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Table S1. Linear regression parameters of DMBA/d*-DMBA labelled JA, GA3 and
12-C fatty acid. The d*-DMBA labelled analytes were fixed at a concentration of 50.0

ng/mL, and the concentrations of DMBA labelled analytes varied from 5.00 ng/mL to

500 ng/mL. The data were based on triplicate measurements.

Regression line

Linear range LOD
Analytes R?
(light / heavy) (ng/mL)
Slope Intercept
JA 0.1-10 1.003 0.0207 0.9992 0.120
GA3 0.1-10 0.988 0.0656 0.9995 0.252
12-C fatty 0.1-10 1.004 0.0081 0.9994  0.0812

acid




Table S2. The list of metabolites detected by IL-HPLC-PHDNL-MS method. The
metabolites with peak area ratio (wounded group / control group) higher than 1.50 or
lower than 0.667 are indicated by shadow.

Forward labelling? Reverse labelling”

m/z Peak Area m/z Peak Area RT/ W/NE m/z Peak Area m/z Peak Area RT/ W/N

(NL45°  (RSD%) (NL49)d  (RSD%) min  (RSD%)  (NL49) (RSD%) (NL45) (RSD%) min  (RSD%)

207208 2.86E+04(14) 211-212 3.11E+04(13) 25 0.92(7.8) 211-212 3.02E+04(14) 207-208 3.64E+04(15) 25 0.84(6.6)
208-209  6.59E+05(20) 212-213  6.14E+05(19) 2.8 1.053.8) 212-213  7.03E+05(15) 208-209 6.90E+05(13) 2.9 1.06(49)
209-210  8.02E+04(17) 213-214  8.52E+04(15) 34 092(62) 213214 8.53E+04(18) 209-210 8.99E+04(19) 35 093(7.9)
210-211  1.29E+04(19) 214215 1.17E+04(21) 44 1.10(55) 214-215  137E+04(11) 210211 1.38E+04(12) 45 097(8.2)
211212 6.31E+04(22) 215-216  6.56E+04(22) 5.6 0.98(4.2) 215216 7.14E+04(18) 211212 7.32E+04(19) 57 1.00(6.0)
211212 2.86E+04(14) 215-216  2.54E+04(14) 6.0 1.12(32) 215216 3.12E+04(15) 211-212 2.83E+04(17) 6.1 1.13(4.6)
214215  4.40E+04(19) 218-219  5.58E+04(20) 101 0.76(7.4) 218219 5.13E+04(13) 214-215 5.98E+04(12) 101 0.82(7.9)
215216 1.33E+06(15) 219-220  1.55E+06(14) 101 0.90(1.6) 219220 1.46E+06(17) 215-216  1.61E+06(17) 103 0.91(7.5)
216217 1.41E+05(17) 220-221 1.53E+05(17) 116 0.94(5.6) 220-221 1.67E+05(10) 216-217 1.70E+05(9) 1.7 1.01(6.4)
vz e @2 mamassea s a
217218 1.68E+04(14) 221-222  1.76E+04(13) 104 0.94(6.5) 221-222 1.90E+04(17) 217-218  1.94E+04(17) 105 0.93(5.2)
218219 2.99E+04(17) 222223 3.34E+04(18) 20 0923.5) 222223 3.46E+04(17) 218-219 3.93E+04(15) 21 0.843.4)
218219 3.16E+04(14) 222223 2.80E+04(14) 1.1 1.12(5.9) 222223 3.48E+04(15) 218-219 2.95E+04(17) 1.4 1.205.5)
219-220  6.04E+04(16) 223-224  6.96E+04(16) 1.9 0.87(5.5) 223-224 7.12E+04(16) 219220 731E+04(16) 2.0 097(9.0)
219220 6.32E+04(14) 223-224  5.48E+04(13) 112 1.155.9) 223-224 7.18E+04(16) 219-220 6.48E+04(18) 1.4 1.097.7)
