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1 SeHE

APRUERLAE T 10k 04 1l £ 07 2k FOR A7 25 8 DL RORRAS (B3¢ VKR VIR ORI VAR VB K A
R e i R TR Y T T L R T A B RG0SR - B U Tk

AR HESE T ROK 5 R RS A A PR X e v R R L R R T R A R R
Bk B B

2 AERE

JH PR 58 2 TR T P D 0 S P ik 7 R i ROt b ke B o o O O T T A T R R 89
A ORI A S A ¢ A/ A AT 21 A A o SO (8 30 - B A0 5% 8 - A L S ik i

3 FIAA R
B 75 A HLAE A 35K50] 24 0 23 A 4 7K R 2 R K SR8 1K .

3.1 MR AR AR .

3.2 ZMRLTE.

3.3 ZJE:HPLC %,

3.4 HZ,

3.5 IEC .

3.6 SfbEh.

3.7 FCKGRERHEN: T 650 CHyLE 4 h fif TR B A&,

3.8 FALEAA K (300 g/L) : FRHL 300 g S AL ZE /K M IF 2 45 % 1 000 mL,
3.9 ZHE-HAEGH2MRFL) B 30 mL ZJEF 20 mL HZE B A5,

310 ZJE-WARGHL AR (B 30 mL ZFF 10 mL 2R IR A5,

311 PHER-IE B+ 1 ARBUE) B 50 mL PN AT 50 mL IE O b6 IR A5,
3.12 ZHEWHIEC b .

3.13 IEC kM.

3.14 f B bk BAE/E AL A FE: 500 mg, 6 mL; B 7 88 4L s A (500 mg, 6 mL) 5 & I

(500 mg.3 mL)FEHEM F 2T LB A .

3.15  WEEEREARME S 4 F 3, Cio His Ny s CAS 45 53112-28-0; 41 i =99 %,

3.16  MEE AR E S - 20 F 20, Cla His Ny 3 CAS 45 110235-47-7; 4 E =99%,

3.17  JEREMARIE R 4130, Cis Hi7 CIN, ; CAS 455 88671-89-0; 4 fF==99% ,

3.18  WERHEEARME S 4 F R, Co Hiz N3 O5 5 CAS 45 131860-33-8 340 i =99 %,

3019 MR T | R TR MG T TR A ERR TR T B T VA A - T PR BB 0% R R T Y N A AR L T TR T A U
ity o JFT R R E 1) B 100 pg/mL ARUERE A, 5 CLARIAE .6 A H LA . P FH P R A 88 38 4 ok 1
P bR HE TAEVS W .5 C LU R IEAE .3 AN LLRAE AL
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TP JIE TR 5 4

BSE 8

B L4 000 r/min,

GIRES e 5

THE e 25 K A

AR TAL.

B P50 mL,

2100 oK BRI : 150 mm X 10 mm I 2B AL N F A FARYCE AR RS .5 cm & 1Y I /K B 1R 4
(3.7,

S e
O 00 N O O b W N —

5 ABEMHESHKE

5.1 KR .HEX.BR

AR IR B el AT B A3 24 500 g FH B B AILR 48 28 AT v 2 e A O UK 3 3 I 80
W T — 18 CUKANIRAE .
5.2 HYiEHER®
5.2.1  AZEROKTE by ORE iy oA AR PR A TR R 70 2 500 g FIMH B AILATS 48 » S AT v 2 e A D il
WEIFF AR T — 18 CUkKAE M ARAT
5.2.2 MEEHUAMCRIEREMRZ) 500 g, RAE SRR ah K LA Ty BEPE 2 50 A 45 S bt R il R R el R
FERJE BT AR 60 CRIAWE o FFFE i 4T L5 1050, s v S A AR L A A R A AT
B N B IO PRI SRR AT
5.3 RE.FMH

BORE il 2 500 g FRS BE AR A% 22 A B0 2 20 H 07 L 208 AT e 2 A A D 0RE B M A R &
A7

A 250 A1 5 7 O B L i 32 B9 e sl R B B ) i 2 AL

6 MEHR

6.1 RE
6.1.1 KR .FxE

FRIUHEREIR S MR 29 10 g CREAf 3 0. 01 @) F 100 mL #EJE M, i 25 mL R (3. DI 15 g &
TR AR (3. 6)  7E K- [ e 3% R B PR 2 30 min, 33§ H] 250 mL 403 <k . A 20 mL PSR (3. 1) 40 Bk
PRV TR S v 5 B TR S L i 25 mL SR ARV R (3. 8) Fil 30 mL 2R Z T (3. 2) T[]
— P SF AR EE 2 min, @B BEEA VL. FEKM A 20 mL 8 LG (3. 2 FER—K. A
HA YA 1 TR BRERNHE (4. 10 B.O0JE MR . F 45 CARE L ESEE AR ET.

