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HORmPEHBRERHNEAEE
WETZE REGIE-RE/ RiE:

1 s

AKRYENLE T Hi 11 £ 8 o 5 E A R R BRI 5% 0 B 0 YA €6 3/ 00 O
ik

AKRUEE T 20T /N K B K 5 HER S8 B0 75 A T K 2 2K A R i
o 5 I B S AR I 9 T SERR ) 58 R 10 A OB
2 MM A

TRUSCHER FA SRR R R R T 0. JUIR U B 51 S0 (LT B 0 LA 38 P T
P o JURRVE FII91 031 FSC O OB RS CELR B AT 6 2404038 R A SO 1

GB/T 6652 417 5B % Fl K BLHS K 77 24
3 FERE

KR FK AR, BT 4% RP A B A 8k Btk M A 590 e A R VRRE €3 50l / B (SO 22 S ik

o

i

E

4 TR

AR5 A UL B L BT B 3 A i 4l . K O GB/T 6682 #L7E 19— 20K .
4.1 WE, Mg,
4.2 ZBE. ik,
4.3 Rk,
4.4 ZFREVEW (5 mmol/L,pH:10~11) : ¥EMFREL 3.855 g E 0.000 1 @) ZMRE&E . AKERE
50 mL,BC il 1 mol/L ZFREGVS - TR " 5 mL, /K EA E 1 000 mL, & /K#HT pH £ 10~11,
4.5 FRUEY)E . EH B (glyphosate, GLY,CAS:1071-83-6) , 4fi if =>98.0 % ; & B £ #% FR (aminomethyl
phosphonic acid, AMPA,CAS:1066-51-9) , 4l fF >98.0%
4.6 BILEHR 22 mm, EF5EECEFK)34 mm, #E /7 & 3 500 Da,
4.7  ARUE SV A ECH  ERFREL GLY 1 AMPA FR#E 54 10 mg, FI/KEA 2 10 mL, B & MWK E N
1 mg/mL F bR & I W .
4.8 o A O T < IR EBUAR VA R VA R, PR KRR R L o S R A RRUVR BE R 10 g/ mL ) s O £ 4 TR
4.9 bR TRV IR A0 B - AR SR T B, I s IR B — S R 4 A A 5 B, R K YRR R R X R B TR
AR UE TRV W
4.10 B4 FBYJIBYE 10 cm~20 cm /NE, FH/K E ¥ 10 min, ZYOKBES . RIF E LB A
i Ja ¥ ZOK B v .
4.11 OnGuard || RP #: (1.0 cc ¥ 8 AT 5 mL B EE.5 mL /K& k. 8 &2 /Ned; 6 F G B B Uk
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RFF
4.12  f BALHR B (GCB) :40 pm~60 pm,ProElut Sk}, si#H 4% .

413 THFLIERE.0.22 pm, HHLER . BRI M (PTFE) i,

5 E5R&E

5.1 WAREAIE-FTIE/ FUg A : Bo A i % B 7 I (ESD
5.2 HWFRF.EEHHIH 0.01 2,0.000 1 g,

5.3 HLHEML.

5.4 ML

5.5 ¥ #£$.15 000 r/min,

5.6 E.0HL:5 000 r/min DAk,
5.7 m#EE.LHL:15 000 r/min LA
5.8 AL,

5.9 BE.L4%:50 mL,

5.10 X% .50 mL

511 48

5.12 REIRSI% .

5.13 AWML,

6 RAEHESRE

6.1 RXHEH&

6.1.1 WikHS
WA IR S & H .

6.1.2 BRiEZk

BURRAMERE M 24 500 g, ¥ H AT
tREtRIC .

