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] — ~ LCMS Monitoring Tons (mz) ~ LCMSMS Momitoring lons (mz) Limitaf
:}m Suhm;!;o be g Positive Mode TNagative Mode Positive Mode Negative mode Measurzment (ng)
Time | Quantitative Qualitative Quantitative|  Qualitative Parent Daughier ;Dﬂ“!mm) Parent th“%}‘a'g“ D““ﬂ:&) Lems |, L8
amethiphos \ ramethiphos 0.82 325 347 315 123 325 FIE] 12 02|
| Aznphos-methyl |Azinphos-metiy] 03 318 160 131 3l 1599 | 76.97 32 03
[Anilofos [ Anilofos 22 388 390 10 157 36 193.1 25 0
hamectin bamectn Bla El 59¢ 231 897 367 303 a0 5673 | 3053 [ 388 2
Lsoxaflutols soxaflutole 0 377 | &0 283 151 -338 -350 EL] 251 380 144 0
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Oxycarboxin [Oxycarbosin 0.62 158 207 175 16: 1743 147 0
| Drvzalin Orvzalin 1 -3d3 -346 [ T8 S4s [ -1 | -7 -47 0
[Quizalofop-tiy] [Quizalofop-p-tefryl I 29 431 209 2931 85 0
Clonguintocet-mexyl | Lgun ocat-mexyl < 336 358 138 138 191 1 ]
Cloth:anidin i 034 5 150 -248 -38 1659 131 02
Chro 115 385 172 1751 339 147 i
Clomeprop Clomeprop 133 EF 34 10 =31 -175 1203 03 103
Chicridazor Chicridazor 061 7 I = | & 77 5 =
Cyazofamid Cyazofamid 113 325 14 s 108 323 261
Cyfiufenamid Cyflufenamid 1235 13 43 205 41 2950 | Moz 102
Simeconazola Simeconazole 114 i 203 13 70 73
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Thizcloprid E i 0.8+ 33 233 13 1261 El 13
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Milbemectin A4 47 a0 325 307 561 | 525 240 07 337
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Lactofen 32 479 431 e 2439 23
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MS-Techniques Number of ions IP
GC-MS (El or CI) n n
GC-MS (El and Cl) 2 (El)+2(CI) 4
GC-MS (El or Cl) 2 derivatives 2 (Derivative A) + 2 (Derivative B) &
LC-MS n n
GC-MS-MS 1 precursor and 2 daughters &
LC-MS-MS 1 precursor and 2 daughters 4
GC-MS-MS 2 precursor ions, each with 1 daughter 5
LC-MS-MS 2 precursor ions, each with 1 daughter 5
LC-MS-MS 1 precursor, 1 daughter, 2 granddaughters 5,5
HRMS n 2n
GC-MS and LC-MS 2+2 4
GC-MS and HRMS 2+1 4

Msel JHEE 71F

MS — Technique IP /ion
Low resolution mass spectrometry (LR-MS) 1.0
LR-MS" Precursor ion 1.0
LR-MS" Transition products 1.5
High resoclution mass spectrometry (HR-MS) 2.0
HR-MS" Precursor ion 2.0
HR-MS" Transition products 2.5
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Sample(20g)

Homogenization (2-3min)

-—

Sample(10g)+water(20ml) for 15min

<« Acetonitrile(50ml) Tr

Grains

Centrifugation at 3500 rpm(5 min)

Residue

[« Acetonitrile(20ml)

Homogenization (2-3min)

Centrifugation at 3500 rpm(5 min)

Supernatant

To 100 ml

Am AGA A

<+— Acetonitrile

20 ml Ali

quot of extract

l

NaCl(10g)

¢ 0.5 M Phosphate buffer (pH=7) 20m|

Shaking(10min)