221222 4.65E+04(15) 225226 4.06E+04(16) 8.1 1.18(6.7) 225-226 5.02E+04(18) 221222 4.69E+04(16) 82 1.11(54)
222223 1.14E+04(18) 226-227 1.23E+04(19) 1.9 0.94(7.7) 226-227 127E+04(14) 222223 1.40E+04(14) 2.0 0.90(6.1)
222223 1.23E+04(18) 226-227  1.29E+04(17) 8.1 0.98(3.4) 226-227 126E+04(11) 222223 1.34E+04(13) 8.1 0.94(5.7)
223224 2.81E+04(21) 207228 2.77E+04(22) 3.7 0.99(3.4) 227-228 3.15E+04(19) 223-224 3.06E+04(21) 3.8 1.00(4.6)
225226 1.43E+04(20) 229-230  1.39E+04(22) 9.0 1.01(3.7) 229230 1.73E+04(14) 225226 1.51E+04(16) 9.0 1.12(63)
225226  1.48E+04(21) 229-230  1.38E+04(19) 9.9 1.03(3.9) 229-230 1.71E+04(10) 225-226 1.52E+04(9) 100 1.16(3.7)
229230 3.22E+04(22) 233-234  4.05E+04(23) 3.1 081(6.0) 233-234 3.96E+04(12) 229-230 4.29E+04(11) 3.1 0.943.7)
229230 2.09E+04(17) 233-234  1.82E+04(18) 127 118(4.1) 233-234 220E+04(17) 229-230 2.16E+04(15) 128 1.06(6.9)
mB w09 S GRG0 28 SN BB 0 22 MY 26 bes)
234-235 3.78E+04(19) 238-239  3.88E+04(18) 85 0.99(6.2) 238-239 4.12E+04(17) 234-235 4.23E+04(17) 86 0.96(2.9)
235236 5.39E+05(22) 239-240 4.83E+05(22) 1.2 111(6.1) 239-240 5.65E+05(10) 235-236  5.59E+05(10) 1.2 0.98(5.5)
236-237 7.51E+04(22) 240-241  7.28E+04(20) 32 1.01(33) 240-241 8.25E+04(19) 236-237 7.62E+04(18) 33 1.02(4.8)
243244 3.05E+04(16) 247-248  2.95E+04(15) 142 1.03(4.6) 247-248 3.26E+04(16) 243-244  342E+04(17) 14.2 0.98(5.8)
244-245 1.18E+04(21) 248-249  1.05E+04(21) 43 1.0734) 248-249  133E+04(16) 244-245 1.09E+04(17) 44 121(58)
244-245  1.10E+04(21) 248-249  1.05E+04(22) 142 1.046.9) 248-249  124E+04(11) 244-245 1.12E+04(10) 143 1.08(6.2)
246-247  6.27E+03(13) 250-251 7.31E+03(13) 2.0 0.86(7.5) 250-251 6.87E+03(18) 246-247 7.74E+03(17) 21 086(62)
246-247  6.46E+03(20) 250-251 5.87E+03(22) 163 1.11(6.2) 250-251 6.89E+03(10) 246-247 6.65E+03(11) 16.5 0.99(3.0)
247248  5.85E+04(22) 251-252  6.45E+04(21) 1.9 0.91(6.6) 251-252  6.60E+04(16) 247-248 7.52E+04(18) 20 0.89(6.5)
247-248  2.80E+04(15) 251-252  3.34E+04(16) 112 0.86(7.8) 251-252 3.08E+04(13) 247-248 3.55E+04(12) 1.3 0.87(6.0)
247248 5.86E+04(16) 251-252  5.61E+04(18) 163 1.02(6.0) 251-252 6.86E+04(14) 247-248 5.95E+04(16) 16.5 1.15(4.6)
249250 2.01E+04(19) 253-254  1.87E+04(18) 81  1.12(6.5) 253-254 2.14E+04(19) 249-250 2.21E+04(18) 82 0.98(6.0)



253-254

253-254

1.19E+04(15)

1.26E+04(19)

257-258

257-258

1.33E+04(16)

1.38E+04(19)

3.5

3.6

0.91(6.5)

0.90(6.7)

257-258

257-258

1.39E+04(17)

1.33E+04(19)

253-254

253-254

1.58E+04(19)

1.54E+04(18)

3.6

3.7

0.92(4.5)

0.88(7.2)