6.1.2 &H.&. K=&

TR LA 4R YR A0 B3R 24 10 g ORE A 3] 0. 01 @) F 50 mL B0 25 mL LR CBR(3.2),15 g &
R85 (3.6) 25 1 min, L 4 000 r/min &.0 5 min, B2 A PR TEKBRBR SR (4. 10) 8 AL IEH .
TR 20 mL 2R LT (3. 2) 50 Bk i R 25 BRER Uk . A R A WU F OB iR . F 45 ‘C/KIB b
ME A R EEE T .
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6.1.3 MRE.FKMH . IRKE

PR BCH AR TR A0 R RE 29 10 g CRE B 310 0. 01 @) F =M. in 25 mL £ L1 (3. 2) (B ZERE A s g
FALED AEAKF i % R FARHE 30 min, iF JEF] 250 mL 43 ls 2+, A 20 mL 2R LR (3. 2) 53 1
YR PR A TP B U v o & I B T W) — 40 W < P I F in A 30 mL S AL AAE (3. 8) PR 1 min, K 2
B E 2 LR OBRIZ A TOKBBR I (4. 100 ALIE R s K AT IA 25 mL 218 ZBR (3. 2) W)
WA B )R 7 KK BIFCRCTER 3. D)2 F LR —OJE . F 45 CoR bl 148 g i%
HERET,
6.1.4 #%E

PRIC10 gORGAf 3 0. 01 @) W B i T = f b A 20 mL &AL MW (3. 8) F1 5 mL Y EE (3. 1)
VR EKF [ i B R RS 30 min, 5 A 250 mL 200 SF L 743 B0 30 mL AL I (3. 8) 4y
PR .50 mL PR LR (3. 2) 43 IR Uk S = A ¥ 5% A TRl — 43 W 21 9k $% 2 min, #8532 (IR R A
A WK R R FLAGZAE 4 000 r/min B0 5 min, B E R ALOIERD L WS A HLAE B S — A4 TR
o AKAHFEAT 20 mL Z PR ST (3. 2) $EIUMIIK 45 I A HLAR B8] — 23 W0 =F o 20 WO - i A 40 mL
AN (3. 8) P 1 min, #r & (WUR & A FLL, 7T B2 R FLLZHE 4 000r/min B0 5 min) , LR
LR (3. 2) R oK BRI AN A (4. 1O A BRI, F 45 CoKi B E S e 2k 2 T .
6.2 &1k
6.2.1 &.& . KF=R.ME KM .RE

XF 6. 1.2 6. 1.3 ISR FEFR I, A 40 mL Z BS54 F1IE O &% (3. 12) 4 W IR i A Jf] —
250 mLAr IR k43 B H 50 mL GE AR AT S (3. 13) 43 PRI . LI AN IE & 4% (3. 12) 10 mL Pk
T 25 A BRI 2. IR 512 - S E R TR B BR AT (4. 10) 5% A LGB S 1E O B 2 B K
FEHIEC LA G (3. 13)15 mL PEM R, IE C %2 5 5, S )2 oK B A & I9F A LTE . T
45 CoKkir LA S TERERE T,
6.2.2 AEUREBEH/AEHASHEL

FH 1 mL ZJi5-H 3 1O % # 6. 1. 1.6, 1. 4.6. 2. 1 15 5] iR REGR I , 230 A B Ak e BB FE 41
HE@G. 1D, FH 1 mL ZHE-H 2R G 10) 43 PRIRPECIE I . IF A Lk A S5 e S A2 34 (3. 14) , 3¢ &
R . A 10 mL ZBE-F R (3. O P A B bk AT - LA A b BRI TR R . T 45 C K
W EASKERT. HAWE-ECEG 1D ES 1.0 mL, HESAH 6% TS 447 .
6.3 ME
6.3.1 SHEGIE-RILEY
6.3.1.1 @BiELH

a) ik . DB-5MS, 30 mX0. 25 mm(N4%),0.25 pm, A ;

