentiate it from adjacent
ground water. Despite the data quality problems, the monitoring results from Atlas Well 1 still
provide a strong qualitative indication of areproducible geochemical pattern (Figure 5-95).

5.3 Discussion of Heap L eaching Case Studies

The primary objective of the project wasto identify an appropriate set of parameters that could be
used in monitoring programs at mining sites. In order to insure that the project results were
representative of the mining industry and could be extrapolated to a general site, monitoring records
from 26 gold mining operations were tabulated and evaluated. These sites represent approximately
25 percent of the heap leaching facilitiesin Nevada and 10 percent of the facilitiesin the United
States.

The extensive inorganic analyses that have been composited define the compositional characteristics
of process solutions and tailings water at heap leaching facilities. These characteristicsinclude (1)
common geochemical ions such as sodium, calcium, magnesium, alkalinity, chloride, and sulfate are
repeatedly present as the most abundant constituents, (2) individual trace metals may be present at
concentrations ranging from 1 to more than 100 mg/L, (3) more than 20 leachate constituents,
including geochemical ions, trace metals, and cyanide, may be present at concentrations that could
degrade environmental conditionsin the vicinity of amine, and (4) the concentration of each leachate
constituent varies considerably at a site and between sites.
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Regression analysis matrix for Atlas Gold Mine Monitoring Well 1

Sampling Date

2/91 6/91 8/91 11/91 3/92 6/92 9/92 12/92 3/93 6/93

Process Solution  0.753 0.700 0.760 0.743 0.750 0.740 0.677 0.703 0.737 0.713
2/91 1000 0984 0999 0997 0999 0994 0979 0989 0947 0.986

6/91 1000 0983 0984 0983 0992 0968 0981 0.88 0.979
8/91 1000 0998 0999 0995 0976 0990 0950 0.987
11/91 1000 0999 0997 0976 0992 0.949 0.990
3/92 1000 099% 0976 0993 0.953 0.990
6/92 1000 0967 0994 0930 0.994
9/92 1.000 0959 0908 0.946
12/92 1000 0948 0.999
3/93 1.000 0.945
6/93 1.000

Averager squared value = 0.975
Process solution - monitoring well comparison = 0.727

Figure 5-95. Monitoring datafrom Atlas Gold Mine Well 1.
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The one identified process solution property of greatest initial concern was the highly variable
concentrations observed for each constituent. This condition was of concern because it may indicate
that the data, which were produced by multiple laboratories, were of poor quality. Fortunately, since
the State of Nevada requires essentially complete analysis on collected samples, this concern could
be evaluated by cal culating the mass balance and the charge balance on each sample. The vast
majority of the individual geochemical data sets were shown to be of acceptable quality. Anomalous
values were occasionally encountered, as discussed in the case studies, but most of the compiled
information could be used as intended.

Once it was determined that the highly variable concentrations were a characteristic of mine waste
leachates and not an a priori indication of poor data quality, the data sets were examined for a
recurring trend or pattern. One obvious change in every set was the large total dissolved solids
increase in the process solution that ranged from 3 to 10 times the total dissolved solids
concentration of make up water. Although total dissolved solids itself is not a unique indicator of
mining wastes, the possibility of using the geochemical distribution that defined the total dissolved
solids concentration was explored. This approach was taken because ionic distribution has
previously been used to successfully fingerprint brine solutions, ground water, landfill leachates, and
municipal waste ash leachates (Stiff, 1951; Davis and DeWiest, 1966; Tonjes, et a, 1995; and Plumb
and Engelmann, 1991).

Monitoring results for the individual geochemical parameters were divided by the total dissolved
solids concentration of the sample. In addition to reducing the effect of concentration variability, this
data normalization process offered two benefits that aided in the identification of recurring trends.
The first benefit of this data transformation isthat it defined a common y-axis that allowed a direct
comparison of geochemical histograms from different times at the same location or different
sampling locations at the site. The second benefit of this transformation isthat it provided arapid
means to assess the acceptability or usability of the data. Since the sum of the individual ions must
be less than the total dissolved solids concentration for the sample, arapid visual inspection of the
histograms flagged data sets in which one ion exceeded the reported total dissolved solids
concentration or the ionic sum was less than 80 percent or more than 120 percent of the total
dissolved solids concentration. The flagged data sets were then inspected for possible transcription
or data entry errors.

One of thefirst steps in the investigation was to compare the reproducibility of results from asingle
location. Monitoring results from successive quarterly surveys at the same location were used for
this purpose because replicate analyses were not reported in the monitoring programs at mining sites.
This assessment provided an estimate of the reproducibility of the fingerprint patterns over time and
was conducted with data from the pregnant pond which is the location at which ore pile leachate is
collected and processed to recover gold and other metals that have been extracted (Figure 5-1).

The monitoring results from each pregnant pond, which generally consisted of 3 to 16 sets of
quarterly data, were used to construct geochemical fingerprints for each facility. These fingerprints
were subjected to regression analysis to determine the similarity or reproducibility of each pattern.
Asindicated in Table 5-9, the reproducibility of the geochemical fingerprints ranged from 0.703 at
Bald Mountain Mine | to 0.980 at the Cortex Mine with an average reproducibility of 0.902. That is,
the average reproducibility of the pregnant pond geochemical fingerprint based on more than 100
sampling events over four years at 21 heap leaching facilitiesis 90.3 percent. (In reviewing the Case
Studies and compiling Table 5-9, surveys that contained suspect quality data were excluded from this
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tabulation. A total of 10 quarterly surveyswere deleted for this reason. Data sets that were affected
by this decision are indicated with bracketsin Table 5-9.)

Table5-9. Summary of Nevada gold mine process solution fingerprint analyses.

Pregnant Barren Process MakeUp  Ground Water

Gold Mine Pond Pond Solution Water I mpact
Lone Tree [0.817] [0.792] 0.995 0.035 +)
Green Springs 0.944 0.000 0
Alligator Ridge 0.920 0.907 0.989 0.052 +
Oliver Hills 0.865 0.843 0.972 0.538 0
Barrick 0.970 0.970 0.989 +
Rabbit Creek 0.857 [0.802] 0.888 0.318 0
Aurora 0.879 0.810 0.977 0.257 0
Cortez 0.980 0.986 0.983 0.211 +
Florida Canyon [0.963] [0.982] 0.998 0.140 (+)
Alta [0.908] [0.908] 0.922 0.046

Hycroft 0.933 0.930 1.000 0.668 0
Paradise Peaks [0.984] [0.973] 0.999 +)
First Miss Getchell 0.968 0.238 +
Arimetco 0971 0.008 +
Nevada Goldfield 0.934 0.942 0.988 0.239 +)
Corona 0.922 0.923 0.948 0
Bullfrog 0.988 0.679 0
Marigold 0.897 0.914 0.916 0.147 +
Chimney Creek 0.746 0.500 0
Bald Mountain | 0.703 0.688 0.990 0
Bald Mountain I 0.928 0.973 0.996 0
American Eagle 0.941 0.730
Atlas 0.910 +
Dee Gold 0.921 0.987 0.959

Candelaria 0.990 0.957 +
Buckskin 0.720 0.111 0
Average 0.908 0.904 0.949 0.309

[ 1] = Oneor more data sets excluded because of identified data quality problems.

+ = Mine process solution detected in ground water.
(+) = Possible evidence of process solution present in ground water.
0 = Mine process solution not detected in ground water.
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The geochemical fingerprint pattern varied from site to site. For example, sulfate is the dominant
component in the fingerprint at the Alligator Ridge Mine, the Barrick Mine, the Paradise Peaks Mine,
and the Arimetco Mine, but chloride is the dominant component in the geochemical fingerprint at the
Florida Canyon Mine, and several components are equally abundant in the fingerprint at the Lone
Tree and Green Springs Mines. These differences are influenced by the ore that is being mined, the
leaching process that is used, and the composition of the make up water itself. However, itis
important to recognize that all pregnant pond fingerprints share three important features. Thefirstis
that the same small set of geochemical parameters (alkalinity, calcium, chloride, fluoride,
magnesium, nitrate, potassium, sodium, and sulfate) define a consistent pattern at each mine. The
second point is that the pattern is highly reproducible at each mine (generally greater than 90
percent). Thethird point isthat cyanide and trace metals, even though they are constituents of
greatest regulatory concern, do not contribute substantially to the definition of the pregnant pond
fingerprints.

The hypothesis that geochemical parameters define a consistent fingerprint pattern was examined
further by evaluating monitoring results from other process solution locations at each mine. Since
heap leaching facilities utilize a recirculating system to extract gold from the ore, locations such as
the barren pond should have a consistent ionic composition that is similar to the pregnant pond
fingerprint. Asshownin summary Table 5-9, the reproducibility of the barren pond fingerprints
ranged from alow of 68.8 percent at the Bald Mountain Mine | to a high of 98.7 percent at the Dee
Gold Mine and averaged 90.4 percent across all sites. More importantly, the average comparability,
or match, between the pregnant pond fingerprints and the barren pond fingerprints for 24 sites
selected at random from the files of the Nevada Department of Environmental Protection was 94.9
percent. By comparison, the reproducibility of the trace metal fingerprints ranged from 16.2 percent
to 58.6 percent with an average value of 28.6 percent.

The process solution geochemical fingerprint comparison exceeded 95 percent at 16 sites and
exceeded 90 percent at 21 of 24 sites. Since the pregnant pond at 24 sites had a reproducible
geochemical signature (> 90 percent), the barren pond at the same facilities also had a reproducible
geochemical signature (> 90 percent), and these two signatures were identical (95 percent match), the
project results demonstrate that heap leaching process solutions (pregnant pond, barren pond, tailings
water) have a distinctive ionic composition or fingerprint that is defined by the relative abundance of
the common geochemical parameters.

In order to demonstrate that the identified fingerprint patterns were a characteristic property of the
process solutions and not an artifact of the plant make up water, the process water and make up water
fingerprint patterns were compared for each mine. The resultant regression analysis comparisons
from 19 sites have been summarized in the Make Up Water column of Table 5-9. These values
ranged from alow of O percent at the Green Springs Mineto a high of 95.7 percent at the Candelaria
Mine. The average process solution - make up water fingerprint match at 19 mines was 31 percent
(r*=0.397). These results suggest that the ore leaching process causes a distinctive shift in the
composition of the make up water. Since the make up water used at each mine had a constant
geochemical fingerprint, and the process solution at each mine had afingerprint pattern that was
consistently different from the make up water, the process solution fingerprint must be a distinctive
property of the leaching solutions. Therefore, the geochemical fingerprints provide a technique to
uniquely characterize process solutions at their source.

The majority of the process water - make up water fingerprint comparisons produced regression
analysis r? values of lessthan 0.300 (Table 5-9). That is, the ore leaching process caused a
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significant and distinctive shift in the ionic composition of the make up water. However, four mines
had relatively high fingerprint comparison values ranging from 0.661 to 0.957. There are at least two
explanations for these sites.

1. It could be fortuitous that the natural ground water had afingerprint pattern similar to the mine
process solution. For those sites with an r? value that is less than 0.70 - 0.75, it should still be
possible to statistically differentiate process solution from make up water.

2. A second possibility isthat past operations at a mine had already impacted the plant water
supply. Thisisalikely possihility at the Dee Gold Mine where the fingerprint match exceeded
95 percent but the ground-water fingerprint at other monitoring locations is distinctly different
from the process solution fingerprint.

Detailed site investigations would be required to explore these possibilities in more detail.

One abjective of selecting monitoring parametersis to be able to identify mining sites at which
fugitive process solution or tailings pond leachate isimpacting ground water. Thisissue was
addressed by comparing the characteristic fingerprint pattern of a mine process solution with the
ground-water pattern at adjacent monitoring wells. 1n making these comparisons, the following
conventions were used:

1. If aregression analysis of the ground-water and process solution fingerprints produced an r?
value of 0.800 or greater at one or more well (an 80 percent match), the ground water was
considered impacted and a"+" was entered into the Ground Water Impact column of Table 5-9.

2. If aregression analysis of the ground-water and process solution fingerprints indicated a shift
away from the ground-water pattern and towards the process solution pattern, but the resulting
r* value was less than 0.800, a"[+]" was entered into the Ground Water Impact column of Table
5-9.

3. If aregression analysis of the ground-water and process solution fingerprints produced an r?
value of 0.200 or less, a"0" was entered into the Ground Water Impact column of Table 5-9.

Of the 23 sites where this assessment was attempted, a strong, positive process solution fingerprint
(r*> 0.800) was identified in the ground water at eight mines (35 percent). In addition, atentative
identification of process solution was made in the ground water at another three sites. Thus, based
on fingerprint analysis, ground water has been impacted at 48 percent of the gold mining sites
reviewed in this study.

A process solution fingerprint was not detected in the ground water at 11 mines. However, one can
not conclude that the ground water has not been impacted at these sites. The reason for this caution
isthat the site monitoring program at several minesis limited to threewellsor less. Thus, itis
possible that some mines may be having alocalized impact on ground water but the impact is not
being detected because of limited spatial sampling. Consequently, the most appropriate conclusion is
that at least 48 percent of the heap leaching sites that have been reviewed are having alocalized
impact on ground water.

The statement that a large percentage of heap leaching facilities are having an impact on local ground
water is based solely on the identification of the characteristic process solution fingerprint at one or
more monitoring locations. This determination is not concerned with whether the impacts are
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adversely affecting ground-water quality or whether the impacted water is moving off site but simply
that fugitive mine waste |eachates have been detected at some distance from the source. In general, it
is not possible to use the existing datasets to track the off site migration of mine waste leachates
because of the limited spatial sampling (some site programs only required monitoring at three wells
or lesswhich is not sufficient to define the area that has been impacted). However, it would be a
relatively simple matter to return to a site and conduct more extensive monitoring to determine the
extent of leachate migration or associated water quality problems after the process solution or
tailings leachate have been detected in ground water.

The assessment of ground water monitoring results from Nevada heap leaching facilities offered
additional insight into two properties of the process solution fingerprints. First, the mine leachates
maintained their ionic composition as they migrated through the ground water. Thus, the same
fingerprint patterns that can be used to uniquely characterize process solutions at their source can
also be used as an internal tracer to detect fugitive process solutions and tailings leachate in the
environment. Second, the individual site assessments suggest that the common geochemical
parameters that define the process solution fingerprints will migrate faster than the trace metals
present in process solution. Thiswas best demonstrated with the Cortez data set in which the process
solution fingerprint was identified at more than 10 monitoring wells but the trace metal pattern at
each location was identical to background ground-water conditions. The significance of this
observation is that the trace metals in process solution, that had concentrations too variable to define
acharacteristic fingerprint pattern at the source, would not be effective monitoring parameters for the
early detection of fugitive process solution because of their ower rate of migration.

5.4 Heap L eaching Summary

Site monitoring records from 26 gold mining operations across the State of Nevada were compiled to
characterize the process solutions and tailings |eachates at heap leaching facilities. The resulting
data set provided up to four years of information that described the occurrence and distribution of 39
inorganic parameters and cyanide in mine waste leachates. The project database was reviewed and
evaluated to identify trends that would provide a basis for selecting monitoring parameters that could
be incorporated into an effective monitoring strategy for mining sites.

An assessment of the composited monitoring data demonstrated that a small set of geochemical
parameters, alkalinity, calcium, chloride, fluoride, magnesium, nitrate, potassium, sodium, and
sulfate, were the most abundant constituents in process solutions and tailings leachates. Collectively,
these ions generally represented more than 90 percent of the total dissolved solids concentration of
the mine waste leachates. Although the actual concentration for each of the geochemical parameters
was highly variable, the normalized concentrations (actual concentration/total dissolved solids
concentration) were observed to be constant. The normalized geochemical concentrations defined a
multiple ion signature or chemical fingerprint that characterized the process solutions and tailings
leachates at heap leaching facilities.

The properties of the process solution fingerprints were evaluated in a series of 21 case studies. The
fingerprint patterns were shown to display the following attributes:

1. Thefingerprint at a single process solution monitoring location was constant over time. Based

on the results from 3 to 16 quarterly surveys, the reproducibility of the patterns was estimated
by regression analysis to be greater than 90 percent.
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. The process solution fingerprint at each mine was spatially consistent. The reproducibility of

the geochemical pattern between different locations in the recirculating process solution, the
pregnant pond, the barren pond, tailings water, and tailings reclaim water, was estimated by
regression analysis to be aimost 95 percent. The spatial comparability of the process solution
fingerprints exceeded 90 percent at 21 of 24 mines.

. The process solution fingerprint at each mine was visually and statistically distinct from the

plant make up water fingerprint. The average comparability of the two patterns was only 30.9
percent. Based on the distinctive shift in composition that occurs, the geochemical pattern
provides a unique mechanism to identify mine waste leachates.

. The mine process solution fingerprint is distinctly different from the background ground water

fingerprint in the vicinity of amine. The most frequently encountered scenario is that
background ground water has alow total dissolved solids concentration and a fingerprint that
would be characterized as being alkalinity-rich and sulfate poor (alkalinity generally represents
more than 50 percent of the total dissolved solids concentration). By comparison, process
solutions have a high to very high total dissolved solids concentration and a fingerprint that
would be characterized as being sulfate-rich and akalinity-poor (sulfate represents more than 50
percent of the total dissolved solids concentration).

. Fugitive process solution maintains its chemical identity asit migrates through the subsurface

environment. Thus, the geochemical fingerprint functions as an internal tracer that can be used
to detect mine waste leachates. Process solution fingerprints were identified in the ground
water at 48 percent of the case studies.

. The geochemical parameters appear to migrate faster through the subsurface environment than

trace metals present in the process solution at amine. Thisisindicated by the fact that the
geochemical fingerprint has been detected in one or more wells at 48 percent of the case studies
but elevated trace metal concentrations have not been detected.

An evaluation of monitoring records from Nevada heap leaching facilities has demonstrated that the
process solution and tailings leachates at these mines have a characteristic geochemical fingerprint.

This

fingerprint reproducibly characterizes the mine waste leachates at the source, differentiates mine

waste leachates from plant make up water and regional ground water, and can detect and identify the
leachates as they migrate away from the source following a spill or leakage event. It is suggested that
the individual geochemical parametersthat define the process solution fingerprints would be an
effective set of monitoring parameters for heap leaching facilities.

The composited monitoring data were also reviewed to identify possible trendsin the trace metal

data.

However, although 18 different metals were present at concentrations that exceeded screening

criteriaand represent a potential environmental risk, no useful characteristic trends were identified:

1. Theindividual trace metal concentrations were highly variable and most of the data sets were

non-normally distributed.

2. Therewas no indication of areproducible trace metal pattern either at one location over time or

at different sampling locations in the recirculating process solution. The average reproducibility
of the trace metal pattern, as estimated by regression analysis, was only 28.6 percent.

3. Thetrace metal component of the process solutions and tailings leachates do not appear to
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ground water at 48 percent of the sites, the trace metal distribution at these impacted locations
was still similar to background conditions.

4. Because the trace metals represent such a small percentage of the total dissolved solids
concentration of the mine waste |eachates (generally less than 5 percent), there are no internal
data quality checks that can be used to independently verify data quality or detect suspect
quality data.

Trace metals would not be effective primary monitoring parameters because they are not uniquely
characteristic of process solutions and tailings |eachates and they migrate too slowly to provide early
detection of fugitive mine waste |eachates.
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Section 6

Assessment of Monitoring Results From
Tailings Basins at Arizona Copper Mines

Theinitial objective of the project was to be able to characterize process solutions at heap leaching
facilitiesin order to identify appropriate monitoring parameters for this sector of the mining industry.
The original scope was expanded to include tailings basins at southwest copper mines when the
initial results began to suggest that the tailings basin leachates at Nevada gold mining facilities had a
reproducible geochemical fingerprint. The data used in this portion of the study were obtained from
the files of the Arizona Department of Environmental Quality.

Comprehensive inorganic analyses were tabulated for the tailings basin and several adjacent
monitoring wells at each mine. A review of this information indicated that the same set of
geochemical parameters that defined the composition of process solutions and tailings leachate at
heap leaching facilities were al so the most abundant constituentsin tailings leachate at Arizona
copper mines (Table 3-4). Therefore, each of the data sets were evaluated to determine whether the
geochemical parameters could also be used to fingerprint the composition of tailings |eachates at
copper mines. These results are presented in a series of case studies.

6.1 Twin Butte Copper Mine

The Twin Butte Mine is located in southern Arizona. It isaformer open pit copper minethat is
presently in closure. A schematic of the mineis presented in Figure 6-1. The mine used aflotation
process to recover copper from sulfide ore from 1969 to mid 1975 and 1976 until 1985. A second
process that used a sulfuric acid leaching procedure to recover copper from oxide ores was operated
between 1975 and 1983. Tailings Dam 3, which covers an area of approximately 2 square miles,
received 82,000,000 tons of tailings between 1977 and 1985 (Anamax Mining Company, 1985). The
smaller Tailings Dam 2 (1.1 square miles) received 84,000,000 tons of tailings between 1969 and
1985.

The monitoring records for this facility contained a considerable amount of data. Thisinformation
included the following:

1. Analytical resultsfor five types of tailings slurries from different phases of the plant operation.
These included sulfide tailings, oxide tailings, mixed tailings, alaboratory leachate, and an
estimated |eachate composition used in modeling studies.

2. Fiveyears of field monitoring datafrom Tailings Dam 3.

3. Fiveyears of monitoring results from two wells located upgradient (west) of the Tailings
Dams.
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4. Fiveyears of monitoring data from more than a dozen wells located downgradient (east) of the
Tailings Dam.

5. Theresults of adetailed laboratory study that was conducted to characterize the composition
and behavior of tailings leachate constituents under controlled conditions.

The collected samplesin each of the data subsets identified above were analyzed for nine
geochemical parameters, 17 trace metals, pH, and total dissolved solids.

