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SUMMARY

Enforcement Method of lodosulfuron-methyl-sodium and its metabolite
Metsulfuron-methyl in Surface Water by HPLC incl. Validation

Extension of the enforcement method EM F 01/98 - 0 for lodosulfuron-methyl-
sodium in Drinking Water to its metabolite Metsulfuron-methyl incl. Validation

lodosulfuron-methyl-sodium (AE F115008)
Metsulfuron-methyl (AE F075736)

Relevant residue - |
lodosulfuron-methyl-sodium (AE F115008)
Metsulfuron-methyl (AE F075736)

Test commodity
Drinking water
Surface water

Principle of the method
Metsulfuron-methyl in drinking water:

 The water sample is adjusted to pH 2.5 with phosphoric acid (2 N) and sucked through
an C18-cartridge (conditioned with 5 mL methanol and 5§ mL water). AE F075736 is
eluated with 5 mL methanol. Metsulfuron-methyi in the final solution in
acetonitrile/water (1/1, v/v) is determined by HPLC/UV.

Metsulfuron-methyl and iodosulfuron-methyl-sodium in surface water:

The water sample is adjusted to pH 2.5 with phosphoric acid (2 N) and filtered through
a glass microfibre filter and a cellulose nitrate filter (0.45 pm). The sample is sucked
through a NH2 / C18-cartridge (conditioned with 5 mL methanol and 5 mL water).
AE F115008 and AE F075736 are eluated with 15 mL methanol/water (60:40, v/v).
After reducing to dryness, the residue is dissolved in 20 mL toluene and sucked
through a Silicagel-cartridge (conditioned with 5 mL toluene). AE F115008 and
AE F075736 are eluted with 30 mL toluene/methanol (95:5, v/v). lodosulfuron-methyl-
sodium and metsulfuron-methyl in the final solution in acetonitrile/water (1/1, viv) are

" determined by HPLC/UV.

Calibration
A curve of the form y = a + bx + o’ is appllcable over the tested range of 0.1 to
2.0 pg metsulfuron-methyl/mL and 0.1 to 2.0 pg iodosulfuron-methyl-sodium/mL.
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Recovery efficiency, relative standard deviatlon (RSD) -

Recovery experiments were conducted at 0.1 pg/L and 1.0 pg/L for AE F075736

in drinking water and at 0.1 pg/L and 1.0 pg/L for AE F075736 and AE F115008
in surface water. . '

The mean recoveries for AE FO75736 in drmkmg water were found at 79 and 92 %,
with an RSD of up to 9 %.

In surface water the mean recoveries for AE F075736 were found at 85 and 105 %,
with an RSD of up to 10 %, the confirmation method gave mean recovery values of 92
and 106 %, with an RSD of up to 18 %.

In surface water the mean recoveries for AE F115008 were found at 92 and 103 %,
with an RSD of up to 9 %, the confirmation method gave mean recovery values of 85
and 96 %, with an RSD of up to 20 %.

The results are summarized in the table below.

Limit of quantification

The limit of quantification (LOQ) for metsulfuron-methyl in drinking water was
established and validated at 0.1 pg/L. '
The limit of quantification (LOQ) for |odosulfuron-methyl-sod|um and metsulfuron-
methyl in surface water was established and validated at 0.1 pg/L.

‘ Specificity | |
Control samples of drinking water were analysed for AE FO75736 and control samples
of surface water were analysed for AE F115008 and AE FO75736. ln none of the ‘
samples apparent residues were determined.

The specificity of the method was demonstrated by a conﬁrmatory technlque usmg a
HPLC column with a different stationary phase ‘

Summary table of recoveries:

Analyte Matrix Fortification Recovery Mean. [RSD | n
. level . _ recovery | (a)
Iugit] [%] 6] | [%]
AE F075736 { Drinking water (Vittel) 0.10 82,75,87,83,70 79 9 5
1.0 96, 91, 87, 93, 93 92 4 5
Surface water 0.10 90, 78,91,92,74 85 10 5
1.0 98, 102, 105, 109, 109 105 5 5
Surface water 0.10 74, 110, 92, 106, 108, 92 18 7
Confirmation method 90, 67
1.0 102, 106, 106, 108, 109 106 3 5
AE F115008 Surface water 0.10 108, 92, 94, 106, 113 103 9 5
1.0 89, 90, 90, 94, 95 92 3 5
Surface water 0.10 75,78,74,114,98,73 85 20 6
Confirmation method
1.0 92,97,97,97,98 96 2 5
a) RSD: relative standard deviation RSD = SD / Mean recovery » 100 %
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Analytical method ﬂow§heet S

Metsulfuron-methyl' in drinking water

Extraction AE FO75736 and 1000 mL water
C18-cartridge clean-up is adjust to pH 2.5 with phosphoric acid (2 N)
] . and sucked through an Chromabond 500 mg C18-cartridge

(conditioned with 5 mL methanol and 5 mL water)
with a flow rate of ca. 10 — 20 mL/min

Wash used glassware with 200 mL Millipore water -
and suck the washing water through the cartridge.
[

| Suck the C18-cartridge to dryness within ca. 5 min.
1

Eluate AE FO75736 with 5 mL methanol
into a test tube

Reduce the eluate to dryness using a vacuum rotary evaporator
-(bath temperature ca. 50 °C).

HPLC o Dissolve the residue in 1.0 mL water/acetonitile (1/1, v/v) for quantification
o with UV/HPLC .
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lodosulfuron-methyl-sodium and metsulfuron-methyl in surface water

Extraction

AE F115008 and
AE FQ75736 and
NH2 / C18-cartridge
clean-up

Silicagel-cartridge
clean-up

HPLC

-

1000 mL water
is adjust to pH 2.5 with phosphoric acid (2 N),
filtered through a glass microfibre filter and a cellulose nitrate filter (0.45 um)
the sample is sucked through a Chromabond 500 mg NH2 / 500 mg C18-cartridge
(conditioned with 5 mL methanol and 5 mL water)
with a flow rate of ca. 10 — 20 mL/min

Wash used glassware with 200 mL Millipore water

and suck the washing water through the cartridge.
I

- Suck the NH2 / C18-cartridge to dryness within ca. 5 min.
1

5

Wash the NH2 / C18-cartirdge with 10 mL methanol/water (30:70, v/v).
L . .

Eluate AE F115008 and AE F075736 with 15 mL methanol/water (60:40, viv)

Reduce the eluate to dryness using a vacuum rotary evaporator
‘ (bath temperature ca. 50 °C).

- Dissolve the residue in 20 mL toluene (if necessary use an ultrasonic bath)

suck through a Silicagel-cartridge (conditioned with 5 mL toluene)
A I

Discard the eluate, suck the Silicagel-cartridge to dryness

Wash the round-bottom flask with 30 mL toluene/methanol (95:5, v/v) .
and elute AE F115008 and AE F075736 with this solution
Reduce the eluate to dryness using a vacuum rotary evaporator

~(bath temperature ca. 40 °C).
l

Dissolve the residue in 1.0 mL water/acetonitile (1/1, v/v) for quantification with
‘ UV/HPLC
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1 Organization and Personnel
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- Ruckstande und Verbrauchersmherhelt
- D - 65926 Frankfurt am Main
‘ Head: Dr. M. Uihlein
StudyNo.: CR 99/029
Study director: ' . Dr. A. Wrede
, r Address: see Test facility
Method No.: , ‘ EMF 12/99-0
Archiving:

The study plan, the raw data and the original report will be archived at

Hoechst Schering AgrEvo GmbH
Rackstande und Verbrauchersicherheit -
D-65926 Frankfurt am Main

Retained samples of the test and reference substances for the analytical work will be
archived at

~ Hoechst Schering AgrEvo GmbH |
Produktanalytik
D-65926 Frankfurt am Main

for at least the duration of:the period prescribed in the GLP guidelines.

Quality assurance: : :
Hoechst Schering AgrEvo GmbH
GLP-Qualitatssicherungseinheit
D-65926 Frankfurt am Main |

“Time schedule:

Study plan signed by study director: 29 Sep 1999
Start of analysis: 22 Nov 1999
End of analysis: : 25 Jan 2000
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2 Objectives :

The objective of this study was the development and validation of an analytical method
for the determination of residues of metsulfuron-methyl (AE F 075736) in drinking
water and metsulfuron-methyl (AE F075736) and iodosulfuron-methyl-sodium -

(AE F115008) in surface water by HPLC using UV-detection.

The validation for AE F115008 in drmklng water |s glven in the analytical method
EMF01/98 0 (ref. 1). -

3 A Test commoditieé

The drinking water used for the validation was Vittel.
The samples of surface water used for the validation were taken from the small lake at
building F821 (Industriepark Hochst).

The characteristics ! of the surface water are:

pH ‘ 7.90 + 0.02
DOC' [mg/L]' 7.3+0.3
total hardness [° dH]* 10.1

! , dissolved organic content '
2 degree german hardness [mg CaO+MgO / 100 mL water]

4 Relevant residue and referenq:e substances

41 Relevant residue:

The relevant residue consists of the metabolite metsulfuron-methyl (AE FO75736) and the
parent compound iodosulfuron-methyl-sodium (AE F115008).

' Determination of the characteristics of the surface water was not done under GLP.




