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1 EH

ANRHERLRE T A7 fir P R R Y iieakaia BRI 7 s

AR TR KRE T 7 B 0% 2R AR IR T A A
FEHE K& O 4 4 S5 s IR 7 o o
2 HEHsI AxH

B S Xt T AR ST B R A AR E : W E S| SCHF UE BB R A & AT 43
o FLEAHE B K5 XA, &3 AEENESRRER S L

GB/T 6682 4r#7scie = HAKM
3 HiERE

A 0. 106 Z 8- 2 Jif e A 4R B sl e e J0 41 F 15 4 2 O vk,

o O A -/ B R S R L Ab
4 R AR R

B 55 A BLEA AL, BT AR 2 2
4.1 ZB.
4.2 ZBR%.
4.3 ZER:AHIT4L.
4.4 FHE,
4,5 WA,
4.6 EDk.
4.7 FTKBREEEE (MgSO,) /3 ir4d.
4.8 Fo/KBRBREN (Na, SO, S hradi.
4.9 N-TRHEZ Z i (PSA) WK - B8 40 pma~60 pm,
4,10 7 B4b# BRI (GCB) kiR 120 pm~400 ym.
411 FASEERLE (ODS) 8 & B (Cip) B 40 pm~60 pm,
4.12  FFHEAZERG .
a) GFRAK.FHT EE . DRE MBS .50 mg PSA (4.9).150 mg MgSO, (4. 7);
b) X L A 50 mg PSA150 mg MgSO, .10 mg GCB (4. 10);
o) SN VERE . F PR 50 mg PSA 150 mg MgSO, ,50 mg Cys(4.11);



SN/T 3139—2012

d) & XEESH KT RS 50 mg PSA.150 mg MgS0,.50 mg Ci; .10 mg GCB;

e) &FXTAGFF 5% PR .50 mg PSA.150 mg MgSO, .50 mg Cy.
413 0. 1%Z8-ZHEER B 1 mL ZB (4. 3), MAZ W DEEF 1000 mL,iB4.
4.14 10 mmol/L ZBE&EW (& 0. 1% FER) - MEFFRI 0. 16 g ZEREZ (4. 2)F 200 mL FEMH, 5L
RS EKBEBEIMA 200 oL BERU4. 4, BRAKEREZXE. RS . AHRE.
4.15 ©E dt B AR ¥ 5 (thiamethoxam) : CAS & 153719-23-4, 4+ F 3 CsH,, CIN; O, S, # ¥ 4> F i &
2917, Wi ERTHRET 99%.
4,16 o M BFARVE & (clothianidin) : CAS & 205510-53-8, 40 F 2, Cs HyCIN; O, S, - F# 250. 2, 4 F K
FHET 9%,
4.17 BRI R ARBOS B A B iR (KR 2 0. 01 me), I Z B, TC 1 A
1 000 pg/mLEYFRYERE &I, —18 CT{R7E.
4.18 TR o P B o VA VL - VR R PR BBLGE R 1Y T R R AR MR T CRE R &£ 0. 01 mg), I Z IS %, iC R
1 000 pg/mLEIREMESIE, —18 CTRE.
4.19 1w d R B IR A AR o TS R AR U TR T 4 S TS B A e AR o R R A
BEWB AZHERBER 1 pe/mL IRETIERER, — 18 CTTRFF.
4,20 ELFRES IR RN R R B B R S A A R 7. 1 AR R R B .
4.21 EFRARETER BELEFERRERBRSFELERRG 1D AERE OB RFENES
B bR HE AR, B PR .
4,22 HFLEME.RBE,13 mm(HE),0.2 pm,

5 {(UEEMigHE

B R RO A - R BRI BLR RS B IR (ESD .
ML,

H IR .

R B34 0.01 mg # 0.01 g,

i P R R T A

TERIRSI2E.