6.1.1 Tailings Leachate Characterization

The Twin Buitte file contained five sets of datathat described the composition of tailings leachate at
thismine (Table 6-1). The sulfide tailings were produced when a flotation process was used to
recover copper from asulfide ore. Thisleachate had alow total dissolved solids concentration, a
neutral pH, and arelatively low total trace metals concentration. The oxide tailings were produced
when sulfuric acid was used to extract copper from oxide ores. By comparison, the leachate from
these tailings had a very high total dissolved solids concentration, avery low pH, and an extremely
high total trace metals concentration. When both processes were being used, the tailings were
combined to produce amixed tailings slurry. The site file also described atailings leachate used in a
series of laboratory column studies. Based on the low pH and high total dissolved solids
concentration, this leachate was produced with oxide ores. Finaly, the file contained an "estimated"
leachate that was used in some computer modeling studies.

These data demonstrate the variable concentrations that have been reported for constituentsin
tailings leachate at the Twin Butte Mine. Some of the examples include magnesium fluctuating
between 2 mg/L and 2800 mg/L, sulfate fluctuating between 500 mg/L and 20,000 mg/L, total
dissolved solids fluctuating between 1000 mg/L and 30,000 mg/L, pH fluctuating between 1.6 and
8.0, and total trace metals fluctuating between 2.63 mg/L and 1963 mg/L (Table 6-1).

Each of the constituent concentrations in Table 6-1 were normalized to the leachate total dissolved
solids concentration as had been done at each of the heap leaching facilities. These results are
presented as a series of histogramsin Figure 6-2. Although there is some uncertainty regarding the
actual height of each peak, the geochemical data defined a characteristic, repeatable pattern for the
Twin Butte tailings leachates. The reproducibility of the sulfate-rich, alkalinity-poor fingerprint
pattern at this mine was estimated by regression analysis to be 91 percent (r> = 0.907). Thus, despite
the variable concentrations, which ranged over an order of magnitude or more for many leachate
constituents, the tailings leachates at this mine had a constant multi-ion signature.

The normalized trace metal data for the tailings leachates are presented in Figure 6-3. Thetrace
metal distribution in the mixed tailings leachate and the sulfide tailings leachate is distinctly different
from the distribution in the oxide tailings leachate and the laboratory leachate. A major factor which
contributes to this variability is pH which is neutral for the sulfide tailings (pH = 7.5 - 8.0) and very
acidic in the oxide tailings (pH = 1.6 - 2.0). However, athough the oxide tailings leachate and the
laboratory leachates have similar distribution, the oxide tailings |eachate is missing the aluminum
peak. The estimated reproducibility of the trace metal distributions in the Twin Butte tailings
leachates was only 17.3 percent. Similar results, in which the geochemical parametersin mine
leachates defined afingerprint with areproducibility greater than 90 percent but the trace metals
defined a fingerprint with a reproducibility less than 30 percent, was observed at the Nevada heap
leaching facilities.
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Table 6-1. Reported composition of Twin Butte tailings leachates.

Sulfide Oxide Mixed Estimated Laboratory Average Standard
Constituents Tailings Tailings Tailings L eachate L eachate Concentration Deviation
Alkalinity 0 0 0 0 0
Calcium 150 400 600 1000 560 542 278
Chloride 35 38 37 2
Fluoride 2 40 3 1 11 16
Magnesium 2 2800 300 300 1310 942 1029
Nitrate 15 15 15 0
Potassium 30 100 55 30 85 60 28
Sodium 150 150 170 100 112 136 26
Sulfate 500 20000 3000 3000 17925 8885 8305
TT™ 2.6 1963 294 1.03 2652 930 1146
TDS 1000 30000 4900 5500 22300 12740 11323
pH 8.00 2.00 7.50 161 4.78 2.98
Iron 0.20 750 15. 0.10 690 291 351
Manganese 0.15 600 0.50 650 313 313
Copper 0.20 200 20 0.01 194 79 96
Zinc 0.05 400 10. 0.02 285 139 170
Arsenic 0.01 0.20 0.10 <0.005 0.13 0.09 0.08
Cadmium 20 0.30 1.95 1.42 0.79
Chromium 0.01 5.0 <0.01 6.80 2.95 3.02
Lead 0.01 1.2 <0.05 1.93 0.79 0.82
Beryllium 0.3 <0.01 0.50 0.27 021
Nickel 20 <0.01 2.20 1.40 0.99
Molybdenum 2.00 0.20 2.00 0.10 <0.10 0.86 0.93
Aluminum 780 780 0.00
Phosphorous 34 34 0.00
Cobalt 2.00 <0.02 5.16 2.39 212
Cyanide 0.001 0.01 0.01 0.01 0.00

All results, except pH, expressed in units of mg/L.
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Mixed Oxide Sulfide Predicted Laboratory
Tailings  Tailings  Tailings Tailings L eachate
Mixed Tailings 1.000 0.936 0.925 0.987 0.927
OxideTailings 1.000 0.809 0.885 0.992
Sulfide Tailings 1.000 0.912 0.817
Predicted Tailings 1.000 0.880
Laboratory L eachate 1.000

Average r squared value = 0.907

Figure6-2. Geochemical fingerprint pattern for Twin Butte tailings leachate.

6-5



0.040

0.030

Decimal Percentage of TDS
o o
o o
= IN)
o o
| |

0.000 —l- R — -
Fe Mn Cu Zn As Cd Cr Pb B Be Ni Mo Al P Co
Leachate Constituents
—am— Average Abundance - Mixed Tailings I:I Oxide Tailings
- Sulfide Tailings Predicted Tailings - Laboratory Leachate
Regression analysismatrix for Twin Butte trace metal fingerprints
Mixed Oxide Sulfide Predicted Laboratory
Tailings  Tailings  Tailings Tailings L eachate
Mixed Tailings 1.000 0.584 0.008 0.000 0.221
Oxide Tailings 1.000 0.001 0.247 0.507
Sulfide Tailings 1.000 0.012 0.007
Predicted Tailings 1.000 0.142
Laboratory L eachate 1.000

6-6

Figure6-3. Trace metal fingerprint pattern for Twin Butte tailings leachate.

Average r squared value = 0.173



6.1.2 Laboratory Column Studies

The Twin Butte file also contained the results of a column migration study. This study was
originally performed to determine retardation or attenuation coefficients for each of the tailings
leachate constituents. However, because of the extensive analyses that were reported, the results also
provide insight into the behavior of mine leachate fingerprints under controlled conditions.

A series of six columns (61 cm high x 13.33 cm diameter) were packed with approximately 8500 cc
of alluvial soil collected near the mine. A laboratory leachate (Table 6-1) was applied to the top of
the column at arate of 2 - 3 ml/min and allowed to percolate through the soil column. A total of four
pore volumes of eluate were collected over time from each column. Each of the collected samples
were analyzed for eight geochemical parameters, 15 trace metals, pH, and total dissolved solids.

The calculated attenuation coefficients for each of the tailings leachate constituents are presented as
ahistogram in Figure 6-4a. These values ranged from 0 to 6500 (the larger the coefficient, the
greater the constituent attenuation and the slower it migrates). An inspection of these results shows
that al of the high attenuation coefficients are associated with trace metals and iron, copper, and zinc
are the only parameters with an attenuation coefficient greater than 1000. At this scale, the
attenuation coefficients of the geochemical parameters are not evident.

The same set of calculated attenuation coefficients are replotted on an expanded vertical scalein
Figure 6-4b. At ascale expansion of 200:1, it is apparent that the attenuation coefficients for the
individual geochemical parameters are in the range of 0 to 2. These values are below the attenuation
coefficients for all of the trace metals. The significance of these resultsisthat the individual
geochemical parameters would be expected to migrate faster through the environment because they
have lower attenuation coefficients than each of the trace metalsin the tailings leachates.

Since the Twin Butte tailings |eachate was shown to have a constant geochemical fingerprint and the
column study provided complete geochemical analyses for the column eluants, the results were used
to evaluate the behavior of the leachate fingerprint as it migrated through the column (Figure 6-5).
The first fraction shows some distortion of the fingerprint (higher calcium, lower sulfate) whichis
probably the result of a pH interaction with the column (initial leachate pH = 1.61). However, the
match between the first pore volume sample and the original |eachate fingerprint was still 90 percent.
With subsequent column eluant samples, the match between the two fingerprints continued to
improve until it reached 99 percent by the fourth pore volume. Similar results were observed in all
six columns. That is, the tailings leachate fingerprint migrated through the soil column with minimal
or no distortion of the pattern and it migrated rapidly because it was identifiable in the first eluants
collected from the soil columns.

The trace metal distributionsin the eluant samples were also compared to the trace metal distribution
of thetailings leachate applied to the column (Figure 6-6). These results show that the trace metals
display a different behavior than the geochemical parameters. First, in agreement with the higher
attenuation coefficients, the trace metals are essentially absent from the first eluant samples. Even
though the tailings leachate has migrated through the column and is identifiable by the geochemical
fingerprint (Figure 6-5), the trace metals have not yet transited the column. Second, the trace metal
patterns present in the eluant samples are more variable and not similar to the trace metal distribution
of the leachate applied to the column. Aluminum and iron have been eliminated from the pattern,
while manganese and zinc have a higher relative abundance in the eluants than in the tailings
leachate. As aconsequence of these distortions, thereisless than a 25 percent match between the
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eluant patterns and the leachate fingerprint. Thus, unlike the geochemical results, thereis essentially
no relationship between the trace metal fingerprint in the column eluants and the fingerprint in the
initial tailings leachate.

The column study results demonstrate three of the characteristic properties of mine waste leachate
constituents. First, the set of geochemical parameters have attenuation coefficients that are 5 to 7000
times smaller than the trace metals. One consequence of the lower attenuation coefficientsis that the
geochemical parameters would be expected to migrate more rapidly through the environment than the
trace metals. Second, the column study demonstrated that the geochemical fingerprint for the mine
waste leachate maintained its chemical identity asit migrated through the soli column. Thus, the
same set of parameters that can be used to uniquely fingerprint mine waste leachate at the source can
also be used to detect and identify mine waste leachate as it migrates away from the source. Third,
the trace metal distribution pattern in the column eluantsis distorted compared to the original tailings
leachate pattern. Since the trace metals migrate more slowly than the geochemical parameters, and
their original distribution is altered on migrating through a soil column, the results suggest that trace
metal s would not be effective for early detection of mine waste |eachate migration.

6.1.3 Field Monitoring Results
Tailings Dam 3

The Twin Butte data file contained the results from 19 surveys at Tailings Dam 3. The results of
these sampling efforts are presented as an area plot in Figure 6-7. Thisinformation illustrates the
following characteristics of the tailings leachate:

1. Sulfate has always been the most abundant ion in the leachate. However, between June, 1983
and August, 1985, its relative abundance has increased.

2. Between December, 1980 and June, 1983, the tailings leachate had a stable relative
composition.

3. InJune, 1983, the composition of the leachate was modified with the introduction of oxide
tailings. The sulfuric acid used in processing oxide ore lowered the pH drastically (from 8.0 to
2.0), akalinity was depleted (by operational definition, alkalinity does not exist below a pH of
4.5), and the abundance of sulfate wasincreased. Trace metals are more apparent in the area
plot after June, 1983. Thisis due to the higher solubilities of trace metals at lower pH and the
fact that trace metal analyses were not reported prior to June, 1983.

The geochemical monitoring results from the Twin Butte Tailings Dam 3, conducted between
December, 1980 and August, 1985, are presented as a series of histogramsin Figure 6-8 (five sets of
data were considered suspect and deleted from the presentation because the mass balance for the
results exceed 130 percent of the total dissolved solids concentration). Each of the remaining
surveys define a consistent pattern in which sulfate represents 55 - 60 percent of the total dissolved
solids concentration, calcium represents 15 percent of the total dissolved solids concentration, and
magnesium represents 10 percent of the total dissolved solids concentration. The estimated
reproducibility of the geochemical fingerprint pattern in the Twin Butte tailings pond was 97 percent
(r>=0.970). A comparison of theindividual survey fingerprints with the laboratory fingerprint
described in Figure 6-3 produced regression coefficient values that ranged from 0.967 to 0.991.
Thus, both the field monitoring results and the laboratory studies at this copper mine demonstrate
that the tailings leachate had a constant geochemical fingerprint.
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The trace metal datafrom tailings dam 3 are presented in histogram format in Figure 6-9. The four
metal s that are repeatedly present are copper, iron, manganese, and zinc. The average match between
these patternsis 0.800. However, there is a significant change over time. The match between the
trace metal pattern from the June, 1983 survey and the remainder of the surveysisonly 41 percent
but the match between all surveys after February, 1984 is 99 percent.

The reproducibility of the trace metal distribution after that date is due to the disposal of oxide
tailings that lowered the leachate pH to approximately 2.0.

Upgradient Monitoring Wells

Monitoring Well M-3 islocated approximately one-half mile west (upgradient) of Tailings Dam 3
(Figure 6-1). The geochemical monitoring results from 13 surveys at this well are contrasted with
the tailings leachate fingerprint in Figure 6-10. Each of the surveys demonstrate that alkalinity isthe
dominant ion in ground water upgradient of the tailings disposal area and represents 35 - 40 percent
of thetotal dissolved solids concentration. The reproducibility of the upgradient ground-water
pattern between August, 1980 and May, 1985 was 93 percent. However, the similarity between the
alkalinity-rich, sulfate-poor fingerprint of upgradient ground water and the sulfate-rich, alkalinity-
poor fingerprint of the tailings leachate was only 1.6 percent.

The trace metal distribution at Well M-3 is compared to the trace metal distribution in tailings
leachate in Figure 6-11. The reproducibility of the trace metal fingerprint at this upgradient location
was estimated by regression analysisto be 87 percent (r* = 0.867). This pattern was distinctly
different from the trace metal pattern for tailings leachate (r? = 0.113).

The compositional fingerprints for geochemical parameters and trace metal s that were described for
Well M-3 were aso observed at Well M-4 (approximately one mile west of Well M-3). Since the
ground water upgradient of the Twin Butte Mine has a reproducible fingerprint that is
characteristically different from the tailings leachate, these patterns should be useful for detecting
and identifying any leachate that is migrating away from the tailings disposal area.

Downgradient Monitoring Wells

Monitoring Well M-1 islocated approximately 2000 feet downgradient from the south-east corner of
Tailings Dame 3 (Figure 6-1). The geochemical results from this well are presented as a series of
histograms and compared to the tailings leachate fingerprint in Figure 6-12. The ground water has
undergone a compositional shift when compared to upgradient Well M-3 (Figure 6-8). The data
show that the ground water at Well M-1 consists of 45 percent sulfate, 15 percent calcium, and 10 -
15 percent alkalinity. This sulfate-rich, alkalinity-poor pattern has a reproducibility of 99 percent
and a strong resemblance (86 percent match) to the tailings leachate fingerprint. Based on the
geochemical fingerprint comparison, the monitoring results clearly demonstrate that tailings leachate
has impacted the ground water in the vicinity of Well M-1 for several years.

The composition of the tailings leachate that has migrated to Well M-1 has been altered slightly. The
ground water has an increased abundance of both alkalinity and calcium. Thisis undoubtedly dueto
asimple and rapid neutralization of the initial leachate with calcium carbonate in the aluvial soils.
The acid-base reaction would increase the solution pH, increase alkalinity (bicarbonate) in the
solution, and increase the calcium to maintain the mass balance. Another change that has occurred is
the reduction in total trace metals. These parameters collectively represent 5 - 10 percent of the
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leachate fingerprint but are essentially absent from Well M-1. Each of these changes were observed
in the column attenuation study. These results demonstrate that the environmental behavior of the
leachate is consistent with its behavior under controlled conditions in the laboratory and that the
geochemical fingerprint of the leachate can still be identified after it migrates some distance from the
source.

The trace metal results from Well M-1 are presented graphically in Figure 6-13. Each of these
surveys indicate that small amounts of iron and zinc are consistently present at this location.
However, although the geochemical results indicate that this well has been impacted by leachate for
several years, thisfingerprint is a poor match for tailings leachate (r* = 0.437). Thesefield results are
consistent with the column study that demonstrated the trace metal fingerprint will be altered as
leachate migrates away from the source.

A second downgradient monitoring location at the Twin Butte site is Well M-2 which is located at
the north-east corner of Tailings Dam 3 (Figure 6-1). The normalized geochemical monitoring
results from this well are compared to the tailings leachate fingerprint in Figure 6-14. These results
appear to be more variable than those at Well M-1 because the reproducibility of the pattern is only
77 percent and the match with the leachate fingerprint is only 27 percent. However, a closer
inspection of the data suggests that temporal charges are occurring at this well because the relative
abundance of alkalinity is decreasing and the relative abundance of sulfateisincreasing with time.

Geochemical monitoring results were used to construct an area plot to illustrate the compositional
shift that has occurred at Well M-2 (Figure 6-15). Between August, 1980 and December, 1981, the
results from this location defined a fingerprint that isidentical to the alkalinity-rich, sulfate-poor
fingerprint at upgradient Well M-3 (Figure 6-10). Six surveys produced a geochemical fingerprint
that had a 97 percent match with upgradient conditions. This pattern also had less than a one percent
match with the tailings leachate fingerprint.

A series of systematic changes began to occur at Well M-2in 1982 and 1983. These changes
included a decrease in the relative abundance of akalinity and an increase in the relative abundance
of sulfate. Although not shown, there was also a smultaneous increase in the total dissolved solids
concentration. Asaresult of this compositional shift, the similarity between ground water at

Well M-2 and the tailings |eachate increased from less than 10 percent to 90 percent. Since 1984, the
fingerprint comparison has stabilized in the 85 to 90 percent range. Each of the identified changes
could only have been caused by the migration of fugitive tailings leachate migrating to and past Well
M-2.

Another important observation illustrated in Figure 6-15 isthat the trace metals at Well M-2 did not
show any appreciable change over time. Even though trace metals represent five to ten percent of the
total dissolved solids concentration of tailings leachate, and leachate caused a significant shift in
ground-water composition at Well M-2, there was no notable increase in trace metals prior to, during,
or after the transition. These field monitoring results, which are consistent with the column
migration study, suggest that trace metals would not be effective parametersto detect the early
migration of tailings leachate.

Downgradient Well 1225 is |located on the north-east corner of Tailings Dam 2 (Figure 6-1). Fifteen

years of monitoring data for the geochemical parameters have been summarized as an areaplot in
Figure 6-16. These resultsillustrate the same trends that were identified and discussed for Well M-2:
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1. Between June, 1970 and July, 1976, the ground water at this location had a composition that
can be described as alkalinity-rich and sulfate-poor. This geochemical fingerprint, whichis
identical to that observed at upgradient Wells M-3 and M-4 and at downgradient Well M-2
prior to the detection of tailings leachate, only had a5 percent match with the tailings leachate
fingerprint.

2. The composition of ground water at Well 1225 was altered between 1976 and 1980. These
changesincluded an increase in the total dissolved solids concentration, alarge increase in the
relative abundance of sulfate, and a decrease in the relative abundance of alkalinity. Asa
result of these changes, the similarity between the geochemical fingerprint at this well and
tailings leachate increased from 5 percent to 80 percent.

3. Astailings leachate began impacting the ground-water composition at Well 1225, the relative
abundance of trace metals was not affected. This observation is consistent with field
observations at Well M-2 and the laboratory column studies.

4. The ground-water composition stabilized between 1983 and 1984. The final geochemical
fingerprint has a 90 percent match with tailings leachate. The fingerprint comparison is
identical to that observed in the column studies (86 percent) and at Well M-2 (85 to 90
percent).

The assessment of monitoring results from the Twin Butte tailings basin (Figure 6-8) and the
laboratory studies (Figure 6-2) showed that the leachate had a constant geochemical fingerprint. The
monitoring data from Well 1225 illustrate the environmental behavior of the fingerprint. First, the
geochemical fingerprint remainsin tact as the leachate migrates from the source. Asaresult of this
characteristic, a series of simultaneous changes uniquely identify the occurrence of leachate at a
monitoring well.

These changes include an increasein total dissolved solids, an increase in the relative abundance of
sulfate, a decrease in the relative abundance of alkalinity, and an improved fingerprint match at the
monitoring location. Second, the trace metal component of the fingerprint does not migrate as
rapidly as the geochemical components. The higher attenuation coefficients and the lower
solubilities at neutral pH contribute to the slower movement of the trace metals. Thefield data
indicate that trace metals would not be useful for early detection of |eachate migration because the
geochemical composition shift occurs before any changes in trace metal abundance.

Monitoring results from Well M-7, located approximately 1000 feet south of Well M-10 (Figure 6-1),
are presented as an areaplot in Figure 6-17. The initial sampling at thiswell in July, 1981 was not
sufficient to establish background conditions. However, it is apparent that the relative abundance of
alkalinity declined during 1981 and 1982 and the relative abundance of sulfate increased from

20 percent to 60 percent of the total dissolved solids. Over the same period, the fingerprint match
between the ground water and the tailings leachate increased from 20 percent to 95 percent. Thus,
the data from this station provide another example of mine tailings leachate retaining its geochemical
fingerprint as it migrates through the subsurface environment.