D AgrEvo

Method

Page

EM F12/99-0
14

4.2 Test and reference substances

lodosulfuron-methyl-sodium (AE F115008)

methyl 4-lodo—2-[3-(4~methoxy-6-methyl 1,3,5- tnazm-2—yl)ure|do-
sulfonyllbenzoate, sodium salt

Chemical name (IUPAC):

Empirical formula: '
Molecular weight:
Solubility (20 °C):

Structural formula:

Cerfificate of analysis:

Drawn up by:

Purity:
Expiry date (d/m/y):

C14H13|N5NHOBS
. 529.3

Solvent Solubility Source
acetone >380 gL ref. 2
dichloromethane _ >500 g/l ref. 2
ethyl acetate 23 glL ref. 2
n-hexane 12¢10° gl ref. 2
methanol 12 gL ref. 2
n-heptane 1110° gL ref. 2
2-propanol 4.4 g/L ref. 2
toluene 2.1 g/L ref. 2 .
acetonitrile 52 gL ref. 2
DMSO ~>500 gL ref. 2
PEG 87 . gL ref. 2

COOCH,
Nal’

AZ 07931

Hoechst Schering AgrEvo GmbH

Produktanalytik

D-65926 Frankfurt am Main, Germany

197.3 % (wiw)
30 May 2000
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Metsulfuron-methyl (AE F075736) ~ - o

Chemical name (IUPAC):

Empirical formula:
Molecular weight:
Structural formula:

COOCH,

Certificate of analysis:
Drawn up by:

Purity:
Expiry date (d/m/y):

NH NH N

<Y

methyl 2-[3-(4-methoxy-6-methyl-1,3,5-triazin-2-yl) ureidosulfonyl}-
benzoate . :

x C14H1sNsO6S
' 3814

OCH,

D

CH,

N

AZ 06892

Hoechst Schering AgrEvo GmbH
Produktanalytik

D-65926 Frankfurt am Main, Germany
98.4 % (wiw) -

07 May 2000
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5 Procedures

5.1  Principle of analytical method
The method flow sheets are presented in Appendtx I

Metsulfuron-methyl in drinking water:

The water sample is adjust to pH 2.5 with phosphoric acid (2 N) and sucked through an C18-
cartridge (conditioned with 5 mL methanol and 5§ mL ‘water). AE F075736 is eluated with 5
mL methanol. AE FO075736 in the final solution i in acetonltnle/water (111, viv) is determlned
by HPLC/UV

Mets'ulfuron-methyl and iodosulfuron-methyl-sodium in surface water:

The water sample is adjust to pH 2.5 with phosphoric acid (2 N) and filtered through a glass
microfibre filter and a cellulose nitrate filter (0.45 um). The sample is sucked through a NH2 /
C18-cartridge (conditioned with 5 mL methanol and 5 mL water). AE F115008 and
AEF075736 are eluated with 15 mL methanol/water (60:40, v/v). After reducing to dryness,
the residue is dissolved in 20 mL toluene and sucked through a Silicagel-cartridge
(conditioned with 5 mL toluene). AE F115008 and AE F075736 are eluted with 30 mL

‘toluene/methanol (95:5, viv). AE F115008 and AE F075736 in the final solutlon in .

acetomtnle/water (171, viv) are determined by HPLC/UV

5.2 Reagents

- methanol Chromasolv, cat. No. 34860 (Riedel-de Haé&n, Germany)

- acetonitrile Chromasolv p.A., cat. No. 34851(Riede!- de Haén, Germany)
- deionized water _

- water (e.g. prepared with Mllll-Q Plus, Millipore) _

- phosphoric acid 2 N, cat. No. 30417 (Riedel-de Haén, Germany)

- toluene Pestanal, cat. No. 34494 (Riedel-de Haén, Germany)

- AE F075736, analytical standard (AgrEvo GmbH, Germany)

- AE F115008, analytical standard (AgrEvo GmbH, Germany)

- C18 — cartridge, 500 mg, cat. No. 730013 (Chromabond)

- | Glass microfibre filter, cat. No. 1827070 (Whatman)

- Cellulose nitrate filter (0.45 pm), cat. No. 11306-50-N (Satorius)

- NH2/C18 - cartridge, 500mg NH2, 500mg C18, cat. No. 730618 (Chromabond)
- Silicagel-cartridge, 500 mg, ISOLUTE, cat. No. 460-0050-H (ICT)

Stock solutions of the analytlcal standards were prepared by dissolving about 50 mg of-
analytical standard of AE F075736 and 50 mg of the analytical standard of AE F115008 in
ca. 50 mL acetonitrile / triethylamine (0.02 mol/L), 4:1, v/v. Concentration of the stock
solutions was 1.0 mg/mL. Working solutions were prepared from the stock solution by further

" dilution with acetonltnle/water 1:1, viv.
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53 Apparatus -

The following list contains the apparatus used in the Iaboratory of the author for vahdatlon
Suitable alternatives can be taken. .

- standard laboratory glassware

- rotary vacuum evaporator with water bath

- HPLC system with UV-detector

- chromatography column, Prodigy ODS, 150 mm x 4.6 mm, 5 um

- chromatography column, Nucleosit C18, 5 um, 250 mm x 4 mm (confirmation method)

54 Preparation of samples and storage

The samples of drinking water (Vittel) were bought November 1999,
The samples of surface water were taken from the small lake at building F821 (Industnepark
Héchst) on 14 Jan 2000. ,

Samples were stored at room temperatufe.

5,5 Laboratory steps
5.5.1 Metsulfuron-methyl in drinking water

. '5.5.1.1 Extraction and C18-cartridge clean up
1000 mL of the water sample is adjust to pH 2.5 with phosphoric acid (2 N) and sucked
through a Chromabond 500 mg C18-cartridge (conditioned with 5 mL methanol and 5 mL
water) with a flow rate of ca. 10 — 20 mU/min. Wash used glassware with 200 mL Millipore
water and suck the washing water through the cartridge. Suck the C18-cartridge to dryness
within ca. 5 min. Eluate AE F075736 with 5 mL methanol into a test tube. Reduce the eluate
to dryness using a vacuum rotary evaporator (bath temperature ca. 50 °C).

5.5.1.2 Preparation of the final solution
Dissolve the residue in 1.0 mL acetonitrile/water (1/1, v/v).
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5.5.1.3 Determination of residues

The following conditions have been used successfully during validation of this analytical
method. If different equipment and columns are used, modifications of the given condmons

may be necessary.

HPLC-conditions
Instrument: Beckmann
System IBM-PC System 2 8570 Model 70386
Pump: 226 Beckmann
Detector: Diode Array Detector 168 Beckmann
Injector: Autosampler 507 Beckmann
Injection volume: 100 pL
Column temperature: 30°C
Column Prodigy ODS, 5 um, 150 mm x 4,6 mm
Wavelength: 233 nm
Flow rate: 1.0 mL/min
Mobile phase:
Eluent A Acetonitrile Chromasolv
Eluent B Phosphoric acid cyapos= 0.01mol/L

Gradient program for the determination of AE F075736

Time Total flow Pump A Pump B
[min] pumpA+B (eluent A) (eluent B)
[mL/min) Acetonitrile Chromasolv | phosphoric acid cuipos=
0.01mol/L
[%] __ %]
0 1.0 20 80
10 1.0 50 50
20 1.0 50 50
30 1.0 80 20
35 1.0 80 20
45 1.0 20 80
47 1.0 ' 20 80
55 1.0

Under these conditions the retention time for AE FQO75736 is about 21.0 min.

The chromatography data were recorded and evaluated W|th TURBOCH ROM© Client/Server

system, PERKIN ELMER.
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5.5.2 lodosulfuron-methyl-sodium and metsulfuron-methyl in surface water

5.5.2.1 Extraction and NH2/C18-cartridge clean up

1000 mL of the water sample is adjust to pH 2.5 with phosphoric acid (2 N) and filtered
through a glass microfibre filter and a cellulose nitrate filter (0.45 um). The sample is sucked
through a Chromabond 500 mg NH2 / 500 mg C18-cartridge (conditioned with 5§ mL
methanol and 5 mL water) with a flow rate of ca. 10 — 20 mL/min. Wash used glassware with
200 mL Millipore water and suck the washing water through the cartridge. Suck the

NH2 / C18-cartridge to dryness within ca. 5 min. and wash the NH2 / C18-cartirdge with 10
mL methanol/water (30:70, v/v). Eluate AE F115008 and AE F075736 with 15 mL
methanol/water (60:40, v/v) into a round-bottom flask. Reduce the eluate to dryness usmg a
vacuum rotary evaporator (bath temperature ca. 50 °C).

5.5.2.2 Silicagel-cartridge clean up

Dissolve the residue in 20 mL toluene (if necessary use an ultrasonic bath) and suck through
a Silicagel-cartridge (conditioned with 5 mL toluene). Discard the eluate, suck the Silicagel-
cartridge to dryness. Wash the round-bottom flask with 30 mL toluene/methanol (95:5, v/v), if
necessary use an ultrasonic bath, and elute AE F115008 and AE F075736 with this solution.
Reduce the eluate to dryness using a vacuum rotary evaporator (bath temperature ca.

40 °C),

' 5.5.2.3 Preparation of the final solution
Dissolve the residue in 1.0 mL acetonitrile/water (1/1, v/iv).

5.5.2.4 Determination of residues

The following conditions have been used successfully during validation of this analytlcal
- method. If different equipment and columns are used, modifications of the given condltlons
may be necessary.

HPLC-conditions

Instrument: Beckmann

System IBM-PC System 2 8570 Model 70386
Pump: 226 Beckmann ,
Detector: Diode Array Detector 168 Beckmann
Injector: Autosampler 507 Beckmann
Injection volume: 100 uL

Column oven: Beckmann

Column temperature: 30°C

Prodigy ODS, 5 um, 150 mm x 4,6 mm (validation)

Column
Column Nucleosil C18, 5 pm, 250 mm x 4 mm (confirmation method)
| Wavelength: 233 nm
Flow rate: 1.0 mL/min
Mobile phase:
. Eluent A Acetonitrile Chromasolv
Eluent B Phosphoric acid cyapos= 0.01mol/l
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Gradient program for the determination of AE F075736
Time Total flow Pump A Pump B
[min] pumpA+B (eluent A) (eluent B) -
[mL/min] Acetonitrile Chromasolv | phosphoric acld cuspos=
: 0.01mol/L
' [%] - {%]
0 1.0 20 80
10 1.0 50 50
20 1.0 50 50
30 1.0 80 20
35 1.0 80 20
45 1.0 20 80
47 1.0 20 80
55 1.0

Under these conditions the retention time for AE F075736 is about 21.0 min and for

AE F115008 about 25.4 min.

The chromatography data were recorded and evaluated with TURBOCHROM® Client/Server

system, PERKIN ELMER.

Confirmatory method

For confirmatory purposes a different stationary phase was used:

HPLC-Column:

Nucleosil C18, 5 um, 250 mm x 4 mm

Under these conditions the retention time for AE FO75736 is about 21.5 min and for

AE F115008 about 25.5 min.

5.6 Calibration

The concentration of AE FO75736 and AE F115008 were calculated using external
standards at 4 different concentrations over a range from 0.1 ng/uL up to 1 or 2 ng/pL. The
lowest concentration was 0.1 ng/uL. The highest concentration was 2 ng/uL.

The recommended order of samples / test solutions for setting up a sequence for HPLC-
determination is ‘test solution — sample - test solution - sample *. if different equipment is
used and /or more or less samples are worked up, modifications of this order may be

necessary.

¥
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5.7 .Calculatlons

Determination of concentration of the analytical target in the final solution ‘
The concentrations of the analytes in control samples, fortified samples and treated samples
were calculated using external standard procedures with multi level or smgle level -
calibration.

