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MEMORANDUM

SUBJECT: PP#0F3918. SAN-582H In/On Field Corn
Petition Method Validation Request

FROM: Douglas M. Swineford, Chemist®"
Elmer Hayes, Chemist
Analytical Chemistry Section

THRU: Harvey K. Hundley,
Analytical Chemistry Section

THRU: Donald A. Marlow, Chief ﬁ*{/
Analytical Chemistry Branch

TO: Debra F. Edwards, Ph.D., Acting Chief
Chemistry Branch I - Tolerance Support
Health Effects Division

INTRODUCTION

The Analytical Chemistry Section was requested to run a
method validation for the analysis of the herbicide SAN-582H (2-
chloro-N-[ (1-methyl-2-methoxy)ethyl]-N-(2,4~dimethyl-thien-3-yl)-
acetamide in/on corn grain, corn fodder and corn forage at 0.01
ppm and 0.05 ppm with controls using the method "A Method for the
Determination of Residues of SAN-582H in Corn and Soil Samples"®,
T.R. Bade; Project No: 414108, Sandoz Crop Protection
Corporation.

METHOD SUMMARY

SAN-582H is extracted with two 250ml portions of methanol:water
(95:5). The combined organic extracts are cleaned up by solid
phase extraction on a pre-packed reversed phase C-18 column.
Further clean up is achieved by partition between water and
toluene using an Extralute® column followed by chromatography on
a silica gel column using increasing volumes of
ethylacetate:cyclohexane (2:8) for pre-wash and elution. The
eluate is concentrated and dissolved in toluene. Separation and
quantification is performed by capillary column gas
chromatography using an NP detector.
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COMMENTS

1. Recovery data for corn grain samples were inconsistent.
Three separate sets of analyses were required to achieve
satisfactory results. We did not attempt to determine the reason
for the inconsistency. Because of the possible variability of
different batches of silica gel due to moisture content, etc., it
is recommended that each batch of silica gel be callbrated with
SAN-582H to determine that SAN 582H is quantltatlvely retrieved
and a spiked reagent blank (no matrix) run with each set of
samples to determine performance. However, the pesticide
guidelines do not allow that this performance be utilized to
compensate for method recovery.

2. An HP 5890 Series II G.C. equipped with a 30 M DB-17
Mega-bore (0.53 mm I.D.) capillary column, auto sampler and NP
detector was used for quantitation.

3. A set of six samples can be extracted, cleaned-up by two
chemists in 8 hours. GLC analysis will require approximately 30
minutes per injection using an autosampler.

4. The limit of detection from visual inspection of the
chromatograms is estimated to be 0.001 ppm.

5. No special safety hazards were noticed. Normal
laboratory safety procedures were followed.

6. Potassium permaganate is part of the list of reagents on
page 33 of method. Potassium permaganate is not used and should
be deleted from the list of reagents.

7. The methanol:water ratio is stated as 2:1 in section 4.2
of method, it should be 1:2.

8. The third sentence in section 4.4 - Prewash Procedure
should read "“ethyl acetate/cyclohexane" instead of
"acetate/cyclohexane."

9. The formula for calculating the residues on page 40 uses
a recovery factor. This is not allowed for a tolerance
enforcement method per EPA's pesticide assessment guidelines and
needs to be changed. .

10. Section 4.2.2 of method needs to define how to evaporate
the combined filtrates to ca. 300 ml.

11. If the above comments are taken into consideration and
incorporated, the method would meet 40 CFR 158 and EPA's
requirements as published in the Pesticide Assessment Guidelines,
Subdivision "O" for Residue Chemistry, Part 171-4(b) as an
enforcement method.