B0 AL F KT 4 000 r/min,

B BE BNKLE,50 mL,

S} 100 mL, R EE,

oo oo oo o
O oo ~N O O AW N —

oW

REHESRE

6.1 EX
TERIBE B R, BB LR R R BT R R AL RARE SRR,
6.2 AXK.KE.EFMHEH
BURRHERE R 500 g, IR BB . BT, B0 M BB i, 203, &, T 0 'C~4 CIRE.
3 HRVHER FEBIT . IRE MHEBMES

BUREPERE R 1 000 g, ¥ How] & F#R 4 OR AT FZK BE80 YRR » UK RS B L6 1 0 T LR
RA, ¥y 4r B G 16 ikt 43 3%, T, T 0 C~4 CRIF,
2

[=2]
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6.4 TGRF.EH

B Fe BB ) 500 g, ¥ FLETBE IS » AR UK R 3 W HLB R 5 P TR CR R AT 2 4 AR 4 1R D R S
%,ﬁfﬂ i 1 ocﬁﬁu

6.5 &1
RO SR e B 2 500 g, iB50, 40 BT 4 1 S0k ke, 203, BT, F 0 C~4 CRIT.

7 SHWER

7.1 EBES5%4L
7.1.1 kR AT .EF ¥R EE.MEXRGT . IRE T B . FHAOGH

FREL 5 g E 0.01 g)iRREF 50 mL BOEG. ) F, RN THEER M 5 mL~8 mL K, #
ELpRRE BT SE LB 0 0.5 h, IIAZER-Z IR (4. 1) ZRFFUK RS 20 mL, 3K 30 s, 850, £
40 °C I F 4B A M 30 min,4 000 r/min B0 10 min. B E K 1. 0 mL, & B A 5 4 w80 B A 2 B0R)
(4. 12)%4k, BIZU#RE 1 min, 4 000 r/min B.0> 10 min, BRI 0. 2 pm(4, 22) 8 B IE, ABAH &
B/ R A E .

7.1.2 TGEFEM

FREL 5 gCERE 0.01 @ RHETF 50 mL BOLE P, ALY 3 g TAKMBRE (4. 8), R IIA 10 mL
ZB-Z %W, 10 mL S %, ¥ 3 min, 4 000 t/min B5.L» 10 min, %% R BOR B4, o0 5R
AEGENE, WEZEE. RRFBEREERI—K, H 0oL ZERERECKE BOFHEY
B WEZHE. 2X"RKENZBE E0 CTRAZEET B0 INZRZHEERES D
20 mL, B 1. 0 mL, fi3E 5 5 5 43 B B AR AL B (4. 12) ¥4k, BIZU4R % 1 min,4 000 r/min B0 10 min,
B R 0. 2 o YRR, PR WROM €00 B/ B BN SE

7.2 FHEGE-RE/ REMNE
7.2.1 HHEBESEEH

a) WiMifi%i . ACQUITY UPLC BEH Ci,50 mmX2. 1 mm(F&) ,BE 1.7 pm, S EEH
EE

by #iB:35 C;

o) VBB .E1;

d) HHR.2.0 ul;

e) FEAEEHE:10TC,

£ mHERBRBER

B[] / min i # / (mL/min) 10 mmol/L ZERE W (4. 10)/% AR/ % | RIS
1 0. 00 0.25 90.0 10.0
2 0.50 0. 25 90.0 10.0 1
3 2. 50 0.25 50.0 50.0 6
4 3. 00 0.25 90.0 10.0 1
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7.2.2 REBHE
RESEEE . ZRMF A,
7.2.3 R LRI B

PL5.0 g S AMESESRAELREC. DHEEREAER BIREPEHBERBEZE 2.0 ng/mL,
5.0 ng/mL.10. 0 ng/mL,20, 0 ng/mL.40. 0 ng/mL.100. 0 ng/mL, Rt B S MEFHFETAEHRS, 5
BH AL .

7.3 EENZE
257 6k R AR e it 2R 1| 2 Y 2, 8 B A A o B 2R LR A
ERIR A VR T A7 A ) B A v P A 24 1% e 7 R H AE R PR TE T A Y

T EIROUEARAE T o o Hh A e L e ) 4% R I %1 min Al 2. 92 min, & RN B T &0 3%

E&RE B. 1.