Single level calibration (one point calibration):

Gmp T, [z t] o
Cs Concentratuon in final sample solution Vg (|dentlcal with conc in Ty) . )
(treated, untreated and recovery) [pg/uL]) = [hg/mL] )
Cr Concentration in reference solution: ' C [pg/uL] = [ng/mL]
Ps Peak area or peak height of the sample solution _ [counts}
Pr . Peak area or peak height of the reference solution E - [counts] .
Te Injection volume of the sample solution X : " uL]

In - Injection volume of the reference solutions . N (V11

Multi level calibration (calibration curve):

" For the calibration peak areas (heights) of the standards were plotted versus the

corresponding concentrations. An optimized calibration curve of the following form -

f(C;)=P=a+bCg +cCg>
' (2

is calculated where f(Cs) is the peak area (height), Cs the concentratlon of the analyte in the
final sample extract and a, b, ¢ are constants.
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Determination of residues -

. Calculation of residues was carrled out by a data handling software accordlng to the
following procedure » ‘

Res=Ss®Vewof [ug/L:‘"g’mL)'"""q o
w mL : :
f___V1‘Vz'Vn ’ . [1=mLomLomL] . )
T,eT,eT, mLemL emL C
Res Residue ' S [ugh]
Cs Concentration in final sample solution V,,y (treated, untreated and recovery) [ng/mL]
w Sample weight [mL]
f Dilution factor o : . without dimension
Vv, Volume for primary extraction : . - [mL]
V. 'Volume after making up of aliquot Ty ' _ L A (1)1 8]
v, Volume after making up of aliquot T4 (n = 3, 4 and so on) [mL]
Vens ~ Final sample solution (identical with V; or V; or V, depending on the method) [mL]
T, Aliquot of V, ' . : [mL]
T,  Aliquotof V, N - . [(mL]
T, Aliquot of V,,(n = 3, 4 and so on) ' ' _ [mL]) -

Determination of recovery rates

Calculation of recovery rates were carried out by a data handlmg software accordlng to the
following procedure

Res, =Resg,, ~Re s(u,,,) ' : [HQ =H_ Pg] - (5)
| L L L ,
Rec=R®Se,100 . v ["/ Ho/L "/} (6)
- Res, . . : ’ pg/L

Resroc) Residue in the sample solution of the recovery test calculated with

: equation (3) and (4) ‘ , [ng/L]

Resyny Residue in the sample solution of the corresponding untreated control '

' sample calculated with equation (3) and (4) Lo (wg]

" Rec . Recovery rate : ‘ , (%]

Res, Concentration spiked for fortification ‘ . wg/t) -

. Resy Con_oentration detected by analytical method . v ) [ug/L]




CTD AgrEVO | S Method  EM F>1.z/A99;-o.

Page. , 23

6 Results

Calculation sheets and calibration curves for all laboratory analyses are given in Annex ||
and |l with examples of chromatograms given in Annex VL. ‘

6.1 Recoveries

Recovery experiments for method validation were conducted at 0.1 and 1.0 pg/L. At each
level for drinking water or surface water a min. of 5 recovery values were determined.
Recoveries are calculated with calibration curve according to the procedure described in
section 5.8 with correction for any apparent residues.

The mean recoveries for AE F075736 in drinking water were found at 79 and 92 %, with an
RSD of upto 9 %. - 4 : , .

In surface water the mean recoveries for AE F075736 were found at 85 and 105 %, with an
RSD of up to 10 %, the confirmation method gave mean recovery values of 92 and 106 %,

~ with an RSD of up to 18 %.

In surface water the mean recoveries for AE F115008 were found at 92 and 103 %, with an
RSD of up to 9 %, the confirmation method gave mean recovery values of 85 and 96 %, with
an RSD of up to 20 %. ‘

A summary of all recoveries for AE FO075736 and AE F1 15008 are gwen in the followmg
tables. :




6TD Agr Evo . | " | 'Metr.nod  EMF12/99-0 -

' Page 24

Summary table of recoveries:
Analyte: AE F075736

. Matrix . * Fortification Recovery Mean RSD n

level recovery (a)
, __fuag/L) [%] [%] [%]

Drinking water (Vittel) 0.10 : . '

o 70 79 9 5
10 96 ,

93 92 4 5
Surface water . - 010 ‘ 90 ‘ ‘

74 85 10 5 .
1.0 98 '

: 109 105 5 | 5
Surface water . 0.10 74
Confirmation method 110

35 (b) 92 18 7
10 102

109 106 3 5
The calculation was done with calibration function of peak areas. )
a) RSD = S.D./Mean Recovery « 100 %

CE(R-Rm? R:: recovery
SD.= | 1" S Rw:  mean recovery
n-1 . n: number of recoveries

b)  Outliner injection problemé, HPLC system used to much solution for washing,'so the injection volume
was too small R
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Summary table of recoveries:

Analyte: AE F115008

Matrix ) Fortification Recovery Mean | RSD n
Jlevel recovery (a)

_fualL] _[%] [%] | [%]

Surface water 0.10 108
92
94

106 '

113 103 9 5 .

1.0 . 89 . . -

90

95 92 3 5

Surface water 0.10 . . 75
Confirmation 78
method - 14

36 (c) 85 20 6
1.0 92

The calculation was done with calibration function of peak areas.

a)

b)
c)

6.2

RSD = S.D./Mean Recovery » 100 %

Z (R - Rm)’ R recovery
" ‘ Rm:  mean recovery
n-1 n: number of recoveries

8D.= |

Qutliner Unexpected high value (results including this value: mean recovery = 93 %, RSD =27 %,n=7)
Outliner Injection problems, HPLC system used to much solution for washing, so the injection volume
was too small . .

Limit of quantlflcation (LOQ)

Drinking water: :

The lowest level at which metsulfuron-methyl has been quantified in this study is 0 1 pg/L.
This level is therefore considered to be an appropnate limit of quantification for AE F075736
in drinking water.

The LOQ (0.1 pg/L) for AE F115008 in dnnkung water is glven int the analytical method -

EM F 01/98 — 0 (ref. 1). ‘

Surface water _

The lowest level at which iodosulfuron-methyl-sodium and metsulfuron-methyl have been
quantified in this study is 0.1 pg/L. This level is therefore considered to be an appropriate
limit of quantlf cation for AE F115008 and AE F075736 in surface water.
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6.3 Blank values

Drinking water:
Analysis of control samples has shown that apparent residues of AE F075736 observed

were n.d. (not detectable, < 0.3 x LOQ). This demonstrates that 0.1 pg/L is a feasnble Ievel o

for recognition of residues with reasonable certainty.

Surface water: :
Analysis of control samples has shown that apparent residues of AE F115008 and

- AE F075736 observed were n.d. (not detectable, < 0.3 x LOQ). This demonstrates that

0.1 yg/L is a feasible level for recognition of residues with reasonable certainty.

6.4 Critical steps of the method

‘There are no critical steps of the method.

6.5 Time for analysls

From extraction of the samples to preparation of the final solutions for HPLC/UV
determination, it is normally possible to analyse a batch of 14 samples in three day.
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Annex I:

Metsulfuron-methyl in drinking water

Extraction AE FO75736 and
. C18-cartridge clean-up

HPLC

Analytical method flow sheet

1000 mL water
", is adjust to pH 2.5 with phosphoric acid (2 N) -
and sucked through an Chromabond 500 mg C18-cartridge
(conditioned with 5 mL methanol and 5 mL water)
with a flow rate of ca. 10 — 20 mL/min

Wash used glassware with 200 mL Millipore water

and suck the washing water through the cartridge.
[

Suck tﬁe C18-cartridge to dryness within ca. 5 min.

Eluate AE F075736 with 5 mL methanol
into a test tube '

Reduce the eluate to dryness using a vacuum rotary evaporator
_(bath temperature ca. 50 °C). - .

dissolve the residue in 1.0 mL water/acetonitrile (1/1, vi/v) for quantification
with UV/HPLC
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lodosulfuron-methyl-sodium and metsulfuron-methy! in surface water

Extraction ‘ , 1000 mL water

AE F115008 and . is adjust to pH 2.5 with phosphoric acid (2 N), )
AE F075736 and filtered through a glass microfibre filter and a cellulose nitrate filter (0.45 pm)
NH2 / C18-cartridge the sample is sucked through a Chromabond 500 mg NH2 / 500 mg C18-cartridge
clean-up (conditioned with 5 mL methanol and 5 mL water)
: " with a flow rate of ca. 10 — 20 mL/min
1
Wash used glassware with 200 mil. Millipore water
and suck the washing water through the cartridge.

| Suck the NH2 / C18-cartridge to dryness within ca. 5 min.

| Wash the NH2 / C18-cartirdge with 10 mL methanol/water (30:70, v/v).

l .

| Eluate AE F115008 and AE F075736 with 15 mL methanol/water (60:40, viv)

[

Reduce the eluate to dryness using a vacuum rotary evaporator
(bath temperature ca. 50 °C).

Silicagel-cartridge Dissolve the residue in 20 mL toluene (if necessary use an ultrasonic bath)
clean-up ' ‘ suck through a Silicagel-cartridge (conditioned with 5 mL toluene)
. [ ‘ Discard the eluate, suck the Silicagel-cartridge to dryness
: l

Wash the round-bottom flask with 30 mL toluene/methanol (95:5, v/v)
_ and elute AE F115008 and AE F075736 with this solution
Reduce the eluate to dryness using a vacuum rotary evaporator
(bath temperature ca. 40 °C).

HPLC dissolve the residue in 1.0 mL water/acetonitile (1/1, v/v) for quantification with

UV/HPLC
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Callbratlon curves

Annex Il
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Calibration curves

(surface water)
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Calibration curves

(surface water)
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(surface water)
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(surface water)
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(surface water)
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Annex V: Sample history and apparent residue levels ,
Analyte: AE F075736
Matrix Lab Start of Date of data Apparent Mean
code sample acquisition | residue level apparent
work-up AE FO075736 | residue level
AE F075736
[pg/L] [ug/L]
Drinking water (Vitte!) U001 22.11.1999 22.11.1999 0.000 '
' U002 22.11.1999 22.11.1999 0.021 nd.
U005 06.12.1999 08.12.1999 0.019
U006 06.12.1999 08.12.1999 0.018 nd.
Surface water U013 20.01.2000 21.01.2000 0.000
uo14 20.01.2000 21.01.2000 0.000 n.d.
uo15 24.01.2000 24.01.2000 0.000
U016 24.01.2000 24.01.2000 0.000 nd. -
Surface water uoo9 17.01.2000 17.01.2000 0.000
Confirmation method uo10 17.01.2000 17.01.2000 0.009 n.d.
Uo11 19.01.2000 19.01.2000 0.017
ugi2 19.01.2000 19.01.2000 0.000 n.d.
uo17 25.01.2000 - 25.01.2000 0.000 n.d.
Analyte: AE F115008
Matrix Lab Start of Date of data Apparent Mean
code sample acquisition | residue level apparent
work-up AE F115008 | residue level
AE F115008
frg/L] [uglL]
Surface water U013 20.01.2000 21.01.2000 0.000 ,
uo14 20.01.2000 21.01.2000 0.000 n.d.
U156 24.01.2000 24.01.2000 0.000
U016 24.01.2000 24.01.2000 0.000 n.d.
Surface water U009 17.01.2000 17.01.2000 0.000
Confirmation method uo10 17.01.2000 17.01.2000 0.000 n.d
U011 19.01.2000 19.01.2000 0.000
U012 19.01.2000 19.01.2000 0.000 n.d
uo17 25.01.2000 25.01.2000 0.000 n.d.
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Annex VI:

Typical chromatograms

The following chromatograms are given as examples of characteristic recorder plots.
The retention time of the target signal varied to a certain extent as the chromatographic system had to
be fitted to the particular situation.