It isworth noting that the trace metal component of the leachate fingerprint are not present at

Well M-7. Even though trace metals represent five to ten percent of the total dissolved solids
concentration of the leachate (Figure 6-8), and leachate has been present at Well M-7 for four years,
there has been no change in the trace metal abundance over time. These monitoring results provide
additional evidence that the trace metals will migrate slower than the leachate.
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Regression analysismatrix for trace metal fingerprint in tailingsdam 3

6/83 2/84 3/84 5/84 11/84  5/85

Laboratory Leachate 0415 099 0994 0995 0.997 0.996
6/83 1000 0447 0351 0387 0408 0.455

2/84 1000 0988 0993 0995 1.000
3/84 1000 0.992 0993 0.987
5/84 1000 0.999 0.992
11/84 1.000 0.995
5/85 1.000

Averager squared value = 0.800
Average r squared value for 6/83 survey = 0.410
Average r squared value for all surveys after 2/84 = 0.993

Figure6-9. Trace metal fingerprint pattern in Twin Butte Tailings Pond 3.
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Regression analysismatrix for the geochemical fingerprint at Twin Butte Tailings Monitoring Well M-3

Sampling Date
8/80 12/80 3/81 6/81 9/81 12/81 3/82 12/82 6/83 12/83 5/84 11/84 5/85
TailingsPond 3 0.002 0.026 0.032 0.008 0.007 0.005 0.038 0.042 0.006 0.003 0.020 0.010 0.008
8/80 1.000 0981 0889 0945 0.998 0.923 0.963 0967 0996 0970 0969 0971 0974
12/80 1.000 0916 0919 0989 0922 0993 0993 0991 0954 0938 0982 0.982
3/81 1.000 0990 0904 0986 0923 0.924 0908 0817 0.833 0878 0.875
6/81 1.000 0920 0998 0916 0916 0925 0850 0.878 0.89% 0.896
9/81 1.000 0928 0976 0981 0.998 0.963 0.954 0971 0973
12/81 1.000 0920 0921 0933 0849 0.882 0.89 0.895
3/82 1.000 0997 0982 0925 0901 0.958 0.960
12/82 1.000 0982 0925 0897 0953 0.953
6/83 1000 0961 0956 0975 0.976
12/83 1.000 0974 0973 0.980
5/84 1.000 0971 0976
11/84 1.000 0.996
5/85 1.000

Averager squared value for ground-water data= 0.931
Average ground water tailings pond comparison = 0.016

Figure 6-10. Geochemical fingerprint at upgradient Well M-3.
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Regression analysismatrix for the trace metal fingerprint at Twin Butte Tailings Monitoring Well M-3

Sampling Date
8/80 12/80 3/81 6/81 9/81 12/81 3/82 12/82 6/83 12/83 5/84 11/84 5/85

TailingsPond 3 0.070 0.070 0.067 0.069 0.038 0.069 0.069 0.069 0.069 0.256 0.069 0.370 0.446
8/80 1.000 0.998 0.999 1.000 0.771 1.000 1.000 1.000 1.000 0.862 1.000 0.845 0.555

12/80 1.000 0.995 0.997 0.765 0.997 0.997 0.997 0.997 0.857 0.997 0.838 0.550
3/81 1.000 0.999 0.770 0.999 0.999 0.999 0.999 0.861 0.999 0.844 0.555
6/81 1.000 0.772 1.000 1.000 1.000 1.000 0.863 1.000 0.847 0.557
9/81 1.000 0.772 0.772 0.772 0.772 0.648 0.772 0.625 0.403

12/81 1.000 1.000 1.000 1.000 0.863 1.000 0.847 0.557
3/82 1.000 1.000 1.000 0.863 1.000 0.847 0.557

12/82 1.000 1.000 0.863 1.000 0.847 0.557
6/83 1.000 0.863 1.000 0.847 0.557

12/83 1.000 0.863 0.948 0.883
5/84 1.000 0.847 0.557

11/84 1.000 0.811
5/85 1.000

Averager sguared value for ground-water data = 0.867
Average ground water tailings pond comparison = 0.133

Figure 6-11. Trace metal distribution at upgradient Well M-3.
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Regression analysismatrix for the geochemical fingerprint at Twin Butte Tailings M onitoring Well M-1

Sampling Date
6/81 9/81 12/81 3/82 12/82 3/83 6/83 12/83 5/84 11/84 5/85
TailingsPond 3 0.835 0.819 0.883 0.864 0.900 0.810 0.869 0.917 0.865 0.909 0.828
Upgradient ground water 0.147 0.163 0.141 0.110 0.065 0.172 0.114 0.047 0.112 0.054 0.151
6/81 1.000 0.999 0.993 0.997 0.982 0.996 0.997 0.970 0.997 0.975 1.000
9/81 1.000 0.989 0.994 0.975 0.997 0.994 0.961 0.994 0.967 0.999
12/81 1.000 0.999 0.995 0.987 0.999 0.989 0.999 0.992 0.992
3/82 1.000 0.993 0.991 1.000 0.985 1.000 0.989 0.996
12/82 1.000 0.970 0.992 0.998 0.993 0.999 0.980
3/83 1.000 0.992 0.956 0.991 0.961 0.997
6/83 1.000 0.984 1.000 0.987 0.996
12/83 1.000 0.985 1.000 0.967
5/84 1.000 0.989 0.996
11/84 1.000 0.973
5/85 1.000
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Averager squared value for ground-water data = 0.989
Average ground water tailings pond comparison = 0.863
Upgradient - Well 1 comparison = 0.116

Figure 6-12. Geochemical fingerprint at downgradient Well M-1.
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Regression analysismatrix for the trace metal fingerprint at Twin Butte Tailings Monitoring Well M-1

Sampling Date
6/81 9/81 12/81 3/82 12/82 3/83 6/83 12/83 5/84 11/84  5/85

TailingsPond 3 0.093 0.083 0.591 0.164 0.389 0.608 0.558 0.559 0.543 0.664 0.551
Upgradient ground water 0990 0.993 0.132 0927 0.722 0.130 0.066 0.043 0.036 0.099 0.050

6/81 1.000 0.999 0.091 0.963 0.658 0.091 0.037 0.021 0.016 0.067 0.025

9/81 1.000 0.092 0.951 0.662 0.092 0.038 0.021 0.016 0.066 0.026
12/81 1.000 0.081 0.639 1.000 0.987 0.974 0.967 0.990 0.978
3/82 1.000 0.604 0.082 0.030 0.016 0.012 0.067 0.020
12/82 1.000 0.636 0.529 0.479 0.461 0.583 0.496
3/83 1.000 0.986 0.974 0.967 0.993 0.978
6/83 1.000 0.997 0.995 0.985 0.999
12/83 1.000 1.000 0.979 1.000
5/84 1.000 0.972 0.999
11/84 1.000 0.980
5/85 1.000

Averager sguared value for ground-water data = 0.552
Average ground water tailings pond comparison = 0.437
Upgradient - Well 1 comparison = 0.381

Figure 6-13. Trace metal distribution at downgradient Well M-1.
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Regression analysismatrix for the geochemical fingerprint at Twin Butte Tailings M onitoring Well M-2

Sampling Date
8/80 12/80 3/81 6/81 9/81 12/81 3/82 12/82 6/83 12/83 5/84 11/84 5/85 —
TailingsPond 3 0.151 0.008 0.152 0.001 0.009 0.048 0.190 0.428 0.458 0.599 0.335 0.494 0.468 0.510
Upgradient ground water 0.964 0.953 0.981 0.984 0.983 0.971 0.569 0.643 0.619 0.477 0.728 0.577 0.603 0.567
8/80 1.000 0.994 0.989 0.992 0.979 0.928 0.767 0.513 0.487 0.345 0.610 0.445 0.473 0.433
12/80 1.000 0.974 0.984 0.959 0.898 0.726 0.466 0.438 0.300 0.557 0.397 0.423 0.388
3/81 1.000 0.996 0.997 0.972 0.849 0.618 0.592 0.448 0.709 0.551 0.579 0.539
6/81 1.000 0.991 0.960 0.825 0.584 0.557 0.413 0.674 0.516 0.542 0.502
9/81 1.000 0.982 0.873 0.649 0.625 0.481 0.740 0.583 0.611 0.570
12/81 1.000 0.946 0.768 0.745 0.609 0.843 0.708 0.732 0.694
3/82 1.000 0.927 0.913 0.816 0.964 0.888 0.903 0.879
12/82 1.000 0.997 0.970 0.983 0.995 0.996 0.990
6/83 1.000 0.978 0.981 0.997 0.999 0.994
12/83 1.000 0.922 0.988 0.981 0.990
5/84 1.000 0.968 0.978 0.958
11/84 1.000 0.999 0.997
5/85 1.000 0.994
— 1.000
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Averager sguared value for ground-water data = 0.768
Average ground water tailings pond comparison = 0.275
Upgradient - Well 1 comparison = 0.780

Figure 6-14. Geochemical fingerprint pattern at Well M-2.
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Figure 6-16. Monitoring results from downgradient Well 1225.
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Monitoring results from downgradient Well M-5, located 1000 feet north of Well 1225 (Figure 6-1),
are presented in Figure 6-18. These data indicate that alkalinity-rich, sulfate-poor conditions typical
of upgradient background conditions were present at this location from August, 1980 until early
1982. Between 1982 and 1985, there was a gradual intrusion of tailings leachate. Over this period,
the total dissolved solids concentration increased and the relative abundance of sulfate increased
from 10 percent to 50 percent while the relative abundance of alkalinity decreased from 50 percent to
25 percent. Asaresult of this compositional shift, the similarity between the ground-water
fingerprint and tailings leachate increased from less than 1 percent to 80 percent.

Geochemical monitoring results from Well 1758 are presented in Figure 6-19. These data produce a
constant alkalinity-rich, sulfate-poor fingerprint that isidentical to the ground water at upgradient
Wells M-3 and M-4. A comparison of this fingerprint with tailings |eachate produced low r? values
of 0.010. Thus, despite the proximity of the tailings basin to this location, leachate has not impacted
the ground water at Well 1758.

The monitoring data from one final downgradient well have been summarized in Figure 6-20. These
data also define a constant alkalinity-rich, sulfate-poor pattern that has been identified at upgradient
locations and downgradient locations not impacted by fugitive tailings leachate. The similarity
between this ground-water fingerprint and the tailings leachate isless than 1 percent. The results
from this location are similar to the characteristics of the regional ground-water fingerprint and
demonstrate that tailings |eachate has not migrated the one-half mile between the tailings basin and
the Church well.

6.1.4 Twin Butte Summary

This mine is more complicated than the other facilities that have been reviewed because two types of
ore were processed and two different extraction techniques were used. However, despite these
factors, the various tailings leachates from this mine had a very similar geochemical fingerprint. This
fingerprint was defined by 60 percent sulfate, 15 percent calcium, and 10 percent magnesium and had
areproducibility of 97 percent over time.

Monitoring results upgradient of the tailings basin demonstrated the local ground water to have a
characteristic alkalinity-rich, sulfate-poor fingerprint that was graphically and statistically distinct
from Twin Butte tailings leachate. By comparison, the data from downgradient monitoring locations
produced one of three patterns:

1. Ground water from the Well 1258 and the Church well had alow total dissolved solids
concentration and a geochemical fingerprint defined by relatively high alkalinity and relatively
low sulfate. This patternisidentical to ground water upgradient of the tailings basin and
indicates that tailings leachate has not impacted there areas.

2. Ground water from Wells M-1, M-6, and RT-1 consistently had a high total dissolved solids
concentration and a geochemical fingerprint defined by relatively high sulfate and relatively
low akalinity. This pattern had a 90 percent match with tailings leachate and only a 10 percent
match with background ground water. These results demonstrate that tailings |eachate will
maintain its chemical identity asit migrates through the environment and that these areas have
been impacted by leachate from the Twin Butte tailings basin over the entire period of record.

3. Theground-water composition was more variable at Wells M-2, M-5, M-7, and 1225 than at
other wells. The reason for the increased variability at these locations is that the earliest data
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from these wells represented unimpacted background conditions and the latest data represented
ground water that had been impacted by fugitive tailings leachate. The monitoring records
from these locations illustrate the systematic compositional shift that occurs when tailings
leachate infiltrates into an area. These results also conclusively demonstrate that the
geochemical fingerprint of tailings leachate remainsintact as it migrates through the subsurface
environment. These data sets also verify that trace metals are not present when atailings
leachate plume first enters an area.

The Twin Butte data file also contained avery useful column migration study that described the
behavior of mine waste leachate under controlled conditions. This study demonstrated that the
geochemical fingerprint of tailings leachate retains its identity asit migrates through a soil column.
There was some distortion of the geochemical fingerprint in theinitial column eluant because of an
acid-base reaction but the geochemical pattern was still identifiable (90% match). In subsequent
column eluants, the fingerprint match increased to 95 to 99%. Thus, the laboratory and field results
from the Twin Butte Mine verify that the geochemical fingerprint can be used to identify mine waste
leachate at some distance from the source.

Another important outcome of the Twin Butte column study is the assessment of trace metal
mobility. The resultsindicated that each of the trace metals have a higher attenuation coefficient
than the geochemical parameters. Therefore, the metals would be expected to migrate more slowly
than the parameters that define the leachate fingerprint. This laboratory observation was verified
with field data from Wells M-2, M-5, M-7, and 1225 that showed the migration of tailings leachate
into these areas even though there was no measurable change in trace metal abundance.

6.2 Phelps-Dodge Tailings Disposal Area

Thistailings disposal areaislocated in central Arizona aong the north bank of the Verde River. The
tailings ponds cover an area of approximately 0.26 square miles (4300 feet x 1700 feet). Asshown
in Figure 6-21, the monitoring program for this site consists of 14 monitoring wells and 2 sampling
locations in the Verde River.

The data that were compiled and reviewed for the Phelps-Dodge site are the result of 10 quarterly
surveys conducted between May, 1991 and March, 1994. The samples were collected from the
following locations identified in Figure 6-21:

1. Two upgradient wells (Wells G1 and G2).

2. Six wellslocated within the boundaries of the tailings disposal area (Wells G3, G4, G5, G6,
G7, and G8).

3. Six wellslocated downgradient of the tailings disposal area (Wells G9, G10, G11, G12, G13,
and G14).

4. Two surface water sampling stations in the Verde River. Station Sl islocated upstream of the
tailings disposal area and station S2 is located downstream of the tailings disposal area.

Each of the collected samples were analyzed for calcium, magnesium, sodium, potassium, alkalinity,
chloride, fluoride, and sulfate, collectively referred to as the geochemical parameters, total dissolved
solids, pH, and a variable number of trace metals. The ground water samples were analyzed for 12
trace metalsincluding silver, arsenic, barium, cadmium, copper, chromium, iron, mercury, lead,
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manganese, selenium, and zinc. However, the only trace metals reported for the surface water
samples were copper and iron.

6.2.1 Characterization of Phelps-Dodge Tailings Leachate

Well G3islocated in the northwest corner of the tailings disposal area (Figure 6-21). Monitoring
results from 10 quarterly surveys at this location have been summarized in Table 6-2. An inspection
of thisinformation shows the Phel ps-Dodge tailings |eachate to have a high and variable total
dissolved solids concentration over time ( 3800 to 8600 mg/L), a high and variable sulfate
concentration (2500 to 4800 mg/L ), and elevated concentrations of iron and manganese that exceed
established water quality criteria. Also, except for the December, 1991 survey, the mass balance for
the each data set isin the range of 0.887 to 1.011 which is an indication of acceptable quality data.

In order to determine whether the Phelps-Dodge tailings leachate had a consistent geochemical
fingerprint, the results presented in Table 6-2 were normalized to the reported total dissolved solids
concentration. The transformed data are presented as a series of bar chartsin Figure 6-22. These
results indicate that the tailings leachate has a reproducible geochemical fingerprint that is defined by
60 percent sulfate, 15 percent magnesium, 8 percent calcium, and minor amounts of alkalinity,
chloride, and sodium. This pattern had an average regression analysisr® value of 0.999. That is,
despite the observed variability for total dissolved solids and sulfate, the reproducibility of the
geochemical fingerprint between 1991 and 1994 was 99.9 percent.

Monitoring results from a second location in the Phelps-Dodge tailings disposal area are presented in
Figure 6-23. Thereis an obvious data quality problem in the March, 1994 survey at Well G7 because
the reported sulfate value represents more than 120 percent of the total dissolved solids
concentration. Sincethe alkalinity-TDS, calcium-TDS, and magnesium-TDS ratios are al consistent
with previous surveys, the total dissolved concentration is probably acceptable and the sulfate
concentration is erroneously high. The remaining nine surveys at this location define a repeatable
pattern in which sulfate accounts for 60 percent of the total dissolved solids concentration,
magnesium accounts for 15 percent of the total dissolved solids concentration, alkalinity accounts for
10 percent of the total dissolved solids concentration, and calcium accounts for 7 percent of the total
dissolved solids concentration. This pattern has an estimated reproducibility of 99 percent and is
identical to the geochemical fingerprint at Well G3 (r? = 0.990).

Geochemical fingerprint patterns constructed with monitoring data from each of the six wellsin the
Phelps-Dodge tailings disposal area are compared in Figure 6-24. Each data set defines a similar
pattern in which sulfate is the single most abundant ion. The comparability of this multi-ion pattern
at different locationsin the tailings disposal area was estimated by regression analysisto be 98.9
percent.

The monitoring results summarized in Figures 6-22, 6-23, and 6-24 illustrate two characteristics of
Phelps-Dodge tailings |eachate compoasition. First, the relative composition is constant across the
site because data from six locations within the boundary of the tailings disposal area produce an
identical pattern. Second, the relative composition is constant over time because 10 sets of data over
three years from two different location also produce the same pattern. This combination of
observations suggests that the geochemical fingerprint pattern defined by 60 percent sulfate, 15
percent magnesium, 10 percent calcium, and 5 percent alkalinity is a characteristic property of
tailings leachate at this site.
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Figure 6-18. Monitoring results from downgradient Well M-5.
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Figure 6-19. Monitoring results from downgradient Well 1758.
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Figure 6-20. Monitoring results from the Church well downgradient of Twin Butte Tailings Pond 3.
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Table 6-2. Monitoring results from Well G3 in the Phel ps-Dodge tailings disposal area.

Sampling Date
Average Standard
5/2/91 7/5/91 12/6/91 8/27/92 1/26/93 3/22/93 6/10/93 9/15/93 12/15/93 3/30/94 Concentration Deviation
Alkalinity 300 273 301 288 340 307 304 319 289 299 302 17
Calcium 341 380 404 456 254 257 304 278 291 314 328 63
Chloride 48 47 46 42 35 35 36 39 42 37 41 5
Fluoride 114 115 1.04 1.02 117 1.00 1.00 0.25 1.04 1.04 0.99 0.25
Magnesium 912 885 926 826 568 523 595 524 631 600 699 159
Nitrate <0.06 0.06 0.08 <0.06 <0.06 <0.06 <0.06 <0.06 <0.6 <0.06 0.01 0.03
Potassium
Sodium 48 59 58 53 49 55 56 57 58 59 55 4
Sulfate 4300 4600 4800 3700 2500 2500 2900 2400 3000 2500 3320 899
Total Dissolved Solids 6400 7100 8600 5800 3800 3900 4300 4000 4300 4100 5230 1577
Silver <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 0.00 0.00
Arsenic 0.04 0.05 0.05 0.05 0.06 0.06 0.07 0.05 0.07 0.07 0.06 0.01
Barium 0.02 0.02 0.02 0.02 0.01 0.02 0.02 0.01 0.02 0.02 0.02 0.00
Cadmium <0.005 <0.005 <0.005 <0.005 <0.005 <0.0005 <0.0005 <0.0005 <0.0005 <0.0005 0.00 0.00
Chromium <0.1 <0.01 <0.1 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 0.00 0.00
Copper 0.01 0.03 <0.01 0.03 <0.01 <0.01 <0.01 <0.01 <0.01 <0.01 0.01 0.01
Iron 41 52 61 51 22 26 33 23 34 35 38 12
Mercury <0.0002 <0.0002 <0.0002 <0.0002 <0.0002 <0.0002 <0.0002 <0.0002 <0.0002 <0.0002 0.00 0.00
Manganese 1.07 124 1.32 1.26 0.64 0.78 0.85 0.71 0.80 0.85 0.95 0.24
Lead 0.00 <0.002 <0.002 <0.002 <0.002 <0.002 <0.002 <0.002 <0.002 <0.002 0.00 0.00
Selenium <0.005 <0.005 <0.005 <0.005 <0.005 <0.005 <0.005 <0.005 <0.005 <0.005 0.00 0.00
Zinc 0.04 0.03 0.03 0.11 0.07 0.03 0.03 0.04 0.07 0.09 0.05 0.03
Sum of lons'TDS 0.94 0.89 0.77 0.93 0.99 0.95 0.98 0.91 1.01 0.94 0.93 0.07

All concentrations except pH and sum of 1ons/TDS expressed in mg/L.
pH expressed in standard units.
Sum of 1ons/TDS expressed as a decimal percentage of TDS.
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12/91 1.000 0.998 0.999 0.999 0.999 0.999 0.999 0.996
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Averager sgquared value = 0.999

Figure 6-22. Geochemical fingerprint at Phelps-Dodge Well G3.
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591 1.000 1000 099 0998 0998 1.000 0999 0999 0.99 0976
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Average r squared value = 0.993

Figure 6-23. Geochemical fingerprint at Phelps-Dodge Well G7.
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Figure 6-24. Comparison of the geochemical fingerprint from 6 wellsin the
Phelps-Dodge tailings disposal area.



6.2.2 Assessment of Ground-Water Conditions

Monitoring data from Well G2, located west-northwest and upgradient of the tailings disposal area,
are presented in Figure 6-25. These resultsindicate that alkalinity (bicarbonate and carbonate) is the
dominant ion in the ground water upgradient of the tailings basin. The ground-water composition in
this area consists of 45 percent alkalinity, 15 percent calcium, 10 percent magnesium, 10 percent
sodium, and 10 percent sulfate. The geochemical fingerprint for ground water upgradient of the
tailings disposal area has areproducibility of 99.3 percent.

The upgradient ground-water fingerprint is contrasted with the tailings leachate fingerprint in Figure
6-25 to illustrate two points. First, the results from five quarterly surveys at thislocation produced a
consistent geochemical fingerprint. The calcium bicarbonate pattern, which is typical of most natural
water systems, had a reproducibility of 99 percent over time. Second, the alkalinity-rich, sulfate-poor
pattern for upgradient ground water is distinctively different from the sulfate-rich, alkalinity-poor
fingerprint of the tailings leachate. A regression analysis of the two fingerprints indicates that the
similarity between the patternsis less than one percent (r? = 0.004). This difference reinforces the
earlier statement that the sulfate-rich, alkalinity-poor fingerprint is a characteristic property of the
tailings leachate at the Phelps-Dodge facility.