KR IR ST B AT A A B

6.1.3 MEAEMFM A

BUCRYERE i 29 500 g, FIMPBEDLI 05, 30 20 HOR IR 50 AT 0 88 8 AR B AR AE.
6.2 HEREF

Bk T —5 CUUT @R 77

FE ¢ 5 Al RE S R A B AR SRR L L IR S B Y R AR SR R A R AL

7 SOWMTR

7.1 $RE

WBRFE i KRS 2K BORBEAE S FRBBURAE 4 g RSB %) 0.01 @), F 50 mL B0 (5.9, A 6 mL
2
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K, TR (15 000 r/min) # 88 (5.5) E B 3 min, Lk 15 000 r/min B0 (5.7)5 min, Y 8 KA, 7k
EAXZE 10 mL,

AR RAERFRBURAE 2 gOHF 0.01 @), F 50 mL B.LE G O H, A 10 mL K, F & %
(15 000 r/min) ¥ 5 48 (5.5) E¥ R 3 min, ¥ B.L A LA 15 000 r/min B0 (5.7)5 min, 8 F BB K
EARAZE 10 mL,

7.2 &

BURE 3R B 10 mL A ZIE L T M B 5748 (4.10) d1 I B HT 48 B FEMA 10 mL K9 50 mL
WA (5,100 B (5.8)1 h, B BHTAY BB AF BB 5 mL SR 5 mL B GD AR
WAL RP AL (4.11), % % RP & #J5 3 mL J 4 %G 0A 20 mg
GCB(4.12) , e B & 2 min J§F VW R R B AT T 60 CF
BIRGADETF, 5 E A 0.5 mL E) B 1 v A €6 35 R 3% / R 3% A
(LC-MS/MS) 43+ #7 .

7.3 WE
7.3.1 WHAGE-FE/ &G

OAH 8,35 B35 / B 3 4% 14 4n

a) ik . NH2P-50 2D #k

b)  JWishAH:A:5 mmol/L ZBREIKE
FEUEBAERF LE 1;

c) M|.35C;

d)  HEEEE .10 pL;

e) B HEmE (ESD;

D AT fETF

g) Wy =X« 2 B W ¢

A 2
W (Z /K pH10~11) ,B: ZFE W ; 3% : 0.25 mL/min, ¥

h)  FIERMAS IR A,
i 8] / min mEhH A/D Wit B/ %
0 20.0 80.0
2.00 20.0 80.0
2.01 80.0 20.0
8.00 80.0 20.0
8.01 20.0 80.0
12.00 20.0 80.0
7.3.2 ®ENE
7.3.2.1 EMHME
F FEIBOE €3 - B3 / 530 A% 1 D0 S R o5 R o A0 O YL R R 0 SR 3 R A B T U] 5 o o
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o 7 A5 B Bt ] — 350 ELRE i o 4% 4 S T B AR R S B O MR RE A s o T A 9 YRR AR L Y E 1
BT R AR X S B AT B IR 22 AN A 3R 2 HLAE BV L DU AT AR R i R A A X L A )

®2 EUBINENBETFFEFENRARLTRE

X B F R >50% >20%~50% >10%~20% <10%
TV B AR X 2 +20% +25% +30% +50%

7.3.2.2 TEEME

TEAL 28 B TAE 0 T AR UE TAE S IR bR . AR o AR i 4R 4l A hm v a8 B o T T B 9

P ) 6 447 7 76 A 28 00 S B % ek VS L P o R IR AR o A A R ) A R 19 UL 5 BB L (LA ST B A o T

VEWRHEAT (3 40 BT o 7 v T 80 RIVRE 98w 7435 000 49 1 W 7 {0 289 7 7 430 2% 2% e W) 2 1 FBL 9 SR R L 90 %

| B A £ S U R EORE T KR B B R ML B R b . E B iR i &4 T GLY fl AMPA
| %% (F BBt ] 29 F 4.68 min I 4.20 min, b5 4E W H £ =87 i (MRMD) 83 [ 2 DU % B.

7.4 zZ=ARRK
BRA RS 2% B R RAE B AT

8 HZRUHEMRE

25 5 35 R AL PR AL R 2 (1) B IR PP A R SRR A B B

¢ XV X10X 1000
S m X 1000 (1)

-

X — b E R EAPERRAE SR, R ANZRE TR (meg/ke) ;

A o A A VR R R R R R VR R, BN OE B 2 T (pg/ml)
V — R REERFER RO ZF (ml)

m ——AREFR BT &, B T (g) .