The computer plot offers the possibility of presenting only the important cut of the chromatogram with
additional stretching of time or height. The electronic plots show the peak height in counts plotted vs.

the retention time in minutes.

Lab code

Sample material Description Page

- EQ01 Test 0.10 ug AE F075736/mL 61

E002 Test 0.20 pg AE F075736/mL 62

£003 Test 0.50 pg AE FO75736/mL 63
E004 Test 1.0 yg AE FO75736/mL 64

'Drinking water (Vittel) ~ U001 Control - 65
R0O01 Recovery 0.10 ug AE FO75736/L 66

R002 Recovery 0.10 pg AE FO75736/L 67

Uoos . Control -~ A 68

R0O09 Recovery 1.0 yg AE FO75736/L. 69

RO10 - Recovery 1.0 pg AE FO75736/L v 70

- E054 Test 0.10 pg (AE F115008 + AE F075736)/mL 7

E0S55 Test 0.20 pg (AE F115008 + AE F075736)/mL 72

E056 Test 0.50 pug (AE F115008 + AE FO75736)/mL 73

E057 Test 1.0 pg (AE F115008 + AE FO75736)/mL 74

Surface water uo13 Control - 75
R027 Recovery 0.10 pg (AE F115008 + AE F075736)/L 76

R028 . Recovery 0.10 pg (AE F115008 + AE FO75736)/L 77

~Uo15 Control - 78

R032 Recovery 1.0 pg (AE F115008 + AE F075736)/L 79

R033 Recovery 1.0 pg (AE F115008 + AE F075736)/L 80

- E038 Test 0.10 ug (AE F115008 + AE FO75736)/mL 81
(Confirmation method) E041 Test 1.0 pg (AE F115008 + AE FO75736)/mL 82
Surface water U009 Control - 83
(Confirmation method) RO17 Recovery 0.10 pg (AE F115008 + AE F075736)/L 84
RO18 Recovery | 0.10 ug (AE F115008 + AE FO75736)/L 85
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Lab code Description
EOO1 Test 0.10 pyg AE FO75736/mL
Page 1 of 1
Software Version  : 6.1.0.2:G07 " Date : 22.11.1999 13:58:33
Operator - : Brueggemann = Sample Name : EQO1
Sample Number ] Study : CR99/029
AutoSampler : NONE Rack/Vial : 0/0
Instrument Name : 101 . Channel A
Interface Serial # : 5237270013 A/D mV Range : 10000
Delay Time : 0.00 min End Time : 30.00 min
Sampling Rate : 1.0000 pts/s T Pna
Volume Injected : 100.000000 pL Area Reject  : 0.000000
Sample Amount : 1.0000 Dilution Factor : 1.00
Data Acquisition Time : 22.11.1999 13:08:48 Cycle 01

Raw Data File : \adeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CRE9029\bru001\EQO1 .raw
Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CRI8028\bruC01\E001 . rst

Inst Method : Wadeft003\Turbachrom Daten\brueggemannimethodem75736emf1299 from WAdeft003\turbochrom
daten\Brueggemann\Chromatogramme\CR99029\bru001\EQO1.rst

Proc Method : \adeft003\Turbochrom Daten\brueggemann\methodem\75736emf1299 from WAdeft003\urbochrom
daten\BrueggemanmChromatogramme\CR99029\bruQ01\EQ01.rst

Calib Method : \adeft003\Turbochrom Datentbrueggemann\methoden\75738emf1299 from WAdeft003\turbochrom
daten\Brueggemann\Chromatogramme\CR93029\bru001\EQ01.rst

Sequence File : ZWadeft003\Turbochrom Daten\Brueggemann\Sequenzem\CR38029\bru001.seq

Sample Notes:

10 ng AE F075736 in 100 pL

g & & 8
S 1200—
E 3
@' put
£ —
8_ -
g b
@ 1100-]
e i A A
= " T
1000— 1
0
~
o
(IS
w
<<

2 4 6 8 10 12 14 18 18 20 22 24 26 28
Time [min} '
Peak Component Time Area Height
# Name [min)  [uVv-s] (V]

2 AE FO75736 21.589 211310 15087
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Lab code Description
E002 Test 0.20 ug AE FO75736/mL

Software Version = : 6.1.0.2:G07 " Date : 22.11.1999 15:39:02

Operator - . Brusggemann = Sample Name : E002

Sample Number 03 ) .. Study : CR99/029

AutoSampler : NONE Rack/Vial : 0/0

‘Instrument Name ;101 Channel A

Interface Serial # . 5237270013 A/D mV Range : 10000

Delay Time : 0.00 min End T'xme ¢ 30.00 min

Sampling Rate : 1.0000 pts/s

Volume Injected : 100.000000 ul Area Rejed : 0.000000

Sample Amount : 1.0000 . Dilution Factor : 1.00

Data Acquisition Time : 22.11.1999 15:04:01 Cycle : 3

Raw Data File : \adeft003\Turbochrom Daten\Brueggemannm\Chromatogramme\CR99029\bru001\ED02.raw
Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00 1\E002.rst .

Inst Method : Wadeft0ONTurbochrom Daten\brueggemannimethoden\75736emf1299 from \Adeft003\turbochrom
daten\Brueggemann\Chromatogramme\CRS9029\bru001\E002.rst

Proc Method : \\adeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from \Adef003\turbochrom
daten\Brueggemann\Chromatogramme\CR99029\bru001\EC02.rst

Calib Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from WAdeft003vturbochrom
daten\Brueggemann\Chromatogramme\CR99029\bru00 1\E002.rst

Sequence File : \adeft003\Turbochrom Daten\Bmeggemann\Sequenzen\CR99029\bru001 seq

Sample Notes:

20 ng AE FO75736in 100 pL

~13.34
~21.36 |-
26.63

Lol

S 1200
E -
-
a -
& 1100—
1000—] a
o
o
w
g
ml‘ihﬂi“ﬂ\l}ﬂ:i!HI‘»;HH]HH]HH!I\':!!HH'TIIt|lIHIﬂH]HIIpTH!H!IFﬂI]HH]THIPHI]IHI]HH]Hl}!illliﬂﬂlii!lTﬂﬂ]Illl!lTﬂ;!l!I]
2 4 6 8 10 12 14 16 8 20 22 24 28 28
. Time [min}

Peak Component Time Area Height
# Name [min]  [uV-s] [V

2 AE FQ75736 21.359 420875 30083
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Lab code

Description

‘Test 0.50 ug AE F075736/mL
Software Version : 6.1.0.2:G07 Date : 23.11.1999 08:00:10
Operator : Brueggemann Sample Name : E003
Sample Number 5 Stady” ~- : CR99/029
AutoSampler : NONE Rack/Vial : 0/0 .
Instrument Name ;101 Channel DA
Interface Serial # : 5237270013 A/D mV Range : 10000
Delay Time : 0.00 min End Time : 30.00 min
Sampling Rate : 1.0000 pis/s
Volume Injected : 100.000000 pL Area Reject : 0.000000
Sample Amount : 1.0000 Dilution Factor : 1.00
Data Acquisition Time : 22.11.1999 16:59:17 Cycle : 5

Raw Data File : Wadeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR98028\bru0011E003.raw '

Result File : WAdeft003turbochrom daten\Brueggemann\Chromatogramme\CRS8029\bru00 1\E003 rst

Inst Method : Wadeft003\Turbochrom Datentbrueggemann\methoden\75736emf1289 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru001\E003.rst
Proc Method : \adeftO03\Turbochrom Daten\brueggemann\methoden\75736emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR93029\bru001\E003.rst
Caiib Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from
\Adeft003\urbochrom daten\Brueggemann\ChromatogrammetCR98029\bru001\E003.rst

Sequence File : Wadeft003\Turbochrom Daten\Brueggemann\Sequenzen\CRI9029\bru001.seq

Sample Notes:
50 ng AE F075738 in 100 pL
o T 88 B/ o
o 2 I8 &8 8
g 1200—]
E
2 =]
S =
§ 3
14 1100—_7
—ﬁ
= A
4 1 .
1000— :
wn
P~
o
[
w
<
I'l||IIII]llll].'llllllllfll:xg
5 10 15 20 25 '
Time [min)
Peak Component Time Area Height
# Name [min} [pV's) [pV]

3 AE FQ75736 21.352 995790 74944
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Lab code Description

E004 Test 1.0 yg AE F075736/mL
Software Version : 6.1.0.2:G07 Date 1 23.11.1999 08:01:43
Operator : Brueggemann Sample Name : E004 !
Sample Number 17 Study® ~. : CR99/029 ;
AutoSampler : NONE : Rack/Vial i
Instrument Name 1101 Channel PA ;
Interface Serial # . 5237270013 ) A/D mV Range : 10000 ) .
Delay Time : 0.00 min End Time -1 30.00 min .
Sampling Rate : 1.0000 pts/s ’ :
Volume Injected : 100.000000 pL Area Reject  : 0.000000
Sample Amount : 1.0000 Dilution Factor : 1.00
Data Acquisition Time : 22.11.1999 18:54:36 Cycle 7

Raw Data File : \adeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR99029\bru00 1\EQD4.raw
Resutt File : WAdefi003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00 1\EQO4. rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemann\methoden\75736emf1299 from
WAdeft003Murbochrom daten\Brueggemann\Chromatogramme\CR99029\bru001\EQ04. rst

Proc Method : \\adeft003\Turbochrom Daten\brueggemannimethodent?75738emf1299 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRSS029\bru00 1\E004.rst

Cafib Method : Wadeft003\Turbochrom Daten\brueggemann\methoden\75736emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR98029\bru0011£004.rst

Sequence File : \adeff003\Turbochrom Daten\Brusggemann\Sequenzen\CR99029\bru001 .seq
Sample Notes:

100 ng AE FO75736 in 100 L

o VO)
Q w o~
H o~ ~N ~
‘ —
-
%"1200-5
‘o -
7] -
c
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a 3
2 1100 !
= !
— ]
s
E |
1000— )
A J
~
(=] [
[T
. i
<
!I!l|llfl!r!lll[lTTl|!lill!TTTj .
5 10 15 20 25 .