30 C/min 10 °C /mi
b) AR TR AR 210 °C (2 min) M,980 °C 1,290 °C (6 min) ;

c) HEFEOEE.250 C;
d B AALE 99.999 %0
o) A AH A 1 mL/min;
D R A
g)  HEMEHEL:2 pl;
h) - FFERESE] 1 min,
6.3.1.2 RiE&EH¢
a) MR 280 C;
b) BRI ED
c) HEHE:70 eV;
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& BRI 230 °C;
e) Al Jy =L : SIM;
D AR IS [E] : 2. 5 min;
g) WEBEE T AN ERE WL,
*x1 EEBFREMNFEER

e 7 ERE T XD/ % SETER T G D /%%

W B i 198(100) 199(47) 118(3) 184(4)
W T g 222(100) 223(51) 208(5) 181(3)
I TR 179(100) 150(53) 245(14) 288(13)
W T T 344(100) 388(28) 372(14) 403(13)

6.3.2 SHEGIE-FENE

X A R s v A Y A PR AR S 2 AR DN o S B IO D 80 A v T AR R0 o DA T ﬂ%’ﬁ NV

7 T A | R T TR ) W) V7 22 7 A S 88 B R P 9 L 2 P TL* FH AT - A5 AF T W O
Hwﬂ%% W T Mg ) O B N TE) 0350 4 3. 42 min. 5. 48 min 5. 90 min Al 11. 63 min, 5 i 11‘@@%
W2 IR AL
6.3.3 SHEEIE-FEHIERXE

PEATRE i 0 5E B ﬁﬂ%hﬂjB’Jﬁ%é%ﬁm’%%%’Bﬁl‘ﬂ—'ﬁ*ﬂﬁ#&#ﬁl I HAEFNBR T 505 B RE 1
Hh A% S T IR X S R e R R B Y[RV 2R T A B 8 o R PR LG L R ZE AN R 2 R Y
0 FEL & D) T 1) IR it o A A X I P A

K2 EMHIMENBEFFENRARLTRE

W B l%

FHXT 8 B (FRg) / % =>50 >20~50 >10~20 <10
VR AR R /% +10 +15 +20 +50

6.3.4 z=EIRXRK
R AN A 1 o e b 3R AH ) 26 05 7020 BR 2617

7 ERVTEMRR

A T g Ak PRAR e 20 CO 338 B A5 R s Fn R = A .

A, Xe; XV

Xi — Aiiixj; eeesesesesesesssssssssessss s ( 1 )
:thj:

X v s B e o T I R e | R R L B R 22 A T 5 (mg ke
A-—#%&EPW%?H rf;:%l‘ﬁfr I T A T T ) 0 T R

P TR i T R A T T TR R B N O B 2 T (pg/mL)
VA#{&%%xE@Ms Rﬁuﬁ%me ;

AR T TV T B VR G I R A T T T ) e T L

o ZAE TR T AR R B RE L BN N T ()

m
8 FEBIMEMR . @ E

8.1 MEAR
PO o e 245 14 0 S AR R 43 53 ol < B B B/ 0. 01 mg/kg: B Bl 0. 01 mg/kg; i F M N 0. 01 mg/
kg; WA TiE &y 0. 005 mg/kg.,
4
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8.2 [EIgZE
MEE S E/TRUE S
x 3 FERERINK E R B E R
Sk B/ (mg/kg)
ke, W % VB TR i it T e % TR B
| 0,01 0.05 0.1 0. 01 0.05 0.1 0.01 0.05 0.1 0.005 | 0.05 0.1
(L&Y%

81.0~ | 88.0~ | 84.0~ | 82.0~ | 84.6~ | 86.0~ | 75.0~ | 82.0~ | 84.0~ | 92. 0~ 84~ 85. 0~
93.0 102.0 96.0 92.0 94.7 98.0 98.0 98.0 94.0 120.0 102.0 105