255-256

255-256

257-258

258-259

261-262

269-270

270-271

2.56E+04(13)

2.59E+04(17)

7.74E+04(19)

1.30E+04(17)

1.79E+04(18)

231E+04(16)

2.01E+05(14)

259-260

259-260

261-262

262-263

265-266

273-274

274-275

2.18E+04(12)

2.17E+04(15)

6.36E+04(18)

1.58E+04(18)

1.62E+04(19)

2.49E+04(17)

1.99E+05(14)

16.7

171

18.3

16.1

12.8

8.4

8.4

1.16(4.2)

1.22(5.1)

1.17(5.7)

0.82(5.9)

1.16(2.9)

0.94(7.6)

0.99(6.7)

259-260

259-260

261-262

262-263

265-266

273-274

274-275

2.73E+04(11)

2.68E+04(16)

8.77E+04(10)

1.36E+04(10)

2.06E+04(12)

2.47E+04(13)

2.20E+05(18)

255-256

255-256

257-258

258-259

261-262

269-270

270-271

2.51E+04(10)

2.49E+04(15)

7.50E+04(9)

1.76E+04(11)

1.86E+04(13)

2.90E+04(14)

2.05E+05(21)

16.7

171

18.3

16.3

12.9

8.5

8.5

1.09(7.2)

1.08(2.3)

1.22(6.2)

0.75(4.5)

1.14(5.1)

0.85(5.5)

1.11(7.8)

271-272

272-273

272-273

274-275

274-275

275-276

275-276

276-277

276-277

277-278

277-278

277-278

6.19E+04(21)

2.00E+04(17)

1.90E+04(19)

4.18E+04(15)

4.02E+04(14)

1.64E+05(20)

1.65E+05(21)

2.53E+04(21)

2.61E+04(17)

4.15E+03(18)

3.93E+03(20)

9.78E+03(20)

275-276

276-277

276-277

278-279

278-279

279-280

279-280

280-281

280-281

281-282

281-282

281-282

5.86E+04(21)

2.08E+04(17)

2.13E+04(21)

4.49E+04(16)

3.58E+04(14)

1.76E+05(19)

1.44E+05(22)

2.82E+04(22)

2.30E+04(17)

430E+03(17)

3.54E+03(20)

1.0SE+04(19)

20.1

4.1

8.3

1.9

19.3

4.0

19.5

3.7

16.1

1.03(5.4)

0.98(6.0)

0.92(5.9)

0.92(6.2)

1.153.6)

0.98(4.5)

1.17(2.3)

0.90(5.9)

1.10(4.0)

0.99(5.3)

1.12(6.5)

0.91(5.9)

275-276

276-277

276-277

278-279

278-279

279-280

279-280

280-281

280-281

281-282

281-282

281-282

6.56E+04(12)

2.13E+04(13)

2.26E+04(15)

4.47E+04(12)

439E+04(14)

1.88E+05(12)

1.80E+05(13)

2.98E+04(14)

2.84E+04(15)

4.40E+03(13)

4.53E+03(19)

1.O1E+04(11)

271-272

272-273

272-273

274-275

274-275

275-276

275-276

276-277

276-277

277-278

277-278

277-278

6.92E+04(13)

2.23E+04(15)

2.41E+04(16)

4.68E+04(12)

3.94E+04(12)

2.04E+05(14)

1.65E+05(12)

3.04E+04(16)

2.52E+04(15)

4.75E+03(14)

4.12E+03(18)

1.16E+04(12)

20.1

4.2

8.4

19.5

4.1

19.7

2.0

20.2

3.8

16.2

0.97(5.4)

0.96(5.5)

0.99(3.2)

0.94(7.8)

1.07(4.9)

0.94(6.3)

1.10(5.9)

0.97(6.6)

1.14(6.3)

0.93(7.6)

1.07(7.7)

0.90(5.7)

279-280

285-286

285-286

285-286

285-286

286-287

288-289

288-289

289-290

290-291

290-291

297-298

298-299

298-299

299-300

300-301

302-303

302-303

303-304

2.20E+04(21)

7.35E+04(16)

1.26E+04(22)

7.64E+04(20)