Time [min]
Peak Component Time Area Height
# Name [min)  [uV's] {uv]

2 AE FO75736 21.575 2005100 153777
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Sample material Lab code - Description
Drinking water (Vittel) U001 Controt -
Software Version : 6.1.0.2:G07 Date : 23.11.1999 08:44:00
Operator : Brueggemann Sample Name : U001 i
Sample Number 12 ¥~ : CR99/029 ;
AutoSampler : NONE Rack/\Vial : 0/0 :
Instrument Name 10 Channet T A :
Interface Serial # . 5237270013 A/D mV Range : 10000 '
Oelay Time : 0.00 min End Time : 30.00 min i
Sampling Rate : 1.0000 pts/s
Volume injected : 100.000000 L Area Reject : 0.000000
Sample Amount : 1.0000 Difution Factor : 1.00
Data Acquisition Time : 22.11.1999 14:06:23 Cycle 12

Raw Data File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR99029\bru001\UGC01 .raw

Result File : WAdeft003\urbochrom daten\Brueggemann\Chromatogramme\CR99028\bru001\U001. rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from
Wdsft003\turbochrom datem\Brueggemann\Chromatogramme\CR99029\bru001\U001. rst

Proc Method : ZWadeft003\Turbochrom Daten\Brueggemann\Methoden\75736emf1299.mth from
WAdeftDO3Murbochrom datem\BrueggemannChromatogramme\CR898026\bru001\001.rst

Calib Method : \\adeftO03\Turbochrom Daten\Brueggemann\Methoden\75738emf1299.mth from
WAdeft003Murbochrom daten\Brueggemann\Chromatogramme\CR99029\bru001\001.rst

Sequence File : \adefi003\PenExe\TcCS\Verb.1.0\Temp\U0D1-1746731849-19991123-084156.idx

Sample Notes:
1 mbL /100 puL
- < o2
oo ©
—e ©
o~ ~N
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1.59

S
Tuwlo

Response [mV]

110
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i Lol

i

LI B N B B
20 25

lll177 [
15

Time [min}
Peak Component
# Name

Time Area Height
[min} [WV-s] [V}

AE FO75736 21.500 - 0 0
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Sample material Lab code
Drinking water (Vittel)  R001

Description
Recovery 0.10 ug AE FO75736/L

Software Version 1 6.1.0.2:G07 Date 1 23.11,1999 08:01:17 ;
Operator : Brueggemann Sample Name : R0O1 i
Sample Number 16 Stody™ ~~ : CR99/029 ]
AutoSampler : NONE Rack/\Vial : 00 i
Instrument Name 101 Channel T A ;
Interface Serial # . 5237270013 AJD mV Range : 10000 '
Delay Time : 0.00 min End Time : 30.00 min :
Sampling Rate . 1.0000 pts/s :
Volume Injected © 100.000000 pt Area Reject : 0.000000 !
Sample Amount : 1.0000 Dilution Factor : 1.00 ;
Data Acguisition Time : 22.11.1999 17:58:56 Cycle 18

Raw Data File : Wadeft003\Turbochrom )
Daten\Brueggemann\Chromatogramme\CR99029\bru001\R001.raw
Resuit File : WAdeft003\turbachrom daten\BrueggemanniChromatogramme\CR99028\bru00 11R001.rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99028\bru00 1\RO01 .rst

Proc Method : Wadef003\Turbochrom Daten\brueggemann\methodem\75736emf1299 from
WAdeft003\turbochrom daten\Brueggemann\ChromatogrammetCRS9020\bri00\RO0 1 . rst

Calib Method : \adeft003\Turbochrom Daten\brueggemann\methoden\75736emf1289 from
\\Adeft003\turbachrom daten\BrueggemanniChromatogramme\CRS9029\bru001\R001 .rst

Sequence File : \adeft003\Turbochrom Date

n\Bmegg emann\Sequenzen\CRS2020\bru001.seq

Sample Notes:
1mL/100 pL
© 3 R &
= - I ©
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x 1100— )
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Time (min}
Peak Component Time Area Height
# Name [min)  [uV's) [wV)

2 AE FO75736 21.587 170540 13841
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Raw Data File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR99029\bru001\R002.raw
Resuit File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89029\bru00 1\R002. st
Inst Method : Wadef003\Turbochrom Daten\brueggemann\methodem75736emf1299 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru001\R002. rst
Proc Method : ZWadeft003\Turbochrom Daten\brueggemann\methoden\75736emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89029\bru001\R002.rst -

. Calib Method : \adeft003\Turbochrom Daten\brueggemannimethoden\76736emf1299 from

WAdeft0Q3\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00 1\R002.rst
Sequence File : \adeft003\Turbochrom Daten\Bmeggemann\Sequenzen\CR99029\bru001 .seq

Sample Notes:

Sample material Lab code Description

. Drinking water (Vittel)  R002 Recovery  0.10 pg AE FO75736/L
Software Version : 8.1.0.2:G07 Date : 23.11.1999 08:03:17
Operator : Brueggemann Sample Name : R002
Sample Number : 8 Stody™ ~- : CR99/029
AutoSampler : NONE Rack/Vial 1 0/0
Instrument Name 10 Channel CA
Interface Serial # : 5237270013 A/D mV Range : 10000
Delay Time 1 0.00 min End Time - 30.00 min
Sampling Rate . 1.0000 pts/s
Volume Injected : 100.000000 pt. Area Reject  : 0.000000
Sample Amount : 1.0000 \ Dilution Factor : 1.00
Data Acquisition Time : 22.11.19989 19:52:16 Cycle : 8

1mL/ 100 uL
2 a 5 I8 2
- 2 8 &3 8
=
S 1200—]
3 j
i =
p—
8 =]
2 — '
o 1100— R .
1000— ‘
’ 2
o
uw
w
. . <
Illi"rlli].lllll‘llll]l lill=—f}
5 10 15 20 25 '
Time [min)
Peak Component Time Area Height
# Name [min] [pVv-s] [pV]

3 AEFQ75736 21.313 138420 12673
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Sample material Lab code Description
Orinking water (Vittel)  UQ05 Control -
Software Version : 8.1.0.2.G07 Date : 08.12.1999 14:14:58 .
Operator : Brueggemann Sample Name : U0OS ) !
. Sample Number 12 ) Study* ~- : CR99/029 . :
AutoSampler : NONE Rack/\Vial : 0/0
Instrument Name : 101 - Channel CA
Interface Serial # : 5237270013 . AJDmV Range : 10000 - ' ) .
Delay Time : 0.00 min End Time -1 30.00min |
Sampling Rate : 1.0000 pts/s . .
Volume Injected : 100.000000 pL Area Reject - : 0.000000
Sample Amount : 1.0000 Dilution Factor : 1.00 -
Data Acquisition Time 08 12.1999 09:42:55 Cycle r2

Raw Data File : Wadeft003\Turbochrom

Daten\Brueggemann\Chromatogramme\CR99028\bru003\U005. raw

Result File : WAdeft003\turbochrom daten\Bmeggemann\Chromatogramme\cR99029\bru003\U005 rst

Inst Method : \adeft003\Turbochrom Daten\brueggemanni\methodem\75736emf1299 from

Adeft003\turbochrom daten\Brueggemann\Chromategramme\CR99029\bru003\U005.rst

Proc Method : Wadeft003\Turbochrom Daten\brueggemann\methoden\75736emf1299 from

\WAdeft003turbochrom daten\BrueggemanmChromatogramme\CR99029\bru003\005.rst

Calib Method : \adeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from-
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89029\bru003\U005.rst

Sequence File : \\adeﬂOOS\Turbochrom Datenm\BrueggemanmSequenzen\CR99025\bru003.seq ' : '
Sample Notes: Lt ‘

1mbL/ 100 uL
D 8I8e 5 '
© P! 40
. i Dby N
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S 1200 : : .
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@ - ) - ‘
@ 3 .
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€ 1100—] S o
3 ‘ '
= - R G 1 B ’
= .
1000—] ; }:
R
(=)
G
w
. . <
V7T TT7 l T T 7 TrT T ’ T T , T"T T , T 7177
5 10 15 20 25 A

Time [min] )
Peak Component Time Area Height ’ - : .
# Name  [min] [uV's] [wV] ‘ - ) :

2 AE FO75736 21.065 38485 2869
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Sample material Lab code Description _ .
Drinking water (Vittel) - R009 Recovery 1.0 ug AE FO75736/L
Software Version : 8.1.0.2:607 Date : 08.12.1999 14:17:04
Operator : Brueggemann Sample Name : RO09 .
Sample Number . : 6 Stusdy = ~- . CR89/029
AutoSampler : NONE Rack/\Viat ;00
Instrument Name ;101 Channel CA
Interface Serial # : 5237270013 - A/D mV Range : 10000
Dslay Time : 0.00 min End Time - 30.00 min ;
Sampling Rate -+ 1.0000 pts/s . .
Volume Injected : 100.000000 pL Area Reject : 0.000000 j
Sample Amount : 1.0000 Dilution Factor : 1.00 |
Data Aoquisition Time : 08.12.1999 13:33:00 Cyde i 6 .

Raw Data File : WadeR003\Turbochrom - .
Daten\Brueggemann\Chromatogramme\CR99028\bru003\R009.raw . ’
Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bruf003\R009.rst

Inst Method : \adeft003\Turbochrom Daten\brueggemann\methoden\75736emf1299 from .
\\Adeft003\turbochrom daten\BrueggemanmChromatogramme\CR99029\bru003\R009.rst

Proc Methad : \\adeft003\Turbochrom Daten\brueggemannimethoden75736emf1299 from

Wadeft003\turbochrom daten\BrueggemanmChromalogramme\CR99029\bru003\R009. rst

Catib Method : \\adeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from .o
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS8029\bru003\R009. rst ) '
Sequence File : \\adeﬂOOS\Turbod\rom Daten\Brueggemann\Sequenzen\CR99029\bru003.seq

Sample Notes:

1 mL/100 yl

26.04

~1.87
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i

~-23.1

»
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Response (mV)

L

T Lo T i

3 A

Time {min)
Peak Component .
# Name

Time Area  Height
Vs (w1

3 AE FO75736 21.096 1829750 168915 . R ) .
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Lab code |

Sample material Description .