81.0~ | 82.0~ | 82.0~ | 75.0~ | 84.0~ | 84.0~ | 82.0~ | 82.0~ | 83.0~ | 82.0~ | 82.0~ | 88.0~
92.0 92.0 96.0 97.0 110 91.0 95.0 102 97.0 102 98.0 105

84.0~ | 82.0~ | 81.0~ | 83.0~ | 82.0~ | 84.0~ | 84.0~ | 82.0~ | 82.0~ | 82.0~ | 82.0~ | 84.0~

PETr -
110.0 98.0 95.0 104.0 104 96. 0 105 94.0 104.0 102 108 96. 0
o 81.0~ | 84.0~ | 84.0~ | 80.0~ | 80.0~ | 84.0~ | 81.0~ | 82.0~ | 82.0~ | 84.0~ | 84.0~ | 87.0~
i
95.0 102 96.0 95.0 96.0 97.0 116 96.0 95.0 110 104 97.0
Sk 81. 0~ 80~ 83.0~ | 82.0~ | 88.0~ | 82.0~ | 80.0~ | 72.0~ | 81.0~ | 76.0~ | 84.0~ | 83.0~
98.0 102 98.0 103 98.0 97.0 99.0 92.0 96. 0 94.0 110 98.0
81.0~ | 80.2~ | 86.0~ | 82.0~ | 80.2~ | 84.0~ | 81.0~ | 80.2~ | 85.0~ | 74.0~ | 80.2~ | 81.0~
A

97.0 102 105 98.0 96. 0 97.0 98.0 106 97.0 116 106 97.0

83.0~ | 80.2~ | 84.0~ | 81.0~ | 80.2~ | 81.0~ | 73.0~ | 80.6~ | 82.0~ | 80.0~ | 86.0~ | 81.0~
97.0 102 98.0 96. 0 106 99.0 106 110 96. 0 120 94.0 105

80.0~ | 80.0~ | 85.0~ | 82.0~ | 82.0~ | 80.0~ | 84.0~ | 82.0~ | 81.0~ | 82.0~ | 84.0~ | 84.0~
95.0 102 104 115 102 95.0 107 100. 0 98.0 108.0 110.0 98.0

B e

81.0~ | 80.0~ | 81.0~ | 81.0~ | 82.0~ | 81.0~ | 86.0~ | 82.0~ | 81.0~ | 76.0~ | 82.0~ | 81.0~
107.0 110 94.0 98.0 96.0 95.0 120 108.0 98.0 116 98.0 97.0

[S2]
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Foreword

This standard is modified based on SN/T 1624—2005 { Determination of Pyrimethanil, Mepanipyrim,

Myclobutanil and Azoxystrobin residues in vegetable and fruit for import and export).

This standard modified for SN/T 1624—2005 as follows:

—Sample matrix variety from four increase to nine;

—Take out sampling method;

—The method of extraction and clean up is corresponding changed based on matrix variety.
Annex A is an informative annex.

This standard was proposed by and is under the charge of State Authentication and Supervised Com-
mittee of the People’s Republic of China.

This standard was drafted by Hebei Entry-Exit Inspection and Quarantine Bureau, Liaoning Entry-Exit
Inspection and Quarantine Bureau, Tianjin Entry-Exit Inspection and Quarantine Bureau. Neimenggu

Entry-Exit Inspection and Quarantine Bureau of the People’s Republic of China.

The main drafters of this standard are Guochunhai, Jiahaitao, Wangfengchi, Chenruichun,

Duanwenzhong, Weifeng, Linanging and Ligang.

This standard is published for the first time in 2005. This standard is modified for the first time.

B AkEEM http: //www. Toodmate. net
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Determination of pyrimethanil, mepanipyrim,myclobutanil
and azoxystrobin residues in foods for import and
export—GC-MS method

1 Scope

This standard specifies the method of sample preparation and determination by gas chromatography-
Mass spectrum of Pyrimethanil, Mepanipyrim, myclobutanil and Azoxystrobin residues in grain, vege-

table, fruit,nut, tea,animal, birds, fish and bees.

This standard is applicable for the determination of Pyrimethanil, Mepanipyrim, Myclobutanil and

Azoxystrobin residues in rice,egg.plant,apple,chestnut, tea,beef,chicken, fish and bee.
2 Principle

After the residues of pyrimethanil, Mepanipyrim, Myclobutanil and Azoxystrobin are extracted by ac-
etone or ethyl acetate or sodium chloride solution from the sample. Clean up by liquid-liquid extrac-
tion and ENVI-Carb/NH,. detected by GC-MS, quantitative analysis using external standard method.