The site monitoring program at this facility includes six wells that are located downgradient of the
tailings disposal area (Wells G9, G10, G11, G12, G13, and G14 in Figure 6-21). The normalized
geochemical monitoring results from Wells G9, G13, and G14 are compared to the tailings |eachate
fingerprint in Figure 6-26. The ground-water signature at each of these locations is dominated by a
major peak for alkalinity (35 percent of the total dissolved solids concentration), small peaks for
calcium and magnesium (10 percent of the total dissolved solids concentration), and very small
amounts of chloride, sodium, and sulfate. This pattern is highly reproducible at the three monitoring
locations (r? = 0.998), very similar to the ground-water fingerprint at upgradient Well G2

(Figure 6-25), and distinctly different from the tailings leachate fingerprint (r> = 0.000). Although
these data must be used cautiously because of data quality concerns, the results suggest that tailings
leachate is not impacting the ground water at G9, G13, and G14. [The quality of the data sets from
these three wells are considered to be suspect because the geochemical mass bal ance represents less
than 60 percent of the total dissolved solids concentration. Based on the reproducibility of the
geochemical pattern, the most likely error is a high biasin the total dissolved solids results.]

The monitoring results from downgradient Wells G10, G11, and G12 are compared to the tailings
leachate fingerprint in Figure 6-27. The reproducible chemical signature (r? = 0.984) at each of these
locations is characterized by amajor sulfate peak (55-60 percent of the total dissolved solids
concentration), minor peaks for alkalinity, calcium, and magnesium (5-15 percent of the total
dissolved solids concentration), and negligible amounts of the other geochemical parameters. The
geochemical fingerprint at Wells G10, G11, and G12 is visualy distinct (r? = 0.016) from the
characteristic pattern at upgradient Well G2 (Figure 6-25) and identical (r? = 0.986) to the ground-
water fingerprint repeatedly observed within the boundary of the tailings disposal area (Figure 6-24).
Based on the fingerprint comparisons and the location of the monitoring wells, tailings leachate has
migrated beyond the limits of the tailings disposal areain a southeasterly direction towards the Verde
River. This case study provides another demonstration that mine waste leachate maintains its
chemical identity asit migrates away from the source.

Downgradient Well G11 was sampled on 10 occasions between May, 1991 and March, 1994. Ascan
be seen from an inspection of the summarized datain Figure 6-28, each set of quarterly monitoring
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Sampling Date
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Averager squared value = 0.993
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Figure 6-25. Comparison of the upgradient geochemical fingerprint with the Phelps-
Dodge tailings leachate fingerprint.
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Figure 6-26. Geochemical fingerprint at Wells G9, G13, and G14
downgradient of the tailings disposal area.
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Figure 6-27. Geochemical fingerprint at Wells G10, G11, and G12
downgradient of the tailings disposal area.
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Figure 6-28. Tempora monitoring results at Well G11 downgradient of the
tailings disposal area.
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results at this location produced a similar geochemical signature (r* = 0.998). Specifically, sulfate
was the single dominant ion in the fingerprint (60-65 percent of the total dissolved solids
concentration), magnesium was a minor constituent (15 percent of the total dissolved solids
concentration), while calcium, chloride, alkalinity, and sodium were present as trace constituents (< 5
percent of the total dissolved solids concentration). The ground-water fingerprint at Well G11 has
been consistent over the period of record, it is comparable to that at adjacent Wells G10 and G12, it
isidentical to the geochemical fingerprint repeatedly observed at all six locations within the tailings
disposal area, and it isdistinctively different from the ground-water fingerprint at upgradient Wells
G1 and G2. These results demonstrate that tailings leachate has been migrating in a southeasterly
direction towards the river for at |east the three years for which monitoring data are available.

Trace metal datafrom four locationsin the Phelps-Dodge monitoring program are compared in
Figure 6-29. Thefirst set of data, from upgradient Well G2, is devoid of any characteristic features.
The second set of datafrom Well G3, at the northwest end of the tailings basin, shows elevated levels
of both iron and manganese. The third set of datafrom Well G7, at the southeast end of the tailings
basin, also shows elevated levels of iron and manganese. However, the relative abundance has been
altered and manganese is now the most abundant trace metal. Finally, the fourth set of data
summarizes the trace meta distribution at down gradient Well G11. Although geochemical
fingerprint analysis suggests that Well G11 has been impacted by tailings leachate for at least three
years, the trace metal s associated with the leachate are not in evidence at this location.

The assessment of monitoring results from the Phelps-Dodge site illustrates two important attributes
of trace metalsin mine waste leachates. First, the abundance of trace metals is more variable than
the geochemical parameters. The trace metal distribution varied by location within the tailings
disposal area even though geochemical monitoring results from six tailings basin locations over ten
quarterly surveys defined a consistent fingerprint with a high level of reproducibility (r 2 = 0.989).
This condition suggests that it would be difficult to uniquely characterize the composition of mine
waste |leachates with trace metals.

A second important attribute of trace metals is that they appear to migrate more slowly than the
geochemical parameters that define the tailings leachate fingerprint. Although tailings leachate has
continually been present at downgradient Wells G10, G11, and G12 for a period of three years, the
most abundant trace metal s in the leachate have not been detected at levels above background. The
significance of this observation is that trace metals would not be effective for early detection of
fugitive mine waste |eachate since they have alower environmental mobility than the geochemical
ions that define the leachate fingerprint.

The monitoring results from six wells located downgradient of the Phelps-Dodge tailings disposal
area produced two distinctive chemical signatures. The datafrom Wells G9, G13, and G14 produced
an alkalinity-rich, sulfate-poor fingerprint that is identical to that shown to be present at upgradient
Wells G1 and G2. The similarity of these patterns (r* = 0.953) supports the conclusion that tailings
leachate has not impacted these wells. The data from Wells G10, G11, and G12 defined a sulfate-
rich, alkalinity-poor fingerprint that is constant over time and identical (r* = 0.986) to that shown to
be present at Wells G3, G4, G5, G6, G7, and G8 within the tailings disposal area. The similarity of
the ground-water fingerprints at Wells G10, G11, and G12 with the tailings leachate fingerprint, and
the proximity of these locations to the downgradient boundary of the tailings disposal area, supports
the conclusion that tailings leachate has migrated in a southeasterly direction towards the nearby
river. The migration of leachate has been occurring for some time because the characteristic
fingerprint has been identified at Well G11 during each quarterly survey between May, 1991 and
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Figure 6-29. Spatial monitoring results for trace metals at the Phelps-Dodge
tailings disposal area.
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March, 1994. An equally important observation is that the geochemical |eachate fingerprint retained
its chemical identity as it migrated away from the source. Therefore, the geochemical parameters can
be used to uniquely characterize mine waste leachate at its source and to detect its movement
following accidental spill or leakage events.

6.2.3 Assessment of Surface Water Conditions

The monitoring records for this site included ten sets of quarterly data for two surface water stations
in the Verde River. Since the ground water data assessment indicated that tailings |eachate had been
migrating in the direction of the river for several years, the surface water data were evaluated to
identify possible changes due to the mining operation. The monitoring data suggest that elevated
concentrations of sulfate, magnesium, and total dissolved solids are present at Station S2 downstream
of thetailings disposal area (Table 6-3). However, even though the high concentrations of these
parameters in tailings leachate could account for these changes, the upstream - downstream
concentration differences were not significantly different when analyzed with a Studentst Test (p =
0.05, 18 df).

Table 6-3. Comparison of Verde River monitoring results.

Constituent Upstream (S1) Downstream (S2) Difference*
Alkalinity 211.8 +/- 45.8 213.1 +/-  46.6 No
Calcium 48.0 +- 7.7 50.7 +/- 8.4 No
Chloride 12.7 +/- 3.6 129 +/- 35 No
Magnesium 25.2 - 72 34.3 +- 165 No
Sulfate 271.7 +- 122 67.4 +/-  60.7 No
TDS 274 +/- 49 345 +/- 138 No
Copper 0.003 +/- 0.006 0.002 +/- 0.006 No
Iron 0.665 +/- 0.802 0.575 +/- 0.722 No

All concentrations expressed in units of mg/L.

The estimated error is one standard deviation based on 10 surveys conducted between May,
1991 and March, 1994.

* Significant difference using the Student’ st Test (p = 0.05, 18 df).

Monitoring results were used to prepare graphical fingerprints of the Verde River (Figure 6-30). The
data from each survey, at both upstream and downstream locations, produced histograms in which
alkalinity isthe single dominant ion, calcium is the second most abundant ion, and chloride,
magnesium, and sulfate are trace constituents of the fingerprint. This chemical signature isvery
similar to that observed at wells located upgradient of the tailings disposal area.

The distinctive fingerprint that has been defined for Phel ps-Dodge tailings leachate is not readily
apparent at the downstream monitoring location. However, a closer inspection of the upstream -
downstream differences suggests that a subtle but constant compositional shift is occurring
downstream of the tailings disposal area. Specifically, when the surface water monitoring results are
expressed as a percentage of the total dissolved solids concentration, the downstream alkalinity
results are always lower, the downstream sulfate results are always higher, and the downstream
magnesium results are always higher. These compositional shifts, which occurred in all 10 surveys,
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are consistent with an alkalinity-poor, sulfate-rich source, such as tailings leachate from the tailings
disposal area of the copper mining facility, entering the Verde River between the two sampling
locations.

In order to further investigate the possibility of contaminated ground water entering the river,
expected downstream concentrations were cal culated on the assumption that |eachate was entering
theriver. Because the actual rate of dilution is not known, estimated downstream concentrations
were calculated for arange of dilutions of contaminated ground water (Well G11) with upstream
river water (S1). This produced a series of simultaneous conditions that should be observed at the
downstream location because the |eachate had a constant ionic composition over time, each leachate
constituent travels the same distance in the river to sampling station S2, and is subjected to the same
degree of dilution.

The results of these calculations suggest that total dissolved solids, sulfate, and magnesium would be
expected to show the largest concentration increases downstream of the tailings disposal area. The
magnitude of the downstream increase would be dependent on the actua rate of dilution (Table 6-4).
For example, if ground water represented five percent of the flow at Station S2, the expected
alkalinity concentration would be 227 mg/L and the expected sulfate concentration would be 310
mg/L. However, if ground water only represented two percent of the flow at Station S2, the expected
alkalinity concentration would only be 218 mg/L and the expected sulfate concentration would only
be 141 mg/L. A comparison of the calculated values (Table 6-4) with the actual stream
concentrations (Table 6-3) strongly suggests that tailings |eachate represents 0.5 percent of the Verde
River flow at station S2. The values calculated for each |eachate parameter at an assumed dilution of
200 to 1 are very reasonable approximations to the actua river conditions and within the estimated
confidence limits for each parameter.

Table 6-4. Calculated downstream Verde River concentrations based on assumed mixing of
upstream river water and tailings leachate from the Phelps-Dodge tailings disposal area.

Assumed per centage of upstream river water

Parameter 100 99.5 99.0 98.5 98.0 97.5 95.0
Alkalinity 211.8 2135 2149 216.5 218.1 219.6 2274
Calcium 48.0 49.8 51.6 53.4 55.2 57.0 66.1
Chloride 12.7 12.8 12.9 12.0 121 122 13.7
Magnesium 25.2 318 38.3 44.9 51.9 57.9 90.7
Sulfate 27.7 55.9 84.1 112.4 140.6 168.8 309.9
TDS 274 316 358 400 442 484 693
Copper 0.003 0.003 0.003 0.003 0.003 0.003 0.003
Iron 0.665 0.662 0.659 0.655 0.652 0.649 0.633

All concentrations expressed in units of mg/L.

Calculated concentrations for each assumed dilution of tailings leachate with upstream Verde River
water were normalized to the total dissolved solids concentration. These transformed data are
presented in Table 6-5 and represent the ionic composition that would be expected at Station S2 if
leachate were present at the assumed rate of dilution. For example, alkalinity should decrease from
47 percent of the total dissolved solids concentration to 20 percent of the total dissolved solids
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concentration as leachate from the tailings disposal areaincreases from O percent to 5 percent of the
flow. Concurrently, the percentage of magnesium should increase from 9.2 percent to 13.1 percent
and sulfate should increase from 10 percent to 45 percent.

Table 6-5. Estimated composition of downstream Verde River water for various dilutions of
Phelps-Dodge tailings |eachate.

Assumed per centage of upstream river water

Parameter 100 99.5 99.0 98.5 98.0 97.5 95.0
Alkalinity 47.2 41.2 36.6 33.0 30.1 27.7 20.0
Calcium 175 15.8 144 134 125 11.8 95
Chloride 4.6 4.1 3.6 32 3.0 2.7 20
Magnesium 9.2 101 10.7 11.2 11.6 12.0 131
Sulfate 101 17.7 235 28.1 31.8 34.9 449
Copper 0.001 0.001 0.001 0.001 0.001 0.001 0.001
Iron 0.24 0.21 0.18 0.16 0.15 0.13 0.09

All concentrations expressed in units of mg/L.

The difference between the calculated ionic composition at Station S2 and the actual ionic
composition at Station S1 provides an estimate of the compositional shift that should occur in the
Verde River for various dilutions of tailings leachate. These values are presented in Table 6-6.
Thus, if thetailings |eachate is not entering the river, there should be no change in the composition
(100 percent upstream river water) and if tailings leachate represents five percent of the flow,
alkalinity should decrease in relative abundance by 44 percent, calcium should decrease in relative
abundance by 8 percent, and sulfate should increase in relative abundance by 35 percent (95 percent
upstream river water). For larger dilutions of the tailings leachate, these values would be
proportionately reduced.

Table 6-6. Calculated compositional shiftsin the Verde River (downstream - upstream) for various
assumed dilutions of Phelps-Dodge tailings leachate.

Assumed per centage of upstream river water

Parameter 100 99.5 99.0 98.5 98.0 97.5 95.0
Alkalinity 0.0 -9.7 -17.0 -23.0 -28.0 -32.0 -44.0
Calcium 0.0 -1.7 -3.1 -4.2 -5.0 -5.7 -8.0
Chloride 0.0 -0.6 -1.0 -14 -1.7 -19 -2.7
Magnesium 0.0 0.8 15 20 24 2.8 39
Sulfate 0.0 7.6 134 18.0 214 24.8 34.6
Copper 0.0 0.0 0.0 0.0 0.0 0.0 0.0
Iron 0.24 0.21 0.18 0.16 0.15 0.13 0.09

All concentrations expressed as a percentage of the total dissolved solids concentration (Table 6-4).
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The anticipated compositional shifts that should occur at Station S2 for a 200:1 dilution of tailings
leachate with upstream Verde River water are compared with the observed compositional shiftsin
Table 6-7. Aninspection of these results strongly suggests that a 200:1 dilution (99.5 percent
upstream river water) of tailings leachate would account for the observed changesin the Verde River
composition between the two sampling locations:

1. Anassumed 200:1 dilution of tailings leachate with upstream river water leads to a correct
estimation of the direction of the compositional shift for each major constituent in the tailings
leachate fingerprint (alkalinity, calcium, and chloride decreased in relative abundance and
magnesium and sulfate increased in relative abundance).

2. Anassumed 200:1 dilution of tailings leachate with upstream river water leads to a correct
estimation of the magnitude of the compositional shift for each major constituent in the
fingerprint.

3. Therelative compositional shifts observed at downstream station S2 would have been
substantially different for one or more of the tailings leachate fingerprints if another source
was responsible for the changes.

Table 6-7. Comparison of actual compositional shiftsin the Verde River with
estimated compositional shifts based on an assumed 200:1 dilution
(99.5%) of tailings leachate with upstream river water.

Observed Calculated

Constituent Changes Changes
Alkalinity -11.6 -9.7
Calcium -1.9 -1.7
Chloride -0.6 -0.6
Magnesium 0.6 0.8
Sulfate 7.2 7.6
Copper 0.00 0.00
Iron 0.00 0.00

Values are downstream minus upstream differences expressed as a percentage
of the total dissolved solids concentration.

The evaluation of monitoring results from the Phelps-Dodge tailings disposal area demonstrated that
the tailings leachate had a characteristic ionic signature or fingerprint. The fingerprint was useful for
differentiating tailings leachate from adjacent ground water and tracking its movement in a
southeasterly direction beyond the perimeter of the disposal area and towards the Verde River.

Based on the characteristic geochemical fingerprints for tailings leachate and the Verde River, the
observed compositional shiftsin the river were used to estimate the occurrence of tailings leachate in
theriver. These results suggest that leachate from the tailings disposal arearepresents 0.5 percent of
the river flow at the downstream monitoring location.
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6.2.4 Phelps-Dodge Tailings Disposal Area Summary

Geochemical monitoring results from six wells within the Phel ps-Dodge tailings disposal area
produced a characteristic fingerprint in which sulfate was the single dominant ion. The
reproducibility of this pattern was estimated by regression analysis to be almost 99 percent (r* =
0.989). The sulfate-rich, alkalinity-poor signature was shown to be graphically and statistically
distinct from the alkalinity-rich, sulfate-poor fingerprint of ground water upgradient of the tailings
disposal area.

An assessment of the ground-water monitoring results from six wells located downgradient of the
tailings disposal area defined two geochemical fingerprints. The data from three wells produced an
akalinity-rich, sulfate-poor fingerprint that was identical to conditions at the upgradient wells

(r? = 0.953) and unlike the tailings fingerprint (r> = 0.000). These results suggest that tailings
leachate is not present in these areas. However, the monitoring results from the remaining three
wells, each of which had a concurrent increase in total dissolved solids, defined a multi-ion signature
that matched the tailings leachate fingerprint (r? = 0.986) and did not match the upgradient
fingerprint (> = 0.016). Animportant observation concerning the composition and behavior of
tailings leachate is that the distinctive fingerprint remained intact and identifiable as the leachate
migrated away from the source. Based on the fingerprint comparison, tailings leachate is migrating
from the disposal areain a southeasterly direction towards the Verde River (Wells G10, G11, and
G12).

Although the distinctive tailings |eachate fingerprint has been present at three downgradient locations
for at least three years (1991-1994), the trace metal distribution at these wells does not match the
trace metal distribution of tailings leachate and the most abundant metals in the leachate are not in
evidence at Wells G10, G11, and G12. These conditions suggest that the trace metal constituents of
tailings leachate do not migrate as rapidly as the geochemical constituents. One consequence of their
slower movement is that trace metal monitoring would not provide for early detection of mine waste
leachate migration.

The ground-water monitoring results indicated that leachate from the tailings basin was migrating
towards the Verde River. The tailings leachate fingerprint was not readily identifiable in the river.
However, based on the constant composition of the leachate and the upstream water, it was possible
to estimate the dilution of leachate with river water. An assumed dilution of 200:1 led to a correct
estimation of the direction of the compositional shift and the magnitude of the compositional shift
that occurred for each leachate parameter at the downstream monitoring location.

6.3 CyprusSierrita Copper Mine

The Cyprus Sierritamine islocated in southern Arizona adjacent to the Twin Butte copper mine
(Section 6.1). Thetailings impoundment at this facility covers dightly more than 3 square miles
(14,000 ft x 6400 ft). Asshown in Figure 6-31, the downgradient monitoring wells are located along
the eastern and southern perimeter of the tailings basin. The data set from this mine consisted of six
estimates for the tailings leachate composition and nine sets of quarterly monitoring data from the
downgradient wells (August, 1990 - September, 1993).

6-49



6-50

Aol N ® [MH-1]
DY R RNTY ~
B

23 »ﬂ%‘ ® [MH-14]

T N ® [MH-11]

S R e g ® [MH-4]
B =

X <
; > Cyprus Sierrita % ~ V| )
2= Tailings Impoundmfﬁ © MH-5] ® [MH-13]

® [MH-15]

A
;§§v
ey
Y

:
%
i

L

M ® [MH-6]

t

;
al
b
el

® [MH-7]
O [MH-16]

4
e
W

gi'* i
i
é&?

-

SN

©‘ | ® [MH-8]
[MH-10] [MH-9]

Figure 6-31. Ground-water monitoring locationsin the vicinity of the Cyprus Sierritatailings
impoundment.



6.3.1 Tailings Leachate Characterization

Thetailings leachate samples that were analyzed included the raffinate pond, the tailings slurry, the
tailings reclaim water, a seepage pond, and two Headwall samples. The fingerprint patterns prepared
with the geochemical data from these samples are compared in Figure 6-32. Each set of data defined
afingerprint in which sulfate was the single dominate ion that represented 50 - 60 percent of the total
dissolved solids concentration of the tailings leachate.

The geochemical fingerprint for the Cyprus Sierrita tailings leachate was very similar to the tailings
leachate fingerprint at the nearby Twin Butte Mine (Figure 6-2). Although there was some
variability associated with the small calcium and chloride peaksin the fingerprint, this pattern had a
reproducibility of 89 percent (r? = 0.887).

6.3.2 Ground-Water Monitoring Results

The datafile for this mine did not contain any results for a monitoring well upgradient of the tailings
basin. However, because of the proximity of the Twin Butte Mine, the results from Twin Butte
upgradient Well M-3 were used as a reasonable approximation of background conditions at the
Cyprus SierritaMine. Based on this assumption, ground water upgradient of the Cyprus Sierrita
tailings impoundment would be expected to have an alkalinity-rich, sulfate-poor fingerprint similar to
that shown in Figure 6-10.

Monitoring Well MH-14 is located approximately 1500 feet east of the northeast corner of the
tailings impoundment. The geochemical monitoring results from eight surveys over three years at
thiswell have been summarized in a series of histogramsin Figure 6-33. Each of these data sets
define areproducible pattern in which sulfate is the most abundant ion (55 - 60 percent of the total
dissolved solids concentration), calcium is the second most abundant ion (20 percent of the total
dissolved solids concentration), and the remaining ions are minor components of the fingerprint.

