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SUMMARY

The test method p-14.087.00 for the determination of the residues

of Fenpyroximate (HOE 094552) and M-1 (HOE 112573} in water was to
pe validated.

gamples of water were spiked with Fenpyroximate (HOE 094552) and
M-1 (HOF 112573) at the level of 0.05 pg/l, 0.5 pg/l and 5 pug/l,
respectively and analysed for residues of Fenpyroximate (HOE 094552)
and M-1 (HOE 112573) by GLC, using a thermionic alkali FID (TID).

The routine limit of determination {lower limit of the practical

working range) was 0.05 pg/l for Fenpyroximate (HOE 094552) and
M-1 (HOE 112573). respectively.

OBJECTIVES

The purpose of this study were to validate the test method
P-14.087.00 for the determination of the residues of Fenpyroximate
{HOE 094552} and M-1 (HQOE 112573) in water.

For this reason a series of recovery experiments was LO be per-
formed by spiking samples of water with Fenpyroximate (HOE 094552)
and M-1 (HOE 1125731} .
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TEST SUBSTANCES

Name :

Chemical name:

Empirical formula:
Molecular mass:

Appearance:

Name:

Chemical name:

Empirical formula:
Molecular mass:

Appearance:

or specHT € PARTNER

CHEMISCHE LABORATORIEN GMBH

Page 10 of 32

Fenpyroximate (Hoe 094552)

Tert—butyl(E)~4—[(1,3—dimethyl-5-
phenoxypyrazol—ééyl)Amethyleneaminooxy—
methyl]lbenzoate

Craa7 N304
421.5

Colourless crystals

M-1 (Hoe 112573)

Tert—butyl(z)-é—{(I,B-dimethyl—s_
phenoxypyrazolvé—yl)-methyleneaminooxy-
methyl]benzoate

Caafay N30y
421.5

Colourless crystals
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(Data as provided by the supplier)

The reference substances were supplied by HOECHST AG,
D-653926 rrankfurt/Main and used for fortification and
quantification in this study.

Name :

Substance code:

Lot No.:

Certificate of:

Purity:

Storage at test facility:

Expiry:

Name :

Substance code:

Lot No. :

Certificate of:

Purity:

Storage at test facility:

Expiry:

Fenpyroximate (Hoe 094552)
NNI-850

OAADOO4F

27-Jul-94

$9.8 %

<-18°C

25-Aug-96

M-1 (Hoe 112573)
NNI-8502
2AR0108Q
27-May-93

58.2 %

<-18°C

132-Mar-55
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TEST METHCD

Test method: B-14.087.00

Title: Gaschromatographische Bestimmung von Fenpyroximate
and M-1 in Wasser

Author: R.D. Weeren

Literature: DR. SPECHT & PARTNER, D-20354 Hamburg

putline of method:

The sample of water is extracted three times with each 50 ml of

dichloromethan. The combined organic phases are dried by filtrat-
ion through a laver of sodium sulfate. The evaporation residus is
dissolved in ethyl acetate analysed by gas chromatography using a

capillary column and a thermicnic alkali FID (TID) .

Evaluation:

Concentrations in sample extracts were determined by comparing the
detector response (peak height) cof the sample with the pertinent
detecfor resSponse obtained from the neighbouring external
standard.

Limit of determimatiom: 0.05 pg/1*

+ lower limit of the practical working range: Based on fortification levels in
untreated samples worked up concurrently with treated samples. The limit of
determination is defined as the lowest fortification level yielding acceptable
recoveries (70 ¥ to 120 %) at analysis.
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CHROMATOGRAPEIC CONDITIONS

Gas chromatograph: Hewlétt~?ackard 5890 with a
thermionic alkali FID (TID)

Column: 15 m fused silica capillary column
DB 1 (J&W)
Internal diameter 0.53 mm
Film thickness 0.15 gm

Gas flow rates: Carrier: helium, 5 ml /min
Make-up: helium, 3C ml/min
Detector: synth. air, 120 ml/min
hydrogen, 3 ml/min

Temperatures: Oven: initial 150°C,
hold for 2 min,
with a rate of 7°C/min
to 250°C, hold for 8 min

Injector: 250°C
Datector: 270°C

Injection volume: 4 pl splitless (autosampler)

Recorder: LINSEIS L 5322
' Chart speed 1 cm/min

External standards: M-1, 0.498 pg/ml
Fenpyroximate, 0.502 pug/ml
(in ethyl acetate]

Retention cimes: M-1, about 13.8 min
Fenpyroximate, about 14.4 min
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§TOCK, FORTIFICATION AND STANDARD SOLUTIONS

Stock solutions:
Stock golution 1: 403 pg/ml Fenpyroximate

)

40.57 mg Fenpyroximate {99.8 %) were dissolved in acetone
and filled up to 100 ml in a volumetric flask.

stock soluticn 2: 415 pg/ml M-1

42 .26 mg M-1 (98.2 %) were dissolved in acetone and filled
up to 100 ml in a volumetric flask.

Fortification solutions:

Fortification solution A: 5.02 pg/ml Fenpyroximate
+ 4.98 ug/ml M-1

0.31 ml of stock solution 1 and 0.3 ml of stock solution 2
were diluted with acetone to 25 ml.

Fortification solution B: 0.502 pg/ml Fenpyroximate
+ 0.498 pg/ml M-I

The fortification aoiution A was diluted 1:10 with acetcne.

