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Table S1. Origin and varietal of the wines.

Samples Vintage Vol (%) Cultivar(s) Location

S1 2015 13.5 Cabernet Sauvignon Maipo Vallay, Chile

52 2018 13 Cabernet Sauvignon the central valley of Chile

S3 2018 13.5 Cabernet Sauvignon Maipo Vallay, Chile

S4 2018 13.5 Cabernet Sauvignon Maipo Vallay and
Aconcagua Valley, Chile

S5 2017 13.5 Cabernet Sauvignon Aconcagua Valley, Chile

S6 2018 13.8 Cabernet Sauvignon Mendoza, Argentina

S7 2015 14.5 Cabernet Sauvignon Mendoza, Argentina

S8 2018 15 Cabernet Sauvignon Mendoza, Argentina

S9 2016 13.3 Cabernet Sauvignon Mendoza, Argentina

S10 2016 14.1 Cabernet Sauvignon Mendoza, Argentina

S11 2017 14.5 Cabernet Sauvignon Clare Valley, Australia

S12 2015 14 Cabernet Sauvignon Limestone coast, Australia

S13 2018 14.5 Cabernet Sauvignon South Australia

S14 2017 14 Cabernet Sauvignon South Australia

S15 2017 14 Cabernet Sauvignon Clare Valley, Australia

S16 2018 12 Cabernet Sauvignon Changyu Vineyard, China
Ganchengzi District,

517 2018 14 Cabernet Sauvignon Qingtongxia, Ningxia,
China
Ningxia Helan Mountain

S18 2017 14.2 Cabernet Sauvignon East Foot Production Area,

China



S19 2017 13 Cabernet Sauvignon Changyu Vineyard, China

520 2019 13 Cabernet Sauvignon Changyu Vineyard, China

1 2018 1 Shiray Limestone Coast of
Australia

S22 2016 14 Shiraz Great West, Australia

S23 2016 14.5 Shiraz Hunter Valley, Australia

S24 2016 14 Shiraz South Australia

S25 2016 14.5 Shiraz Barossa, Australia

526 2016 14.5 Shiraz Pertway, Australia

S27 2016 14.5 Shiraz Kunawala, Australia

528 2014 14 Shiraz Moray Valley, Chile

529 2016 14 Shiraz Espinal vineyard, Chile

S30 2018 14.3 Shiraz Pascual Toso, Argentina

S31 2018 13.5 Merlot Cachabel Valley, Chile

532 2018 13.5 Merlot Curisco Valley, Chile

533 2017 14.5 Merlot Konggagua Valley, Chile

534 2019 13.5 Merlot Southeast Australia

S35 2014 12.5 Merlot Southeast Australia
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Spectrum from wine0708-1-P wiff2 (sample 1) - win... from 0.987 min Precursor: 116.1 Da, +1, CE: 45.0
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Figure S1. The MS and MS/MS fragments of D-proline.



— @ Spectrum fromwine0708-1-P wiff2 (sample 1) -_. TOF MS (100 - 1500) from 0.744 to 0.770 min
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Figure S2. The MS and MS/MS fragments of L-arginine.
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Figure S3. The MS and MS/MS fragments of D-glucose.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN__rom 0.867 min Precursor: 181.1 Da, -1, CE: -45.0
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Figure S4. The MS and MS/MS fragments of D-mannitol.
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Figure S5. The MS and MS/MS fragments of citric acid.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN__.rom 0.872 min Precursor: 149.0 Da, -1, CE: -45.0
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Figure S6. The MS and MS/MS fragments of tartaric acid.
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Figure S7. The MS and MS/MS fragments of 4-aminobenzoic acid.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN__rom 1.145 min Precursor: 341.1 Da, -1, CE: -45.0
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Figure S8. The MS and MS/MS fragments of trehalose.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN...rom 1.154 min Precursor: 149.0 Da, -1, CE: -45.0
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Figure S9. The MS and MS/MS fragments of D-ribose.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN__.rom 1.302 min Precursor: 133.0 Da, -1, CE: -45.0

71.0136
400
0 300
8
=
2 200 729929
I} |
E
100 580127
i 87.0093 115.0018
| | | [
80 70 80 90 100 110 120 130 140

Mass/Charge, Da

Figure 510. The MS and MS/MS fragments of L-malic acid.