1.29E+04(21)

1.21E+04(20)

436E+04(13)

4.13E+04(17)

2.76E+04(21)

1.55E+04(15)

1.45E+04(13)

1.53E+04(18)

3.84E+04(22)

1.71E+04(16)

3.06E+05(20)

5.87E+04(20)

1.33E+04(15)

1.35E+04(21)

6.29E+04(14)

283-284

289-290

289-290

289-290

289-290

290-291

292-293

292-293

293-294

294-295

294-295

301-302

302-303

302-303

303-304

304-305

306-307

306-307

307-308

2.57E+04(22)

8.33E+04(15)

1.47E+04(24)

6.87E+04(19)

1.46E+04(20)

1.21E+04(21)

4.01E+04(12)

4.04E+04(17)

2.20E+04(23)

1.63E+04(15)

1.32E+04(14)

1.80E+04(16)

4.63E+04(20)

1.75E+04(17)

3.07E+05(19)

5.55E+04(22)

1.60E+04(16)

1.24E+04(21)

7.14E+04(14)

12.2

22

15.1

19.4

20.2

20.7

9.3

24.7

53

2.0

47

212

13.2

223

23.1

20.2

28.1

29.2

3.3

0.88(3.6)

0.91(5.6)

0.89(5.9)

1.07(6.3)

0.86(4.2)

1.01(5.2)

1.10(4.2)

1.02(5.2)

1.22(5.9)

0.96(5.9)

1.08(5.4)

0.87(7.8)

0.83(6.3)

1.00(5.5)

1.04(5.0)

1.05(5.7)

0.83(8.8)

1.11(2.8)

0.85(5.8)

283-284

289-290

289-290

289-290

289-290

290-291

292-293

292-293

293-294

294-295

294-295

301-302

302-303

302-303

303-304

304-305

306-307

306-307

307-308

2.59E+04(12)

7.97E+04(18)

1.38E+04(18)

8.12E+04(19)

1.43E+04(10)

1.27E+04(14)

4.78E+04(11)

4.69E+04(11)

2.92E+04(14)

1.70E+04(14)

1.66E+04(12)

1.59E+04(18)

4.11E+04(11)

1.91E+04(19)

3.34E+05(10)

6.48E+04(13)

1.59E+04(11)

1.59E+04(15)

6.70E+04(11)

279-280

285-286

285-286

285-286

285-286

286-287

288-289

288-289

289-290

290-291

290-291

297-298

298-299

298-299

299-300

300-301

302-303

302-303

303-304

2.58E+04(12)

9.19E+04(19)

1.54E+04(21)

7.34E+04(21)

1.54E+04(10)

1.28E+04(13)

4.48E+04(11)

4.70E+04(12)

2.48E+04(13)

1.76E+04(15)

1.52E+04(13)

2.05E+04(21)

5.13E+04(12)

2.05E+04(18)

3.39E+05(10)

6.35E+04(15)

1.62E+04(12)

1.35E+04(17)

7.59E+04(9)

12.3

23

15.2

19.3

204

20.8

9.4

24.8

5.4

21

4.8

214

13.2

223

23.3

20.3

28.3

29.4

3.4

1.02(7.3)

0.87(6.1)

0.94(3.4)

1.09(3.9)

0.94(6.2)

0.98(7.5)

1.04(5.8)

1.01(7.9)

1.23(5.7)

0.96(5.6)

1.07(5.7)

0.78(4.7)

0.82(6.7)

0.90(5.0)

0.99(6.6)

1.03(5.5)

1.00(3.3)

1.193.9)

0.89(6.6)



303-304

303-304

304-305

304-305

307-308

307-308

313-314

313-314

314-315

319-320

319-320

324-325

324-325

383-384

383-384

387-388

387-388

388-389

388-389

402-403

403-404

403-404

404-405

7.82E+03(22)

6.23E+04(20)

1.26E+04(17)

1.17E+04(21)

1.31E+04(17)

1.33E+04(22)

3.47E+04(21)

3.64E+04(20)

8.27E+03(17)

5.83E+03(20)

5.88E+03(18)

1.44E+04(19)

1.40E+04(14)