. HESERMIMEE BE.

c

9 MEKRFE Y X

9.1 MEMIR

2% Tk X R H 1 AN SR BERR R B R A T 2 (IR BR 39 O 50 pg/ke.
9.2 [E¥E

I ) 935 e 3 R P [ R S I A L LR 3.
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i I 536 5 wm I 5 3 5
R | WE | WE
mg/kg FOH AP MR mg/kg FOH R 2R
0.05 76.4%~88.3% 79.2%~88.5% 0.05 77.3%~84.9% 82.4%~90.2%
] | 0.1 83.2%~90.6% 85.7%~96.8% A% | 0.1 89.4%6~99.2% 85.9%~94.7%
| 1 82.9%~97.0% 84.5%~96.3% 1 90.4%~97.3% 91.3%~96.3%
0.05 78.9%~89.2% 79.9%~90.1% 0.05 83.6%~93.2% 84.8%~94.2%
0.1 86.2%~93.5% 89.9%~99.1% 0.1 90.3%~97.2% 91.2%~97.4%
N ¥R
1 82.6 % ~89.5% 86.1% ~95.7% 0.5 91.8%~97.6% 89.8%~96.6%
5 94.9% ~104.1% 90.6 % ~98.2% 1 93.8%~99.7% 91.0%~98.7%
0.05 80.8%~96.2% 83.1%~95.2% 0.05 78.8%~86.3% 79.3%~90.2%
EK 0.1 89.3%~94.2% 89.4%~97.2% Bk 0.1 88.3%~95.8% 89.9%~97.0%
1 95.4%~101.4% 89.3% ~94.5% 1 86.9%~99.0% 90.3%~103.4%
0.05 76.3%~89.3% 80.2%~92.8% 0.05 80.2%~93.2% 76.6 % ~83.2%
R 0.1 83.9%~95.1% 87.4%~94.9% #HE 0.1 89.5%~101.7% 85.3%~92.7%
1 90.6 % ~99.3% 97.2%~102.3% 1 85.3%~97.8% 90.2%~96.7%
0.05 78.3%~89.4% 77.8%~90.3% 0.05 78.3%~89.2% 80.5%~92.7%
[ 0.1 86.9%~97.3% 86.9%~94.2% HHE 0.1 87.0%~93.5% 84.6 % ~92.6%
1 97.3%~105.4% 89.4%~99.2% 1 84.9%~97.6% 81.0%~89.5%
0.05 79.5%~89.9% 82.7%~92.7% 0.05 82.5%~92.8% 83.2%~92.8%
0.1 80.8% ~94.0% 87.4%~93.0% 0.1 81.3%~90.1% 84.9% ~90.4%
A H
1 89.4%~93.7% 86.3%6~90.4% 1 84.7% ~94.7% 86.3%~92.9%
2 85.9%~96.3% 85.1%~91.4% 2 84.2%~97.8% 86.3%~97.8%
0.05 77.2%~89.8% 80.9% ~93.8% 0.05 77.2%~92.9% 79.2%~93.1%
j;f 0.1 89.0%~97.9% 87.3% ~94.6% ﬁyf 0.1 79.8%~90.4% 78.4%~87.4%
a 2 90.7% ~98.2% 89.9%~97.2% 1 88.2%~96.0% 85.2%~89.9%
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d)
e)
D
2)
h)
)

P

k)

MR A
(FRHEMR)
SERIEEH

P 5 U X« LS 55 P
AR PR
W 75 =X« 22 B e
FIESBE (DGT) <20
F S FE (DGF) - 14
EALBE /1 (GS1) :20 PSICAK) 5
B SR EE (SGT) 1250 C (A5
B A # : 11 L/ min;
BFEBEREIS: —
% L R . —2 000 V5
EWEFX(n/2) E

mm;

RER (eV) PR EG 1] L3R AL,

|

|

Al BEEZH
a)
b)
c)