Acetonitrile phase

*

Anhydrous Na,SO,

Dehydration

Filtration

Evaporation to dryness

|<7Toluene:acetonitrile( 1:3) 2ml

preconditioned Envicarb/NH2(500mg/500mg) with toluene:acetonitrile(1:3) 10ml

<4—Toluene:acetonitrile(1:3) 20ml for elution

Evaporation to less than 1ml at 40C

[«—— Acetone 10ml

Evaporation to less than 1ml at 40C

[«—— Acetone 5ml

Evaporation to dryness

Reconstituted in 4ml Methanol
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Spike A]&9] Ion Suppression

No |Pesticides 1 2 3 4 Average| SDEV RSD
1 Aldoxycarb 69 93 68 83 79 11.966 | 15.21
2 |Oxamyl 83 91 84 85 86 3.533 4.12
3 |Methomyl 89 88 92 83 88 3.742 4.25
4 |Thiamethoxam 71 80 73 78 76 4.203 5.57
5 |Clothianidin 89 96 88 92 91 3.511 3.85
6 |Thiabendazole 90 97 102 93 95 5.121 5.36
7 |Chloridazon 88 94 89 89 90 2.760 3.07
8 [Imidacloprid 103 105 105 106 105 1.158 1.10
9 |Dimethirimol 83 88 89 87 87 2.533 2.91
10 [Thiacloprid 94 94 96 97 95 1.367 1.44
11 |Oxycarboxine 101 99 103 99 100 1.741 1.74
12 |Aldicarb 78 89 86 82 84 4.931 5.89
13 |Tebuthiuron 86 87 88 20 88 1.929 2.20
14 |Pirimicarb 83 87 89 86 86 2.369 2.74
15 |Azamethiphos 97 101 101 99 100 2.073 2.08
16 |Imazalil 103 98 102 107 103 3.589 3.50
17 Ferimzone(E) 89 92 90 91 91 1.279 1.41
18 |Thiodicarb 104 97 97 104 100 3.872 3.86
19 |Carbofuran 84 87 87 92 88 3.091 3.53
20 |Bendiocarb 86 83 85 86 85 1.510 1.77
21 |Ferimzone(Z) 89 103 91 91 93 6.502 6.96
22 |Methabenzthiazuron 100 101 100 96 99 2.250 2.27
23 |Carbaryl 94 89 93 95 93 2.907 3.14
24 |Diuron 89 84 86 99 89 6.548 7.32
25 |Monolinuron 95 90 94 92 92 2.228 2.41
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A. Targeted Screen
MSE QQQ tandem mass7} & o|aL
MS datat= MRM(SIM/SIM) 7]&2 g ch
Identification Point System-& #]-83Ut},

B. Non-Targeted Screen
MS+= High Resolution TOF %-o| & o]iL
MS dataz= MS scan 7|&2 FHTUCH
AMRT, Isotope Ratios2 Z-&3Yt},
C. Unknown Screen
MSE Q-TOF o]Fe] #HZ oL
MS datai= Data Dependent Analysis(MS, MSMS scan) 7]&2 F33Yt}.
Profiling Approach 7]%& %55 AREgUT}
Target’dw w3, NMR, RT-IR, 944 55 HAFU

Target AE-(1000-150043% o]4h) & Alg o] thkAe AL Zrlsta AdFUth A58 232
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Non Targeted Screen

Solhvent
Elank Lo

2.5pg
on-column
P T

Spg
en-column

25pg
on-column

125pg
on-column

HPLC Method (Agilent 1200SL HPLC/1290 Infinity [TOF]):
Column: Zorhax Eclipse Plus C18, 2.1 x 50mm (1.8pm)
Column temperature; 55°C

Injection volume: hul

Autosampler temp: 4°C

MNeedle wash: flushport (100% methanol), b sec

Mobile phase: A =5mM NH,formate/0.01% formic
acid in water
B = 0.01% formic acid in acetonitrile
Gradient flow rate: 0.3 mL/min (QqQ); 1.0 ml/min (TOF)
Table 1. HPLC Gradient Profile.

Time (min) %B Time [min} %B
TOF TOF Qg0 Qg0
6

0.00 0.00 B
0.15 i 0.50 (i
2.10 95 14.00 95
3.00 95 17.00 95
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100fq level EIC (87% coverage & identification.
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