Supplementary material S1. Examples of chromatograms and MS spectrum results for standards and
samples from different outlets. All measurements were performed in triplicate. Samples 1-3: Sale point 4
in the manuscript; samples 4-6: Sale point 3 in the manuscript; samples 7-9: Sale point 5 in the manuscript;
samples 10-12: Sale point 1 in the manuscript; samples 13-15: Sale point 2 in the manuscript.

STANDARD MULTIPLE (CHLOROGENIC ACID, CUMARIC ACID, CAFFEIC ACID AND QUERCETIN)

CHLOROGENIC ACID STANDARD (355.10)
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Best 4 ID Source ¥R MName ¥+ Formula -+ Species ¥R miz ¥H Score™ W-H Score (RT) ¥+ F'.TTI

o T T R = N
g | MFG CI5HI2NT 04 | (MsH)+ 3551029 | 96.22
g | MFG CITHIANAD5 | (MeH)+ 55,1029 | 95.75
9. |C MFG CI4HIEN3DE | (MeH)+ 3551029 | 89.35
g | MFG CIHIBNEDTS | (MeH)+ 3551029 | 87.05 =
9. ¢ MFG CIOHI4NIDO35 | (MeH)+ 355.1029 | 87.01
g |C MFG C11H20N3085 | (MeH)+ 3551029 | 85.99
T MFG CI13HIONIDO3 | (MeH)+ 3551029 | 85.22
T MFG C2IHIENOS | (MeH)+ 3551029 | 84.44 Bl
T MFG C19H16 N 08 (M+H)+ 3551029 | 84.34
g O MFG CI7H220452 | (MsH)+ 3551029 | 83.39
9. |C MFG CI8HIONB O (M+H)+ 55,1029 | 8184
g | MFG C15H20N3 0352 | (MeH)+ 3551029 | 78.47
9. |C MFG CIBHIBNASZ | (MeH)+ 3551029 | 77.35
g |C MFG CI1ZHIENTO45 | (MsH)+ 3551029 | 77.23
9. ¢ MFG C21H14N4S (M+H)+ 355.1029 | 76.75
g O MFG CI13H22095 (M+H)+ 55,1029 | 75.05
T MFG CI1ZH14NEO7 | (MeH)+ 355.1029 | 73.43 -

-
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QUERCETIN-3-GLUCOSIDE (465.1028) AND QUERCETIN (302.0421) STANDARDS
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Best 7+ 1D Source WH Name 78 Formula R Species YR miz TR ScoreV WH Score (RT) wH FT'

[ ] CZ2HIEN4 03

i MFG CIEH16N1006S | (M+H)+ 4651043 (955
i MFG CIEH12N14025 | (M+H)+ 4651043 | 95
i MFG C21 HI0N11 03 [M+H)+ 4651043 | 94594
i MFG CI7HIBNYO7 5 [M+H)+ 4651043 | 93.03
i MFG C24H1EN O3 [M+H)+ 4651043 | 9307
i MFG CIEHZNIONS | (MeH)+ 4651043 | 92,63
. MFG C23IHIZNE 04 (M+H)+ 4651048 | 92.56
i MFG C21 H20012 [M+H)+ 4651048 (91.28
i MFG C20 H14 N7 OF [M+H)+ 4651043 | 30.73
i MFG C1eH24 0125 [M+H)+ 4651043 | 28291
i MFG Cl4H2ONEO10S | (MeH)+ 4651043 | 86.96
i MFG CZAH20N4 0352 | (M+H)+ 4651043 | 8672
e MFG C29H14 NE S [M+H)+ 4651043 | 845
i MFG CIBH14N11035 | (M+H)+ 4651043 | 8545
i MFG C2TH1BN7 0252 | (M+H)+ 4651043 | 8393
i MFG C22H2407 52 [M+H)+ 4651043 | 82.96
i MFG CI19H20N4 085 [M+H)+ 4651043 | 8277 -

| T | 5
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CHLOROGENIC ACID IN SAMPLES