Drinking water (Vittel) R010 Recovery . 1.0 ug AE F075736/L
Software Version 1 6.1.0.2.G07 - Date : 09.12.1999 10:26:13 :
Operator : Brueggemann Sample Name : R010 - i
Sample Number 1 8 Study™ ~. : CR99/029 . :
AutoSampler : NONE Rack/Viat ~  : 0/0
Instrument Name 1101 Channel A
Interface Serial # 1 5237270013 A/D mV Range : 10000
Delay Time 1 0.00 min End Time - 1 30.00 min :
Sampling Rate : 1.0000 pts/s .
Volume Injected : 100.000000 pL Area Reject : 0.000000 .
Sample Amount : 1.0000 Dilution Factor : 1.00 :
Data Acquisition Time : 08.12.1999 15:28:08 Cycle 1 8 ;

L

Raw Data File : \adeff003\Turbochrom
Daten\BrueggemanmChromatogramme\CR99029\bruQ03\R010.raw

Result File : WAdeft003turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru003\R010.rst
inst Method : \adeft003\Turbochrom Daten\brueggemann\methoden\75736emf1299 from
\WAdeft003\turbochrom daten\BrueggemanmChromatogramme\CR98029\bru003\R010.rst

Proc Method : \adeft003\Turbochram Daten\brueggemannimethoden\75736emf1298 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRE9029\bru003\R010.rst

Calib Method : \adeft003\Turbochrom Daten\brueggemannimethoden\75736emf1299 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89029\bruG03\R010.rst

Sequence File : \adeft003\Turbochrom Daten\Brueggemann\Sequenzen\CR99028\bru003.seq

Sample Notes:
1mbL 7100 L
2 %2 3
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S 1200 !
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I1l||lljlll—Flllllllllll1gllll
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Time [min) ‘ ' .
Peak Component Time  Area ' Height .
# Name [min)  [pVv's] V]

2 AE FO75736 21.096 1744620 159862
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Lab code Description
E054 Test 0.10 ug (AE F115008 + AE F075736)/mL
Software Version  : 6.1.0.2:G07 Date : 21.01.2000 15:05:50
Operator : Brueggemann - Sgmple Name : E054 ‘ o
Sample Number B » Stady " ~- : CR89/029 |
AutoSampler : NONE Rack/Vial 1 00 ;
Instrument Name ;101 Channel A , :
Interface Serial # : 5237270013 " A/DmV Range : 10000
Detay Time : 0.00 min End Time -2 30.00 min
Sampling Rate : 1.0000 pts/s . .
Volume Injected . 100.000000 pL Area Reject : 0:000000
Sample Amount : 1.0000 Qilution Factor : 1.00
Data Acquisition Time : 21.01.2000 14:24:55 Cycle :1

Raw Data File : \adeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR99029\bru00NEDS4.raw
Result Fife : \Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR88029\bru00\EDS4.rst
Inst Method : \adeft003\Turbochrom Daten\brueggemannimethodent115008emf1299 from
\deft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00\E054.rst

Proc Method : \adeff003\Turbochrom Daten\brueggemann\methodan\115008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00\E054.rst

Calib Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\t 15008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS9029\bruC07\E054.rst

Sequence File : Wadeft003\Turbechrom Daten\Brueggemann\Sequenzen\CR98029\bru007.seq
Sample Notes: '

10 ng AE F075736, 10 ng AE F115008 in 100 pL

g a8 g
< Qe 0
i o~ ey ~
‘ s
3
S 1200
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1000—] i Y
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5 . 10 15 20 25

Time [min] :

Peak Component Time Area Height
# Name {min}  [uV-s] {pV] .

3 AE F075736 21.062‘. 291500 18538
4 AE F115008 25.403 251150 17265
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Lab code - Description . o
E0S5 . - Test 0.20 pg (AE F115008 + AE F075736)/mL

Software Version : 6.1.0.2.G07 Date © 1 24.01.2000 07:47:54

Operator .+ Brueggemann Sample Name : E055 ‘ ’ Cd
Sample Number 13 Stody ™ ~~ : CR99/029 . ’ Y
AutoSampler : NONE Rack/Vial : 00

Instrument Name : 101 Channel DA

Interface Serial # : 5237270013 ' A/D mV Range : 10000 .
Delay Time : 0.00 min End Time -1 30.00 min :
Sampling Rate : 1.0000 pts/s .
Volume Injected : 100.000000 pl Area Reject 1 0.000000

Sample Amount * : 1.0000 . Dilution Factor : 1.00 !
Data Acquisition Time : 21.01.2000 16:20:00 Cycle 13 b

Raw Data File : \adeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR98029\bru007\E055.raw
Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89028\bru007\E055.rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemannimethodentt 15008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS98029\bru007\E055. rst
Proc Methed : \adeft003\Turbochrom Daten\brueggemannimethoden\l 15008em{1269 from
\\Adeft003\turbochrom daten\BrueggemanmChromatogramme\CRE9029\bruG07\E0S5.rst
Calib Method : \adeftG03\Turbochrom Daten\brueggemann\methodent\115008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR98029\bru007\E0SS. rst

' Sequence File : \\adeﬂ003\Turbochrom Daten\Bmeggemann\Sequenzen\CR99029\bru007 seq
Sample Notes:
20 ng AE F075736, 20 ng AE F115008 in 100 e

© ™ ™
8 S < 0
o & S8
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. S 1200
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1=~
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& 1100 :
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1000— ; ] ’
2 2
. 5 i
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) w w P -
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IIII|I_IIII|IIIITIIIIIIIIIIIIII :
5 10 - 15 20 25

Time {min}
Peak Component Time Area Height ’
# Name  [min] [pV's] [pV]

2 AE F075736 21.080 412925. 32959 S : .
3 AE F115008 25.431 482305 34416 ' )
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Lab code Description -

E056

Test 0.50 ug (AE F115008 + AE FO75736)/mL.
Software Version 1 6.1.0.2:G07 Date :. 24.01.2000 07.48:57
Operator : Brueggemann Sample Name : E056
Sample Number 15 T e O : CR99/029
AutoSampler : NONE Rack/Vial . 00
Instrument Name ;101 Channe! : A
Interface Serial # : 5237270013 A/D mV Range : 10000 .
Delay Time .1 0.00 min End Time : 30.00 min
Sampling Rate : 1.0000 pts/s
Volume Injected : 100.000000 pL Area Reject  : 0.000000
Sample Amount : 1.0000 . Dilution Factor : 1.00
Data Acquisition Time : 21.01.2000 18:15:05 - Cycle HE-]

Raw Data File : \adeft003\Turbochrom Daten\BrueggemanmChromatogramme\CR98029\bruC07\E056.raw
Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bruODNEDSSE. rst

Inst Method : \adeft003\Turbochrom Daten\brueggemannimethoden\115008emf{1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89029\bru00NE056.rst

Proc Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR93029\bru0O7\EQS6. rst

Calib Method : \adeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS9028\bru00O\EDS6. rst

Sequence File : Wadefl003\Turbochrom Daten\Brueggemann\S:

Sampie Notes:

50 ng AE F075736, 50 ng AE F115008 in 100 pL

equenzen\CR99029\bru007.seq

1.87

g .
Tmlluu

Responsa [mV]
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29.36

Peak Component Time  Area Heigf\t
# Name [min}  [uVv's) [pV]

2 AE FQ75736 21.070 1050150 88301
4 AE F115008 25.405 1161025 84508

15
Time [min}

—1 AE F075-
AE F115--
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Lab code Description

EQ57 Test 1.0 pg (AE F115008 + AE F075736)/mL
Software Version : 6.1.0.2:G07 Date . 24.01.2000 07:51 02
Operator - : Brueggemann Sample Name : EQ057
Sample Number 0 7 ' Study® ~- : CR99/029
AutoSampler : NONE Rack/Vial :-0/0
Instrument Name : 101 Channel T A
Interface Serial # - 5237270013 AJO mV Range : 10000
Delay Time : 0.00 min End Time -1 30.00 min .
Sampling Rate : 1.0000 pts/s ]
Volume Injected - : 100.000000 uL Area Reject  : 0.000000
Sample Amount : 1.0000 Dilution Factor : 1.00
Data Acquisition Time : 21.01.2000 20:10:09 Cycle 7

Raw Data File : \adeft003\Turbochrom Daten\BrueggemanmChromatagramme\CR99029\bruQ07\EQ57 .raw

Result File : WAdeft003Mturbochrom daten\BrueggemanmChromatogramme\CRE9029\bru007VEDS7. rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\115008emf1298 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru007\EQ57 . rst

" Proc Method : \adeft003\Turbochrom Daten\brueggemann\methoden115008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru007\EQ57 .rst
Calib Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00NEDS7 . rst
Sequence File : \adeft003\Turbochrom Daten\Brueggemann\Sequenzen\CRQQOZQ\bruOW seq

Sample Notes:
100 ng AE FO75736. 100 ng AE F115008 in 100 pL
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Peak Component Time Area  Height
# Name [min]  [uV-s] uv]

' 2 AE F075736 21.067 2091435 159773
4 AE F115008 25.397 2136590 155863
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AEF115-

[ p—
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N_
h
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Raw Data File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR99029\bru007\UO13.raw
Result File : \\adeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR98029\bru007\U013.rst
Inst Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from -
\\adeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR99020\bru007\U0 13.rst
Proc Method : \adeft003\Turbochrom Daten\Brueggemann\Methoden\115008emf1299.mth
Calib Method : Wadeftl003\Turbochrom Daten\Brueggemann\Methoden\115008emf1299.mth

Sequence File : \adeft003\PenExe\TcCS\Vers.1.0\Temp\U013-1328213012-20000124-075832.idx _

Sample Notes:

1mL/ 100 pL
' WCOOU-F = 1) O
N MO ® O~ N o
N O~ONN ¥ © ©
- NN N (3]
; AN XN ) h

S 1200—]

E pn

3 =

b3 —

2 3

2 3

@ 1100—]

3
THII'IIII

5

Peak Component Time Area Height

# Name

[min] [wv-s] (V]

- AEF075736 21,070 0 0
- AEF115008 25,400 0 0

15
Time [min)

20 25
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Sample material Lab code Description
Surface water uo13 Control -
Software Version = | : 6.1.0.2:G07 Date : 24.01.00 08:02:55 ’
Operator : Brueggemann Sample Name : U013
Sample Number r 2 Sfudy*~.  : CR99/029 :
AutoSampler : NONE Rack/Vial : 00 ;
Instrument Name : 101 Channel A :
Interface Serial # 1 5237270013 AJ/D mV Range : 10000 !
Delay Time 1 0,00 min €nd Time - : 30,00 min '
Sampling Rate : 1,0000 pts/s .
Volume Injected : 100,000000 pL Area Reject  : 0,000000
Sample Amount 11,0000 Dilution Factor : 1,00
Data Acquisition Time : 21.01.00 15:22:27 Cycle : 2
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Sample material Lab code Description o

Surface water’ R027 Recovery 0.10 pg (AE F115008 + AE FO75736)/L
Software Version . : 6.1.0.2:G07 Date - : 24.01.2000 07:50: 39 |
Operator : Brueggemann Sample Name : R027 . !
Sampile Number 16 - Stogy™ ~. : CR99/029 |-
AutoSampler’ : NONE . Rack/\Vial : 0/0 .
Instrument Name 1 101 . Channel T A :
Interface Serial # : 5237270013 A/D mV Range : 10000 ° !
Delay Time : 0.00 min * EndTime  .: 30.00 min ]
Sampling Rate : 1.0000 pts/s . }
Volume Injected : 100.000000 yL Area Reject  : 0.000000 I
Sample Amount : 1.0000 Dilution Factor : 1.00 =
Data Acquisition Time : 21.01.2000 19:12:38 Cycle 16 !