3 Reagents and materials

Unless otherwise specified,all reagents are analytically pure “water” is distilled water.

3.1 Acetone: Pesticide grade.

3.2 Ethyl acetate.

3.3 Acetonitrile;: HPLC-grade.

3.4 Toluene.

3.5 n-hexane.

3.6 Sodium chloride.

3.7 Anhydrous sodium sulfate: Ignite at 650 C for 4 h,and store in air-tight container.

3.8 Sodium chloride solution(300 g/L) : Weight 300 g sodium chloride.dissolve and exactly diluted

to 1 000 mL.
8
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3.9 Acetontrile-toluene (3+2,V/V).

3.10 Acetontrile-toluene (3+1,V/V).
3.11 Acetone-N-hexane (1+1,V/V).

3.12 n-hexane saturation with acetonitrile.
3.13 Acetonitrile saturation with n-hexane.

3.14 Column of ENVI-Carb + amido, 500 mg,6 mL: Rinse the column of ENVI-Carb + amido with
3 mL Acetontrile-Toluene(3+ 1) before use.

3.15 Pyrimethanil standard: Molecular formula C;2H13N3z; CAS No. 53112-28-0;Purity—>99%.

3.16  Mepanipyrim standard: Molecular formula C14Hi13N3; CAS No. 110235-47-7; Purity==>99%.
3.17 Myclobutanil standard: Molecular formula Ci5H;7CINg ; CAS No. 88671-89-0; Purity—=>99%.
3.18 Azoxystrobin standard: Molecular formula Cy2H17N3Os ; CAS No. 131860-33-8;Purity—=>99%.
3.19 Pyrimethanil, Mepanipyrim, Myclobutanil, Azoxystrobin standard solution: Accurately weigh
an adequate amount of four standard,dissolve in acetone to make up four standard stock solutions of
100 pg/mL. The solution should be stored below 5 C ,use within six months. According to the con-
tent of analyzed matter,make up mixture standard working solution by adding adequate each of the
stock solution and diluting with acetone. The solution should be stored below 5 C. Use within three
months.

4 Apparatus and equipment

4.1 GC-MS equipped with El source.

4.2 Orbital shaker.

4.3 Vortex shaker.

4.4 Homogenizer.

4.5 Centrifuge.,4 000 r/min.

4.6 Solid phase extraction equipment.

B AkEEM http: //www. Toodmate. net
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4.7 Rotary evaporator.

4.8 Nitrogen evaporator.

4.9 Glass centrifuge tube,50 mL.

4.10 Column of anhydrous sodium sulfate: In the glass chromatographic column of 150 mm X

10 mm(i. d. ) ,in turn adding absorbent cotton and 5 cm of anhydrous sodium sulfate(3.7).

5 Sample preparation and storage

5.1 Fruit, vegetable, nut
Remove pell or core, the edible portion is blended about 500 g, break to pieces by disintegrator, the

sample is placed in a clear container as the test sample,airproof and marked. The test sample should
be stored at —18 C.

5.2 Animal original food

5.2.1 Animal, birds, fish

The combined primary sample is reduced to 500 g, the edible portion is blended, break to pieces by
disintegrator,the sample is placed in a clear container as the test sample, airproof and marked. The
test sample should be stored at —18 C.

5.2.2 Honey

The combined primary sample is reduced to 500 g, not crystal sample beat up to equalityc. Crystal
sample parked in water-bath in not exceed 60 C ,after the sample unfreezed and beat up to equali-
tyc, cooling to room temperature. The sample is placed in a clear container as the test sample.air-
proof and marked. The test sample should be stored at room temperature.

5.3 Grain,tea

The combined primary sample is reduced to 500 g.which is crushed with a grinder and let wholly pass
through a 20 mesh sieve. The sample is placed in a clear container as the test sample, airproof and

marked. The test sample should be stored at room temperature.

In the course of sample preparation, precaution should be taken avoid the contamination or any fac-
tors which may cause the charge of residue content.