\

\

H oy 2K

FE MBS TR

m/z

R R ill 1% AE 4 B8 1 (8]
(Frag)/V (CE)/eV min

FH B 167.8/81.0

167.8/63.0 380 25

380 15 4.68

167.8/124.0 380 8

B 3 R 110.0/79.0

110.0/63.0 380 20

380 35 4.20

110.0/81.0 380 10

A2 BEFH2

a)
b)
&)
d)
e)
D

FL R 2K L 5 R B

A TR

Wi 75 =X - 22 O I (MRMD
ilf 8 <0 3% L (CAD) 1 4

A K JE S (CUR) :35;

E L2 E 171 (GS1) :60 PsiCAS) 5

D

JEr kv B R AL BTS2 % R A& 4R 7E Agilent 6490 QQQ MS/MS Bk F Bk A 4X L 5 BURY » BE AR 51 i i
I AR TS UM AR S 2 R U B B Y SR AR e 2 22 s UR R T R AL 5 9 {3LE .
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g) NI BIR (GS2):60 Psi(ASK);

h)  ZFALiEE 550 C;

D B FIEBESE HE 1S: —4 500.0;

DoOEWBE TN On /) ERBETX (n/2), EEBRENV), ADHEE), fli#EfE & (eV), flifiE i
HOEEN)  REBELE A2,

RA2 SRNENSHR

- " Tl 45 ¥t
7E MBS Xt E B F Xt IF B4 5t [] ERHE A O H ilf 4% & &
H 5 2R ) 0 R
A m/z m/z ms (DP)/V (EP)/V (CE)/eV
(CXP)/V
167.8/63.0 0 —33.04 ~—15
167.8/124.0 0 —16.99 =18
B 167.8/63
167.8/150.0 100 10 — 12,50 —15
167.8/81.0 10 —10 =20,270 =15
110.0/63.0 .95 —10 —23.97 —15
PR
110.0/79.0 110.0/63. —61.08 —10 —=32.97 =18
o
110.0/81.0 0 —17.79 —15

Rl s

2) AEREEAE R A2 BTSSR A& AE APL 4000+ LC/MS/MS B ¥ 5 B X | 52 5L - I 4b 31 3 3
RGBS U RMSE SR R B 19, B b 6 & SRR R K88 S 08 .
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- MRM CF=0.000 DF=0.000 (168.0000 -> 63.0000) Gly-AMPA-mix03-06.d

A

x10 3

- MRM CF=0.000 DF=0.000 (168.0000 -> 81.0000) Gly-AMPA-mix03-06.d

|

- MRM CF=0.000 DF=0.000 (168.0000 -> 150.0000) Gly-AMPA-mix03-06.d

)

- MRM CF=0.000 DF=0.000 (110.0000 -> 63.0000) Gly-AMPA-mix03-06.d

A

o N

- MRM CF=0.000 DF=0.000 (110.0000 -> 79.0000) Gly-AMPA-mix03-06.d

1N

- MRM CF=0.000 DF=0.000 (110.0000 -> 81.0000) Gly-AMPA-mix03-06.d

I

05 1 15 2 25 3 35 4 45 5 55 6 65 7 75 8 85 9 95
Counts vs. Acquisition Time (min)
E B.1 #REMEZREEEN(MRM) &g & (Agilent 6 490 QQQ)
MEET A& A.167.8/63.0,167.8/81.0,167.8/150.0;
110.0/63.0,110.0/79.0,110.0/81.0
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Foreword

This standard was drafted according to GB/T 1.1—2009.

Please pay attention to some of the content of this document may be involved in the patent.,the issu-
ing authority of this document does not assume responsibility for the identification of these patents.

This standard was proposed by an ation and Accreditation Admin-

istration of the People’s Republic

This standard was drafted by the Xiamen Entry-Exi
Exit Inspection and Quarantine Bureau and Fuji

uarantine Bureau,Ningbo Entry-
ection and Quarantine Bureau of the
People’s Republic of China.

This main drafter of this standard i ing, Du Fengjun. Yu Yucheng.