Raw Data File | \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\cR99029\bru007\R027 raw

Result File : WAdeftDO3\turbachrom daten\Brueggemann\Chromalogramme\CR99029\bru007\R027 rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99028\bru007\R027..rst
Proc Methed : \\adeff003\Turbochrom Daten\brueggemann\methoden\t 15008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru007\R027 .rst
Calib Method : \adeft003\Turbochrom Daten\brueggemannimethodanm115008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru007\R027.rst
Sequence File : \adeft003\Turbochrom Daten\Brueggemann\Sequenzem\CR39029\bru007.seq
Sample Notes:

1mbL 7100 ub
OXm @UUEIO D ™
5] -0 OrROX0 © w A
© OO —ririv § B Q
- 0 NCAN NN NN
S 1200—]
E b
g 3
c
] h
g =
@ 1100—
1000—]
2 o
5 =
w i
{37} w
.« < .
Illl|I.!ull.l!![!|I||€:l!;:' T
5 10 15 20 25

] . Time [min)
Peak Component Time Area Height
# Name [min] {pv-s] (V]

S AE F075736 21.083 187581 17441

12 AE F115008 25.429 256350 19968
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Sample material Labcode  Description - . ‘
Surface water R028 - Recovery 0.10 pg (AE F115008 + AE F075736)/L

Software Version : 6.1.0.2.G07 Date : 24.01.2000 07:51:28

Operator : Brueggemann Sample Name - : R028

Sample Number 18 s : CR99/029

AutoSampler : NONE Rack/Vial . 00

Instrument Name 1101 Channel A

Interface Serial # 1 5237270013 " A/D mV Range : 10000 .

Delay Time : 0.00 min End Time : 30.00 min

Sampling Rate : 1.0000 pts/s .

Volume Injacted : 100.000000 pL Area Reject : 0.000000

Sample Amount : 1.0000 Dilution Factor : 1.00

Data Acquisition Time : 21.01.2000 21.07:41 © Cycle : 8

Raw Data Fife : \adeft003\Turbochrom ]
Daten\Brueggemann\Chromatogramme\CR99029\bru007\R028.raw

Resutt File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\C RE9029\bru007\R028.rst

Inst Method : \adeftO03\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99025\bruD07\R028.rst
Proc Method : \adeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru007\R028.rst
Calib Method : Wadeft003\Turbochrom Daten\brueggemannimethodent115008em{1299 from
WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru007\R028. rst
Sequence File : \adeft003\Turbochrom Daten\Brueggemann\Sequenzem\CR98029\bru007.seq

Sample Notes:

1mL /100 .
8 982 98
g Boo e o
. - TN SN & NN
3
S 1200—
E -
- -
2 O
<3 .
2 -
« 100— .
E I
3 1
1000-— )
[ie] r]
~ -
o -—
o w
w j11}
. < <
.l!!;E!!i[!l'l[Irlllill;'
5 10 15 20 25
Time [min]
Peak Component Time Area Height
" Name {min) [pV's] [V}

6 AE F075736 21.066 169860 15474
12 AEF115008 25.404 230545 17369
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Description

Raw Data File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramrne\CR99029\bru008\U01 S.raw
Result File : \adeft003\Turbochrom DatemBrueggemann\Chromatogramme\CR95029\bru008\U015.rst
inst Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from

\adeft003\Turbochrom Daten\Brueggemanm\Chromatogramme\CR99029\bru008\U015.rst
Proc Method : \adeft003\Turbochrom Daten\Brueggemann\Methoden\115008emf1299.mth
Calib Method : \\adeft003\Turbochrom Daten\Brueggemann\Methoden\115008emf1299.mth

Sequence File : \adeft003\PenExe\TcCS\Ver6. 1 O\Temp\UO15—2010099093-20000125-075306 xdx

Sample material Lab code

Surface water uo1s Control -
Software Version 1 6.1.0.2:G07 Date : 25.01.00 07:56:33
Operator * : Brueggemann Sample Name : U015
Sample Number 12 Stady” ~- : CR99/028
AutoSampler : NONE Rack/Vial . 00
Instrument Name : 101 Channel A
Interface Serial # 1 5237270013 A/D mV Range : 10000
Delay Time : 0,00 min End Time - 1,30,00 min
Sampling Rate 11,0000 pts/s
Volume injected ¢ 100,000000 pt Area Reject ~ : 0.000000
Sample Amount : 1,0000 Dilution Factor : 1,00
Data Acquisition Time : 24.01.00 18:52:43 Cycle . 12

Sampte Notes:

1 mb /100 pL

<< O UX©O W) [T &N

N TN MO M @M O

© DOO N T © @©

- QN NG & @ o~
-
S 1200
E -
b4 =
5 —
] p
8 =
x 1100—]

g
Tmnlnn

. Peak Component
# Name

Time Area Height
[min} [uV's] V]

- AEF075736 21,500 0 0
- AEF115008 25400 0 0

15
Time {min]
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Sample material Lab code Description
Surface water RO32 - Recovery 1.0 ug (AE F115008 + AE FQ75736)/L
Software Version 1 6.1.0.2:G07 Date : 25.01.2000 07:37:00 : !
Operator : Brueggemann Sample Name : R032 .
-Sample Number : 8 ) Stody ™ ~- : CR99/029 .
AutoSampler : NONE Rack/Viat . 0/0 : i
Instrument Name 101 Channel A
interface Serial # 1 5237270013 A/D mV Range : 10000
Delay Time ¢ 0.00 min End Time - : 30.00 min
Sampling Rate : 1,0000 pts/s
Volume Injected : 100.000000 uL. | Area Reject  : 0.000000
Sample Amount 1 1.0000 Ditution Factor : 1.00 )
Data Acquisition Time : 24.01.2000 22:42:53 Cycle 1 6 ’ i

Raw Data File : \\adeﬂ003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR99029\bru008\R032 raw

Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru008\R032 rst
inst Method : \adeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from -
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS8029\bru008\R032.rst
Proc Method : Wadeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
WAdefti003\turbochrom daten\BrueggemanmChromatogramme\CR99029\bru008\R032. rst
Calib Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR98029\bru008\R032.rst
Sequence File : \adeff003\Turbochrom Daten\Bmeggemann\Sequenzen\CR99029\bru008 seq
Sample Notes:

tmL/100 L

1.28

-]
e
<
o
h

~27.05
29.26

-25.14
< 26.12

8
Tnnlnn
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2 1
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a 3 i
& 1100 i
1000—] 1 '
[Ts] n
S pod
w w
€%} w
. ) < <
lllf[ii'iTl’.‘l!llll[((ll](lfj
5 © 10 15 " 20 25

Time [min)
Peak Component Time Area  Height
# Name [min)  (BV-s) (Y]
3 AE F075736 21.586 2205040 171221
11 AE F115008 26.118 1897340 137822
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Sample material Lab code Description v
Surface water R033 Recovery 1.0 pg (AE F115008 + AE FO75736)/L
!
Software Version : 6.1.0.2:G07 . Date : 25.01.2000 07:38:17 .
Operator : Brueggemann Sample Name : R033 i
Sample Number : 8 Study ™ ~- : CR99/029 |
AutoSampler : NONE’ Rack/Vial 1 0/0 !
Instrument Name 101 ) Channel T A i
Interface Serial # : 5237270013 . A/D mV Range : 10000 |
Delay Time : 0.00 min End Time - 30.00 min :
Sampling Rate : 1.0000 pts/s I
Volume Injected . 100.000000 pL Area Reject  : 0.000000 - )
Sample Amount 2 1.0000 Dilution Factor : 1.00 .

Data Acquisition Time : 25.01.2000 00:37.58 Cycle . : 8

Raw Data File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR99029\bru008\R033 raw

Result File : WAdeft003\turbochrom daten\BrueggemanniChromatogramme\CR99029\bru008\R033.rst .
Inst Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from
\\WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru008\R033.rst
Proc Method : Wadeft003\Turbochrom Daten\brueggemann\methoden\115008emf1289 from
\WAdeft003turbochrom daten\Brueggemann\Chromatogramme\CRE89029\bru008\R033.rst
Calib Methad : Z\adeft003\Turbochrom Daten\brueggemannimethoden\115008emf1289 from
WAdeft003turbochrom daten\Brueggemann\Chromatogramme\CRS9029\bru008\R033. rst
Sequence File : \\adeﬂOOS\Turbochrom Daten\Brueggemann\Sequenzen\CR99029\bru008 seq
Sample Notes:

1mL/100 pb
QO 0N O T -
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5 10 15 20 25

) Time [min]
Peak Component Time Area ©  Height . .
# Name [min]  [uvs) [WV] . ' ;

5 AE FO75736 21.731 2364410 178003
9 AE F115008 26.344 1973825 138633
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Lab code - Description

£038 Test 0.10 yg (AE F115008 + AE F075736)/mL
Confirmation method

Software Version : 6.1.0.2:.G07 - Date . 18.01.2000 07:39:26
Operator : Brueggemann Sample Name : E038

- Sample Number 1 Stady ™ ~- . CR98/029
AutoSampler " NONE - Rack/MVial : 0/0
Instrument Name . 101 Channel T A
interface Serial # : 6237270013 A/D mV Range : 10000
Detay Time . : 0.00 min : - End Time - 1. 30.00 min
Sampling Rate 1 1.0000 pts/s
Volume injected : 100.000000 pL . Area Reject : 0.000000
Sample Amount : 1.0000 Difution Factor : 1.00
Data Acquisition Time : 17.01.2000 16:54:51 Cycle 1

Raw Data File : Wadeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR99029\bru005\E038.raw
Result File : WAdeft003\turbochrom daten\Bmeggemann\Chmmatogramme\CR99029\bm005\E038 rst
Inst Method : Wadeft003\Turbochrom Daten\brueggemanninethoden115008emf1299 from
\Wdeft003Mturbochrom daten\Brueggemann\Chromatogramme\CR98029\bru00S\E038.rst

Proc Method : \adeftf003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CR98029\bruQ05\EQ38.rst

Calib Method : \adeR003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
\Wdeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS9029\bru005\E038.rst