10
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6 Procedure

6.1 Extraction

6.1.1 Fruit. vegetable

Weight ca 10 g(accurate to 0. 01 g) of the test sample into 100 mL conical flask,adding 25 mL ace-
tone(3. 1) and 15 g sodium chloride(3. 6) ,shake for 30 min on a orbital shaker, filtering with funnel,
transfer the filtrate into separator funnel. Rinse the conical flask with 20 mL acetone(3. 1) in twice
portions and filter,combine the filtrates to the 2560 mL separator funnel. Add 25 mL sodium chloride
solution(3. 8) and 30 mL ethyl acetate(3. 2) ,shake vigorously 2 min,let stand for separating comper-
ately,collect the organic phase. Water phase was extracted once with 20 mL ethyl acetate(3. 2),
combine organic phase and pass the organic phase through the cloumn of anhydrous sodium sulfatrate
(4.10) into a heart-shape bottle. Evaporate the solution to dryness with a rotary evaporator under
reduced at 45 ‘C water-bath.

6.1.2 Animal, birds,fish

Weight ca 10 g(accurate to 0. 01 g) of the test sample into 50 mL centrifugal tube,adding 25 mL eth-
yl acetate(3. 2) and 15 g sodium chloride (3. 6) , homogenized for 1 min, centrifuge for 5 min at
4 000 r/min. Collect the organic phase pass the organic phase through the column of anhydrous sodi-
um sulfate (4. 10) into a heart-shape bottle. heart-shape bottle was rinsed once with 20 mL ethyl ace-
tate(3. 2) ,combine organic phase and pass the organic phase through the column of anhydrous sodi-
um sulfate (4. 10) into a heart-shape bottle. Evaporate the solution to dryness with a rotary evapora-
tor under reduced at 45 C water-bath.

6.1.3 Gain,Tea,chestnut

Weight ca 10 g(accurate to 0.01 g) of the test sample into 100 mL conical flask(adding 5 g sodium
chloride for chestnut sample) ,adding 25 mL ethyl acetate(3. 2) ,shake for 30 min on a orbital shaker,
filtering with funnel and transfer the filtrate into 250 mL separator funnel. The residue in the conical
flask was rinsed with 20 mL ethyl acetate(3. 2)in twice portions,combine the filtrates to the same
separator funnel. Add 30 mL sodium chloride solution(3. 8)in the same separator funnel, shake vigor-
ously 2 min,let stand for separating comperately, Water phase was extracted once with 20 mL ethyl
acetate(3. 2) ,combine organic phase and pass the organic phase through the column of anhydrous so-
dium sulfate(4. 10)and transfer into a heart-shape bottle. Evaporate the solution to dryness with a
rotary evaporator under reduced at 45 C water-bath.

6.1.4 Honey
Weight ca 10 g(accurate to 0. 01 g) of the test sample into 100 mL conical flask, disslove the test

sample with 20 mL sodium chloride solution(3. 8)and 5 mL acetone(3. 1) ,shake for 30 min on a or-
11
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bital shaker and transfer into separator funnel. The residue in the conical flask was rinsed with 30 mL
sodium chloride solution(3. 8)in twice portions and 50 mL ethyl acetate(3. 2) in twice portions,and
transfer the all solution into the separator funnel. Shake lightly 1 min.let stand for separating comp-
erately (if occur emulsificate,layer of emulsification is centrifuged for 5 min at 4 000 r/min), collect
the organic phase to another separator funnel. Water phase was extracted once with 20 mL ethyl ac-
etate(3. 2)in twice portions,and combine the organic phase to the above separator funnel. Adding 40
mL sodium chloride solution(3. 8)into the above separator funnel, Shake lightly 1 min,let stand for
separating comperately (if occur emulsificate,layer of emulsification centrifuge for 5 min at 4 000 r/
min). Pass the organic phase through the column of anhydrous sodium sulfate (4. 10) and transfer
into a heart-shape bottle. Evaporate the solution to dryness with a rotary evaporator under reduced
at 45 C water-bath.