Commodity

Corn Grain

Corn Grain
(2nd Analysis)

Corn Grain
(Analysis of
0.05ppm
Extracts from
2nd Analysis)

Corn Grain
*(3rd Analysis)

Corn Fodder

Chemical
Added

Control
Control
SAN-582H
SAN-582H
SAN-582H
SAN-582H

Control
Control
SAN-582H
SAN-582H
SAN-582H
SAN-582H

SAN-582H
SAN-582H

SAN-582H
SAN-582H

Control
Control

SAN-582H
SAN-582H
SAN-582H
SAN-582H

PPM
Added

0

o
0.01
0.01
0.05
0.05

0.01
0.01
0.05
0.05

0.01
0.01
0.05
0.05

PPM
Found

N.D.
N.D.
N.D.
N.D.
N.D.
N.D.

N.D.
N.D.

-0.0087
-0.0098

0.0142

- 0.0086

0.0157
0.0111

0.0450
0.0501

N.D.
N.D.
0.0098

'0.0072

0.0342

'0.0284

% Recover Y

86.6
98.4
28.4
17.3

97.5
72.0
68.5
56.9



corn Fodder
(2nd Analysis)

Corn Forage:

SAN-582H
SAN-582H

Control
Control
SAN~-582H
SAN-582H
SAN-582H
SAN-582H

0.01
0.01
0.05
0.05

Control = Commodity Only (No Spike)

N.D. = <0.001 ppm

PP#0F3918 SAN-582H In/On Corn Grain, Corn Fodder and

Corn Forage

0.0410
0.0459

N.D.
N.D.
0.0103
0.0106
0.0444
0.0470

103.

106.
88.8
94.0



Modifications Made to Method:

None

Special Precautions to be Taken:

None

Source of Analytical Reference Standards:

standards were obtained from the petitioner

If derivatized standards used, give source:

None

Instrument for Quantitation:

HP 5890 Series II, equipped with NP detector
Instrument for-Confirmation:

None

If instrument parameters differ from those in Method, list
parameters actually used:

No deviations

Commercial source for any special chemicals or apparatus: .

No special chemicals or apparatus involved.



DETECTOR RESPONSE

SAN 582 H (B92-29)
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** LINEAR REGRESSION **

Project #: B92-29
Compound: SAN 582 H
Date: 11/10/92
Analyst: DMS
instrument: GC-
Detector: NPD
Inj Volume: 3
Misc. Info:
UG/ML PK/HT PK/MT
Std on Col 1 2
STD 1 0.0500 445 518
STD2 0.1000 863 747
STD 3 1.0000 5865 5797
Regression Output:
Constant 222.17784
Std Err of Y Est 30.08598
R Squared 0.8999497
No. of Observations 3
Degrees of Freedom 1
X Coefficient(s) 5609.9708
Std Err of Coef. 39.791721

Area Area Area
3 Average /Amount
482 9640
805 8050
5831 5831
CALC.
XValues Y Values
- %431
0.050 503
0.100 783
1.000 5832
0 222.17784
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losing signal file A:QSS3SELI6.EBNMC
e 153 MOV 17, 1992 12:156:53
AMPLE HAWME: B9z2-29 SAMPLE# 2
IRH GRAIN COMTROLCESG ALIGUOTY 3UL IHJ
~ T ——
IGNAL FILE: R:QS335E16.EBHC
12-293 ZAM S32H: DB-17 NEGQBORE coL
:TD-AREA ) _ :
ET TYFE ARE4 WIDTH HEIGHT CAL# AMOUNT  MNAaME
B, 293 Wy 1393 192 164 1R .94 SAN S532H
ITAL AREA= 45354
‘L FACTOR=1,8800E+00
H o#° 154 HQY 17, 1392 13313214
HRT -
'r_==_-- IF
L N
e —
e SeURRSRASTRATT . .
-— : —————
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STaRT

=

1

"
pury
T
2

[y

R ]