7.4 EMWIE
EER KA T HTHE iR R B i [R] 4 B ) 67 P, 50 TR Y
AR = BE R S AR A B X S ], T O R E R AR E S B R

BLE T Wl i E 2 LA B. 1,

THMT B FEBE/ () >10~20 <10
RIFEMETRE/ % +30 +50
7.5 =HIAE

BAIIREES , 3 R BRI
8 GERETER

PR B - B/ B R R XA PR R R R AR E R R AR E R, R A
HEBEREX(DHE RS RMNRE HE:
\4

X; =c, X — e SR LR TTET TR PTG
m

A

X, —HdHPEARREARRGNRER, AN ERET R (mg/ke) ;

o ——MIRiE & B8 BRI B E VR B AL RO B BT (pg/mL)
R SR BB AT, AL ZE T (mL) (B HEH K 20.0 mL);

m —— AR S TR R R, BN SR () .
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9 WEALR.EHE

9.1 AZERR
7 7 ik % 0 o1 VB A I ol Bz A0 52 (KPR A 0. 010 mg/kg.
9.2 HEhEWxE

A J7 R A A E R E SRR C. 1.
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B F A
(FF BHE R R
B R R R IR TS R G

W o R I o B TR AP AT B AR

a) FMEFRESI+;

b) #F K MRM;

o) FEHEHEIE:3. 00 kV;

d) EWRSFE:800 L/h;

e) HEFLKWE:50 L/h;

£ EEMSIEE:350 C;

g) TRAK#FHE K650 V;

h) BEFHEERE:110 C;

D WWE T AR MELRELER ALD.

FA BEHEBENBHBENSEEETRISTSH

a2 Wi 9 F X (m/2) BEERS /s BFLHE/V R RE AL/ V
* 292/211 0. 050 20.0 19.0
E
292/181 0. 050 20.0 10.0
" 250/169 0.050 16.0 15.0
W L
250/131 0. 050 16.0 10.0
" ERBTR.

D Rk R . A L EF 5 S8R Waters Acquity UPLC TM-Quattro Premier B {X b 52 i , 71 th R4 F (X 3%

BENRITRIESE AR RELE M BT EGHEEERAAR RRBS IS,
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W % B
(EBEMF)
TER B 2 70 R PR P A O Y A
MRM of 4 Channels ES-+
100 2.51 292, 1>210. 7
1. 0led
x
0 L e Tt ¥ T '“l_'_"."‘l e S e ™1 '*I/mm
1.25 1. 560 1.75 2.00 2.25 2.50 2.75 3.00 3.25
a)
MRM of 4 Channels ES+
100 2.51 292.1>180.6
5. 84e3
=X
0 Tagape— T T T T T T T Tk = t/min
1.25 1.50 175 2.00 2.25 2.50 2.75 3.00 3.28
b)
MRM of' 4 Channels ES-H
100 2.92 250. 2 >168. 6
7. 76e3
©
0 T . T i T = Z T T T B B t/mm
1.25 1. 50 1. 75 2,00 2.25 2.50 2.75 3.00 3.25
c)
o MRM of 4 Channels ES+
2 250. 2 >131. 4
1001 4. 82c3
x-
2.34 2.82
e ; : ? e e T e == /min
1.75 2.00 2.25 2.50 2.75 3.00 3.25

)