6.2 Clean up

6.2.1 Animal, birds, fish, chestnut,gain and tea

For obtain the test sample residue from 6. 1. 2 and 6. 1. 3, adding 40 mL n-hexane saturation with
acetonitrile(3. 12) in twice portions dissloved and transfer into the separator funnel. Rinse the heart-
shape bottle with 50 mL acetonitrile saturation with n-hexane(3. 13) in twice portions and 10 mL n-
hexane saturation with acetonitrile(3. 12) ,and transfer into the same separator funnel. Shake vigor-
ously 2 min,let stand for separating comperately, pass layer of acetonitrile through the cloumn of an-
hydrous sodium sulfate(4. 10) and into a heart-shape bottle. The layer of n-hexane was extracted
twice with 15 mL acetonitrile saturation with n-hexane(3. 13). Combine the layer of acetonitrile and
pass layer of acetonitrile through the cloumn of anhydrous sodium sulfate(4. 10) and into same heart-
shape bottle. Evaporate the solution to dryness with a rotary evaporator under reduced at 45 C wa-
ter-bath.

6.2.2 Clean up with column of ENVI-Carb/NH;

Disslove the residue in 2 mL Acetontrile-toluene (3. 10) for obtain the test sample from 6. 1. 1,

6.1.4 and 6. 2. 1, transfer the solution into column of ENVI-Carb/NH,. Rinse the heart-shape bottle
with 1 mL acetontrile-toluene (3. 10), pouring the solution into the column, Discard the effluent.
Then elute the column with 10 mL acetontrile-toluene(3. 9). Collet all the elution and below nearly
dry with nitrogen at 45 C unit. Make up to 1.0 mL with acetone-N-hexane(3. 11) promptly for GC-
MS determination.

6.3 Determination

6.3.1 GC-MS operating conditions

6.3.1.1 GC operating conditions

a) Capilary column. DB-5MS or equals. 30 m X 0.25 mm(i. d. )0. 25 pm(film thickness) ;
12
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Column oven temperature procedure: 210 C (2 min) 280 C

Injection temperature: 250 C ;

Carrier gas: Helium,purity 99. 999% ;

Carrier gas flowrate: Constant mode 1 mL/min;

290 C (6 min);

f) Injection mode: Splitless;

g) Injection volume; 2 p L;

h) Split valve on: 1.0 min.

6.3.1.2 MS operating conditions

a) Interface temperature: 280 C ;

b) lon Source: Electron Impact lon Source (ED ;

c) Electron Energy: 70 eV;

d) Source temperature; 230 C;

e) Detection mode: SIM;

f) Solvent delay time:2.5 min;

g) Selected ions (m/z) and relative intensity (%) : see Table 1.

Table 1T—Selected ions and relative intensity
analyte quantitive ion(Relative intensity) /% qualative(Relative intensity) /%

Pyrimethanil 198(100) 199(47) 118(3) 184(4)
Mepanipyrim 222(100) 223(51) 208(5) 181(3)
Myclobutanil 179(100) 150(53) 245(14) 288(13)
Azoxystrobin 344(100) 388(28) 372(14) 403(13)

6.3.2 GC-MS determination

The standard working solution should be randomly injected in-between the injections of the sample

solution of equal volume. The respond of Pyrimethanil,Mepanipyrim,Myclobutanil and Azoxystrobin

B AkEEM http: //www. Toodmate. net
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residues in the standard working solution and the sample solution should be within the linear range of
the instrument detection. Under the above GC-MS operating condition, the retention time of Pyrime-
thanil, Mepanipyrim, Myclobutanil and Azoxystrobin residues separately is ca 3. 42 min, 5. 48 min,

5.90 min and 11. 63 min. For the chromatogram of the standard,see annex A.

6.3.3 GC-MS confirmation

If the retention times of sample chromatogram peaks are consistent with the standards, and after
subtracted background noise, the relative intensity ratios of each qualitative ions are also consistent
with similar concentration standards,within the tolerances (see table 2),we can confirm that there

are corresponding analyte in the sample.

Table 2—Maximun permitted tolerances for relative ion abundance while confirmation

Relative bundance(base peak) /%

=50

>20~50

>10~20

<10

Permitted tolerances/ %

15

+20

+50

6.3.4 Blank test

The operation of the blank test is the same as that described in the method of determination, but

without addition of sample.

7 Calculation and expression of result

The calculation of result is carried out by data processor or according to the formula (1) the blank
value shall be subtracted from the result of calculation.