Liu Zhengcai, Zhang Jing, Zhang Zh

Note: This English version.a translation from the Chinese text,is solely for guidance.
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Determination of glyphosate and its metablize residues
in foodstuffs for export—HPLC-MS/MS method

1 Scope

This standard specifies the deter dues of glyphosate and its

metablize residues (aminomethyl p foodstuffs for export.

This standard is applicable to the determination an glyphosate and its metablize res-

idues in tea, wheat, corn, rice, sugarcane, Y apple, peach, grape,banana, water-

melon, ptisan and cottonseed oil for ex

2 References

The following documents were indispensable for the of this standard. For dated refer-

ences, only the dated edition was applj ated references, the last edition

of normative document (including a

GB/T 6682 Water for analytical

3 Principle

The sample was extracted with wat column and Graphitized carbon
black, then detected by HPLC-MS/MS a led by ext standard method.

4 Reagents and Materials

Unless otherwise specified, all the reagents used should be analytically pure, “water” is [ grade
water stipulated by GB/T 6682.

4.1 Methanol: HPLC grade.
4.2 Acetonitrile;: HPLC grade.

4.3 Ammonium acetate: HPLC grade.
11
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4.4 Ammonium acetate solution (5 mmol/L, pH: 10-11). Accurately weight 3.855 g(accurating to
0.000 1 g> ammonium acetate and dissolve with water to a volume of 50 mL, formulated as a ammo-
nium acetate solution of 1 mol/L; Then take 5 mL and dissolve with water to a volume of 1 000 mL
with the pH adjusted to 10-11.

4.5 Standard: glyphosate (GLY, CAS. 1071-83-6), Purity=>98% ; aminomethyl phosphonic acid
(AMPA, CAS: 1066-51-9), Purity—>98%.

4.6 Dialysis bag: diameter as 22 mm, semi-perimeter as 34 mm and molecular cut off as 3 500 Da.

4.7 Standard solution: Accurately weight GLY and AMPA 10 mg each and dissolve with water to a
volume of 10 mL, formulated as a standard solution of 1 mol/L.

4.8 Standard store solution: Accurately take any standard solution, dissolve with water to standard
store solution of 10 pg/mL of each.

4.9 Standard working solution: According to the concentration required, take a certain amount vol-
ume of standard store solution and dissolve with water to appropriate concentration as standard

working solution before use.

4.10 Treatment for dialysis bag:10 cm-20 cm small fragments was cut by scissor, boiling water for
10 minutes,then cleaning by water and stored in ethanol; Cleaning is necessary before and after use.

4,11 OnGuard Il RP column (1.0 cc column) : It was activated by 5 mL methanol and 5 mL water and
let stand for half an hour before use; Clean with methanol after use.

4,12 Graphitized carbon black (GCB): 40 um—60 um, padding as the ProElut or equivalent.

4.13 Membrane filter: 0.22 ym, It is organic system and PTFE membrane.

5 Apparatus and equipment

5.1 High Performance Liquid Chromatography with triple quadrupole tandem mass spectrometer
(HPLC-MS/MS) equipped with ESI source.

5.2 Balance: sensibility reciprocal is 0.01 g and 0.000 1 g respectively.
5.3 Tissues homogenizer.
5.4 Grinder.

12
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5.5 Homogenizer: 15 000 r/min.
5.6 Centrifuge: 5 000 r/min above.

5.7 High speed centrifuge: 15 000 r/min above.

5.8 Ultrasonic water bath.
5.9 Centrifuge tube: 50 mL.
5.10 Test tube: 50 mL.
5.11 Injection syringe.

5.12 Vortex mixer.

5.13 Pressured gas blowing concentrator.

6 Sample preparation and storage

6.1 Sample preparation

6.1.1 Liquid samples

Liquid samples were blended as backup.

6.1.2 Fruit and vegetable samples

The original sample is mixed from which 500 g is taken for analysis. The samples were placed in a
clean container to be used as the test sample after grinded thoroughly and the container having the
test sample is well sealed and labeled.