Sequence File : Wadeff003\Turbochrom Daten\Brueggemann\Sequenzen\CR39028\bru005.seq
Sample Notes: )

10 ng AE F075736, 10 ng AE F115008 in 100 pL

245
21:50
- 25.64

Responsa [mV]
5
imJ uu?u i

-
-

g
Tl

AE FO75--
AE F115~

T T l IT_IWTI‘TTI_[
o 5 10 1

—

Time [min}
Peak Component Time Area Height
# Name [min)  [pv's] (W]
2 AE FO75736 21,503 228270 17428
3 AEF115008 25.543 245910 19350

¢
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Lab code Description

- E041 - "~ Test 1.0 ug (AE F115008 + AE FO75736)/mL

Confirmation method

Software Version : 6.1.02:G07
Operator : Brueggemann
Sample Number ¢ 7
AutoSampler . NONE
Instrument Name 101

Interface Serial # : 5237270013
Delay Time . 0.00 min
Sampling Rate : 1.0000 pts/s
Volume Injected : 100.000000 pt
Sample Amount . : 1.0000

Data Acquisition Time : 17.01.2000 22:40:09

Raw Data File : Wadeft003\Turbochrom Daten\Brueggemann\Chromatogramme\CR89026\bru00S\E04 1 .raw
Result File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR98026\bru00S\ED41 rst

Date
Sample Name

Rack/Vial
Channel

A/D mV Range :
_End Time

Area Reject

Dilution Factor :
0 7

Cycle

: 18.01.2000 07:47:40
. E041

: CR99/029

1 0/0

T A

10000

: 30.00 min
: 0.000000

1.00

Inst Method : \adeft003\Turbochrom Daten\brueggemanniumethoden\115008emf1288 from
\Wdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru00S\E04 1. rst
Proc Method : \\adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from
WAdeft003\turbochrom datem\BrueggemanmChromatogramme\CR99029\bru005\E041.rst
Calib Method : \adeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from
WAdeft003\turbochrom daten\BrueggemanmChromatogramme\CR99029\bru005\EQ41. rst
Sequence File : \adeft003\Turbochrom Daten\Brueggemann\Sequenzen\CR99029\bru005 seq

Sample Notes:
100 ng AE FO75736, 100 ng AE F115008 in 100 pL

-
N
(=

Response [m\d

-
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Q

13.72

© o
b ] ]
- [ed
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AE FO75-
AL F115—

—
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—
—
—

Peak Component ‘Time Area  Height
# Name fmin] [uv's] [wVv]
2 AE FO75736 21.562 2029860 159251

3 AE F115008 25.622 2181430 177369

15
Time [min}

N
o
N
3]
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Lab code

Descriptioh

Raw Data File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR99020\bru00S\U009.raw
Result File : \adeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR82029\bru005\U009-20000118-081314. rst .
Inst Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from
\ladeft003\Turbochrom
Daten\Brueggemann\Chromatogramme\CR39029\bru005\U009-20000118-081314.rst
Proc Method : \\adeft003\Turbochrom Daten\Brueggemann\Methoden\115008emf1299.mth
Calib Method : \adeft003\Turbochrom Daten\Brueggemanni\Mathadent115008emf1299.mth

Sequence File : \\adeft003\PenExe\TcCS\Ver6 1 0\Temp\U009—667545853-20000118-080908 idx

Sample material
Surface water ucos Control -
Confirmation method
Software Version : 6.1.0.2.G07 Date : 18.01.00 08:13:16
Operator : Brueggemann Sample Name : U009
Sample Number 12 F~a . CR99/029
AutoSampler : NONE Rack/Viat : 0/0
instrument Name 0101 Channel LA
Interface Serial # : 6237270013 -AJD mV Range : 10000
Delay Time : 0,00 min End Time -1 30,00 min
Sampling Rate : 1,0000 pts/s
Volume Injected : 100,000000 plL. Area Reject : 0,000000
Sample Amount : 1,0000 Ditution Factor : 1,00
Data Acquisition Time : 17.01.00 17:52:25 Cycle 12

Sample Notes:
1mL/100 pL
0 QO DN O w
) TIN NI I ) NOY ©
A 00 —rON MY W00 o
¥ TR P N
S 1200—
E o
8 |
€ g
3 3
3 3 ,
€ 1100~
3 A ‘
1000—] )
lIII'Il%rlTlIIITIIIIIIIIIgnlIT—l
5 10 15 20 25 .
Time {min]

Peak Component
# Name

Time Aréa Height
(min} (pV's] [uV)

- AEF075736 21,600 0 0
- AEF115008 25,500 0 0
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Sample matarial Lab code Description ,
Surface water R0O17 Recovery 0.10 pg (AE F115008 + AE FO75736)/L
Confirmation method ‘ L
Software Version  : 6.1.0.2:G07  Date : 18.01.2000 08:22:17 ;
Operator " : Brueggemann Sample Name : RO17 : - . :
Sample Number 1 6 Shudy * ~- : CR99/029 o . Co
AutoSampler : NONE Rack/Vial 1 0/0
Instrument Name : 101 Channet T A
Interface Serial # 1 5237270013 . A/D mV Range : 10000
Detay Time - : 0.00 min End Time - - : 30.00 min
Sampling Rate : 1.0000 pts/s
Volume Injected : 100.000000 pL Area Reject : 0.000000 .
Sample Amount 1 1.0000 Dilution Factor : 1.00 o B

Data Acquisition Time : 17.01.2000 21:42:36 Cycle 16 !

Raw Data File : \\adeﬁ003\Turbochrom

Daten\Brueggemann\Chromatogramme\C R99029\bru005\R01 7.raw
Result File : WAdeftG03turbochrom daten\Brueggemann\Chromalogramme\CR99029\bm005\R017 rst
Inst Method : \adeft003\Turbochrom Daten\brueggemann\mathodent115008emf1298 from

- WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR89029\bru005\R017.rst

Proc Method : \adeft003\Turbochrom Daten\brueggemann\methedenit 15008emf1299 from
\Adeft003\turbochrom daten\Brueggemann\Chramatogramme\CR99028\bru005\R017..rst
Calib Method : \adeft003\Turbochrom Daten\brueggemannimethodent115008emf1299 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRS9029\bru005\R017.rst
Sequence File : \adefR00A\Turbochrom Daten\Bmeggemnn\Sequenzen\CRQQozg\bmoos seq

Sample Notes:
1mlL /100 uL
1 8 DoV EME 8R
S @ Sﬁammwnm‘"l""ﬁ@'&
H ! DR § B N .
—
S 1200 ,
£ 3 !
- R —— l
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% b~
« 1100—]
EL__J
1000— § i
Y 2
L -
W w
w w
< <
I:II|If|l[l|!f|ll,ll|lillllfll"
5 To10 15 20 25
Time [min)

Peak Component Time Area Height
# Name [min)  [uV's) [V
7 AEFQ75736 21.610 127750 13586

18 AE F115008 25.641 142835 14508
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Sample material Labcode  Description S o
Surface water RO18 Recovery 0.10 yg (AE F115008 + AE FO75736)/L
Confirmation method ' :
Software Version : 6.1.0.2.G07 ) Date ;- 18.01.2000 07:48:39
Operator . Brueggemann Sample Name : RO18 :
Sampie Number : 8 Stody™ ~ : CR99/029
AutoSampler : NONE Rack/Vi al : 0/0
Instrument Name : 101 . - Channe! CA
interface Serial # : 5237270013 A/D mV Range : 10000 .
Delay Time : 0.00 min . End Time -1 30.00 min |
Sampling Rate : 1.0000 pts/s .
Volume Injected - : 100.000000 pl. - Area Reject : 0.000000
Sample Amount : 1.0000 Diiution Factor : 1.00 .
Data Acquisition Time : 17.01.2000 23:37:41 Cycle 18

Raw Data F‘Ie \adeft003\Turbochrom :
Daten\Brueggemann\Chromatogramme\CR99029\bru005\R018 raw

Resuit File : WAdeft003\turbochrom daten\Brueggemann\Chromatogramme\CR99029\bru005\R018.rst

Inst Method : \adeft0O3\Turbochrom Daten\brueggemann\methoden\115008emf1289 from
\\Adeft003\turbochrom daten\Brueggemann\Chromatogramme\CRE8028\bru005\R018.rst

Proc Method : \adeft003\Turbochrom Daten\brueggemannimethoden\115008emf1299 from’
\\Adeft003\turbochrom daten\Brueggemanm\Chromatogramme\CRE8029\bru00S\R018.rst

Cafib Method : \adeft003\Turbochrom Daten\brueggemann\methoden\115008emf1299 from

} \\Adeft003\turbochrom daten\BrueggemanmChromatogramme\CRE8029\bruQ05\R018.rst
s gequenee File : \\adeﬂooa\Turbochrom Daten\Brueggemann\Sequenzen\CR99029\bru005 seq

ample Notes:

1 mL /100 pL
o o
s &8 R 38388 R~
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5 10 15 20 25
Time {min}

Peak Component Time Area Height

# Name [min] [pV's] [WV]
4 AE F075736 21.564 209790 19301
8 AE F115008 25.627 154250 15150
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HESSISCHES MINISTERIUM
FUR UMWELT, ENERGIE,
JUGEND, FAMILIE UND
GESUNDHEIT

GLP-Bescheinigung -

Beschelnlgung

Hiermit wird bcst&dgt,i dagf die Pnlfelnriéhtung

Riickstédnde und Verbrauchersicherheit

in 63929 Prankfurt am Main

BriningstraBe 50

(ort, Anschrih)

der Hoechst Schering AgrEvo GmﬁH, Werk Héchst
(Firma)

am 06.06.1997 und 10.09.1997

(Datum)

von der fir dic Oberwachung zustiandigen Behérden tiber
die Biuhaltung der Grundséatze der Guten Laborpraxis

inspiziert worden ist.
Es wird hiermit bestitigt, da® folgende Prifungen in’

dieser Prifeinrichtung nach den, Grundsétzen der Guten

Laborpraxis durchgefithrt werden:

Prifungen zur Bestimmung von Riickstinden

(Dr. Hecker) Wiesbaden, den /(/Fcbruar 1998

Certificate

It is hereby certified that the test facility
Riickstinde und Verbrauchersicherheit
iir Frankfurt am Maim '
Briningstrafie 50
(location, address) ‘
of Hoechst Schering AgrEvo GmbH, Werk Hochst
(company name) ' ‘
on - 06.06.1997 und 10.09.1997
(date)

was inspected by the competent authority

regarding compliance with the Principles of

Good Laboratory Practice.

It is hereby certified that studies in this
test facility are conducted in compliance with

the Principles of Good Laboratory Practice: -

Residues