- Spectrum from wine0708-1-P wiff2 (sample 1) -__ TOF MS (100 - 1500) from 1.318 to 1.345 min
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Spectrum from wine0708-1-P wiff2 (sample 1) - win... from 1.333 min Precursor: 118.1 Da, +1, CE: 45.0
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Figure S11. The MS and MS/MS fragments of L-valine.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN__.rom 1.477 min Precursor: 173.0 Da, -1, CE: -45.0
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Figure 512. The MS and MS/MS fragments of shikimic acid.
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Spectrum from wine0708-1-P wiff2 (sample 1) - win... from 1.711 min Precursor: 150.1 Da, +1, CE: 45.0
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Figure S13. The MS and MS/MS fragments of L-methionine.
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Spectrum from wine0708-1-P.wiff2 (sample 1) - win... from 2.041 min Precursor: 124.0 Da, +1, CE: 45.0
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Figure S14. The MS and MS/MS fragments of niacin.
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Figure S15. The MS and MS/MS fragments of succinic acid.
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Spectrum from wine0708-1-P.wiff2 (sample 1) - win... from 3.528 min Precursor: 165.1 Da, +1, CE: 45.0
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Figure S16. The MS and MS/MS fragments of trans-4-hydroxycinnamic acid.
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Figure S17. The MS and MS/MS fragments of tyramine.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN__rom 5.935 min Precursor: 169.0 Da, -1, CE: -45.0
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Figure S18. The MS and MS/MS fragments of gallic acid.
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Figure 519. The MS and MS/MS fragments of coumalic acid.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN...m 11.491 min Precursor: 153.1 Da, -1, CE: -45.0
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Figure 520. The MS and MS/MS fragments of hydroxytyrosol.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 11.542 to 11.569 min
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 11.545 min Precursor: 153.0 Da, -1, CE: 45.0
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Figure 521. The MS and MS/MS fragments of protocatechuic acid.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 13.840 min Precursor: 305.1 Da, -1, CE: -45.0
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Figure $22. The MS and MS/MS fragments of (+)-gallocatechin.
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Figure 523. The MS and MS/MS fragments of acetylsalicylic acid.
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Spectrum from WINE-N-0708.wiffi2 (sample 1) - WIN...m 14.258 min Precursor: 311.0 Da, -1, CE: 45.0
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Figure 524. The MS and MS/MS fragments of caftaric acid.



- @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 11.542 to 11.569 min
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Figure 525. The MS and MS/MS fragments of gentisic acid.
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Spectrum from wine0708-1-P.wiff2 (sample 1) - wine1... min Precursor: 137.0 Da, CE: -45.0-from Analytics
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Figure 526. The MS and MS/MS fragments of protocatechualdehyde.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN._m 15321 min Precursor: 181.1 Da, -1, CE: 450
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Figure S27. The MS and MS/MS fragments of homovanillic acid.
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Figure 528. The MS and MS/MS fragments of methyl gallate.
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Figure 529. The MS and MS/MS fragments of 4-hydroxybenzoic acid.
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Figure S30. The MS and MS/MS fragments of chlorogenic acid.

— @ Spectrum from WINE-N-0708 wiff2 (sample 1) -___F MS (100 - 1500) from 17.341 to 17.368 min
@ [C13H1208-H]-
295.0460

1500

1000

Intensity, cps

500
2060405 2968195

293.8325

293 294 295 296 297 298 299
Mass/Charge, Da

Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 17.345 min Precursor: 295.0 Da, -1, CE: -45.0
80
70
60
50
40
30

20

0

119.0503 1490087

87.0094

163.0400
'

6.8484

100 150 200 250 300
Mass/Charge, Da

729924

Intensity, cps

Figure S31. The MS and MS/MS fragments of p-coutaric acid.