Closing sisnal file A:@583973A.BHC

RUN# 165

ZAMFLE NAME: B22-29

CORMN GRAIN 3PK ©.85 FPM #1

N ————————

NOY 12, 1992 17:13:29%

SAMPLE# 3
¢25G ALIGUOT) 3UL INJ

SIGHAL FILE: H:G533973M.8NC

B3Z2-29: SAN S22H; 0B-17 MEGABORE COL

ESTO-RRER .
rT TYFE AREA
5.851 Y - 9338

TOTAL RARERA=s 22432
MUL FalTOR=1,2339E+09

WIDTH HEIGHT CaL#
L2009 495 LR

AMOQUNT
.914

‘5.7
oss < St Sfak TRAce

HAME
SAN S82H

O
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Zed W 13

z7z1 1 BhH L3601 3
TOTHL HEIGHT= J137
midL FROTOR={,80900E+20
PUH 44 HOw 2E. 1REFE 0 2Fswgidl
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RUNS 244 NOY 23, 1392

SAMPLE ﬁhﬁE: B2z-23 - SAMPLE® 12
@.5UG-mML STD ~ 3SUL INJ (SAN T82H)

B32-2%: SAN S82H: 0DB-17 MEGARORE CuOL



SO bl &

P o®. Zal HOw Z3. 1REZ O RS R )
ITART
= F
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STOP
RUN® 242 . NHOY 23, 1992 22:28:04
SAMPLE MAME: B2-29 SAMPLE# 2

Ll e SRt | 3O G 2ML (B2

Con fvoy Cors sctrv ()

B®2-2%; SAN S522H: DB-17 MEGARBORE COL

MO CALLIE PEAKS FOUND
HEIGHTX

ET HEIGHT TYFE WIDTH . HEIGHT®
4.908 223 Fid . 1358 3.54938
T E.5%S 1195 A <122 19.24585
S.H3E 43z Py 144 7.63258
S.13a Saz W CBR3 2.09127
11,394 162 P .138 z.58208




PN 8 2ie MW 2E, 1aaz 293112433
A2TQaRT
——— IF

S.547
11,725
-
- 16.709
STOP :
RUN® 238 NOV 23, 1992 2@:11:45
SUMPLE NMME: B92-29 SAMPLES é
CORH GRAIN SPIKE. @.61PFM-108G,2ML{B’
E52-2%; SAN S32H: DB-17 MEGABORE COL
ESTD-AREA ,
RT TYPE - ARER  WIDTH HEIGHT CAL#
5,274 Wy 3365  .195 757 1

TOTaL ARER= 32493
MUL FACTOR=1.8320E+8Q

RMQUNT
821

NAME
SAN J82H

(2




Fung EEY MW 23, 19%2 21:37:1%
SHMPLE MaME: Baz-2a ZAMFLE# ]
CORH GRrIN SFIKE. Q. ASFFM=-103G - ZMLIR

BY2-2%5 ZaN S3ZM: DE-17 MEGABORE CoL

EZTD-BRER
T TYPE HRERA WIDTH HEIGHT vCAaL# AIJUNT HAME
5,377 R 7432 X 7’53 i <917 SAN S22H -
—
%
TOTAL ARER= 1435442
MUL FACTOR=1.0808E+a0
RUN # 241 HOY 23, 1992 21:53%:43
START
— _
-
—— |
—_—— 5.551
5.439
7.965%
=
£

Afs
.

g
“J
W
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TOTRL =FEEs= 1Z2.._51 S, D . /;L
i m e m o o iy ’ éf/f
TR = : /i
MUL FHCTOR=1,00900E+0a i /_/ e /I//
- ?
Rl o8 27z JEC PR 11:53:22
STHET
i
[

13.3%24

i56.34%3

RUMN ara - DEC 7, 1992 11:53:22

SAMPLE MAME: B3 SAMPLE# i
3

32~23
3TD. S322H. ©.5UG-ML, 3UL INJ.

BI2-23: Zar T2IH: DE-17 MEGRROPE COL

TVYRE GRS WMTTTU HMETTUT S = S AT R R T



- NANES B92~29 v adARas S AN PTY
2h., 3.5UGC- ML UL INg.