Fortification solution C: 0.0502 pg/ml Fenpyroximate
+ 0.0498 upg/ml M-1

The fortification solution A was diluced 1:100 with acetone.

Standard solution:

gxternal standard: 0.502 pg/ml Fenpyroximate
+ 0.498 pug/ml M-1

The fortification soluticn A was diluted 1:10
with ethyl acstate.

Dilutions were cobtained from rhe stock solutions using an
automated HAMILTON® diluter.
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FORTIFICATIONS

samples of water Wwere fortified priocr O extraction with 1 ml
of fortificaticn solution A, B and C, respectively to cbtain &
content of Fenpyroximate and M-1 at the level of 0.05, 0.5

and 5 upg/l, respectively.

The fortified samples, along with the corresponding untreated
samples, were analysed subsecuently according tc test method
pP-14.087.00. '

Fortificacion levels and recovery results are reported on padges
16 and 17.

rRepresentative chromatograms from the analyses are presented in
appendix IV on pages 27 to 32.
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priifungsvorschrift

P.14.087.00 vom 09.12.1954 Blatt 1 von 3

Gaschromatographische Bestimmung vVon
Fenpyroximat umd M-1 in Wasser

1. Gerate

Mefizylinder 1 1

gcheidetrichter 1 1

rundkolben 250 ml, mit Schliff
Vakuum—Rotationsverdampfer

Spitzkolben 25 ml, mit Schliff

Glastrichter ¢ 10 cm

Gaschromatograph mit Stickstoff—spezifischem Detektor

Hinweis: Samtliche cerate sind vor dem Gebrauch mit Aceton 2zu
spilen!

2. Reagenzien
Dichlormethan fUr Rickstandsanalytik
Ethylacetat f0r Rickstandsanalytik

Vergleichs»Standardlésung: Fenpyroximat und M-1 z.B. je 0,5 pg/ml
in Ethylacetat

Natriumsulfat p.a.. wasserfrei (mind. 2 h auf 550°C erhitzt)
watte, mit Aceton erschopfend extrahiert

stickstoff
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P-14.087.00 vom 09.12.1594 Blatt 2 von 3

3. Durchfithrung der Analyse

1.1 Extraktion

2.4 DALLGD m——as

In eipem 1 l-Scheidetrichter 1000 ml Wasser mit 50 ml Gichlor-
methan 5 min zusschiutteln. Die crganische Phase {unten) abtrennen.
Die wiBrige Phase noch zweimal mit je 50 mi Dichlormethan extra-

hieren.

Die organischen Phasen {iber einen mit Natriumsulfat beschichteten
Trichter in einen 250 ml-Rundkolben filtrieren. Das Natriumsulfat
portionswelse mit 20 - 30 ml Dichlormethan und anschliefend mit

10 ml Essigs&ureethylester nachwaschen. Am Rotationsverdampfer bei

40°C Badtemperatur auf ca. 5 ml einengen.

Den eingeengten Extrakt in einen 25 ml-gpitzkolben aberfihren, mit
insgesamt ca. 10 ml Essigs&ureethylester nachwaschen und am Rota-
rionsverdampfer auf etwa 1 ml einengen. Das restliche Lésungsmit-
tel mit Stickstoff abblasen. Den Rickstand in 1,0 ml EthylacetaCt

aufnehmen.

3.2 Gaschromatoqramhische Bestimmung

Die L&ésung aus 3.1 wird gaschromatographisch uncer folgenden

Bedingungen untersucht:
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P-14.087.00 vom 09.12.1994 Blatt 23 wvon 3
Gerat: z.B. HEWLETT«PACKARD 5890 mit N-FID
Trennsaule: z.B. 15 m DB-1

Innendurchmesser 0,53 mm
Filmdicke 0,15 pm

Cage: Tragergas: Helium 5 ml/min
Make-up: Helium 20 ml/min
Wasserstoftf: 3 ml/min
Tuft: 120 ml/min
Betriebstemperaturern: Ofen 2 min 150°C,
mit 7°C/min auf 250°C,
g min

Injektor  250°C
Detektor 270°C

Einspritzvolumen: 4 pl splitless
Vergleichs—Standardlésung: M-1 0,498 upg/ml

Fenpyroximat 0,502 pg/ml
(in Ethylacetat)

Bestimmungsgrenze: M-1 ©,05 pg/l
Fenpyroximat 0,05 pg/l

4. Auswertung

Die Proben werden gegen einen externen Standard gespritzt und tber
die Peakhdhen {(oder Peakfléachen) ausgewertet.

5. Wiederfindungsrate

Die Wiederfindungsrate petrug bei Zusatzen von 0,05 ug/l, 0.5 ug/l
und 5 pg/l im Mittel:

Fenpyroximat $7
M-1 94

N o
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Quantification

Fenpyroximate / M-1

The recoveries of Fenpyroximate and M-1, respectively, expressed
in %, were calculated from the following eguation:

Hga * Cor -~ Vena ~ 100 %

Recovery (%)=

HSt-E-F

Hg, ! peak height of sample solution, in cm

Cge Concentration of compound 1in standard sclution, in ag/ml
Ving ! rinal volume of the sample soluticn, in ml (1 or 10 ml)}
Hg: Peak height of standard soluticn, in cm

E: Sample volume, in 1

F: Fortification, in pg/l