There are four specific observations that can be drawn regarding the ground-water conditions at Well
MH-14.

1. The ground-water composition is distinctly different from the alkalinity-rich, sulfate-poor
distribution upgradient of the Twin Butte mine assumed to be present upgradient of the tailings
impoundment.

2. Theground-water composition at Well MH-14 isidentical to the tailings leachate fingerprint at
the Cyprus Sierritamine. A regression analysis of the two patterns produced an r? value of
0.967 (a 97 percent match).

3. Theresults from thislocation provide another example to demonstrate that atailings |eachate
retains its distinctive geochemical identity as it migrates through the environment.

4. Thetrace metal component of the tailings fingerprint has been deleted at Well MW-14. Since
the well has apparently been impacted by tailings leachate for at |east three years and trace
metal increases are still not in evidence, thisis another indication that the trace metalsin mine
waste leachate will not migrate as rapidly as the geochemical constituents.

Monitoring Well MH-15 islocated approximately 1500 feet east of the tailings impoundment
perimeter. The geochemical monitoring data from nine surveys at this location define a reproducible
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pattern in which sulfate is the most abundant ion and calcium is the second most abundant ion
(Figure 6-34). This pattern has areproducibility of 99 percent over time and is an identical match for
the tailings leachate fingerprint (98 percent match).

The data from this well reinforce each of the observations that were made at Well MH-14. The most
important observation is that the geochemical fingerprint remainsintact as tailings leachate migrates
away from the impoundment. This permits the leachate to be unequivocally identified as the
causative factor for the changing ground water conditions at the well. A second important
observation is that the trace metals, which represent five percent of the total dissolved solids
concentration of tailings leachate, are essentially absent from the fingerprint at Well MH-15. This
data set provides another demonstration that the trace metalsin tailings leachate do not migrate as
rapidly as the geochemical constituents.

The data from one final Cyprus Sierritawell have been summarized in Figure 6-35. Well MH-16is
located east of the southeast corner of the tailings impoundment (Figure 6-30). The two surveys
completed in 1990 suggest that this well may have been impacted by tailings leachate at one time
because the relative abundance of alkalinity was lower, the relative abundance of sulfate was higher,
and the geochemical fingerprint was somewhat similar to the tailings leachate fingerprint (75 to 57
percent match). However, since the middle of 1992, the relative abundance of alkalinity has
increased, the relative abundance of sulfate has decreased, and the similarity to the tailings leachate
has dropped to only 10 percent. The existing conditions (35 percent akalinity, 15 percent sulfate,
and 15 percent calcium) are very similar to ground-water conditions upgradient of the Twin Butte
Mine (Figure 6-10) and assumed to be upgradient of the Cyprus Sierrita Mine.

The monitoring records from Well MH-16 indicate that it had been impacted by tailings leachate
prior to 1990. Since that time, the presence of |eachate has been decreasing at thiswell. Based on
the similarity of the current geochemical fingerprint at Well MH-16 with assumed upgradient
conditions, it appears that the fugitive leachate is being flushed from the system with upgradient
water.

6.3.3 Cyprus Sierrita Summary

The available data set for this mine was not as extensive as those at the Twin Butte Mine or the
Phelps-Dodge Mine. However, the data from six different monitoring locations demonstrated that
the tailings leachate at this mine had a constant relative composition defined by 55 - 60 percent
sulfate, 20 percent calcium, and 10 percent sodium. The geochemical fingerprint had a
reproducibility of 89 percent and was very similar to the copper tailings leachate fingerprint at the
Twin Butte Mine (Section 6.1) and the Phelps-Dodge tailings disposal area (Section 6.2).

The site monitoring data from wells downgradient of the tailings impoundment defined two
distinctive geochemical fingerprints. The results from 1992 and later at Well MH-16 produced an
alkalinity-rich, sulfate-poor fingerprint that was a match for the ground water assumed to be
upgradient of the facility. The similarity of these patterns suggests that this areais not being
impacted by tailings leachate. However, the results from Wells MH-14 and MH-15 produced a
sulfate-rich, alkalinity-poor pattern that had a 90 percent match with the tailings leachate fingerprint.
These results suggest that the ground water east and north of the tailings impoundment are being
impacted by fugitive tailings leachate. This example demonstrates again that mine leachates
maintain their ionic composition as they migrate and the geochemical fingerprint can be used to
detect and identify them at some distance from the source.
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Regression AnalysisMatrix for Cyprus Sierrita Tailings L eachates

Seepage Reclaim  Tailings
Headwall #4 Headwall #3.5 Raffinate  Pond Pond Slurry

Headwall #4 1.000 0.839 0.915 0.922 0.924 0.896
Headwall #3.5 1.000 0.985 0.980 0.728 0.717
Raffinate Pond 1.000 0.997 0.804 0.787
Seepage Pond 1.000 0.838 0.825
Reclaim Pond 1.000 0.996
Tailings Slurry 1.000

Averager sgquared value = 0.877

Figure 6-32. Geochemical fingerprint pattern for Cyprus Sierrita tailings leachate.
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Sampling Date
8/90 6/92 8/92 11/92 3/93 6/93 9/93 12/93
Tailings Slurry 0.986 0.908 0.975 0.976 0.979 0.950 0.977 0.983
8/90  1.000 0.933 0.990 0.988 0.991 0.973 0.992 0.991
6/92 1.000 0.938 0.949 0.948 0.926 0.926 0.939
8/92 1.000 0.984 0.993 0.992 0.999 0.985
11/92 1.000 0.998 0.956 0.981 0.998
3/93 1.000 0.970 0.990 0.998
6/93 1.000 0.991 0.956
9/93 1.000 0.984
12/93 1.000
Averager squared value = 0.974
Ground water - tailings slurry comparison = 0.967
Figure 6-33. Geochemica monitoring results from Cyprus Sierrita downgradient monitoring
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Figure 6-34. Geochemica monitoring results from Cyprus Sierrita downgradient Well MH-15.
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Sampling Date
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Figure 6-35. Geochemica monitoring results from Cyprus Sierrita downgradient Well MH-16.
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The assessment of the monitoring data from the Cyprus Sierrita Mine also provided another example
in which the trace metal components migrated more slowly than the geochemical fingerprint.
Although tailings leachate was present at Wells MH-14 and MH-15 for more than three years, as
indicated by the geochemical fingerprint, the higher trace metal concentrations associated with the
leachate were not in evidence. The significance of this observation is that trace metals would not be
suitable monitoring parameters for early detection of tailings |eachate migration.

6.4 Zonia Copper Mine

The final Arizona copper mining facility to be summarized isthe Zonia Mine. The data set that was
reviewed was incompl ete because it did not contain any monitoring results for the tailings basin and
the data were further limited by some readily identifiable data quality concerns. However, the
ground-water monitoring data from this site still illustrate the potentia of using geochemical
monitoring results to fingerprint mine leachates.

A site map for the ZoniaMineis shown in Figure 6-36. The site monitoring program includes at
least one well upgradient of the leaching basins (Well A-16), a series of wellsthat are east and
downgradient of the leaching basins (Well Z-601, cabin well, Well Z-602, and Well Z-605), and
several additional on-site wells. Each location was sampled on 10 occasions between 1993 and 1994
and the collected samples were analyzed for most of the common geochemical parameters, pH, total
dissolved solids, and 11 trace metals for which drinking water criteria have been established.

6.4.1 Background Ground-Water Conditions

The geochemica monitoring results from upgradient Well A-16 are summarized in Figure 6-37.
These data define a pattern in which akalinity is the most abundant constituent and calcium and
sulfate are the second most abundant constituents. This fingerprint, which is similar to that observed
upgradient of other copper mines, had a reproducibility of 76 percent.

6.4.2 Downgradient Ground-Water Conditions

The geochemical monitoring results from Well Z601, a location approximately 1500 feet northeast of
the ore processing facility, are presented in Figure 6-38. The geochemical fingerprint at this location
is defined by 50 percent alkalinity, 20 percent sulfate, and small quantities of the other geochemical
parameters. This pattern had a reproducibility of 94 percent. The similarity of this pattern with that
at upgradient Well A-16, a 74 percent match, suggests that mine waste leachate has not impacted this
location.

Data from the Old Mill well at this site have been summarized in Figure 6-39. Thereisan obvious
data quality problem with the December, 1994 survey because the ionic sum equals more than 140
percent of the total dissolved solids concentration. However, except for the variability associated
with the small calcium peak, these results define a repetitious pattern in which sulfate is the single
dominant peak. The reproducihbility of this pattern was estimated by regression analysis to be 86
percent.

The geochemical fingerprint at the Old Mill well represents a distinctive shift from the observed
pattern at Well A-16. The sulfate-rich, alkalinity-poor pattern at the Old Mill well isonly a12
percent match for the alkalinity-rich, sulfate-poor pattern at the upgradient well. Although the data
filefor this mine did not contain any information on the raffinate pond or the tailings ponds, these
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results suggest that the ground water has been impacted by mine waste leachate because the
geochemical fingerprint at the Old Mill well is similar to tailings leachate fingerprints at other copper
mines (Figure 6-2, Figure 6-22, and Figure 6-32) and the fact that this pattern represents a
characteristic shift from background conditions upgradient of the site.

Well A-14 isan on-site well located approximately 500 feet east of the raffinate ponds. Normalized
geochemical monitoring results from thiswell define a consistent pattern in which sulfate is the most
abundant ion, calcium is the second most abundant ion, and alkalinity is the third most abundant ion
(Figure 6-40). This pattern had a reproducibility of 85 percent based on the results of 11 surveys
conducted between March, 1993 and December, 1994. The sulfate-rich geochemical fingerprint at
Well A-14 isvery similar to the geochemical fingerprint at the Old Mill well but only has a 22
percent match with the upgradient fingerprint at Well A-16. These results also suggest that ground
water at the site has been impacted by mine waste leachate.

Well Z605 is located approximately 1000 feet from an existing leach basin and close to the southern
boundary of the Zonia Mine (Figure 6-36. The geochemical results from thiswell define a
consistent, repetitive pattern in which sulfate represents approximately 60 percent of the total
dissolved solids concentration (Figure 6-41). The reproducibility of the geochemical fingerprint was
estimated by regression analysis to be 93 percent.

The geochemical fingerprint at Well Z605 isidentical to that observed at the Old Mill well

(Figure 6-39) and Well A-14 (Figure 6-40) but different from the alkalinity-rich, sulfate-poor pattern
observed at upgradient Well A-16 and Well Z601. On the assumption that this pattern isindicative
of copper mine waste leachate (Figure 6-2, Figure 6-22, and Figure 6-32), these results indicate that
fugitive emissions from the Zonia Mine have impacted the ground water. More importantly, this set
of data provides another indication that a mine waste leachate fingerprint can and will maintain its
chemical identity asit migrates away from the source.

The results from one final ground-water monitoring location at the Zonia Mine are summarized in
Figure 6-42. This particular set of datais presented because it illustrates the data quality problems
that were present and the ability of this approach to detect them. An inspection of the results from
Well Z603 indicates that sulfate represented more than 150 percent of the total dissolved solids
concentration in two surveys, that total trace metals represented 50 percent of the total dissolved
solids concentration in the same surveys, and calcium and sulfate each represented 100 percent of the
total dissolved solids concentration in another survey. Since these conditions are not possible
because the sum of the ions must equal the total dissolved solids concentration, the individual
analyses are biased high and/or the total dissolved solids concentrations are biased low. If this
assessment technique were applied as the data were being produced, it would be arelatively smple
matter to identify the source of the error and institute corrective action in order to produce data of
acceptable quality. When the flagged data are omitted, the remaining results at Well Z603 define a
sulfate-rich, alkalinity-poor pattern that is similar to that at the Old Mill well and has a
reproducibility of 94 percent.

6.4.3 Zonia Summary
Despite the limitations due to data quality, the monitoring results from 11 locations at the Zonia
Mine only describe two geochemical fingerprints. The ground water at upgradient Well A-16 hasa

low total dissolved solids concentration and afingerprint pattern that is characterized by ahigh
relative abundance of alkalinity and alow relative abundance of sulfate. The ground water at four

6-58



other wells al'so has alow total dissolved solids concentration and an alkalinity-rich, sulfate-poor
fingerprint that isafair to good match for the upgradient conditions (Table 6-8). However, ground
water from three |ocations near the mine operation (Old Mill well, Instrument Shack well, and Well
A-14) have elevated levels of total dissolved solids and a sulfate-rich, alkalinity-poor fingerprint that
isnot similar to upgradient conditions (Table 6-8). Although monitoring results for the Zonia
raffinate pond or tailings ponds were not recovered during the records search, this geochemical
fingerprint isidentical to the characteristic tailings |eachate fingerprint observed at three other
Arizona copper mines. These results suggest that fugitive mine waste |eachate is responsible for the
altered ground-water composition at these locations.

Ground water at three locations downgradient of the mine (Well 2602, Well 2603, and Well Z605)
has total dissolved solids concentrations above background levels and a consistent alkalinity-poor,
sulfate-rich composition (Table 6-8). Since these conditions are a poor match for the ground water
upgradient of the mine (8 to 24 percent match) but very similar to ground water conditions at the
mine site (Old Mill well, Instrument Shack well, and Well A-14), the geochemical fingerprint
analysis suggests that these areas have al so been impacted by mine waste leachate. 1n addition,
because these monitoring wells are located approximately 1000 feet from the ore processing
facilities, these results provide further evidence that mine waste |eachates maintain their
characteristic geochemical identity as they migrate away from the source.

This case study also demonstrated the ability to identify suspect quality monitoring data with the
geochemical fingerprint analysis technique. The highly variable concentrations in mine tailings
leachates can complicate any attempt to assess data quality using conventional techniques. However,
since the sum of the individual geochemical ions must be less than or equal to the total dissolved
solids concentration, the ratio of concentration to total dissolved solids must be less than 1.0 for each
geochemical parameter and the sum of the normalized values must be within prescribed limits (the
data quality objective used during this project was that the sum of the ions should represent at |east
80 percent but no more than 120 percent of the total dissolved solids concentration). An inspection
of the graphical fingerprints readily identifies data sets that fail to meet these objectives without the
need for extensive replicate analysis of samples or complicated statistical analysis of the results.

6.5 Discussion of Copper Mine Case Studies

Theinitial objective of this project was to identify appropriate monitoring parameters for cyanide
heap leaching facilities. Astheinitial results began to indicate that geochemical parameters could be
used to fingerprint the process solutions and tailings leachates at gold mines, the scope of the project
was expanded to include copper mines. The data used in this study were provided by the Arizona
Department of Environmental Quality.

The monitoring results from the individual mines were compiled to characterize the composition of
tailings leachates at copper mines (Chapter 3). Thisinformation indicated that copper tailings
leachates shared many of the same properties as process solutions and tailings |eachates at heap
leaching facilities. Specifically, (1) the concentrations for each constituent were highly variable and
most were non-normally distributed, (2) the total dissolved solids concentration for tailings leachates
were very high and averaged 10,000 mg/L, (3) a small number of common geochemical ions were
repeatedly present as the most abundant constituentsin the leachates, and (4) at least 15 constituents
are present at concentrations that could potentially degrade water environmental conditionsin the
vicinity of amine.
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Figure 6-39. Geochemical monitoring results at the Old Mill well.
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Figure 6-41. Geochemica monitoring results at Well Z605.
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Figure 6-42. Geochemical monitoring results at Well Z603.
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Table 6-8. Assessment of the ground-water monitoring results from the Zonia Copper Mine.

Geochemical Upgradient
Location Pattern TDS Reproducibility?? Match??
Well A-16 Alk-rich, SO,-poor 300-800 76.3 (15 —
Well z601 Alk-rich, SO,-poor 300-500 940 (21) 742 (7
Well z607 Alk-rich, SO,-poor 200-600 69.8 (15 49.7 (6
Cabin Well Alk-rich, SO,-poor 300-500 798 ( 6) 731 (4
Cuprite Well Alk-rich, SO,-poor 200-300 94.0 (28) 944 ( 8)
Old Mill Well SO,-rich, Alk-poor 2800-3300 85.6 (36) 116 (9
Instrument Shack SO,-rich, Alk-poor 1300-2300 83.9 (55 209 (11)
Well A-14 SO,-rich, Alk-poor 1800-3000 849 (55 221 (11
Well 2602 SO,-rich, Alk-poor 1400-1900 911 (28) 245 (8
Well z603 SO,-rich, Alk-poor 1000-4000 943 (6 85 (49
Well 2605 SO,-rich, Alk-poor 1600-1900 93.1 (28) 127 ( 8)

i Total dissolved solids concentration expressed in mg/L.

Listed value isthe average regression analysis r? value times 100.
Valuein parenthesisis the number of regression analysis performed.



The same graphical fingerprinting technique that was used at ash monofills and heap leaching
facilities was applied to the copper mine data. The concentration for each constituent was divided by
the total dissolved solids concentration of the tailings leachate. This data normalization process
reduced the effect of concentration variability between surveys and provided a rapid method to assess
data quality. The resultant fingerprint patterns were compared visually and statistically using
regression analysis.

The monitoring records for the individual copper mines did not contain results from multiple
locations in arecirculating process solution as was the case with the heap leaching facilities.
However, each mine generally contained several years of monitoring data for their tailings basin.
These data were used to develop geochemical fingerprints for the tailings leachates and to evaluate
their reproducibility over time.

1. The Twin Butte tailings leachate had a sulfate-rich, alkalinity-poor fingerprint. The
reproducibility of this pattern during 14 surveys over 5 years was 97 percent.

2. Leachatein the Phelps-Dodge tailings disposal area had a sulfate-rich, alkalinity-poor
geochemical fingerprint. Based on 10 quarterly surveys at six wellsin the tailings disposal
area, the reproducibility of the Phelps-Dodge fingerprint was 99 percent.

3. Tailings leachate at the Cyprus Sierrita Mine had a sulfate-rich, alkalinity-poor fingerprint.
The reproducibility of this pattern based on sampling results from six locations in the tailings
disposal areawas estimated to be 88 percent.

4. The Zoniafile did not contain any information on the tailings pond composition. However,
ground-water monitoring results from several wells near the mill site produced geochemical
fingerprints that were sulfate-rich and alkalinity-poor and had reproducibilities ranging from 83
to 86 percent. This pattern isvery similar to the tailings leachate fingerprint observed at the
Twin Butte, Phelps-Dodge, and Cyprus Sierrita copper mines.

At each of the copper mines, the geochemical monitoring results defined a consistent and
reproducible pattern for the tailings leachate. However, unlike the heap leaching facilities, the
geochemical fingerprint for copper tailings leachates was nearly identical at all sites. Thiswas
undoubtedly influenced by the fact that each mine uses a sulfuric acid based raffinate to extract
copper from the ore being processed (sulfate is the dominant ion, leachate pH is approximately 2).

The next step in evaluating the composition of copper tailings leachates was to demonstrate that the
identified tailings leachate fingerprints were different from background conditions at each mine.
Since there was no information on make up water used at each of the copper mines, the tailings
leachate fingerprints were compared to geochemical fingerprints for ground water upgradient of the
mine. In each of the case studies, the upgradient ground water was characterized by relatively high
levels of akalinity (40 to 50 percent of the total dissolved solids concentration) and relatively low
levels of sulfate (10 to 20 percent of the total dissolved solids concentration). The geochemical
fingerprint for tailings leachate was visually and statistically distinct from the background fingerprint
at each mine.

The final step in the site assessment was to contrast the tailings leachate fingerprint with the
geochemical fingerprint in ground water downgradient of the tailings disposal areas. In each of the
case studies, two distinctive geochemical fingerprints were present in the ground water downgradient
of thetailings basins. One of the patterns was an akalinity-rich, sulfate-poor fingerprint that was
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identical to conditions upgradient of the tailings basin. The similarity of these fingerprint indicates
that mining activities have not had an impact on the ground water in these areas. However, the
second pattern identified at downgradient monitoring locations was a sulfate-rich, alkalinity-poor
fingerprint that was very similar to the tailings leachate fingerprint (85 to 99 percent match). These
results clearly identify areas that have been impacted by fugitive tailings leachate.

The evaluation of monitoring records from the Arizona copper mines demonstrated that tailings
leachates have a characteristic ionic fingerprint and this distinctive geochemical signature will retain
its identity as the leachate migrates through the subsurface environment. Both of these properties of
mine waste |eachates were also observed at the Nevada heap leaching sites.

Although the primary objective of the data collection phase of the project was to obtain field
monitoring results that could be used to characterize mine waste leachates and environmental
conditions in the vicinity of mining operations, the individual site files were also reviewed for
additional information on the composition or behavior of mine waste leachates. One very beneficial
study recovered during the course of this project was alaboratory column study performed on behalf
of the Twin Butte Mine. This particular study was initially performed to determine the attenuation
coefficients of individual tailings leachate constituents. However, because complete sample analyses
were performed, it was possible to use this study to evaluate the behavior of the tailings leachate
fingerprint under controlled laboratory conditions.

The solution applied to the laboratory soil columns had a geochemical fingerprint that was identical
to the Twin Butte tailings leachate. The initial eluant samples collected from the soil columns had
geochemical fingerprints that produced a 90 percent match with the original leachate fingerprint.
Subsequent eluant samples collected from the soil columns had a 95 to 99 percent match with the
tailings leachate fingerprint. The results of this study demonstrate that the geochemical fingerprint
will remain intact as tailings leachates migrate through a soil column. As a consequence, the
geochemical fingerprint functions as an internal tracer that can be used to detect and identify tailings
leachate at some distance from the source. This characteristic verifies the identification of tailings
fingerprints at monitoring locations downgradient of each copper mine.