B B.1 MESE/EERRAESRBGRER 10 ng/mL) LC-MS/MS # % & K 3 (MRM) & i @
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W ® C
(B RHE B R
T e T T e ek (B MG R S
£C1l BHENMEARERAEERARTORMRERDKEEEGR=10
@ Hhnwe B/ (mg/kg) e o g RO/ 6 i £ B M 3 S L/
0.010 72.4~79.6 84, 4~106. 4
P S 92.2~106. 6
92.4~108.7
76.8~94
79.2~93,2
RE
90.16~102. 8
87.2~105.8 87, 8~100. 6
74,0~94, 4
ET 83.2~05.8
85.9~95.1
104, 4~109. 2 84,4~97,2
90, 4~107. 2
b2
72.6~89. 3
78.2~89.7
73.6~99.6
WMER 75, 2~100, 2
80. 6~104, 2
72, 8~97.2
T 94, 7~104. 9
98.5~107. 8
0.010 96.8~109. 6 82.4~100. 8
HH 0.020 98. 0~110.0 86.2~103. 2
0. 040 101.1~109. 3 84.0~91,0
0.010 75.2~98. 8 92, 0~100. 0
RS 0.25 72,5~84,0 91.1~100. 2
0.50 70, 6~89. 0 71,8~87.7
0. 010 73. 6~99, 2 87, 6~106. 0
B 0. 020 102. 8~107. 4 100. 6~109. 4
0. 040 103.0~112. 8 101.1~109.8
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% C.1 &
# & ik B/ (mg/kg) g o G ] i R/ A o R E R R/ %
0.010 75, 6~85. 2 84.0~95. 6
0. 040 93.0~105.5 94.9~107. 1
itk
0.50 89. 6~108. 0 96.4~112. 4
1.0 87.6~104. 4 98, 2~101. 8
0. 010 71.6~95, 2 83,6~101.6
0. 050 82,6~91.1 90, 7~101. 4
%
95.0~100.7
80.3~95.5
88.8~107.6
G K 83.4~96.8
74.1~93.3
70, 8~86. 4 80. 8~058. 4
EH 73.4~91. 8
80, 5~90. 4
94, 4~109. 2
2447 92, 6~103. 8
97. 6~108. 8
. BALELMN MRL M, 27 7K S B 9% bn e B 7E b HLAT HEAT
INTHEE.
a) BINAKFES 2 000 pg/ke B
b)  INAKIFH 1000 pg/ke B
o) K N 500 pg/ke B,
d)  HIKFE N 20 mg/kg(HE H HLAW .
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Foreword

This standard was drafted in accordance with the rule of GB/T 1. 1—2009.

Please note that some of the elements of this standard may involve patents, but the Standards
Organization does not assume responsibility for identifying these patents,

This standard was proposed by and is under the charged of Certification and Accreditation
Administration of the People’s Republic of China.

This standard was drafted by Beijing and Shandong Entry-Exit Inspection and Quarantine Bureau of
the People’s Republic of China.

The main drafters of this standard are Wang Jinhua, Zhang Rong, Feng Qian, Li Xiaolin, Liu Yan,
Tang Zhixu.

1) Note:This English Version,a translation from the Chinese text is solely for guidance.

10
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Determination of thiamethoxam and its metabolite

clothianidin residues in agricultural products for export—
LC-MS/MS method

1 Scope

This standard specifies the determination of thiamethoxam and clothianidin residues in agricultural
products for import and export by LC-MS/MS,

This standard is applicable to the determination and comfirmation of thiamethoxam and clothianidin

residues in rice, soybean, chestnut, spinage, green lettuce. onion, eggplant, potato, orange,
mushrooms, tea, pork, chicken liver and milk,

2 Cited normative documents

Following documents are necessary for the application of this present file. Only the version dated can
be applied to the present documents, if not, the latest edition can do (including all the maodified
form).

GB/T 6682 Water for analytical laboratory use—Specification and test methods
3 Principle

The Thiamethoxam and Clothianidin residues from the above food samples are extracted with
acetonitrile (0. 1% Acetic acid). After the extract is cleaned up with PSA, C;; and graphitized carbon,
The residues are then detected by LC-MS/MS and quantified by external standard method.

4 Reagents and materials

Unless otherwise specified, all reagents used should be HPLC grade, “Water” is first-level water
regulated by GB/T 6682.

4.1 Acetonitrile.

4.2 Ammonium acetate.

11
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4.3 Acetic acid: AR.

4.4 Formic acid.

4,5 Methanol.

4.6 N-Hexane.

4.7 Anhydrous magnesium sulfate (MgSQ,) : AR.

4.8 Anhydrous sodium Acetate (

4.9 Primary secondary amine (PS
4.10 Graphitized carbon black sorbent (GCB) 1
4.11 Octadecyisilane (ODS) bonded p
4.12 Dispersive Solid Phase Extr
The usage of dispersive SPE sorbe
a) rice,eggplant,onion, potato,oran 9S0,(4.7);
b) spinach,green vegetable:50 4,10);
¢) chestnut,mushreom,milk:5 115
d) tea,soybean:50 mg PSA.15

e) chicken liver and pork:50 mg

4.13 0.1% acetic acid acetonitrile solution: Transfer 1 mL of acetic acid (4. 3) into a 1 000 mL
beaker, dilute to volume with acetonitrile (4. 1) and mix well,

4.14 10 mmol/L ammonium acetate solution (0.1% formic acid): accurately weight 0.16 g
ammonium acetate (4.2) in 200 mL volumetric flask,dilute to volume with water and 200 uL formic
acid (4.4) ,mix well.