— @ Spectrum from WINE-N-0708_wiff2 (sample 1) -___F MS (100 - 1500) from 18.068 to 18.095 min
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Figure S32. The MS and MS/MS fragments of m-coumaric acid.
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Figure S33. The MS and MS/MS fragments of coutaric acid.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 18.134 to 18.161 min
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Figure $34. The MS and MS/MS fragments of dimethyl succinate.
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Figure S35. The MS and MS/MS fragments of benzoic acid.



— @ Spectrum from WINE-N-0708_wiff2 (sample 1)-___F MS (100 - 1500) from 19.691 to 19.717 min
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Figure S36. The MS and MS/MS fragments of procyanidin B1.

- @ Spectrum from WINE-N-0708 wiff2 (sample 1) -__F MS (100 - 1500) from 19 876 to 19.903 min
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Figure S37. The MS and MS/MS fragments of (-)-epigallocatechin.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 19.969 to 19.996 min
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Figure $38. The MS and MS/MS fragments of procyanidin B3.

— ¢ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 19.996 to 20.024 min
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Figure $39. The MS and MS/MS fragments of vanillic acid.
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Spectrum from wine60min-POS.wiff2 (sample 3) - ...ecursor: 163.0 Da, -1, CE: -35.0-from Analytics
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Figure S40. The MS and MS/MS fragments of 2-Hydroxycinnamic acid.
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Figure S41. The MS and MS/MS fragments of catechin.
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Figure S42. The MS and MS/MS fragments of fertaric acid.
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Figure 543. The MS and MS/MS fragments of caffeic acid.
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Figure S44. The MS and MS/MS fragments of epicatechin gallate.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN..m 22 066 min Precursor: 197.0 Da, -1, CE: 450
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Figure S45. The MS and MS/MS fragments of syringic acid.
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Figure 546. The MS and MS/MS fragments of procyanidin B2.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 23.128 min Precursor: 325.1 Da, -1, CE: -45.0
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Figure 547. The MS and MS/MS fragments of p-coumaric acid glucoside.
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Figure 548. The MS and MS/MS fragments of diethyl malate.
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Figure 549. The MS and MS/MS fragments of desaminotyrosine.
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Figure S50. The MS and MS/MS fragments of 2-hydroxybenzoic acid.
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Figure S51. The MS and MS/MS fragments of epicatechin.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 24.637 to 24.663 min
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Figure S52. The MS and MS/MS fragments of 3-hydroxy-4-methoxybenzoic acid.
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Figure S53. The MS and MS/MS fragments of ethyl gallate.
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Spectrum from wine0708-1-P wiff2 (sample 1) - win..0) from 25.093 min Precursor: 493.1 Da, CE: 45.0
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Figure S54. The MS and MS/MS fragments of malvidin-3-O-glucoside.
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Figure S55. The MS and MS/MS fragments of p-coumaric acid.

—# Spectrum from WINE-N-0708_wiff2 (sample 1) -___F MS (100 - 1500) from 30.743 to 30_.769 min
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 30.667 min Precursor: 167.0 Da, -1, CE: -45.0
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Figure S56. The MS and MS/MS fragments of homogentisic acid.
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Figure S57. The MS and MS/MS fragments of procyanidin B7.

— @ Spectrum from WINE-N-0708_wiff2 (sample 1) -___F MS (100 - 1500) from 34131 to 34_158 min
@ [C21H20013-H}-

Intensity, cps

4790826

7000

6000

5000

4000

3000

2000 4800868
1000 i

A

0

477 478 479 480 481 482 483
Mass/Charge, Da



Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 34.016 min Precursor: 479.1 Da, -1, CE: -45.0
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Figure S58. The MS and MS/MS fragments of myricetin-3-O-galactoside.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 45.164 min Precursor: 389.1 Da, -1, CE: -45.0
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Figure S59. The MS and MS/MS fragments of trans-piceid.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN..m 38721 min Precursor: 301.0 Da, -1, CE: 450
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Figure S60. The MS and MS/MS fragments of ellagic acid.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_..m 38.854 min Precursor: 181.1 Da, -1, CE: -45.0
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Figure S61. The MS and MS/MS fragments of dihydrocaffeic acid.
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Spectrum from wine0708-1-P.wiff2 (sample 1) - win._rom 39.307 min Precursor: 465.1 Da, +1, CE: 45.0
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Figure S62. The MS and MS/MS fragments of delphinidin-3-O-glucoside.

— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 39.303 to 39.329 min
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Figure S63. The MS and MS/MS fragments of hyperoside.

~ @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 39.704 to 39.731 min
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN..m 39 694 min Precursor: 449.1 Da, -1, CE: 450
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Figure S64. The MS and MS/MS fragments of quercitrin.

- @ Spectrum from wine0708-1-P.wiff2 (sample 1) ...OF MS (100 - 1500) from 39.816 to 39.843 min
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Spectrum from wine0708-1-P .wiff2 (sample 1) - win._rom 39.865 min Precursor: 6272 Da, +1, CE: 45.0

30
303.0519
25
3030651
» 20
&
= 15
5
E 10
5
0
100 200 300 400 500 600

Mass/Charge, Da

Figure S65. The MS and MS/MS fragments of delphinidin-3,5-O-diglucoside.
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 40.054 min Precursor: 477.1 Da, -1, CE: -45.0
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Figure S66. The MS and MS/MS fragments of quercetin-3-O-glucuronide.

— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 41.316 to 41.343 min
@ [C22H22013-H]

7000 4930985
6000

5000

4000

3000

2000 4941027

1000 1 4951041

3 i

Intensity, cps

491 492 493 494 495 496 497
Mass/Charge, Da

Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 41.280 min Precursor: 493.1 Da, -1, CE: -45.0
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Figure S67. The MS and MS/MS fragments of laricitrin-3-O-glucoside.

— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 42.838 to 42.864 min
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN..m 42.859 min Precursor: 447.1 Da, -1, CE: -45.0
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Figure $68. The MS and MS/MS fragments of luteolin -3'-glucoside.

—# Spectrum from WINE-N-0708_wiff2 (sample 1) -___F MS (100 - 1500) from 42 958 to 42_985 min
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Figure 569. The MS and MS/MS fragments of astilbin.
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Figure S70. The MS and MS/MS fragments of isoquercitrin.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 44.798 to 44825 min
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Figure S71. The MS and MS/MS fragments of astragalin.

— ¢ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 35.918 to 35.945 min
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Spectrum from WINE-N-0708.wiffi2 (sample 1) - WIN...m 35.884 min Precursor: 389.1 Da, -1, CE: 45.0
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Figure S72. The MS and MS/MS fragments of cis-piceid.



= Spectrum from WINE-N-0708_wiff2 (sample 1)-___F MS (100 - 1500) from 45.734 to 45.760 min
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN..m 45657 min Precursor: 317.0 Da, -1, CE: 450
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Figure S73. The MS and MS/MS fragments of myricetin.
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Spectrum from wine0708-1-P wiff2 (sample 1) - win._rom 45.735 min Precursor: 479.1 Da, +1, CE: 45.0
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Figure S74. The MS and MS/MS fragments of petunidin-3-O-glucoside.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 45.773 to 45.799 min
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Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN..m 45.752 min Precursor: 477.1 Da, -1, CE: -45.0
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Figure S75. The MS and MS/MS fragments of isorhamnetin-3-O-glucoside.

— ¢ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 47.151 to 47.178 min
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Figure S76. The MS and MS/MS fragments of trans-resveratrol.



— @ Spectrum from WINE-N-0708_wiff2 (sample 1)-___F MS (100 - 1500) from 47 403 to 47430 min
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Figure S77. The MS and MS/MS fragments of phloridzin.
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Spectrum from wine0708-1-P .wiff2 (sample 1) - win._rom 49.178 min Precursor: 507.1 Da, +1, CE: 45.0
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Figure S78. The MS and MS/MS fragments of delphindin-3-O-(6-O-acetylglucoside).



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100- 1500) from 51.211 to 51.238 min
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Figure 579. The MS and MS/MS fragments of ethyl caffeate.