*
-
oo
A
oW

E SEZHT DE~-17 MELABOPE COL
EXTU-aFER
RT TYPE RFEA  WIOTH HEIGRT CaLs AMDUENT HAME
I.%a3% 4 ¢ Zz19n 1 z2e 2314 1 £ BT 3AH 333H

wn
-

o
o
[\

3.5%98

~ Sy 32

STOP

Bt =7 OEC T 19392 12214347




I ZET MO 27
T

S.300 i
e

16.827

INE | 267 [y 27, 13%2  13:11:32 *%

e

4MPLE HAME: B92-2 SAMPLE® 4
G-n

The S22H. 8.5 ‘MLs 3UL THJ.
2-29%: 3AHN SS8&H: 0B-17 MEGABORE COL

®T TYPE AREA WIDTH HE

GHT CalL# AMOUNT  HNAWE
5,399 EY ool . 159 297

1 L343 SanM Sszh

= - 17




WL geldr U0

RUN & 253 NQY 27. 1992 11335328

2/

U

13.911

14,3153

STOP 16.336
RUNS &53 N3V 27, 1992 11348326
SARPLE NaME: BY2-23 SANPLER 2

REPEAT CORN GRAlM. a.28~-1FFM: 2ML, 235G SPL

B92~297 ShAM 532ni 0B-17 MEGABORE CLOL

ESTO-AREA
RT TYPE R%ER WIDTH HEIGMT CALw

$.592 A4 XX 4 . 154 724 1
. . IS

TOTAL ARER= 162457
MUL FRCTOR=1.90@3E~eR

PuN & 264 MOy I7. 12 123873147

T T

o s ———(

AMGUNT
.913

w

MARE
SHN 332H



SAN 5524

15,363

LY

4.2135
TINETHELE =T

OF

9



18,253 a 'F LTag
1 Y il F Ligd 1. 3035

Fun @ Tk cEl & 1333 BRI
ITeET
iF

13,811

16.888

STOP
RUNS 208 UDEC &, 1932 89:337:17
SAMPLE ManiE: B92-29 SHIPLES 2z -

CORM FORMGE-CUONTROL ®1<3UL INJ-ZMiL FINAL YOL- 235G

POSHH B82ns DEB-17 MEGWBNEE Ll

N IDTH HETGmTe,




FuH B 311 QEs = 12332 113 34:03
ITART
I:
f
>
13.6393
18.985%
STOP

RUNS 311 DEC &, 13%2 11:34:0%
SAMPLE NRRE: B92-29 SANPLES 3

CORN FORAGE-B.D1PPM 3SPK

8

EXTO-nRER
®T TYFE
3.912  vP

THTAL WFErs 13588
ML TIE=t1.L,a o)

o KRN

BLC3UL INJ-2ML FINaAL YOL-/2TG6 ALIQUOT:

DE-17 MEGABORE $DL
HRER  WIO0TH HEIGHT LhaLs AMOUNT  nwWnE
143 . 133 535 1 ~B12  SWN - S32H



TITRL mPER= 173415

ML PRl TORS], JO00E«aa
ESCRTI ] 1% SEl PRl HETY =z
ST HRT
'—Pn— I~
w3 R i
B
<&
——
S5.%13
16.945%
RUNS 319 | DEC 8, 1992 14:40:38

AMFLE HAME: EB32-329 SARPLEY 9
FH FORMGE-D.ASPPM SFPK #2.3UL TNJ-2WML FINAL YOL-235G ALIGQUOT:

B3Z-233 SwM TE2H: DB~17 MEGMBORE COL

ESTU-HFER
FT TYPE ARER  WIBTH HEIGAT LauLs AMOUNT nHuME
S.%1% B 28292 .13t z348 1 LB81 SHN 5324

oo
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losing s19nal rile A:QY83DC86.BNC

RuUN# a3 NOY 19, 1392 1@:32:41

THMPLE HAME: B32-29 SHNPLES 1
@.5UG ML STD/3UL INJCSAN 382M»