4.15 Thiamethoxam Standard. ,CAS No. : 163719-23-4, molecular formula CeHy, CIN;0; S, MW 291. 7,
purity = 99%.

4.16 Clothianidin Standard:, GAS No. ; 205510-53-8, molecular formula CsHs CIN;0,S, MW 250. 2,
purity=99%.
12
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4.17 Thiamethoxam standard store solution: Accurately weight an adequate amount of thiamethoxam
standard (accurating to 0.01 mg) ,dissolve in Acetonitrile and prepare a solution of 1 000 pg/mL as
the standard store solution. This solution should be only stored in refrigerator below —18 T.

4. 18 Clothianidin standard store solution: accurately weight an adequate amount of Clothianidin
standard (accurating to 0. 01 mg) ,dissolve in Acetonitrile and prepare a solution of 1 000 ug/mL as
the standard store solution. This solution should be only stored in refrigerator below —18 T.

4.19 Mixed-Standard working solution: according to the concentration required,a mixed-standard

working solution is prepared fro ethoxam and Clothianidin with

Acetonitrile, A standard working sol in refrigerator below — 18 TC.

4,20 Matrix blank solution:the sol ep 7. 1.

4,21 Matrix standard solution:dilute standag on (4.19) by matrix blank solution to

proper concentration.

4.22 Membrane filter:nylon,13 m

5 Apparatus and equipment

5.1 Ultra Performance liquid chr uipped with electrospray ion

source and triguadruple mass spe
5.2 Grinder.

5.3 Homogenizer.

5.4 Balance:accurate to 0.01 mg and 0.
5.5 Ultrasonic water bath,

5.6 Vortex mixter.

5.7 Centrifuge:above 4 000 r/min,

5.8 Centrifuge tube:PTFE,50 mL,with stopper,

5.9 Seperating funnel:100 mL,with stopper.

13
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6 Sample preparation and storage

6.1 Requirement

In the course of sample preparation, precautions should be taken to avoid contamination or any
factors which may cause the change of residue content,

6.2 Rice,soybean,chestnut,tea

The original sample is mixed from which a 500 g is taken for analysis. The sample is divided to two
potions equally after grinded thoroughly. Then the sample is placed in a clean container to be used as
the test sample. The container having the test sample is well sealed and labeled. All the samples
should be stored under 0 C~4 T.

6.3 Spinach,green vegetable, onion, eggpiant, potato,orange, mushroom

One kg of the edible parts from the original sample without washing is blended thoroughly. The
sample is then divided to two equal portions. The sample is placed in a clean container to be used as
the test sample. The container having the test sample is well sealed and labeled. The test sample
should be stored at 0 C~4 C.

6.4 Chicken liver,pork

Five hundred grams of the original sample is homogilised thoroughly. The sample is then divided to
two equal portions. The sample is placed in a clean container to be used as the test sample.
The container having the test sample is well sealed and labeled. The test sample shoul be stored
at —18 C.

6.5 Milk

The original sample is mixed from which a 500 g is taken for analysis. Then the sample is placed in a

clean container to be used as the test sample. The container having the test sample is well sealed and
labeled. The sample is stored at 0 T ~4 T.

7  Analysis procedure

7.1 Extraction and clean up

7.1.1 Rice,soybean, chestnut,onion, spinach,green vegetable, eggplant, potato, orange, mushroom,
tea and milk

14
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Weight 5 g (accurate to 0. 01 g) in centrifuge tube (5. 8) ,for dry samples add 5 mL~8 mL H,0 based
on specific sample, then let stand for 0.5 h. Add 0. 1% acetic acid acetonitrile solution (4. 13) and
make sure the toltal volumn of water and acetonitrile is 20 mL. vortex 30 s mix well, extract for
30 min in ultrasonic water bath under 40 C. Centrifuge at 4 000 r/min for 10 min. Transfer 1 mL
upper layer to 1.0 mL tube, clean up by Dispersive solid phase extraction (MSPD) (4. 12),shake for
1 min violently, Centrifuge at 4 000 r/min, 10 min. The supernatant layer is filtered through the
0.2 ym membrane filter (4. 22) and ready for LC-MS/MS determination.