2.43E+04(13)

2.61E+04(15)

3.38E+04(19)

3.56E+04(16)

1.26E+04(20)

1.24E+04(14)

8.07E+04(17)

5.83E+03(20)

6.16E+03(20)

1.92E+04(22)

307-308

307-308

308-309

308-309

311-312

311-312

317-318

317-318

318-319

323-324

323-324

328-329

328-329

387-388

387-388

391-392

391-392

392-393

392-393

406-407

407-408

407-408

408-409

8.95E+03(21)

5.62E+04(19)

1.29E+04(18)

1.14E+04(21)

1.21E+04(17)

1.16E+04(23)

3.88E+04(22)

3.04E+04(18)

8.12E+03(18)

6.46E+03(18)

5.24E+03(20)

1.67E+04(20)

1.25E+04(13)

2.59E+04(14)

2.65E+04(16)

3.62E+04(19)

3.54E+04(16)

1.43E+04(19)

1.41E+04(14)

8.17E+04(17)

6.68E+03(20)

5.26E+03(21)

1.75E+04(24)

131

236

3.3

237

6.7

12.2

7.8

23.7

40.6

21

20.4

6.8

156.3

9.9

17.3

10.7

17.3

3.3

17.4

55

3.3

6.4

3.3

0.91(4.4)

1.10(7.1)

0.99(5.8)

0.98(5.7)

1.04(5.9)

1.13(6.5)

0.90(4.5)

1.20(5.9)

1.04(4.9)

0.90(5.6)

1.10(6.7)

0.83(6.2)

1.11(6.2)

0.92(6.3)

0.99(5.5)

0.95(7.2)

1.02(6.7)

0.90(6.5)

0.86(8.6)

0.98(4.0)

0.89(3.9)

1.19(7.1)

1.07(5.8)

307-308

307-308

308-309

308-309

311-312

311-312

317-318

317-318

318-319

323-324

323-324

328-329

328-329

387-388

387-388

391-392

391-392

392-393

392-393

406-407

407-408

407-408

408-409

8.62E+03(16)

7.25E+04(11)

1.36E+04(19)

1.37E+04(18)

1.46E+04(16)

1.42E+04(11)

3.85E+04(13)

3.92E+04(13)

8.89E+03(16)

6.86E+03(10)

6.70E+03(14)

1.61E+04(12)

1.54E+04(15)

2.87E+04(12)

2.83E+04(13)

3.84E+04(16)

4.00E+04(15)

1.40E+04(15)

1.41E+04(19)

8.82E+04(10)

6.85E+03(12)

7.00E+03(10)

2.17E+04(14)

303-304

303-304

304-305

304-305

307-308

307-308

313-314

313-314

314-315

319-320

319-320

324-325

324-325

383-384

383-384

387-388

387-388

388-389

388-389

402-403

403-404
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2 Forward labelling, tomato leaves from wounded group and
pretreated and labelled with DMAB and d*-DMBA, respectively.
b Reverse labelling, tomato leaves from wounded group and
pretreated and labelled with d*-DMBA and DMAB, respectively.

¢ JIon chromatogram extracted from total ion chromatogram by neutral loss scan (NL

45 Da).

4 Ton chromatogram extracted from total ion chromatogram by neutral loss scan (NL

49 Da).
¢ The peak area ratios of wounded samples over control samples.
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Table S3. One sample t-test of peak area ratios of each metabolite from six
independently biological experiments (3 forward labelling experiments and 3 reverse
labelling experiments). The fold changes (both up- and down-regulated) larger than
1.50 and the p-values less than 0.01 were considered statistically significant
difference. Rows of metabolites which meet our arbitrary criteria are indicating by
shading. Peak area ratios can not be obtained for the two metabolites only detected in
the wounded samples, therefore their statistics for the t-test are not shown.