SALE POINT 4 (TRIPLICATE)
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DELPHINIDIN 3-PYRANOSIDE (465.1028) IN SAMPLES
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STANDARD SOLUTIONS
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Malvidin-3-glucoside (493.1341)
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Best W ID Source ¥+ Name ¥+

Formula W4 Species TR miz ¥H

C23 H24 012

Score¥ ¥ Score (RT) v+ RT Diff w8 Diff (ppm) 7+ E—‘:t::c:re[Lil:TI

(|

L1}

L ]

L MFG C22H18 N7 O7 (M+H)+ 493.1339 | 98.09 -0.37
o MFG C24 H20 N4 08 (M+H)+ 493.1339 | 95.79 25
I MFG C2ATHIZN14 02 (M+H)+ 493.1339 | 95.72 -0.69
e MFG C23H14N1103 (M+H}+ 4531335 | .36 22
L MFG CHAHZEZNION (M+H)+ 4931339 | 9317 -2.54
L MFG C20 H16 N10 06 (M+H)+ 4331339 | 91.65 =327
L MFG CIDH2ZNO4S (M+H)+ 4931339 | 89 -012
I MFG C26HZZN O3 (M+H)+ 493.1339 | 86.36 537
e MFG C2BH2ON4035 (M+H)+ 4531335 | 3565 -2.98
e MFG C25H16 N8 04 (M+H}+ 453.1335 | 3547 5.08
L MFG CI15H18N1305S | (M+H)+ 4331339 | 84.52 01
L MFG C3IEHIENZO (M+H)+ 4931339 | 845 -1.09
L MFG CI6H24 N6 0105 | (M+H)+ 493.1339 | 83.28 048
I MFG CITHIENES (M+H)+ 493.1339 | 8317 248
e MFG CITHZONIDOES | (MeH)+ 4531335 | 3259 3.03
I MFG CHIHZENTO252 | (MeH)+ 4531335 | 19 0.74
L MFG C13H20 N6 010 (M+H)+ 4931339 | 809 -5.83 -

& Chromatogram Results _|}_€ Spectrum Identification Results: + Scan (rt: 17.154 min) |
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2. Cyanidin-3-glucoside (449.1078)

x10 1 +ESI EIC(449.1078) Scan Frag=125.0V multi ANTO 1-10 2020 1ul POSms.d

1 *12.694 1
1.4

1.2

1,
0.8
0.6-
0.4-
0.2+

0

+ESI EIC(449.1078) Scan Frag=125.0V multi ANTO 1-100 2020 1ul POSms.d
1.64|1 *12.645 1
1.4+
1.2

14
0.8
0.6
0.4
0.24

+ESI EIC(449.1078) Scan Frag=125.0V multi ANTO 1-50 2020 1ul POSms.d
3.541 *12.722 1

f\
1.5- H
' I

|
0.5+ | \

0 -i g

x10 2 +ESI EIC(449.1078) Scan Frag=125.0V multi ANTO 2020 1ul POSms.d

1 *12.650 1
A
N

0.8

0.6

0.4

0.2

123 4 56 7 8 9 101112 13 14 15 16 17 18 19 20 21 22 23 24 25 26 27 28 29 30 31 32 33 34 35 36 37 38 39 40 41 42 43 44
Counts (%) vs. Acquisition Time (min)

10



Autematically Show Celumns | [ | Ol &l | G & | &, &, IE‘

Best W+ |D Source W MName W+ Formula R Species ¥H miz W ScoreV 7R Score (RT) 74+ RT Diff 7= Diff (ppm) 7= S«:x:re[LiI:TI