7.1.2 Chicken liver,pork

Weight 5 g (accurate to 0.01 g) in 50 mL centrifuge tube,add 3 g Na,SO, (4. 8) ,mix well,add 10 mL
0. 1% acetic acid acetonitrile solution and 10 mL n-hexane, vortex for 3 min. Centrifuge at 4 000 r/min
for 10 min, transfer extract solution to seperating funnel,shake violently and wait for it separate into
two phase, then collect the ACN phase. Extract like above once again, then extract the n-hexane
phase with 10 mL ACN collecting ACN phase. Combine all the ACN phase, viporate under 40 C to
dryness,Resolve with 20 mL 0. 1% acetic acid acetonitrile solution, transfer 1 mL upper layer and
clean up by dispersive solid phase extraction (MSPD) (4. 12) ,shake violently for 1 min, centrifuge at
4 000 r/min for 10 min. The supernatant layer is filtered through the 0. 2 um membrane filter and
ready for LC-MS/MS determination.

7.2 LC-MS/MS determination

7.2,1 LC analysis parameters

a) LC column:ACQUITY UPLC BEH Cy3,50 mmx 2.1 mm (i.d.),1.7 um,or equivalent column.

b) Column tempreture.35 T.

¢) Mobile phase:see table 1.

d) Injector volumn:2, 0 uL.

e) Sample tempreture.10 C.

Table 1—Gradient program of mobile phase

Time/min | Flow rate/(mL/min) | 10 mmol/L ammonium acetate solution/% | methanol/% | curve
1 0.00 0.25 80.0 10.0
2 0.50 0.25 90.0 10.0 1
3 2.50 0.25 50.0 50.0 6
4 3.00 0.25 90.0 10.0 1

15
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7.2.2 MS/MS parameters
See Annex A.
7.2.3 Standard curve

Use matrix blank solution (7. 1) to dilute standard working solution to 2. 0 ng/mL, 5. 0 ng/mL,
10. 0 ng/mL,20. 0 ng/mL,40.0 ng/mL,100. 0 ng/mL for matrix standard working curve.

7.3 LC-MS/MS determination

To reduce the influence of ing curve to determinate target

compounds. The responses of target compoun standard working solution and the
sample solution should be in the linear r umental detection. The matrix standard
working solution should be injected een the injections of the sample solution of
equal volume,

Under the above LC-MS/MS time of Thiamethoxam and its
metabolite Clothianidin are 2,5

of target compounds are shown respectively Figure

le reaction monitoring chromatogram

7.4 LC-MS/MS confirmation
The relative intensities of hall correspond to those of the
calibration standard solution wed relative deviation of relative
intensity is less than within nd in sample must be confirmed.

Table 2—Maximum per tensities while confirmation

Relative ion intensities/% >10~20 <10

permitted relative tolerances/% +30 1 +50

7.5 Blank test

The operation of the blank test is the same as that described in the method of determination, but
without addition of sample,

8 Calculation and expression of result

Calculate the content of Thiamethoxam and Clothianidin residue in the test sample by LC-MS/MS data

processor or using the followed formula (1) .
16
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Xi=c; % z T T R G 1D
m

X; —the residue content of Thiamethoxam or Clothianidin in the test samples,mg/kg;

¢, —the concentration of Thiamethoxam or Clothianidin of sample solution determinated by matrix
standard working solution,ug/mL;

V —the final volume of sample solution,mL (20.0 mL in this method) ;

m —the corresponding mass o ution,g.

9 Limit of Determination and recovery

9.1 Limit of determination
The limit of determination of ta 010 mg/kg.
9.2 Recovery

The recovery and the spiked con in different matrix are shown by

table C. 1.

17
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Annex A
(informative annex)
Thiamethoxam and Clothianidin LC-MS/MS reference condition”

Thiamethoxam and clothianidin LC-MS/MS reference condition:

a) lonization mode:ESI+ ;

b) Scan mode:MRM;

c) Capillary Voltage:3. 00 kV;

d) N, Desolvation Gas Flow:800 L/h;

e) Cone Gas Flow:50 L/h;

f) Desolvation Temperature:350 T ;

g> Multiple voltage:650 V;

h) Source Temperature;:110 C;

i) Multiple reaction monitoring (MRM) condition (see table A.1).