One-sample t Test

Test Value = 1

m/z* (RT/min) 95% Confidence Interval of the Difference
t df  Sig.(2-tailed)  Mean Difference
Lower Upper
207-208(2.5) -4.078 5 .010 -.14672 -2392 -.0542
208-209(2.8) 1.943 5 110 .04846 -.0156 1126
209-210(3.4) -1.795 5 133 -.02785 -.0677 .0120
210-211(4.4) 156 5 .882 .00334 -.0519 .0586
211-212(5.6) -4.044 5 .010 -.06787 -1110 -.0247
211-212(6) 4.219 5 .008 .06787 0265 .1092
214-215(10.1) -4.657 5 .006 -.17871 -2774 -.0801
215-216(10.1) -8.001 5 .000 -.15365 -.2030 -.1043
216-217(11.6) -2.918 5 .033 -.07892 -.1485 -.0094
oty |
217-218(10.4) -.834 5 442 -.02599 -.1061 .0541
218-219(2) -4.124 5 .009 -.12019 -.1951 -.0453
218-219(11.1) 6.410 5 .001 16268 0974 2279
219-220(1.9) -3.844 5 012 -.10603 -.1769 -.0351
219-220(11.2) 6.081 5 .002 13711 0791 1951
221-222(8.1) 2919 5 .033 07642 .0091 .1437
222-223(1.9) -3.114 5 .026 -.08150 -.1488 -.0142
222-223(8.1) -7.452 5 .001 -.08186 -.1101 -.0536
223-224(3.7) -1.187 5 289 -.03017 -.0955 .0352
225-226(9) 1.754 5 .140 .08125 -.0378 .2003
225-226(9.9) 4.688 5 .005 .10815 .0488 1674
229-230(3.1) -5.276 5 .003 -.14316 -2129 -.0734
229-230(12.7) 1.898 5 116 .08357 -.0296 1967
| o e e an e aw ]

234-235(8.5) -1.594 5 172 -.04473 -.1169 .0274
235-236(11.2) 1.396 5 222 .04030 -.0339 1145
236-237(3.2) 2.231 5 .076 .06941 -.0106 .1494
243-244(14.2) -215 5 .838 -.00384 -.0498 .0421
244-245(4.3) 6.842 5 .001 15789 0986 2172
244-245(14.2) 1.049 5 342 .03150 -.0457 .1087
246-247(2) -7.828 5 .001 -.13552 -.1800 -.0910

246-247(16.3) 2.965 5 .031 .06508 .0087 1215




247-248(1.9)  -4.681
247-248(11.2)  -7.358
247-248(163)  2.163

249-250(8.1) -.546

253-254(3.5) -7.389

253-254(3.6) -5.192

255-256(16.7) 6.491
255-256(17.1) 3.940
257-258(18.3) 15.862
258-259(16.1)  -12.583
261-262(12.8) 2.290
269-270(8.4) -2.447

270-271(8.4) 113

271272(20.1)  1.867
272273(41)  -1.778
27227383)  -10216
274275(19)  -4.588
274275(19.3)  2.837
275-276(4) -4.043
275276(19.5)  2.617
276277(19)  -2.996
276277(20.1)  16.644
277278(1.7)  -3.535
2772783.7) 4292

277-278(16.1) -5.697

279-280(12.2)  -1.829
285286(22)  -5.294
285-286(15.1)  -6.151
285-286(19.4)  5.610
285-286(202)  -2.747
286-287(20.7)  -.339
288-289(93)  1.969
288-289(24.7)  -.230
289-290(53)  6.148

290-291(2) -3.364
290-291(47)  3.822
297-298(21.2)  -8.506
298-299(132)  -9.013
298-299(22.3)  -1.382

299-300(23.1) .542

5

5
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5
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5
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a

300-301(20.2)
302-303(28.1)
302-303(29.2)
303-304(3.3)
303-304(13.1)
303-304(23.6)
304-305(3.3)
304-305(23.7)
307-308(6.7)
307-308(12.2)
313-314(7.8)
313-314(23.7)
314-315(40.6)
319-320(2.1)
319-320(20.4)
324-325(6.8)
324-325(15.3)
383-384(9.9)
383-384(17.3)
387-388(10.7)
387-388(17.3)
388-389(3.3)
388-389(17.4)
402-403(5.5)
403-404(3.3)
403-404(6.4)

404-405(3.3)
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m/z values of metabolites labelled with DMBA.