6.1.3 Food grains and tea samples

The original samples were mixed from which a 500 g was taken for analysis. The sample is divided to
two potions equally after grinded thoroughly and passed through a 20 mesh sieve. 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.

6.2 Storage of samples

All the samples should be stored at =5 C.
13
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Note: In the sample operation and preparation process. it should be prevent the pollution of samples
and content changes of residues.

7 Method of Determination

7.1 Extraction

Weigh 4 g (Accurate to 0.01 g) of Jj
ples into 50 mL centrifuge tube (5.
of 15000 r/min and then centrifug

samples and food grains sam-
r 3 min by homogenizer (5.5)
her.Water phase was collected
and dissolve with water to a volu
Weigh 2 g (Accurate to 0.01 g) of tea samp trifuge tube (5.9) and add 10 mL wa-
ter. Mix well for 3 min by homogenizer min and then centrifuge (5.7) for 5 min by
15 000 r/min either. Water phase dissolve with water to a volume of 10 mL.
7.2 Clean-up
10 mL extracting solution was injected into dialysis ba hich had been activated and then put
the dialysis bag into 50 mL test tube, ater before. Take out the dialysis
bag after it was balanced for 1 h in ate from tube was injected into
RP column by injector, refuse the P column(4.11)and collect the
remaining 3 mL. Adding 20 mg G minutes, then the mixed solu-
tion centrifuged for 5 minutes u ant into a clean tube and dry
nitrogen (5.13) at 60 C. The re

and ready for LC-MS/MS determi

pass through PTFE membrane

7.3 Determination

7.3.1 HPLC-MS/MS operation conditions

HPLC-MS/MS operation conditions:

a) Column: NH,P-50 2D column, 150 mm X 2.0 mm (i.d.), 5 um or equivalent;

b) Mobile phase: A: 5 mmol/L ammonium acetate aqueous solution (ammonium hydroxide adjust
pH to 10-11), B: acetonitrile; flow rate: 0.25 mL/min. gradient elution program were showed
in table 1;

¢) Column temperature: 35 C;

14
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d) Injection volume: 10 uL;

e) Source: ESI;

f)  Scanning mode: Negative;

g) Monitoring mode: MRM;

h) Other MS parameters: see Annex A.

Table 1 rogram

Time/min Mobile phase B/ %
0 80.0
2.00 80.0
2.01 20.0
8.00 20.0
8.01 80.0
12.00 80.0

7.3.2.1 AQualitative determi

Under the above HPLC-MS/MS
of analyte shall correspond to t

chromatographic retention time
lative intensities of the detected
ions of each analyte shall corres ndard solution at comparable con-
centrations, the allowed relative is less than within the table 2 toler-

ance, the same compound in sample mus

Table 2 Maximun permitted tolerances for relative ion intensities while confirmation

Relative ion
A >50% ~20% ~50% >10% ~20% <10%
intensities/ %
Permitted relative
+20% +25% +30% +50%

tolerances/ %

7.3.2.2 Quantitative determination

According to the estimated approximate concentration of target compounds in the sample solution,

15
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select the standard working solution of similar concentration to that of sample solution. The
responses of target compounds in the standard working solution and the sample solution should be in
the linear range of the instrumental detection.The standard working solution should be injected ran-
domly in- between the injections of the sample solution of equal volume.Under the above HPLC-MS/
MS operating condition, the retention time of GLY and AMPA is about 4.68 min and 4.20 min each.
HPLC-MS/MS multiple reaction monitoring chromatogram of GLY and AMPA standard are shown re-

spectively in the Annex B.
7.4 Reagent blank test

The reagent blank test is taken the same complete analytical procedure applied without the test por-

tion or using an equivalent amount of suitable solvent in place of the test portion.

8 Calculation and expression of the result

Calculate the concentration of GLY and AMPA in samples according to the following equation or data-

processing software:

_¢X Vx10%1 000
- m x 1 000

X (1)

Where

X = content in the test sample, in mg/kg.

¢ = concentration of GLY or AMPA in the standard solution, in ug/mL.

V = final volume of sample extract, in mL.

m = mass of sample, in g.