The Twin Butte column study was also useful for assessing the relative mobility of tailings leachate
constituents. As discussed above and shown in Figure 6-43, the geochemical fingerprint transited the
soil column immediately and with minimal distortion. However, the trace metals, that collectively
represented 11.9 percent of the total dissolved solids concentration of the leachate applied to the
column, were not present in the collected eluant samples. While it would have been interesting and
informative if the column study had been run for alonger period of time, the results demonstrate that
the trace metals in leachate will migrate more slowly than the individual geochemical parameters and
the geochemical fingerprint.

The Twin Butte site monitoring data provided corroboration of the slower mohility of trace metalsin
tailings leachate. Specifically, the monitoring results for Well M-2 (Figure 6-16), Well 1225 (Figure
6-16), and Well M-7 (Figure 6-17) graphically depict tailings |eachate migrating past these station.

In each example, the ground water composition under went a systematic change from an akalinity-
rich, sulfate-poor fingerprint to a sulfate-rich, alkalinity-poor fingerprint that resembled the tailings
leachate fingerprint. Even though trace metals represent more than five percent of the total dissolved
solids concentration in leachate, trace metal increases were not detected at the monitoring stations
before, during, or after the detection of the tailings leachate geochemical fingerprint. The
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significance of this observation is that monitoring for trace metals would not provide an early
warning or detection of mine waste |leachate migration because of their slower rate of movement.
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Figure 6-43. Comparative mobility of the geochemical fingerprint and trace metalsin copper
tailings leachate.

6.6 Arizona Copper Mines Summary

Site monitoring records from 4 copper mining operations in the State of Arizona were compiled to
characterize tailings leachates. A review of thisinformation showed that copper tailings leachates
shared many of the compositional characteristic of process solutions and tailings |eachates at heap
leaching facilities. These specific propertiesincluded (1) the concentrations for individual
constituents were highly variable, (2) the small subset of geochemical parameters were the most
abundant constituents and represented more than 90 percent of the total dissolved solids, and (3) the
geochemical parameters defined a multiple-ion chemical signature that uniquely fingerprinted the
tailings leachate composition.

The case studies that were summarized demonstrated that the copper tailings leachate fingerprints
displayed the following attributes:

1. The geochemical fingerprint at each mine was reproducible. Based on 2 to 5 years of
monitoring results, the leachate at each mine had a consistent sulfate-rich, alkalinity-poor
pattern. The reproducibility of the geochemical fingerprint ranged from 88 to 97 percent.

2. Thetailings leachate fingerprint could be distinguished, both visually and by regression
analysis, from the fingerprint of ground water upgradient of the tailings disposal area.

3. Thefingerprint retained its chemical identity when |eachate migrated away from the tailings
disposal area. Thus, the geochemical fingerprint acts as an internal tracer to identify the
leachate and areas impacted by the leachate.
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4. Laboratory and field studies at the Twin Butte Mine showed that the individual geochemical
parameters and the geochemical fingerprint will migrate faster than the trace metals that are
present in tailings leachate.

These results suggest that the geochemical parameters, calcium, magnesium, sodium, potassium,
alkalinity, chloride, nitrate, sulfate, and total dissolved solids, can be used as effective parameters to
characterize copper tailings leachates at their source and monitor their migration in the environment.
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Section 7

Development of a Ground-Water
Monitoring Strategy for Mining Facilities

7.1 Background

The Resource Conservation and Recovery Act (RCRA) was enacted in 1976 to identify
characteristics of hazardous wastes, list specific hazardous wastes subject to regulation, and to
develop operational standards for owners and operators of hazardous waste treatment, storage, and
disposal facilities (U.S. EPA, 1990). During the development of regulations to implement the RCRA
legislation, the concept of "special wastes' was introduced. These wastes, which included mining
wastes, were provisionally exempted from the RCRA Subtitle C regquirements because they were
generated in large volume, they were considered to pose alow risk to human health and the
environment, and they were not generally amenable to management practices proposed for other
types of hazardous waste. This administrative exemption was formalized with the inclusion of the
Bevill Amendment as part of the 1980 reauthorization of RCRA which temporarily exempted mining
and mineral processing wastes, along with several other types of wastes, from potential regulation as
hazardous wastes (U.S. EPA, 1990).

The original interpretation of the Bevill Amendment to include all mining wastes as "special wastes'
was challenged in court in 1985 (U.S. EPA, 1990). Asaresult of this action, the Environmental
Protection Agency developed a more stringent interpretation of the Bevill Amendment. Based on
this revised assessment, 20 specific waste streams identified in a study of the mining industry
retained their Bevill Amendment exclusion while all remaining waste streams in the mineral
processing industry were removed from the exclusion list on September 1, 1989.

7.2 Need for Monitoring

The decision to end the Bevill Amendment exemption for most mining wastes was based on the fact
that they may pose unreasonable risk to the environment if they are not properly managed (U.S. EPA,
1987). Although there are no national requirements to monitor ground-water conditionsin the
vicinity of mining sites at the present time, there are four important factors that establish the need for
an effective monitoring program. These factors are (1) the large number of mining sites, (2) the
potential size of these sites, (3) the large volume of waste material produced, and (4) the number of
constituents in mine waste |eachates that could have a potential adverse impact on environmental
conditions.

Number of Mining Stes

The total number of mining sites, both active and inactive, in the United States has been estimated to
be as high as 82,000 (Office of Technology Assessment, 1984). By comparison, there were
originally 2000 hazardous waste disposal sitesin the RCRA Subtitle C Program and 15,000
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municipal landfillsin the RCRA Subtitle D Program. EPA Region VI has estimated that 800 to
1500 mining sites may have to be investigated to evaluate the risks to public health and the
environment (EPA, 1987). In addition, more than 50 mining sites have already been included on the
Superfund National PrioritiesList. The 22 members of the Western Governor's Association have
listed mining as a top environmental issue.

Sze of Mining Sites

The size of mining operations are highly variable. Many of the smaller abandoned and inactive sites
may only cover afew acres. However, the larger sites cover thousands of acres and the plume of
contaminated ground water downgradient of some leaking tailings basins have been reported to
extend for more than ten miles. The largest of three tailings ponds at the Twin Butte Site covered
approximately 1300 acres (2 square miles). One of the largest sites on the Superfund National
Priorities Site List is the Bunker Hill mining sitein Northern Idaho that covers 21 square miles (U.S.
EPA, 1994).

Volume of Waste Material

Thetotal quantity of cumulative mine waste in the country has been estimated at 50 billion tons
(Zilka, 1992). Currently, 1.5 billion tons of ore are processed annually by the mining industry (EPA,
1985). Only asmall percentage of the processed ore is recovered as an economic product while the
largest percentage of the mined ore is discarded in waste piles and tailings basins. The cyanide heap
leaching processis being used to recover aslittle as 0.02 ounces of gold and silver per ton of ore
(Miller, et. al., 1996). For these facilities, essentially all of the mined oreis eventually discarded in
waste piles or tailings basins. It has been reported that 300 mining operations produced 1.3 billion
tons of waste in 1985 while, in comparison, 275 million tons of waste were disposed in 3000
regulated RCRA Subtitle C facilities (EPA, 1985; Sydow, et. al., 1988). (This comparison is not
meant to imply that mining waste is equivalent to hazardous waste but simply to illustrate the volume
of mining waste being generated.)

Constituents of Concern

With the exception of cyanide at the heap leaching facilities, the constituents of mine waste leachates
are all naturally occurring substances (alkali metals, alkaline earth metals, common anions, and trace
metals). The composite monitoring results discussed in Chapter 3 indicate that as many as 25
individual mine waste leachate constituents may be present at concentrations above screening criteria
levels that indicate potential harm to human or environmental health.

The extent of mining activities in the United States identifies this industry as a topic of national
concern and establishes a need for uniform and effective site monitoring. However, there are several
readily identifiable problems and limitations that will be encountered if existing RCRA monitoring
regquirements are used at mining sites. These issues include the following:

1. Performance of Detection Monitoring Parameters. The original RCRA Subtitle C Detection
Monitoring parameters were pH, specific conductance, total organic carbon (TOC), and total
organic halogen (TOX). An evauation of the performance of these parameters at hazardous
waste disposal sites indicated that their effectiveness was poor (Plumb and Fitzsimmons, 1984,
Plumb, 1987; Plumb, 1989) and there is no indication that they would be any better at mining
sites. Specific conductance could be useful as a measure of total dissolved solids but it would
be limited somewhat by the fact that it is not specific to mining wastes. Also, pH could be a
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potentially useful monitoring parameter. However, since the Twin Butte column study results
and the Twin Butte field monitoring results demonstrate that pH is rapidly neutralized, pH
would not provide for early detection of process solution and tailings leachate migration.
Finally, TOC and TOX are not generally appropriate for mining sites because organic
contaminants have not been identified as constituents of concern.

2. Volatile Organic Compound Monitoring. The final RCRA Subtitle D monitoring requirements
specifies the use of VOC scans to detect the most abundant class of organic contaminants at
municipal landfills (EPA, 1991). Although volatile scans perform much better than the
original RCRA organic indicators (Plumb, 1987), they would not be useful at mining sites
because volatile organic compounds are not predominant constituents of mine waste leachates.

3. Extensive Organic Analysis Requirements. Both the RCRA Subtitle C (EPA, 1984) and
RCRA Subtitle D (EPA, 1991) programs require extensive organic analysis of ground-water
samples at hazardous waste disposal sites and municipal landfills, respectively. However,
extensive organic analysis would not be appropriate for mining site monitoring programs since
these contaminants are essentially absent from mine waste |eachates.

4. Absence of Geochemical Monitoring Requirement. The RCRA Subtitle C (EPA, 1984) and
RCRA Subtitle D (EPA, 1991) programs do not specify any monitoring for the common
geochemical parameters. Therefore, any attempt to use established RCRA monitoring
requirements would miss the most abundant constituents in mine waste leachate.

Based on an improved understanding of the composition and behavior of mine waste leachates
developed in Chapter 5 (Nevada Heap L eaching Facilities) and Chapter 6 (Arizona Copper Mines),
the purpose of this Chapter isto identify a set of appropriate monitoring parameters for mining sites
that will overcome the problems and limitations listed above and to integrate the selected monitoring
parameters into an effective monitoring strategy for these sites.

7.3 Monitoring Parameter Criteria

The established RCRA programs at hazardous waste disposal sites (RCRA Subtitle C) and municipal
landfills (RCRA Subtitle D) use a multi-phase approach to monitoring. The first phase of this
strategy relies on asmall number of parameters to verify that the waste containment mechanism at
the siteis functioning properly. Thisrelatively low level of monitoring is continued until aleakage
event is detected. At that time, the second phase of the monitoring strategy is triggered and the
monitoring requirements are expanded to more fully identify and characterize contaminants that are
associated with the leakage event. Thistiered approach to site monitoring was chosen as the model
for the monitoring strategy to be developed for mining sites.

The most critical element of the two tiered monitoring strategy is the set of monitoring parameters
selected to detect leakage in the first phase of the strategy and trigger expanded analysisin the
second phase of the strategy. Two sets of desirable characteristics for detection monitoring
parameters were used to evaluate the potential utility and effectiveness of the geochemical
fingerprint as detection monitoring parameters for mining sites. The first set of characteristics for
evaluating potential ground-water indicatorsincludes 9 functional criterialisted in Table 7-1 (Miller,
1987). This set of characteristics relates to the suitability of the parameters for a particular purpose.
The second set identifies the technical factors that must be considered when selecting a tracer
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(indicator parameter) for potential use (Plumb and Nacht, 1984). This set of criteriagenerally
defines how well a detection monitoring parameter will perform.

Table 7-1. Functional criteriafor evaluating the performance of detection monitoring
parameters.*

1. Conceptual Accuracy. How directly does the indicator measure changes in the conditions
being monitored?

2. Level of Environmental Data. Isthe Indicator a measure of government action, source
action, or ambient changes?

3. Availability of Data. Doestheindicator require generation of new data or utilization of
existing data? Will the cost be high or low?

4. Sampling Accuracy. Istheindicator arepresentative and unbiased estimate of the condition
being monitored?

5. Measurement Accuracy. Istheindicator measurable with existing, validated methods?

6. Overall Consistency. Can measurements from different location be aggregated and fairly
compared?

7. TimePeriod over which Changes are Reflected. Doesthe indicator provide a measure of
short term, medium term, or long term changes?

8. Volume of Data Required. How much datawill be required to use the indicator in a
decision-making process?

9. Existence of Baseline. Do baseline data already exist for comparison to new monitoring
results?

* After Miller (1987).

The following provides a brief comparison of the properties of mine waste leachate fingerprints with
the functional criteriafor indicator parameterslisted in Table 7-1.

1. Conceptual Accuracy. Theindividual constituents of mine waste leachates are all naturally
occurring and not uniquely characteristic of the leachates. However, based on 22 case studies
at heap leaching facilities and 4 case studies at copper mines, the multi-ion geochemical
fingerprint is acharacteristic property and a direct indicator of these leachates.

2. Level of Environmental Data. The geochemical fingerprint is a measure of ambient changes.
It indicates the presence or absence of the mine waste leachate.

3. Availability of Data. Aswas shown in the case studies at the Nevada and Arizonafacilities,
thisindicator can work with existing data. 1t may require using new techniques to evaluate and
summarize the data (multi-ion graphical techniques rather than simple tabulations of chemical
concentration data), but the results uniquely describe the composition and presence of mine
waste leachates. The graphical summaries and regression analysis of the resulting fingerprint
patterns can be performed with commercially available spreadsheet software. The cost of
analysisto generate the data for fingerprinting the leachates and the cost of the software are
low.

4. Sampling Accuracy. The geochemical fingerprint was a unique property of the mine waste
leachates at each of the 26 case studies. The exact shape of the fingerprint pattern varied from
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mine to mine but the same set of geochemical parameters was useful for characterizing the
mine waste leachate and differentiating it from background conditions at each mine.

5. Measurement Accuracy. The fingerprint pattern itself is not directly measurable. However,
the individual geochemical parameters that define the fingerprint are the most abundant ionsin
the leachates and are present at concentrations ranging from 10'sto 1000's of mg/L. These
concentrations are readily measurable with standard analytical techniques such as atomic
absorption flame spectrophotometry, inductively coupled plasma arc, and anion
chromatography.

6. Overadl Consistency. The overall reproducibility of the geochemical fingerprint at each of the
26 case studies was generally greater than 90 percent. Even though the concentrations for each
geochemical parameter varied by more than an order of magnitude, the reproducibility of a
fingerprint pattern at a single location over time, or at several locations at an individual mine,
was in the range of 90 to 99 percent. [The geochemical fingerprint varied from facility to
facility but it was consistent at each individual mine.]

7. Time Periods over which Changes are Reflected. The geochemical fingerprint characterizes
mine waste |eachates at the source and was constant over time. Monitoring for the fingerprint
provides a method to detect short term changes in the ground water in the vicinity of the
mining operation when fugitive leachates migrate from the source. At approximately one-half
of the heap leaching sites and all of the copper mining facilities, ageochemical fingerprint that
was visually and statistically identical to the mine leachate fingerprint was identified in the
ground water downgradient of the facility.

8. Volume of Data Required. Single complete sets of geochemical analyses are needed for each
of the locations to be compared (i.e., upgradient of the site, site tailings basin, downgradient of
the site). The conventional approach of requiring extensive replicate analysesto statistically
analyze the results is not necessary with this approach.

9. Existence of Baseline. A formal baseline probably does not exist because environmental
monitoring data has seldom been summarized in this manner. However, historical records can
be used to construct baseline data summaries. Asillustrated in the Twin Butte case study
(Chapter 5.1), monitoring records from 25 years ago were used to characterize baseline
conditions upgradient of the tailings disposal area and identify the time at which fugitive
leachate impacted ground-water conditions downgradient of the tailings disposal area.

The potential use of the geochemical fingerprint as a detection monitoring parameter fulfills each of
the functional criterialisted in Table 7-1. However, if there is alimitation on the geochemical
fingerprint, it isthat all of the major individual geochemical parameters must be reported in order to
construct the fingerprint. This condition is more than offset by the fact that the geochemical
fingerprint is an unequivocal identifier of the mine waste leachate and does not require extensive
replicate analysis to evaluate or use the monitoring results. [It is possible that some of the less
abundant geochemical ions, such as fluoride, nitrate, and potassium, could be deleted without
significantly altering the fingerprint pattern for aleachate. While this would reduce the number of
parameters needed to construct the fingerprint patterns, it would also reduce the amount of
information available to perform internal checks on the quality of the data (i.e., mass balances and
charge balances)].
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The second set of performance criteria (Table 7-2) identified several technical factors that should be
considered in selecting detection monitoring parameters (Plumb and Nacht, 1984). The following
summarizes the performance of the geochemical fingerprint with respect to these criteria.

1. Should be naturally absent. Essentialy al of the constituents of process solutions and mine

waste leachates fail this criterion because they are naturally occurring. However, the
geochemical composition of the leachates were repeatedly demonstrated in the case studies to
be ditinctively different from mine make up water or ground water upgradient of the site.
Since the fingerprint is absent from background water and consistently present in mine waste
leachates, the geochemical fingerprint functions as an internal tracer and provides areliable
mechanism to differentiate these sources at a mine site.

Table7-2. Technical factorsto consider in selecting atracer (indicator parameter) for
ground-water monitoring.*

1. Should be naturally absent from the system being monitored.

Thiswill facilitate detection of the indicator and identification of the source.
2. Should be related to the conditions of concern.

A. Mechanicaly (cause and effect)

B. Mathematically

The more closely the indicator parameter can be related to the source, the more
effective the resultant monitoring strategy.

3. Environmental behavior of tracer should be similar to the specific contaminants or
conditions being monitored.

A. Natural cycles should be the same.
B. Tracer should be chemically conservative.

C. Travel velocity of the tracer should be the same as the contaminants being
monitored.

4. Analytica performance characteristics should be known.

A. Methods should be sensitive enough to detect changes in the constituent of
interest.

B. Methods should have suitable precision and accuracy.

C. Tracer method should be less expensive than direct measurement of the
condition or constituent of interest.

* After Plumb and Nacht (1984)

Should be related to conditions being monitored. The case studies demonstrated that the
process solution and tailings leachates at each mine had a geochemical composition that was
constant and reproducible over time and space. Although thereis no a priori reason for this
result, each of the case studies pragmatically demonstrate that the geochemical fingerprint isa
characteristic property that is directly related to the composition of process solutions and
tailings leachates at each mine.

3. Environmental Behavior of the tracer should be similar to the condition being monitored.
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a. Natural Cycles. The datafiles from the Nevada gold mines and Arizona copper mines each
contained 1 to 5 years of quarterly monitoring data. The evaluation of these data sets
indicated that the geochemical fingerprint for the mine waste |eachates was constant over
the period of record at each mine. Thisindicates that temporal cycles are not amajor issue.

b. Chemically conservative. The geochemical fingerprint for the process solutions and tailings
leachates at each mine were constant over time. In addition, the laboratory column study at
the Twin Butte Mine and assessment of field monitoring results at all sites demonstrated
that the geochemical fingerprint maintained its distinctive chemical identity as the leachate
migrated away from the source. Furthermore, the evaluation of monitoring results at the
Phelps-Dodge facility suggests that the tailings |eachate fingerprint can still be identified
after a200:1 dilution in anearby river. Collectively, these observations indicate that the
geochemical fingerprints behave in a conservative manner.

c. Travel velocity. The Twin Butte column study demonstrated that the geochemical
parameters that define aleachate fingerprint have smaller attenuation coefficients than trace
metals present in the solution. Asaresult, the geochemical parameters migrate faster than
the trace metals. In addition, the column study also demonstrated that the geochemical
fingerprint for tailings leachate migrated faster than the trace metal components of the
leachate. Although there was a small distortion of the fingerprint due to an acid-base
reaction, and a secondary affect on alkalinity, the geochemical fingerprint of the tailings
leachate was still recognizable in the initial column effluent (90 percent match). By
comparison, the trace metal constituents moved more slowly through the column and their
abundance was greatly distorted (25 percent match). These results were verified with field
data showing the geochemical fingerprint of leachate was identifiable at several monitoring
wells even though no trace metal changes were observed. These conditions were also
observed at monitoring wells in the vicinity of the Nevada gold mines. Since the
geochemical fingerprint travels faster than the trace metals, monitoring for the geochemical
parameters should result in early detection of |eachate migration.

4. Analytica performance characteristics.

a. Senditivity of Method. As stated during the discussion of the Functional Criterion for
measurement accuracy (Table 7-1, item 5), there is no direct method for aine leachate
geochemical fingerprint. However, there are individual methods for each of the
geochemical parameters that define the fingerprint. These methods (AA or ICP for akali
metals and alkaline earths, and ion chromatography for the common anions), which have
been evaluated for 10 years or more (APHA, 1989), have sensitivities on the order of 0.01
to 0.1 mg/L. Since the major constituents of mine waste leachates are present at
concentrations 2 to 5 orders of magnitude above these levels (Chapter 3), method sensitivity
should not be an implementation issue.

b. Method Precision and Accuracy. There are two separate elements to consider when
addressing the topic of precision and accuracy for the mine waste leachate fingerprints.
Onetopic isthe precision and accuracy of the analytical method and the second topic is the
precision and accuracy of the fingerprint itself.

I.  Analytical Methods. Thereis no specific method for mine waste leachate fingerprints.
However, there are well established and evaluated methods for each of the geochemical
constituents that define the fingerprints (APHA, 1989; EPA, 1979). The actual
precision and accuracy that is achieved will be influenced by the method used, the
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concentration of the constituent, and any interferences that may be present. Based on
the performance data that have been summarized in Table 7-3, the accuracy of these
methods is in the range of 95 to 103 percent and the precision isin the range of 1 to 10
percent. Furthermore, based on the estimated sensitivities for each method and the high
concentrations generally reported for each geochemical constituent in mine waste
leachates, detection should not be a problem and sample dilution prior to anaysis will
be necessary. Existing methods should provide reliable measurements for each of the
geochemical constituents.