FIGMAL FILE: R:R3380038.BNC

B32-2%: 5AN S82H: DE-17 MEGHBORE COL

TYPE BFER WIDTH HEIGHT CalL# AROUNT NAME

2 kR 17563 137 2133 1 .B41  SHN SE2H
- ) —————

TATHL wPERs 17563

ML FRCTOR=1, 20G0E «05




Fuon g

:ThET

Closing si19nal tile WiGS8SF2CA.BNC

FUN® gL

AMPLE HAMES

3
¢

SSIGHuAL FILE:

HOY 19, 19792 12:93341

B92-29 " SAHPLE® 3

GRtt FOUDER-COHTROL-12.5G ARLIQUOT-FINAL ¥OL 1ML/ 3UL

HiRS35F2CA.BNC

B$2-2%; SAN S52H: DB~-17 MEGABORE COL
no CHLIB PEAKS FUOUND
HEIGHTY
BT HEIGHT TYFE WIDTH HEIGHTY%
4.57s 724 Pyw L1310 21.38038
3.37°8B 338 K27 <111 S.889826
5,496 281 By L1e2 757873
5,354 . 222 wv Lala 5.53133
P54 27y wv L1866 2.29839
16,529 1577 1 wn LE18 46.396099
TOTaL HE[GHTS 5399
S MUL FRCTOF=1,0803E+0d

1Hs

2



Foant o# K nigyo 1%, 1R 172 343@1

IT R

e i

o

11.664

15.656
3TOP

Closing zi19nal file A1 53606L% . BNT

RUNS 213 NOV 19, 1992 13:134:01

SHMPLE MamE: B8I2-29 SAMPLE#S 3
coRkn FODDER-4.01 SPKR-/12.36G ALIGUOT-FINAL YOL tHL-3UL INJ

31GHaL FILES H:Q58606C3.BNC

AN SSZM: DE-17 MEGRBORE LOL

Bai-zwt

"

ESTO-HRERA
®T TVFE © AREs  WIBTH HEIGHT CaLs® AMOUNT  HAME
5.85%5 44 4564 139 ser 1 .@11 3SAN S82H




Closing 3i9nal file ASQT362406.BHC

RUNS 21 NOY 19, 1292 15:41:387

ZARPLE HAME: B9Z-273 SAMPLES 3
(ORN FODDER-9.8SPPM 3PK-12.5G ALIQOT/FINAL

SIGN“L FILE: R:iQ38524C5.BNC

B92~293 SAN S82H3 DB-17 MEGABORE COL

YOL 1ML-3UL INJ




ARELR_UIEBRRT LN PP TR B e
HAMET ByI-ozd
REFP PT MEmO: 270. S52H. D506 pLs JUL IMJ.
BOTTLE # EREwt
+ SEQ STarT
RN # zs3 HOY 25, 13532 13:33:38
STaRT
— LF
| Mv—
AN - TS
S.&91 \S; /1/ CT
5.956
a.,4%9
.
13.751
STOF i5.849
RUN# 253 MOY 25, 1992 13:35:36
SAMPLE NaME: EB32-29 SAMPLE# 1
3TD. S&2H. A.SUG ML, 3UL INJ,
B32-2%: AN S52H: OB~-17 MEGABORE COL
ESTD-ARER
RT TYFE AREA  WIOTH HEIGHT CAL# AMOUNT  HAME ;}7
S.8%14 Py 166332 133 za99 1 .83%  SaM 382H -
/" . N




12.711

-
7

o
L]
ofi

STOP
RUN¥ 253 . HOV 25, 1992 14:18:23
SAMPLE MAME: B92-29 SAMPLE# 2

REFPE&T CORN FODDER SPIKE., 8.035-1 PPM, SPL.25G-~1-4=5,23G-1HML

B¥2-295 SAN S582H3 DB=17 MEGABORE COL
ESTOD-AREA .
rRT TYPE AREA WIDTH HEIGHT CalL# AMOUNT HNAME
5.8%7 FP 7349 122 1986 i .318 SAN 5382H
/-‘ : )

TOTAL AREA= 2587933
MUL FARCTOR=1.080QE+0®

rRiiMN #% 256 HOV 29, 1992 14:39:43
START
p— e iF