Note: The blank reagent value should be subtracted from the above result of calculation.

9 Limit of determination and recovery

9.1 Limit of determination

The limits of determination of GLY and AMPA are 50 ug/kg both.

16
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The recovery data of determination of GLY and AMPA with different spike levels were showed in ta-

ble 3.
Table 3 Recovery data of GLY and APMA with different spike levels (n=6)
Spike Recovery Spike Recovery
Matrix levels Matrix levels
ma/kg GLY AMPA ma/kg GLY AMPA
0.05 | 76.4% ~88.3% | 79.2% ~88.5% 0.05 | 77.3% ~84.9% | 82.4% ~90.2%
Tea 0.1 83.2% ~90.6% | 85.7% ~96.8% citrus 0.1 89.4% ~99.2% | 85.9% ~94.7%
1 82.9% ~97.0% | 84.5% ~96.3% 1 90.4% ~97.3% | 91.3% ~96.3%
0.05 | 78.9% ~89.2% | 79.9% ~90.1% 0.05 | 83.6% ~93.2% | 84.8% ~94.2%
0.1 86.2% ~93.5% | 89.9% ~99.1% 0.1 | 90.3%~97.2% | 91.2% ~97.4%
wheat Appale
1 82.6% ~89.5% | 86.1% ~95.7% 0.5 91.8% ~97.6% | 89.8% ~96.6%
5 94.9% ~104.1% | 90.6% ~98.2% 1 93.8%~99.7% | 91.0% ~98.7%
0.05 | 80.8% ~96.2% | 83.1%~95.2% 0.05 | 78.8% ~86.3% | 79.3% ~90.2%
corn 0.1 89.3% ~94.2% | 89.4%~97.2% peach 0.1 88.3% ~95.8% | 89.9% ~97.0%
1 95.4% ~101.4% | 89.3% ~94.5% 1 86.9% ~99.0% | 90.3% ~103.4%
0.05 | 76.3% ~89.3% | 80.2% ~92.8% 0.05 | 80.2% ~93.2% | 76.6% ~83.2%
rice 0.1 83.9%~95.1% | 87.4%~94.9% grape 0.1 [89.5%~101.7% | 85.3%~92.7%
1 90.6% ~99.3% | 97.2% ~102.3% 1 85.3% ~97.8% | 90.2% ~96.7%
0.05 | 78.3% ~89.4% | 77.8% ~90.3% 0.05 | 78.3% ~89.2% | 80.5%~92.7%
watermelon | 0.1 86.9% ~97.3% | 86.9% ~94.2% banana 0.1 87.0%~93.5% | 84.6% ~92.6%
1 97.3% ~105.4% | 89.4% ~99.2% 1 84.9% ~97.6% | 81.0% ~89.5%
0.05 | 79.5%~89.9% | 82.7% ~92.7% 0.05 | 82.5%~92.8% | 83.2%~92.8%
0.1 80.8% ~94.0% | 87.4% ~93.0% 0.1 81.3%~90.1% | 84.9% ~90.4%
soybean sugarcane
1 89.4% ~93.7% | 86.3% ~90.4% 1 84.7% ~94.7% | 86.3% ~92.9%
2 85.9%~96.3% | 85.1%~91.4% 2 84.2%~97.8% | 86.3% ~97.8%
0.05 | 77.2% ~89.8% | 80.9% ~93.8% 0.05 | 77.2%~92.9% | 79.2% ~93.1%
ptisan 0.1 89.0% ~97.9% | 87.3% ~94.6% |cottonseed oil| 0.1 79.8% ~90.4% | 78.4% ~87.4%
2 90.7% ~98.2% | 89.9%~97.2% 1 88.2% ~96.0% | 85.2% ~89.9%
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Annex A
(Informative)
Referenced mass spectrometry conditions