Figure S1. The pathway for synthesis of DMBA and d*-DMBA.
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Figure S2. The reactions of DMBA and d*-DMBA with carboxylic acid metabolites.
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Figure S3. Product ion mass spectra of the metabolite at m/z 233 eluted at 2.53 min
(m/z 233-2.53 min) after labelling. The collision energies increase from the top

spectrum to the down spectrum (20 V, 35 V and 50 V, respectively).

miz, Da

W EPI (233 45) Charge (+0) CE (30) CES (4) FT (40) Exp 2, 2 017 to 2.080 min from Sample 11 (W 25 uL NL45 IDA0O7) of Tomato W and NW.wif (T - Max. 2268 cps]
2206 1002
2086
. 15es
8
1066
= 2333
1102 1522 188.3
5.0e5 21 . \”60 170.3
oo 51608, | 8120527 |16 120 122 | eoy | 2150 2350
B 80 100 120 140 180 130 200 250 240 2%0 280 300 320 340 3680 380 00
miz, Da
W VEP| (233.45) Charge (+0) CE (45) CES (4) FT (40): Exp 3, 2.027 to 2,060 min from Sample 11 (W 25 UL NL45 IDAO?) of Tomato W and NV (T Wiax. 1,16 cps)
11366 1002
1.00e6
2005 1102
5 6005 ‘
< 400e5
2008l ol w2 %F
o . 1523
550 69, 1282
0.00Medid it} yll. .1*»‘2‘.'”6? oy e ‘ ‘ ‘ i i ‘ i ‘ i
) 8 100 130 140 160 180 200 250 240 260 280 300 320 340 360 380 400
W +EP| (233 45) Charge (+0) CE (60) CES (4) FT (40): Exp 4, 2.037 to 2.099 min from Sample 11 (W 25 UL NL45 IDAOD7) of Tomato W and NV.wiff (T Max_3 2e5 cps
561
3.0e5 saz 1002
2565 o1 s
. 2088 ‘
§ 1565
Boamsly e
1065 : ‘ a8
5.084 LLHI“JI } ' 791 942 || o3
ool well Ll WL O 4 . ‘
60 80 100 120 140 180 130 200 250 220 2%0 280 300 320 340 360 380 00




Figure S4. The proposed fragmentation pathway of the potential biomarker (m/z 233-
2.53 min) after labelling.
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Figure S5. Product ion mass spectra of the potential biomarker at m/z 217 eluted at
2.61 min (m/z 217-2.61 min) after labelling. The collision energies increase from the
top spectrum to the down spectrum (20 V, 35 V and 50 V, respectively).
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Figure S6. The proposed fragmentation pathway of the potential biomarker (m/z 217-
2.61 min) after labelling.
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Figure S7. Product ion mass spectra of the potential biomarker at m/z 254 eluted at
4.75 min (m/z 254-4.75 min) after labelling. The collision energies increase from the
top spectrum to the down spectrum (20 V, 35 V and 50 V, respectively).
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Figure S8. The proposed fragmentation pathway of the potential biomarker (m/z 254-

4.75 min) after labelling.
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Figure S9. Product ion mass spectra of the potential biomarker at m/z 279 eluted at
6.69 min (m/z 279-6.69 min) after labelling. The collision energies increase from the
top spectrum to the down spectrum (20 V, 35 V and 50 V, respectively).
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Figure S10. The proposed fragmentation pathway of the potential biomarker (m/z
279-6.69 min) after labelling.
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Figure S11. Product ion mass spectra of the potential biomarker at m/z 249 eluted at
13.6 min (m/z 249-13.6 min) after labelling. The collision energies increase from the
top spectrum to the down spectrum (20 V, 35 V and 50 V, respectively).
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Figure S12. The proposed fragmentation pathway of the potential biomarker (m/z
249-13.6 min) after labelling.
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Figure S13. Product ion mass spectra of the potential biomarker at m/z 271 eluted at
18.9 min (m/z 271-18.9 min) after labelling. The collision energies increase from the
top spectrum to the down spectrum (20 V, 35 V and 50 V, respectively).
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Figure S14. The proposed fragmentation pathway of the potential biomarker (m/z
271-18.9 min) after labelling.
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