— ¢ Spectrum from wine0708-1-P.wiff2 (sample 1) ...OF MS (100 - 1500) from 51.949 to 51.976 min
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Figure $80. The MS and MS/MS fragments of malvidin-3-O-(6-O-coumaroylglucoside).



— @ Spectrum from wine0708-1-P _wiff2 (sample 1) .__OF MS (100 - 1500) from 52 662 to 52_688 min
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Figure S81. The MS and MS/MS fragments of morin.

- @ Spectrum from wine0708-1-P wiff2 (sample 1) _OF MS (100 - 1500) from 52 662 to 52 688 min
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Spectrum from wine0708-1-P wiff2 (sample 1) - win._rom 52.614 min Precursor: 303.0 Da, +1, CE: 45.0
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Figure S82. The MS and MS/MS fragments of delphinidin.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 52.629 to 52.655 min
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Figure $83. The MS and MS/MS fragments of quercetin.

— ¢ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 52.655 to 52.680 min
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Figure $84. The MS and MS/MS fragments of resveratrol.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 53.214 t0 53.241 min
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Figure S85. The MS and MS/MS fragments of laricitrin.

¢ Spectrum
@ [C15H120:

1500

1000

Intensity, cps

500

from WINE-N-0708 wiff2 (sample 1) -...F MS (100 - 1500) from 55.798 to 55.825 min
5-HJ-
2710613

2720646

269.1386

275

272 273 274

Mass/Charge, Da

269 270 27

Spectrum from WINE-N-0708 wiff2 (sample 1) - WIN_.m 55.782 min Precursor: 271.1 Da, -1, CE: -45.0

60

50

40

30

Intensity, cps

20

=)

[=}

Figure S86.

119.0504
65.0037
107.0137
i 151.0048
830136 119.0618| 1770190
| W | ‘ h | 229.0500
7 T N |
100 150 200 250

Mass/Charge, Da

The MS and MS/MS fragments of naringenin.



— @ Spectrum from wine0708-1-P _wiff2 (sample 1) .__OF MS (100 - 1500) from 57084 to 57_110 min
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Figure S87. The MS and MS/MS fragments of cyanidin.

— @ Spectrum from WINE-N-0708 wiff2 (sample 1) -___F MS (100 - 1500) from 57.134 to 57_.160 min
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Figure $88. The MS and MS/MS fragments of kamepferol.



— @ Spectrum from WINE-N-0708.wiff2 (sample 1) -...F MS (100 - 1500) from 57.305to 57.332 min
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Figure 589. The MS and MS/MS fragments of syringetin.

— ¢ Spectrum from wine0708-1-P.wiff2 (sample 1) ...OF MS (100 - 1500) from 57.378 to 57.405 min
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Figure 590. The MS and MS/MS fragments of petunidin.



= Spectrum from WINE-N-0708_wiff2 (sample 1) -___F MS (100 - 1500) from 57_399 to 57.425 min
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Figure S91. The MS and MS/MS fragments of isorhamnetin.

— ¢ Spectrum from wine0708-1-P wiff2 (sample 1) ..__.OF MS (100 - 1500) from 58.343 to 58_370 min
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Figure $92. The MS and MS/MS fragments of ionone.

— @ Spectrum from wine0708-1-P wiff2 (sample 1) .._.OF MS (100 - 1500) from 60.025 to 60_052 min
@ [CT10H2002+H]+
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Spectrum from wine0708-1-P wiff2 (sample 1) - win...0) from 60.055 min Precursor: 173.2 Da, CE: 45.0
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Figure S93. The MS and MS/MS fragments of ethyl caprylate.

- @ Spectrum from wine0708-1-P.wiff2 (sample 1) ...OF MS (100 - 1500) from 60.962 to 60.989 min
@ [C13H220+H]+
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Spectrum from wine0708-1-P.wiff2 (sample 1) - win._rom 60.980 min Precursor: 195.2 Da, +1, CE: 45.0
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Figure $94. The MS and MS/MS fragments of theaspirane.