qDS WG Cadumos (e asim m e
g | MFG C21H20 011 (M+H)+ | 248.1083 | 5768 042
S MFG C22HIEN&07 | (MeH)= | #49.1083 | 9407 241 3
1 |C MFG C2IHIONITO2 | (MeH)+ | #49.1083 | 9345 21
1 [C MFG CISHIEN3O10 | (M+H)- | 449.1083 | 5294 357
1 |C MFG CIEHIZNIDO5 | (MeH)= | #49.1083 | 9232 291
g [C MFG Cl4H20NE0SS | (M+H)= | £49.1083 | 9173 0.26
1 [C MFG CISHIENIDO5S | (M+H)= | 449.1083 | 9104 307
1 |C MFG CIEH2ZN30105 | (MeH)= | #49.1083 | 87.23 345
g [C MFG C2EHIENO3S | (MeH)= | 2491083 | 2658 044
1 [C MFG CIZHIENS0BS | (M-H)- | 449.1083 | 8635 -2.95
1 |C MFG C2THIENTOS2 | (MeH)= | #49.1083 | 85.74 0.58
g [C MFG C22H260652 | (MeH)= | £49.1083 | 2399 0.88
1 [C MFG CI9HIENIDS2 | (MeH)+ | 2491083 | 239 -257
1 |C MFG CI3H24N20135 | (MeH)= | #49.1083 | 2368 252
g [C MFG C2EHIENE02S | (MeH)+ | 249.1083 | 8321 357
1 [C MFG C20H2ZN30552 | (M+H)= | 449.1083 | 8305 -2.26
1 |C MFG CIEHIZNIZ0S | (MeH)= | #49.1083 | 8264 591 -
< | i | 3
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MALVIDIN 3-GLUCOSIDE (493.1341) IN SAMPLES
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DELPHINIDIN 3-ARABINOSIDE (435.0922) AND 3-PYRANOSIDE (465.1028) IN SAMPLES
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MALVIDIN-3-ARABINOSIDE (463.1235) AND PEONIDIN 3-PYRANOSIDE (463.1235) IN SAMPLES
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PETUNIDIN-3-PYRANOSIDE (479.1184) IN SAMPLES
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CATECHIN/EPICATECHIN (291.0863) IN SAMPLES
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CYANIDIN 3-ARABINOSIDE (419.0973) IN SAMPLES
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4|

Best -4 ID Source ¥R Name ¥R Formula 7 Species VR miz V8 Score¥ V8 Score (RT) w8 RT Diff w48 Diff (ppm) 78 Score {Lib]_‘l
Do We — -~ Comeol _Qm. _wsor el =~ v 8

i MFG C19H12 N7 05 (MeH)+ 419.0972 | 9747 -0.55

(s MFG C21H14 N4 06 (M+H)+ 4195.0972 | 94.89 284

i~ MFG C18H16 N3 09 [M+H)+ 419.0972 | 92.38 -356 £

i MFG C17H10 N10 04 [M+H)+ 419.0972 | 39.69 -397

i MFG C27TH1I6NO25 (M+H)+ 419.0972 | 88.97 -0.29

i MFG C25H14N4OS (M+H)+ 419.0972 | 8443 -366 T

( MFG CI13HIENEOES | (M+H)+ 415.0972 | 84.13 0.41

i MFG C2Z3H16 NO7 [M+H)+ 419.0972 | 84.01 622

i MFG C14H14 N10 04 5 | (MsH)+ 419.0972 | 82.89 34

i MFG C20H16 N7 52 (M+H)+ 413.0972 | 82.84 075

(s MFG C21H2205 52 (M+H)+ 415.0972 | 82.58 1.1

i~ MFG C22 H10 N8 02 [M+H)+ 419.0972 | 82.25 588

i MFG CIBEH20N3 095 [ (Ms+H)+ 419.0972 | 81.05 386

i MFG C13H20 N3 04 52 | (M+H}+ 419.0972 | 80.35 -2.28

i MFG C16H14 N6 OB (M+H)+ 419.0972 | 78.15 -6.98

( MFG C12H22 N2 012 S | (M+H)+ 415.0972 | 7744 -2.53

i MFG CITHIENIOT7S [ (Ms+H)+ 419.0972 | 76.7 -3.07

i MFG C24H18055 (M+H)+ 419.0972 | 76.42 -6.69

i MFG CZ2H18N4 0 52 | (M+H)+ 4190972 | 76.21 413 -
|l 1 ] 3
"/\ Chromatogram Results |} Spectrum Identification Results: + Scan (rt: 13.169-14.420 min) |«
i 1|1 MS Spectrum Results
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