Il. Geochemical Fingerprint. The assessment of monitoring results from 22 gold mines
and 4 copper mines demonstrated the geochemical fingerprints of mine waste leachates
to have areproducibility that was generally greater than 90 percent. The reproducibility
of geochemical fingerprints for background ground water and mine make up water was
aso demonstrated to generally be in the range of 95 to 99 percent. These values can
probably be improved dslightly by atimely review of monitoring results to detect and
correct data quality problems.

Table7-3. Performance characteristics of methods for geochemical constituentsin
mine waste leachates.

Concentration Precision Accuracy  Detection Limit
Constituent (mg/L) (%) (%) (mg/L)
Calcium 36 16 99 0.01
Magnesium 8.2 24 100 0.001
Sodium 6.3 79 102 0.002
Potassium 52 15 100 0.01
Alkalinity 119 54
Chloride 455 10.1 103 0.1
Fluoride 0.85 35 99
Nitrate 15.1 0.2 98 0.1
Sulfate 43.7 5.7 99 0.1
Total Solids 1069 10 95

c. Cost of Methods. Since the individual geochemical parameters are currently being reported
at many mining sites such as those in Nevada and Arizona, the use of geochemical
parameters as primary detection monitoring parameters will not impact these costs.
However, the use of geochemical parameters as Detection Monitoring parameters could
lower monitoring costs in two ways. First, by monitoring for the more mobile constituents
of mine waste leachate in the detection monitoring phase rather than slower less
characteristic constituents, initial monitoring for trace metals can be reduced which would
reduce costs. Second, since two internal checks on data quality can be applied to the
geochemical data (mass balance and charge balance), additional savings may be realized by
reducing the use of conventional data quality control procedures without sacrificing the
reliability or quality of the data being produced.



The characteristics and behavior of geochemical fingerprints compare favorably with the technical
factors considered important for tracers and indicator parameters. The fingerprint is a characteristic
property that differentiates mine waste |eachates from background ground water or mine make up
water. In addition, the fingerprint functions as an internal tracer that maintains it unique chemical
composition as mine leachate migrates through the environment. Finally, analytical methods are
available to reliably measure each of the geochemical constituents at concentrations that would be
anticipated in mine waste leachates. This assessment suggests that the geochemical fingerprint can
fulfill the critical need and function as an effective detection monitoring parameter at mining sites.

7.4 Proposed Monitoring Strategy

The model for this proposed monitoring strategy at mining sites is the two-tiered monitoring strategy
developed by the Environmental Protection Agency for hazardous waste disposal sites and municipal
landfills (EPA, 1980; EPA, 1991). The monitoring performed in each phase of this strategy hasa
specific objective and the monitoring parameters must be selected to achieve these objectives. In the
first phase, the primary objective is not to detect water quality (environmental) problems but rather to
verify that the waste containment mechanism at a site is working properly and to detect spill events
or leakage events when they occur. Therefore, the most appropriate parameters for this phase are
those waste constituents with the highest mobility that uniquely characterize the waste. 1n the second
phase, the objective is to determine whether the fugitive waste detected in the first phase is causing
any environmental degradation. Monitoring requirementsin this phase are expanded to include all
constituents of concern that may be present in the waste.

A review of monitoring records from mining operations in Nevada and Arizonaidentified several
characteristics of mine waste leachates. These propertiesincluded the following:

1. Each constituent had a highly variable concentration.

2. A small subset of geochemical parameters always represented 90 to 95 percent of the total
dissolved solids concentration of mine waste leachate.

3. When monitoring results were normalized to the total dissolved solids concentration, the
process solution and tailings leachate at each mine had a consistent geochemical fingerprint
with areproducibility generally greater than 90 percent.

4. The geochemical signature remained intact as mine waste leachate migrated through the
environment.

5. Thetrace metal components of mine waste leachate did not define a characteristic,
reproducible pattern.

6. Each of the geochemical parameters that defined the mine waste leachate fingerprint had an
attenuation coefficient that was approximately two orders of magnitude lower than each of the
trace metals. Consequently, the geochemical parameters and the mine waste leachate
fingerprint migrated faster the trace metalsin the leachates.

These characteristics provide the technical basis for selecting monitoring parameters and establishing
amultiple-phased monitoring strategy for mining sites that is similar to that used at RCRA hazardous
waste disposal sites and municipal landfills.
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Based on the evaluation of the composition and properties of mine waste leachates in Nevada and
Arizona, and the corroboration of leaching studies with incinerated municipal waste ash, the
following multiple-phased monitoring program can be suggested for mining sites.

1

7-10

Phase 1. Source Characterization

The objective of this phase is to characterize the process solutions and tailings solutions at a
facility. Samples collected in this phase should be analyzed for the geochemical constituents
(akalinity, calcium, chloride, fluoride, magnesium, nitrate, potassium, sodium, sulfate, and
total dissolved solids), pH, trace metals, and other constituents of importance (i.e., cyanide at
heap leaching facilities). The geochemical results are used to develop the characteristic
fingerprint for the mine waste leachate at the site and the trace metal dataidentify constituents
that should be used in the Assessment Monitoring phase of the strategy if and when it becomes
necessary.

Phase 2. Detection Monitoring

The objective of this phase isto provide an early warning of fugitive mine waste |eachate that
may be migrating away from the source. Samples from monitoring locations around the site
should be analyzed for the most mobile constituents characteristic of the waste. Based on
results presented throughout this report, these samples should be analyzed for alkalinity,
calcium, chloride, fluoride, magnesium, nitrate, potassium, sodium, sulfate, and total dissolved
solids. The use of geochemical parametersin this phase will directly target constituents that
represent approximately 95 percent of the total dissolved solidsin mine waste leachates, target
the most mobile class of mine waste leachate constituents, and provide the necessary
information to develop a geochemical fingerprint to uniquely identify and detect the leachate.
The same set of parameters can also be used to fingerprint ground water in the vicinity of the
mine.

a. If the ground-water fingerprint downgradient of the mining site matches the background
fingerprint, process solution or tailings leachate are not migrating from the source and the
site remains in the Detection Monitoring phase.

b. If the ground-water fingerprint downgradient of the mining site no longer resembles the
background fingerprint and begins to resemble the characteristic geochemical fingerprint of
the mine waste leachate, the results indicate that fugitive process solution or tailings
leachate from the facility has been detected. Since the more abundant and mobile
components of the leachate have been detected, the third phase of the strategy is triggered to
identify and evaluate other leachate constituents that may be present.

Phase 3. Assessment Monitoring

The objective of this phase of the program is to determine whether the less abundant and less
mobil e constituents associate with the detected mine waste |eachate are adversely impacting
environmental quality. Samples from this phase of the program should be analyzed for trace
metals and other constituents of concern.

a. If trace metal analyses are included in the Source Characterization phase of the program, the
expanded analyses could be limited to only those parameters that represent a potential water
quality problem.



b. If trace metal analyses are not conducted in the Source Characterization phase, complete
trace metal scans should be performed on the collected samples.

4. Phase4. Corrective Action.

The objective of this phase is to establish a course of action that will address the problems
detected in phase 2 and more fully characterized in phase 3.

7.5. Implementation of Proposed Monitoring Strategy

The previous Section outlined a philosophical approach for mining sites based on the characteristic
geochemical fingerprint pattern identified in mine waste leachates. The purpose of this Section isto
provide more detailed guidance and suggestions for implementing the proposed monitoring strategy.

Thetopics that will be addressed for each phase of the proposed strategy are summarized in
Table 7-4.

Table 7-4. Conceptual outline of a multiple-phase monitoring strategy for mining sites.

Phasel. Source Characterization
A. Sample process solution and tailings leachates quarterly during the first year of operation.

B. Analyze samplesfor geochemical parameters, total dissolved solids, trace metals, and
other constituents of concern.

Perform quality assurance review of data.
Prepare source geochemical fingerprint.
| dentify Assessment Monitoring parameters.

. Reduce sampling frequency in second and subsequent years.
Phasell. Detection Monitoring

A. Install monitoring wells.
B. Collect quarterly ground-water samples.

C. Analyze samplesfor geochemical parameters. During the first year, other parameters
should be included to establish background conditions.

D. Perform quality assurance review of data.

E. Prepare geochemical fingerprint and compare to background fingerprint and source
fingerprint.

mmOOoO

1. If the ground-water fingerprint matches the upgradient fingerprint, continue
Detection Monitoring.

2. If the ground-water fingerprint matches the source fingerprint, initiate Assessment
Monitoring.

Phaselll. Assessment Monitoring
A. Resample monitoring wells.
B. Analyze samplesfor geochemical parameters plus parameters of concern (1.E.).
C. Perform quality assurance review of data.

D. ldentify extent of areaimpacted and contaminants of concern.
PhaselV. Corrective Action

Develop plan to correct and remediate problem.
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7.5.1 Phase|. Source Characterization

The monitoring performed in this phase of the strategy has two objectives. Thefirst objectiveisto
develop the characteristic fingerprint pattern for the facility being monitored. Thisis accomplished
by analyzing the collected samples for the geochemical parameters needed to define the fingerprints.
The second abjective is to identify mine waste leachate constituents that should be included in the
Assessment Monitoring phase because they may cause environmental degradation. Thisis
accomplished by analyzing source characterization samples for trace metals and other constituents of
concern in process solutions and tailings leachates.

7.5.1.A Source Characterization Sampling

Collect samples from the process solutions and tailings |eachates quarterly for the first year of
operation. The techniques for collecting environmental samples that are to be analyzed for inorganic
constituents and cyanide are well-established and presented el sewhere (APHA, 1989, EPA, 1986,
EPA, 1979). Quarterly monitoring results should provide a baseline to assess possible temporal
trends at afacility although this was not observed to be an issue in the case studies.

7.5.1.B Source Sample Analysis

The samples collected in this phase should be subjected to rather complete analysis asis being done
in Nevada and Arizona. The samples should be analyzed for geochemical constituents, trace metals,
total dissolved solids, pH, and other constituents of concern such as cyanide at heap leaching
facilities. The geochemical analysis to be performed include cal cium, magnesium, sodium,
potassium, akalinity, chloride, fluoride, nitrate, and sulfate. [It may be possible to delete some of the
less abundant geochemical constituents such as fluoride, nitrate, and potassium as experienceis
gained with the approach.] Also, it isimportant that an independent estimate of the total dissolved
solids concentration (either a direct measurement of total dissolved solids or a measurement of
conductivity) be obtained in this phase. Thelist of trace metal analyses may be influenced somewhat
by the technology that is available. If Inductively Coupled Plasma Arc instruments are available, a
complete spectrum of 20 to 25 metals can be obtained from a single sample. If individual atomic
absorption analyses are to be performed, a shorter list may be more practical. Other analyses that
should be performed on these samples include pH and cyanide (heap leaching facilities).

7.5.1.C Conduct Initial Review of Data

It isimportant that the data be reviewed for acceptability as soon asthey are received from the
laboratory. Since the geochemical ions represent 90 to 95 percent of the total dissolved solids
concentration of mine waste leachates, there are two simple, rapid, and effective checks that can be
performed on the quality of the data without incurring extra expense.

7.5.1.C.i MassBaance

Calculate the sum of the individual geochemical ion concentrations and compare the result to the
total dissolved solids concentration. The calculated sum of the individual ions should be within
limits specified in the Quality Assurance Project Plan for the monitoring program [an acceptable
range of 80 to 120 percent was used in this study].

[CAUTION: Most laboratories report akalinity in units of mg CaCO,/L. Prior to performing the
mass balance, alkalinity should be converted to units of mg HCO;/L (i.e., multiply reported
alkalinity by a conversion factor of 0.61)].
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7.5.1.C.ii Charge Balance

A second quality assurance check that can be applied because the geochemical ions represent the
major portion of the total dissolved solids concentration of mine waste leachate is a charge balance.
For this check, the sum of the cations, expressed in meg/L, should equal the sum of the anions, also
expressed in meg/L. For this calculation, the reported analytical results for each of the geochemical
ions must be divided by the equivalent weight (formulaweight divided by valence) of that ion. The
sum of the positively charged geochemical cations should equal the sum of the negatively charged
geochemical anions (within limits specified in the Quality Assurance Project Plan for the monitoring
program) because all solutions must be electrically neutral. [Trace metals and other constituents
such as cyanide can usually be excluded from these cal culations because they represent such a small
portion of the total dissolved solids concentration and they are generally present in a particulate or
complexed state that does not contribute to the total dissolved solids concentration of the sample]

7.5.1.C.iii Data Assessment

If the source characterization data satisfy the two quality assessment checks (a mass balance of 80 to
120 percent and a charge balance of -20 to +20 percent were used in this project), the data can be
used asintended. However, if either of the checksin 7.5.1.C.i or 7.5.1.C.ii are not satisfied, there
are problems with the data set. When this happens, the data set should be reviewed to identify
possible transcription or clerical errors. If this process does not identify any errors, the samples can
be reanalyzed since the holding time for all geochemical parameters, except alkalinity, ison the order
of several months. If necessary, another set of samples can be collected for analysis.

7.5.1.D Prepare Geochemical Fingerprint

The geochemical data collected in this phase are used to construct or define the fingerprint for the
mine waste leachate. The concentration for each geochemical parameter is normalized to the total
dissolved solids concentration of the leachate (i.e., individual concentrations are divided by the total
dissolved solids concentration). Plot the results as a bar chart or histogram to identify the
geochemical fingerprint. It isimportant that the ions be plotted in the same order so that fingerprint
patterns from different sampling times or different sampling locations can be compared. The results
from separate surveys can be compared using regression analysis (available in most commercialy
available spreadsheet software programs) to develop a quantitative estimate of the reproducibility of
the fingerprint.

7.5.1.E Identification of Contaminants of Concern

The monitoring results obtained in Step 7.5.1.B can be compared to the screening criteria
summarized in Table 3.2 or other appropriate and relevant environmental criteriato identify
contaminants of concern. Mine waste leachate constituents that are present at concentrations above
the criteria represent a potential environmental problem and should be included in the Assessment
Monitoring phase of the program.

7.5.1.F Reduction of Source Characterization Monitoring

If areproducible geochemical fingerprint is obtained in step 7.5.1.D and there are no major changes
in operation, consideration can be given to reducing the Source Characterization sampling frequency
after the first year. One suggestion would be to reduce geochemical monitoring to a semiannual
frequency and to reduce trace metal monitoring to an annual frequency.
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7.5.2 Detection Monitoring

The primary objective of this phase of the monitoring program isto provide areliable early warning
that mine waste leachates are migrating away from the source and into the adjacent environment.
The most appropriate monitoring parameters for this phase are those that target the most mobile
constituents of mine waste leachate. Since the geochemical parameters are more mobile than the
trace metals (they have attenuation coefficients that are two order of magnitude lower than the trace
metals) and they function as an internal trace to identify mine waste leachates, they were selected as
the Detection Monitoring parameters.

7.5.2.A Install Monitoring Wells

No definitive guidance can be offered on the number of wellsrequired. However, depending on the
complexity of the geologic setting and the size of the facility, one or more upgradient wells and
multiple downgradient wells should be considered. Based on the primary constituents of mine waste
leachates, well construction material should not be a critical factor.

7.5.2.B First Year Monitoring

During the first year of monitoring, ground-water samples should be collected quarterly and analyzed
for the same set of parameters used in the Source Characterization phase (7.5.1.B). The geochemical
data parameters provide a means to characterize ground-water conditions in the vicinity of the mine
and detect mine waste leachate if it should migrate away from the source. The trace metal and other
constituent datawill define background conditionsin the event that Assessment Monitoring is
necessary.

7.5.2.B.i Perform Quality Assurance Mass Balance

Use the geochemical monitoring results to perform a mass balance on the ground-water data
(7.5.1.C.i). The sameionsthat define the mine waste |eachate are also the most abundant ionsin
ground water and the sum of the individual ions should equal the total dissolved solids concentration
(within required limits specified in the Quality Assurance Project Plan for the monitoring program).

7.5.2.B.ii Perform Quality Assurance Charge Balance

Ground water must be electrically neutral, therefore, the sum of the cation concentrations, expressed
in meg/L, should equal the sum of the anion concentration, expressed in meg/L (within required
limits specified in the Quality Assurance Project Plan for the monitoring program).

7.5.2.B.iii DataQuality Assessment

If the monitoring data satisfy the checksin step 7.5.2.B.i and 7.5.2.B.ii, the data are acceptabl e for
usein 7.5.2.C. However, if the datafail either of the checks, the data should be reviewed for
transcription, clerical, or analytical errors. If necessary, the samples should be reanalyzed or fresh
samples should be collected.

7.5.2.B.iv Quality of Other Data

Conventional quality assurance principles can be applied to the other data to assess their quality.
Thiswill require collecting and analyzing a portion of these samplesin replicate.
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7.5.2.C Evaluation of Monitoring Results

The geochemical monitoring results from each monitoring location are normalized to the total
dissolved solids concentration at that location (i.e., actual concentrations are divided by the total
dissolved solids concentration). Prior to performing this step, alkalinity results must be converted
from units of mg CaCO,/L to units of mg HCO,/L or the ionic sum will exceed the total dissolved
solids concentration. These results are used to prepare the geochemical fingerprint for each location.

7.5.2.C.i Upgradient Fingerprint Preparation

The normalized values for each parameter should be less than 1.0 and the sum of the individual ions
should be less than or equal to 1.0 (if the data quality assurance checks were satisfied). The
graphical fingerprint should be prepared with the geochemical parameters presented in the same
order used in the Source Characterization fingerprints (7.5.1.D). Aswas demonstrated in each of the
case studies, the upgradient geochemical fingerprint should be distinctly different from the mine
waste leachate fingerprint.

7.5.2.C.ii Downgradient Fingerprint Assessment

Prepare the geochemical fingerprint for each downgradient monitoring location following the same
conventions used in 7.5.1.D and 7.5.2.C.i. Compare the resultant fingerprint graphically and with
regression analysis to the upgradient fingerprint.

a. If thetwo fingerprints are similar, the facility is not leaking because the more mobile
characteristic constituents of mine waste |eachate have not been detected. The siteremainsin
the Detection Monitoring phase and repeats step 7.5.2.B for the next regularly scheduled
sampling.

b. If thetwo fingerprints are dissimilar (i.e., the downgradient ground-water fingerprint resembles
the source fingerprint rather than the upgradient ground-water fingerprint), the detection of the
more mobile, characteristic components of mine waste leachate indicates that the siteis
leaking. Assessment Monitoring should beinitiated.

7.5.2.D Monitoring in the Second and Subsequent Years

In the second and subsequent years, consideration should be given to reducing the monitoring
reguirements as long as mine waste leachate has not been detected. During this period, quarterly
monitoring should be continued for the geochemical parameters. However, monitoring for the other
constituents could be reduced to an annual frequency or possibly dropped from the program.

7.5.3 Assessment Monitoring

This phase is triggered when the more mobile, characteristic geochemical ionsin mine waste leachate
have been detected at one or more location downgradient of the site. At that time, the site monitoring
program is expanded to include the less mobile and less abundant constituents of the leachate. These
constituents are the trace metals and other constituents of concern (7.5.1.B). These monitoring
results are reviewed and compared to background conditions to determine whether the fugitive mine
waste leachate may be causing any other environmental degradation other than that caused by the
Detection Monitoring parameters.
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7.5.3.A Resampling Activities

The monitoring well(s) in which the mine waste leachate fingerprint was detected in step 7.5.2.C.ii.B
should be resampled.

7.5.3.B Assessment Monitoring Sample Analysis

These samples should be analyzed for the less abundant and less mobile constituents of mine waste
leachate. The geochemical parameters and total dissolved solids analyses should be supplemented
with trace metals and other constituents of concern that were identified in 7.5.1.E (Contaminants of
Concern).

7.5.3.C Review of Assessment Monitoring Data
7.5.3.C.i Extent of Contamination

The geochemical fingerprint datawill identify the location(s) impacted by fugitive mine waste
leachate. A contouring of these locations will define the extent of the area that has been impacted.

7.5.3.C.ii ldentification of Environmental Problems

A review of the geochemical datawill identify the existence of secondary water quality problems due
to the presence of mine waste leachate (i.e., high total dissolved solids concentration). A review of
the monitoring results for the contaminants of concern and a comparison of these resultsto the
background concentrations established during the first year of the Detection Monitoring phase
(7.5.2.B) will identify water quality problems and potential environmental problems that can be
attributed to the fugitive mine waste |eachate.

7.5.4 Corrective Action

The Assessment Monitoring results will define the extent of contamination and the specific
contaminants associated with fugitive mine waste leachate that may degrade environmental
conditions adjacent to the mine. With thisinformation, it should be possible to correct the cause of
the spill or leakage event, utilize hydraulic control to limit the spread of the fugitive leachate, and/or
initiate appropriate remediation activities.

7.6 Discussion

The size and number of mining sites, particularly in the western United States, establish the need for
auniform approach to monitoring these types of facilities. The conventional approach to monitoring
these sites would be to identify constituents that could degrade water quality or the environment (i.e.,
constituents present at concentrations above some established criteria or screening level) and monitor
for these parameters. Although this approach islogical, mine waste leachates present several unique
challenges that will limit its effectiveness.