Table A. 1—MRM analytical parameters for Thiamethoxam and Clothianidin

Target
4 Channel Reaction (m/z) Dwell time/s Cone voltage/V Collision Energy/V
compound
*292/211 0. 050 20.0 19.0
thiamethoxam
292/181 0. 050 20.0 10.0
* 250/169 0. 050 16.0 15.0
clothianidin
250/131 0, 050 16.0 10.0

* quantitative ion pairs.

1) Non-commercial statement ; the equipments Waters Acquity™ UPLC-Quattro Premier involved in this standard
method are not related to commercial aims,and the analysts are encouraged to use equipments of different
corporation or different.

18
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Annex B
(informative annex)
Multiple reaction monitoring chromatogram of the Thiamethoxam and
Clothianidin standard

MRM of 4 Channels ES+
100 2.51 292.1>210. 7
1.01e4
=
0 LA E B S B B T——T ] ;3 O T Y I SR R T "l"'||'r"f/miﬂ
1.25 1. 50 1.75 2.00 2.25 2.50 2.75 3. 00 3. 25
a)
MRM of 4 Channels ES-+
100 2.51 292.1>180.6
5. B4e3
BN
0 — - - : T TS T [/min
1.26 1. 50 1.75 2.00 2.25 2.50 2.75 3.00 25
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Figure B. 1—The MRM chromatograph of Thiamethoxam and Clothianidin standard solution
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Annex C
(informative annex)
The recovery range of Thiamethoxam and Clothianidin

Table C. 1—The spiked contration and recovery range of Thiamethoxam and Clothianidin (n =10)

‘" Sample Spiked conc/Cmg/kg) Ren-:overy range of Recovery range of
Thiamethoxam/ % Clothianidin/ %
0.010 72.4~79.86 84.4~-1086.4
rice 92,2~106.6
92.4~108.7
76.8~94
79.2~93.2
soybean
0~78.1 90.16~102.8
87.2~105.8 87.8~100,6
74.0~94. 4
chestnut 83.2~95.8
85.9~851
84.4~97.2
80.4~107.2
spinach
72.6~89.3
78.2~89.7
73.6~99.6
green vegetable 75.2~100.2
80.6~104.2
72.8~97.2
eggplant 94.7~104.9
1.0 00.3~105 98.5~107.8
0.010 96.8~109.6 82.4~100.8
onion 0.020 98.0~110.0 86.2~103.2
0.040 101.1~108. 3 84.0~91.0
0.010 75.2~98.8 92.0~100.0
potato 0.25 72.5~84.0 91.1~100.2
0.50 70.6~89.0 71.8~87.7
0.010 73.6~99.2 87.6~106.0
mushroom 0.020 102.8~107. 4 100.6~109. 4
0. 040 103.0~112.8 101, 1~109.8
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Table C. 1 (continued)

g | ko /(ma/ka) Recovery range of Recovery range of
ample iked conc/(m
B 3 i Thiamethoxam/ % Clothianidin/%
0.010 75.6~85.2 84.0~95.6
0. 040 93.0~105.5 94, 9~107.1
orange
0.50 89.6~108.0 96.4~112.4
1.0 97.6~104.4 98.2~101.8
0.010 71.6~95.2 83.6~101.6
90.7~101.4
tea 95.0~100.7
20 (
o o] 80.3~95.5
50 (Clothianidin)
0.010 8.0~93.2 88.8~107.6
chicken liver 80.4~96.6 83.4~96.8
74.1~93.3
80.8~98.4
pork 73.4~91.8
0. 040 2. 1~92.7 80.5~90.4
92.8 94.4~109. 2
milk 8 92.6~103.8
3 97.6~108.8
Note: For the high MRL of so! s,the g, iluted as fore instrument detection,
a) spiked level 2 000 pg/kg, times rument d
b) spiked level 1 000 pg/kg., trume
¢) spiked level 500 ug/kg,dil ment
d) spiked level 20 mg/kg (Thia (Clot lute 200 times before instrument detec-
tion.
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