A.1 Agilent 6490
a) lonization source way: ESI;
b) Scanning mode: Negative;
¢) Monitoring mode: MRM;
d) Dry Gas temperature: 200 C ;
e) Dry gas flow rate: 14 L/min;
f) Gas pressure: 20 PSI;
g) Sheath gas temperature: 2
h) Sheath gas flow rate: 11 L/
i) lon source spray voltage:
i) Nozzle voltage: —2 000
k) Qualitative ion, Quantita and Retention time are shown in
table A.1.
Table A1 M GLY and AMPA"
Quantitative Quantitative Dwell time Fragmentor Collision Retention
Compounds . ) . .
ion m/z ion m/z ms v Energy/eV time/min
167.8/63.0 100 380 25
GLY 167.8/81.0 167.8/63.0 100 380 15 4.68
167.8/124.0 100 380 8
110.0/63.0 100 380 20
AMPA 110.0/79.0 110.0/63.0 100 380 35 4.20
110.0/81.0 100 380 10

1) Non-commercial statement: the equipments Agilent 6490 QQQ MS/MS involved in this standard method are not related
to commercial aims, and the analysts are encouraged to use equipments of different corporation or different type.
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A.2 ABI 4000+

a) lonization source way: ESI;

b) Scanning mode: Negative;

¢) Monitoring mode: MRM;

d) Collision airflow speed ratio: 4;

e) Curtain gas: 35;

f)  Gas pressure: 60 PSI;

g) Auxiliary heating gas: 60 PSI;

h) Atomization temperature: 550 1

i) lon source spray source voltage

j> Qualitative ion, Quantitative ion, Fragmentor, Collisi
table A.2.

pergy and Retention time are shown in

Table A.2 MR d AMPA?
de Collision pool
o Collision
Qualitative export
Compounds ) Energy )
ion m/z Potential
(CE)/eV
(CXP)/V
167.8/63.0 —33.04 —~15
167.8/124.0 100 -53.27 -10 -16.99 =15
GLY 167.8/63.0
167.8/150.0 100 —49.95 -10 =i112;60 =156
167.8/81.0 100 —45.88 -10 —20.270 =15
110.0/63.0 100 —57.55 -10 —-23.97 =15
AMPA 110.0/79.0 110.0/63.0 100 —61.08 -10 —32.97 -15
110.0/81.0 100 - 55.91 -10 =17.79 =15

2) Non-commercial statement: the equipments ABI 4000+ QQQ MS/MS involved in this standard method are not
related to commercial aims. and the analysts are encouraged to use equipments of different corporation or dif-
ferent type.
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Annex B
(Informative)
Referenced mass spectrometry conditions
Chromatograms of standards of GLY and AMPA

x10 3 {- MRM CF=0.000 DF=0.000 (168.0000 -> 63.0000) Gly-AMPA-mix03-06.d

x10 3 {- MRM CF=0.000 DF=0.000 (168.0000 -> 81.0000) Gly-AMPA-mix03-06.d

“ \

x10 3 |- MRM CF=0.000 DF=0.000 (168.0000 -> 150.0000) Gly-AMPA-mix03-06.d

i jL
0 o

x10 3 {- MRM CF=0.000 DF=0.000 (110.0000 -> 63.0000) Gly-AMPA-mix03-06.d
” \

0

x10 3 |- MRM CF=0.000 DF=0.000 (110.0000 -> 79.0000) Gly-AMPA-mix03-06.d
” \

0

x10 3 |- MRM CF=0.000 DF=0.000 (110.0000 -> 81.0000) Gly-AMPA-mix03-06.d

Ny

0 B R N

05 1 15 2 25 3 35 4 45 5 55 6 65 7 75 8 85 9 95
Counts vs. Acquisition Time (min)

Figure B.1 Chromatograms of standard of GLY and AMPA(Agilent 6 490 QQQ)
From up to down.167.8/63.0,167.8/81.0,167.8/150.0;
110.0/63.0,110.0/79.0,110.0/81.0
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Figure B.2 Chromatograms of standard of GLY and AMPA(API 4 000+ QQQ)
From up to down:110.0/63.0,110.0/78.0,110.0/81.0;
167.8/81.0,167.8/150.0,167.8/63.0,167.8/124.0
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