A major problem with a conventional monitoring approach is the tendency to focus on trace metals
(i.e., copper, chromium, lead, cadmium, etc.) because they may be present in relatively high
concentrations in mine waste leachates, they are known to cause water quality problems, and there
are established criteriafor these substances. The difficulty with this approach is that constituents of
mine waste |eachate such as trace metals are all naturally occurring substances. Therefore, simple
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detection of anaturally occurring substance is not areliable indication that an adjacent mining site is
the source. A second problem isthat the trace metals collectively represent a very small percentage
of the constituentsin mine waste |eachate (0.8 percent of Meteoric Water Mobility Test |eachates,
1.4 percent of heap leaching process solutions, and 1.4 percent of copper tailings leachates). Thus,
monitoring for these substances targets the smallest changes that are likely to be caused by fugitive
mine waste leachate. A third related issue is the highly variable concentrations of naturally occurring
substances in mine waste leachates. The non-normal distributions of mine waste |eachate
constituents will increase monitoring costs by requiring additional sampling and replicate analysisin
order to determine whether a measured concentration represents an actual change from background
conditions. Finally, asillustrated with the Twin Butte column study, the trace metals are the least
mobile and more reactive constituentsin these leachates. Asaresult, monitoring for these
constituents will not provide an early detection of mine waste leachate migration and will miss any
environmental degradation cause by the more mobile geochemical parameters.

A review of regulatory monitoring records for gold and copper mining facilities hasidentified a
viable solution to the monitoring challenges created by mining wastes. The solution isto utilize the
common geochemical parameters as primary monitoring parameters at mining sites. This approach
offers the following advantages:

1. Although each of the inorganic parameters used to define the mine waste leachate fingerprint
are naturally occurring, they collectively define a unique chemical signature or fingerprint that
can be used to characterize the leachate at its source. The concentrations for each of the
geochemical ions were variable but the process solutions and tailings |eachates at each mine
had a reproducible geochemical fingerprint (> 90 percent).

2. The same set of geochemical ions can also be used to fingerprint ground water and surface
water in the vicinity of amine. Since the mine waste |eachate has a different ionic
composition, the same geochemical parameters used to characterize the leachate can al'so be
used to detect and monitor its migration through the environment.

3. The geochemical ions (calcium, magnesium, potassium, sodium, alkalinity, chloride, fluoride,
nitrate, and sulfate) represent approximately 95 percent of the total dissolved solids
concentrations of mine waste leachate. Therefore, monitoring for these constituents directly
targets the most abundant constituents in the leachate and the largest environmental
concentration changes likely to be caused by mine waste |eachate.

4. The Twin Butte column study demonstrated that each of the geochemical parameters have
significantly lower attenuation coefficients than the trace metals present in mine waste
leachates. Therefore, in addition to characterizing mine waste leachate, the fingerprint acts as
an internal tracer and provides early detection of leachate migration.

5. The geochemical fingerprint fulfills essentially all of the requirements for an effective tracer or
monitoring parameter. Thisincludes chemical conservativeness over time and space, relatively
high mobility, and the ability to reliable measure with routinely available techniques.

6. Therdatively high abundance of the geochemical parameters provides two internal checks on
the quality of the monitoring data being produced.

Based on the useful and characteristic properties of the geochemical fingerprint, a multiple phased
monitoring program for mining sites was outlined that is philosophically similar to the monitoring
strategy developed by the U.S. Environmental Protection Agency for hazardous waste disposal sites
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and municipal landfills (EPA, 1980, EPA, 1991). The critical component of this strategy is the
designation of the common geochemical constituents as primary monitoring parameters for the
characterization and monitoring of mine waste leachates. These parameters provide the data
necessary to characterize the process solution and tailings leachates, to differentiate mine waste
leachate from regional ground water and surface water, and provide detection for the most mobile
and most abundant constituents in the leachate. After the leachate has been detected, more extensive
monitoring isinitiated to determine whether the less abundant and less mobile constituents in the
leachate may also be present. This approach should provide a reliable mechanism to identify and
detect fugitive mine waste leachates in a cost-effective manner.

The technique recommended for presenting and evaluating monitoring results from amining siteisa
modified STIFF Diagram. When the data for the individual geochemical parameters are normalized
to the total dissolved solids concentration of the mine waste leachate and presented in a consistent
manner, the results produce a reproducible graphical fingerprint that characterizestheionic
composition of the leachate. Asillustrated in each of the case studies, the simultaneous use of data
for al the geochemical parameters offers two distinct benefits. First, when the data are normalized to
the total dissolved solids concentration, it is arelatively simple matter to assess the quality of the
data (data sets with an ionic sum significantly different from avalue of 1.0 should be considered
suspect and reviewed for problems). Second, the graphical fingerprint provides arapid method to
compare monitoring results at the same location over time or at different locations on a site.
Regression analysis can be used to provide a statistical estimate of the reproducibility or
comparahility of different fingerprint patterns.

The convention of normalizing geochemical datato total dissolved solids concentrations was used
throughout this report for the reasons given above. However, during the course of this study, other
data summation conventions were also explored. These options included expressing resultsin units
of concentration (mg/L), moles (M/L), and milliequivalents (meg/L). Examples of these different
conventions are presented and compared in Figure 7-1.

Eight sets of quarterly monitoring results from the Hycroft gold mine pregnant pond are presented in
Figure 7-1a. These results show that chloride is the most abundant ion in the pregnant pond at 2000
mg/L, sulfate is the second most abundant ion at slightly less than 2000 mg/L, and sodium is the third
most abundant ion at slight less than 1000 mg/L. Even with the one suspect value for sodium, the
reproducibility of the ionic composition pattern for this solution was estimated by regression analysis
to be 93 percent (r* = 0.933).

The same set of monitoring results from the Hycroft pregnant pond were converted to units of mm/L
by dividing the individual concentrations by the appropriate molecular weight. Asshownin

Figure 7-1Db, chloride is still the most abundant ion in the pattern at approximately 60 mm/L.
However, sodium is now the second most abundant ion and sulfate is the third most abundant ion.
The reproducibility of this fingerprint pattern is 91 percent (r> = 0.908). The small differencein
pattern reproducibility between Figure 7-1aand 7-1b is the enhanced distortion of the single suspect
value for sodium.

The pregnant pond monitoring data were converted to units of meg/L by dividing the individual
concentrations by the equivalent weight of each geochemical parameter (Figure 7-1c). When the
data are presented in these units, chloride is still the most abundant ion but sodium and sulfate are
now equally abundant. The reproducibility of this pattern was estimated to be 90 percent
(r?*=0.903).
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Figure 7-1a. Hycroft pregnant pond geochemical datain mg/L.
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Figure 7-1b. Hycroft pregnant pond geochemical datain mm/L.
Average regression coefficient r? value = 0.908.
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Finally, the pregnant pond data are presented in units of percent total dissolved solidsin Figure 7-1d.
In this case, chloride is the most abundant ion, sulfate is the second most abundant ion, and sodium is
the third most abundant ion in the fingerprint. The estimated reproducibility of these geochemical
fingerprints was 93 percent (r? = 0.933) which isidentical to that calculated for the concentration
data (Figure 7-1a).
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Figure 7-1c. Hycroft pregnant pond geochemical datain megy/L.
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Figure 7-1d. Hycroft pregnant pond datain percent TDS.
Average regression coefficient r’ value = 0.933.
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The demonstration in Figure 7-1 serves two purposes. First, it shows that the absol ute shape of the
fingerprint pattern is dependent on the units used to express the data. Second, regardless of the units
selected, the monitoring results define a characteristic reproducible pattern for the pregnant pond (90
to 93 percent in this example). Thus, it is essential that a single convention be selected and used
consistently to evaluate and assess the monitoring results. As stated above, the convention that
appears to be most useful isthat of expressing the data in units of percent total dissolved solids. This
convention provides arapid quality assurance check (the Hycroft data set with the one suspect
sodium value is the only set with an ionic sum greater than 1.0) and the uniform y-axisis convenient
for comparing monitoring results from different locations.

Another feature of the proposed monitoring strategy isthat trace metal monitoring (after the first
year) is not implemented until the Assessment Monitoring phase. Although trace metals are
frequently considered to be the contaminants of concern at mining sites, this decision can be justified
based on the environmental behavior of mine leachate constituents. The technical issues that support
this approach are as follows:

1. Each of the trace metals are naturally occurring substances. Also, it was not possible to
identify a multi-ion trace metal signature in the process solutions and tailing leachatesin
any of the case studies. The significance of this point is that trace metals detected in the
Detection Monitoring phase would not be areliable indication of the presence of mine
waste |leachate.

2. The concentration of individual trace metalsin mine waste leachates are highly variable.
The non-normal distribution of these constituents means that considerable effort must be
directed at characterizing their distribution and verifying the significance of observed
concentration changes. These efforts will increase the costs and time required to determine
whether mine waste leachates from a site are impacting the nearby environment.

3. Thetrace metals migrate more slowly than the geochemical constituents. As demonstrated
in the Twin Butte column study, trace metal migration was clearly retarded in a soil column
that was only two feet long. Since the trace metals have a slower rate of migration, thereis
no need to monitor for these constituents until there is areason to do so.

By structuring the proposed monitoring strategy asindicated in Table 7-4, the larger concentration
changes caused by the faster migrating geochemical parameters and the presence of the characteristic
mine waste |eachate fingerprint provide areliable basis for trace metal monitoring in the second
phase of the strategy.

One parameter that did not receive much attention during the review of the compiled monitoring data
was pH. Thisisanother parameter that is generally considered to be a constituent of concern at
mining sites (copper tailings leachates had a pH of 2 or less and the pregnant and barren pond
solutions at gold mining sites had apH greater than 10). However, acid-base reactions are extremely
fast and the pH of mine waste leachates can be rapidly neutralized during the initial migration of
mine waste |leachates. As examples, copper tailings leachate was neutralized in atwo foot laboratory
soil column, alow pH was not detected in any of the wells shown to be impacted by Twin Butte
tailings leachate, and high pH was not detected at any of the heap leaching facilities where process
solution was detected in the ground water. In each case, the geochemical fingerprint of the mine
waste |eachate was detected but the extreme pH associated with the source had been neutralized.
Consequently, pH may be used as ageneral site characterization parameter but it is not likely to
provide early detection of mine waste |eachate migration.
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Onefinal consideration isthe impact of the proposed monitoring strategy on monitoring costs.
While no formal cost-benefit study has been conducted, it is anticipated that the proposed approach
will reduce these costs. These lower costs can be achieved in several ways. First, since trace metals
do not provide an early or effective method of detecting mine waste leachates, deletion of trace metal
analyses (after the first year) from the Detection Monitoring phase will reduce sample collection and
analysis costs. Second, since the geochemical fingerprint serves as an internal tracer, the need for
repetitive sampling to characterize the concentration variability for individual leachate constituents
may be reduced. Third, since the collective use of the geochemical parameters to fingerprint mining
wastes al so includes two independent checks on data quality, the need for independent quality
assurance activitiesis reduced. Each of these factors suggests that the proposed strategy can be
implemented at lower costs than more extensive sampling and analysis programs such as those
currently being used in the states of Nevada and Arizona.

7.7 Summary

The primary objective of this project wasto identify and select monitoring parameters for mining
sites. A review of monitoring records from more than two dozen minesin Nevada and Arizona
demonstrated that mine waste leachates had a distinctive geochemical fingerprint that differentiated
it from regional ground water. Furthermore, the parameters that defined the fingerprint were the
most mobile and abundant constituents in the leachate and the fingerprint maintained its
characteristic identity as mine waste leachate migrated through the subsurface. Therefore, the
geochemical parameters, calcium, magnesium, sodium, potassium, alkalinity, chloride, fluoride,
nitrate, and sulfate, were selected as suitable monitoring parameters.

The selected monitoring parameters were incorporated into a multiple phase monitoring strategy that
isfunctionally similar to that developed for hazardous waste disposal sites and municipal landfills.
Theinitial phase of this strategy is Source Characterization in which the mine waste leachates are
analyzed for the designated geochemical parameters to develop the characteristic fingerprint that acts
asan internal tracer. The second phase of the strategy is Detection Monitoring in which monitoring
is conducted for the geochemical ionsthat define the leachate fingerprint. Aslong as the abundant
and mobile geochemical ions are not detected, the site can remain in the Detection Monitoring mode.
However, when several simultaneous changes characteristic of mine waste leachate are detected at
one or more site monitoring locations, the Assessment Monitoring phase of the strategy isinitiated.
When this occurs, site monitoring requirements are expanded to determine whether the less abundant
and slower moving constituents of mine waste leachate such as trace metals are also present and
impacting environmental conditions.
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Section 8

Summary

There are an estimated 20,000 active mining sites and approximately 60,000 inactive or abandoned
sitesin the United States. These facilities are currently generating 1.5 billion tons of mining wastes
per year. Thelarge number of mining sites and the high volume of mining waste generated by this
industry identifies an area of environmental concern. However, despite this concern, a uniform
national program for effective monitoring of mining sites must still be developed. This situation is
due, in part, to a poor understanding of the chemical composition and environmental behavior of
mine waste leachates. Therefore, this project was undertaken to develop a better understanding of
the composition of these waste streams and to identify a set of parameters that would be useful for
the effective monitoring of these facilities.

The approach that was used throughout this study consisted of compiling, reviewing, and evaluating
routine site monitoring data that had been submitted to regul atory agenciesin the States of Nevada
and Arizona. This technigque was used because both states have established extensive monitoring
requirements for mining operations in advance of any federal requirements, both the Nevada
Department of Environmental Protection and the Arizona Department of Environmental Quality
agreed to cooperate during the study, and gold and copper mining, which represent 80 percent of the
operating mines in the United States, are major activities in these states.

There are several advantages that justify the use of existing monitoring records. First, project results
were acquired in arelatively short period of time. In amatter of seven working days, site filesfor 40
gold mines and 7 copper mines were reviewed. The monitoring records from two dozen gold mines
and 5 copper mines were selected for use during the project. Second, the technique provides
information on alarger number of facilities than would be possible if actual site characterization and
sampling had to be conducted within project budget constraints. This made it possible to assess the
occurrence of identified trends at alarger number of sites and extrapolate project results to mine sites
in general. Third, the use of existing data produced monitoring records up to 17 yearsin length.

This made it possible to assess temporal trends that exceeded the length of this study.

The monitoring results varied somewhat for each site, depending on the type of mine and conditions
specified in the operating permits, but included data on the composition of gold mining process
solutions (pregnant ponds and barren ponds), tailings solutions at gold and copper mines, tailings
reclaim water, plant make up water, and ground water in the vicinity of each mine. These samples
were generally collected on a quarterly basis and subjected to complete inorganic analysis for major
geochemical ions (cal cium, magnesium, sodium, potassium, chloride, alkalinity, and sulfate), 20 - 28
trace metals, pH, conductivity, and total dissolved solids. In addition, the samples from the gold
mining facilities were analyzed for cyanide.
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The first step in the data evaluation process was simply to enter the monitoring resultsin a
spreadsheet format to facilitate areview of the data. Thisinitial review identified four characteristic
properties of mine waste |eachates.

1. A large number of mine waste leachate constituents may be present at concentrations that
could impair water use or degrade environmental conditions. A total of 30 different
constituents (8 geochemical parameters, 19 trace metals, pH, phosphorus, total dissolved solids
and cyanide) exceeded screening criteria at one or more of the mine sites included in the study.

2. A short list of geochemical parameters that included alkalinity, calcium, chloride, magnesium,
sodium, and sulfate were repeatedly present as the most abundant constituents in mine waste
leachates.

3. Trace metals, which are frequently cited as contaminants of concern, collectively represented
less than five percent of the total dissolved solids concentration in mine waste leachate.

4. The observed concentrations for each mine waste leachate constituent were highly variable and
generaly displayed a non-normal distribution. Mass balance cal culations and charge balance
calculations demonstrated that the variable concentrations were typical of mine waste leachate
and not an artifact due to poor quality data.

Each characteristic property of mine waste |eachate was repeatedly observed in monitoring records
for each site included in the study.

The second step in the data evaluation process was to determine some unique property of mine waste
leachate that could be used to unequivocally identify it. Since each of the leachate constituents
except cyanide are naturally occurring and their concentrations are highly variable, this effort
focused on the use of multiple ion fingerprint patterns and constituent ratios for this purpose. The
initial effort in thisarea utilized Stiff Diagrams that have previously been used to characterize oil
field brines, ground water, and incinerated municipal waste ash leachates. Although a qualitative
recurring pattern was observed, the results were limited because of the highly variable scale between
different data sets (mine waste leachate constituent concentrations from the same mine varied by a
factor of 2 or more and mine waste leachate - ground water comparisons from the same mine varied
by an order of magnitude or more).

The problem of highly variable concentrations was resolved by simply dividing the individual mine
waste leachate concentrations by the total dissolved solids concentration of the leachate. The
resultant normalized concentrations were summarized in modified Stiff Diagrams in which the
monitoring results were plotted as histograms rather than geometric shapes. There were severa
inherent advantages to summarizing the data in this manner:

1. Themodified Stiff Diagrams were easily prepared with readily available spreadsheet software.

2. Theindividual geochemical data sets could be rapidly reviewed for data quality acceptability.
Since the sum of the ions must be less than or equal to the total dissolved solids concentration,
each of the normalized concentrations must be less than 1.0 and the sum of the ions should
approximate 1.0 (a project-specific data quality objective of 0.8 to 1.2 was used). Data sets
that failed these criteria were reviewed for possible data entry errors and/or flagged as suspect.
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3. Theuse of normalized concentrations provided a common y-axis that permitted adirect visual
comparison of the geochemical fingerprint patterns from different times at the same location or
from different sampling locations.

4. Theindividual data sets are amenable to regression analysis which provides a statistical
estimate of the similarity between two geochemical fingerprint patterns.

An important observation is the fact that the common geochemica parameters in mine process
solution and tailings leachates defined a consistent multi-ion signature or chemical fingerprint. Even
though the concentrations of these ions, akalinity, calcium, chloride, fluoride, magnesium,
potassium, sodium, and sulfate, varied by afactor of two or more, the relative ionic composition of
the leachates remained constant. The estimated reproducihbility of the geochemical fingerprints was
generally in the range of 90 to 98 percent. Attempts to define a corresponding trace metal fingerprint
for mine waste |eachates were unsuccessful because of the greater variability associated with the
individual trace metals.

The properties of the mine waste |eachate fingerprint patterns were evaluated by using routine
monitoring results from 22 Nevada heap |eaching facilities and 4 Arizona copper mines as a series of
case studies. Each of these examples demonstrated that the process solutions and tailings leachates
at each mine had a distinctive, characteristic geochemical composition. A comparison of the
geochemical fingerprints from different locations in the recirculating process solutions (barren ponds
and pregnant ponds) and different locations in tailings disposal areas repeatedly demonstrated that
the chemical signature was spatially consistent. Also, an assessment of monitoring results from
different surveys demonstrated that the fingerprint pattern was consistent over time. The chemical
fingerprint varied from mine to mine and was undoubtedly influenced by site-specific factors such as
the ore supply being mined, the quality of the mine make-up water, and the process used to recover
the mineral (i.e., ore pretreatment, cyanide concentration, leaching time, and pH). However, the
same set of geochemical parameters was useful for preparing a reproducible chemical fingerprint that
uniquely defined the composition of the process solution and tailings leachate at each mine.

The case studies demonstrated that the same set of geochemical parameters could be used to
fingerprint make-up water and other water suppliesin the vicinity of amine. Inal 26 examples, the
make-up water and upgradient ground-water fingerprint patterns were graphically and statistically
distinct from the process solution and tailings leachate fingerprints. Therefore, even though the
geochemical fingerprints are defined by common, naturally occurring substances, they provide a
reliable mechanism to characterize mine waste leachate at its source and distinguish it from ground
water and surface water near the mine.

The information compiled and reviewed during this study also provided insight into the
environmental behavior of mine waste leachate. First, the Twin Butte |aboratory demonstrated that
the geochemical fingerprint would retain its unique chemical identity astailings leachate migrated
through a soil column under controlled conditions. An evaluation of the field monitoring data for the
case studies reinforced this observation because the process solution fingerprint was identified in the
ground water at approximately one-half of the Nevada heap leaching facilities and the tailings
leachate fingerprint was identified downgradient of all the Arizona copper mining facilities. Second,
the Twin Butte column study, and complimentary field monitoring data from the same facility,
demonstrated that the geochemical fingerprint for tailings leachate migrated through a soil column
faster than the trace metals of environmental concern that may be present in the leachate.
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The results obtained through an assessment of monitoring data from gold and copper minesin
Nevada and Arizona suggest that the geochemical fingerprint shares many of the characteristics of an
ideal tracer. First, the results from 26 independent mining operations demonstrated that the
geochemical fingerprint can characterize the process solution and tailings leachate at the source.
Second, the geochemical fingerprint can differentiate mine waste leachate from other water sources
in the proximity of the mine. Third, the unique chemical fingerprint can be used to identify fugitive
mine waste |eachate as it migrates away from the source. Finally, the geochemical fingerprint will
migrate faster than the less characteristic components of mine waste leachate. Therefore, it has been
suggested that the suite of geochemical parameters can collectively function as effective detection
monitoring parameters at mining sites.

Based on an improved understanding of the composition and behavior of process solutions and
tailings leachates, a multiple phased monitoring strategy has been proposed for mining sites. The
first phase of this strategy consists of source characterization in which the abundant geochemical
parameters are used to develop a unique chemical signature or fingerprint for the mine waste
leachate. Extensive analysisfor trace metals and other less abundant constituentsin the leachate
would be optional. In the second phase of the strategy, ground-water samples from the perimeter of
the site (i.e., upgradient and downgradient) would be analyzed for the same suite of geochemical
parameters used in the first phase. Thisinformation would be used to develop a characteristic
fingerprint for the regional ground water upgradient of the facility and to detect early migration of
fugitive process solution or tailings leachate. 1f and when the mine waste fingerprint isidentified in
the ground-water samples, the third phase of the strategy would beinitiated. At that time, the
analytical requirements of the site monitoring program would be expanded to include the less
abundant and |ess mobile constituents that may be present in the leachate (i.e., trace metals). This
proposed strategy, which should provide atechnically reliable and cost effective approach to
monitoring at mining sites, is functionally similar to the multi-phased programs devel oped by the
U.S. Environmental Protection Agency for RCRA hazardous waste disposal sites and RCRA
municipal landfills.
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