_A,‘XC,‘XV

Xi = Asi Xm

Where:

Xi—the residue content of the determined pesticides in the test sample,unit is mg/kg;

A ;—the peak area of the one of the determined pesticides in the sample solution;

ci—the concentration of the one of determined pesticides in the standard working solution, unit is

©g/mL;

V—the final volume of the sample solution,unit is mL;

Asi—the peak area of the one of the determined pesticides in the standard working solution;

m—corresponding mass of the test sample in the final sample solution,unit is g.

14
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8 Limit of determination and recovery

8.1 Limit of determination

The limit of determination of this method:Pyrimethanil is 0. 01 mg/kg;Mepanipyrim is 0. 01 mg/kg;
Myclobutanil is 0.01 mg/kg; Azoxystrobin is 0. 005 mg/kg.

8.2 Recovery

See table 3.

Table 3—Fortifying levels of Pyrimethanil,Mepanipyrim,Myclobutanil and Azoxystrobin
in samples and its corresponding recoveries(GC-MS)

Fortifying concentration/(mg/kg)
Sample Pyrimethanil Mepanipyrim Myclobutanil Azoxystrobin
hame 0.01 0.05 0.1 0.01 0.05 0.1 0.01 0.05 0.1 0.005 | 0.05 0.1
Recovery/ %
Apple 81.0~ |88.0~ | 84.0~ |82.0~ |84.6~ |86.0~ |75.0~ |82.0~ |84.0~ |92.0~ | 84~ |85.0~
93.0 | 102.0 | 96.0 92.0 94.7 98.0 98.0 98.0 94.0 | 120.0 | 102.0 105
Beof 81.0~ |82.0~ |82.0~ |75.0~ |84.0~ |84.0~ | 82.0~ |82.0~ |83.0~ | 82.0~ |82.0~ | 88.0~
92.0 | 92.0 | 96.0 | 97.0 110 91.0 | 95.0 102 97.0 102 98.0 105
Chicken 84.0~ [82.0~|81.0~ |83.0~ |82.0~ |84.0~ |84.0~ [82.0~ |82.0~ |82.0~ |82.0~ | 84.0~
110.0 | 98.0 | 95.0 | 104.0 104 96.0 105 94.0 | 104.0 102 108 96.0
Eggplant 81.0~ | 84.0~ | 84.0~ |80.0~ [80.0~ |84.0~ [81.0~ |82.0~ |82.0~ |84.0~ |84.0~ | 87.0~
95.0 102 96.0 95.0 96.0 97.0 116 96.0 95.0 110 104 97.0
Rice 81.0~| 80~ |83.0~|82.0~ |88.0~|82.0~|80.0~|72.0~|81.0~|76.0~ |84.0~ | 83.0~
98.0 102 98.0 103 98.0 | 97.0 | 99.0 | 92.0 | 96.0 | 94.0 110 98.0
Fish 81.0~ |80.2~ | 86.0~ |82.0~ |80.2~ |84.0~ [81.0~ |80.2~ |85.0~ |74.0~ | 80.2~ | 81.0~
97.0 102 105 98.0 | 96.0 | 97.0 | 98.0 106 97.0 116 106 97.0
Honey 83.0~ |80.2~ |84.0~ |81.0~ |80.2~ [81.0~ |73.0~ [80.6~ |82.0~ |80.0~ |86.0~ |81.0~
97.0 102 98.0 | 96.0 106 99.0 106 110 96.0 120 94.0 105
Chestnut 80.0~ | 80.0~ | 85.0~ |82.0~ |82.0~ | 80.0~ | 84.0~ |82.0~ |81.0~|82.0~ |84.0~ | 84.0~
95.0 102 104 115 102 95.0 107 100.0 | 98.0 | 108.0 | 110.0 | 98.0
Tea 81.0~|80.0~ |81.0~ |81.0~ |82.0~ [81.0~ |86.0~ [82.0~ |81.0~ |76.0~ |82.0~ |81.0~
107.0 110 94.0 | 98.0 | 96.0 | 95.0 120 108.0 | 98.0 116 98.0 97.0
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Annex A
(Information)
GC-MS chromatogram of the standard
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1—Pyrimethanil;
2—Mepanipyrim;
3—Myclobutanil;
4—Azoxystrobin.
Figure A. 1—GC-MS chromatogram(TIC)of the mixture standard solution(1 ¢ g/mL)
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