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ExionLC™ & #H & S+ TripleTOF® 5600' B it R ¢

Bk
B, Phenomenex €18, 2.1 x 100 mm, 2.6 pm
RERNAEA: K (20.1%FR)
WAEB: BB (20.1%FE )

e 40°C
HHE . 2L

RABELER, WA

B

REY ESIiE IE. AEFER
CUR 25 psi
GS1 50 psi
GS2 50 psi
IS +5500V. -4500V
TEM 550°C

TOFMS Declustering Potential (DP) 60 eV
TOF Mass Range 50-1000 Da

IDA mode

TOFMSMS MS/MS Mass Range 50-1000 Da

Time ( min) Flow rate ( mL/min ) B%
0.0 0.3 2
2.0 0.3 2
14.0 0.3 95
17.0 0.3 95
17.1 0.3 2
20.0 0.3 2
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BHFE BT EMEABRREN D, BRERTHERL
MEER. RREXLEYIRRSE (WRIR) o

R R PREHERPRBROUSDTIRY,

no. ‘metabolites reference no. metabolites reference
anthocyanins 25 kaempferol-3-O-rutinoside 25

1 delphinidin-3-0-galactoside 23,24 2% luteolin-3-O-glucoside 2%

2 delphinidin-3-O-glucoside 23-25 27 luteolin-3-O-galatoside 2%

3 delphinidin-3-O-arabinoside 23,24 28 luteolin-3-O-arabinoside 2%

4 cyanidin 3.0 galactoside 23-25,27 29 vitexin 2%

s cyanidin-3-O-glucoside 23-26 30 laricitrin-3-O-hexoside 28

6 cyanidin-3-O-arabinoside 23,25 31 procyanidin B %

7 petunidin-3-0-galactoside 23-25 2 catechin 24,27

8 petunidin-3-O-glucoside 23 33 epicatechin %,27

9 petunidin-3-O-arabinoside 23,24 phenolic acids

10 petunidin-3-O-xyloside 25 34 chlorogenic acid 23,25

11 peonidin-3-O-galactoside 23,24 3 coumaroylgucaric acid 24,25

2 peonidin-3.0-glucoside 23-25 36 coumaroylquinicacid 24,25

13 peonidin-3-0-arabinoside 24,25 37 hydroxyursolic acid 27

14 ‘malvidin-3-O-galactoside 23-25 38 p-hydroxybenzoic acid 24,25

15 malvidin 3-0-glucoside 23,24 39 salicylic acid 28

16 ‘malvidin 3-O-arabinoside 23-25 40 m-coumaric acid 25,28

flavonoids 41 caffeic acid 25,27

17 ‘myricetin-pentosylhexoside 23,25 2 ferulic acid 25,27

18 ‘myricetin-hexoside 23,25 43 sinapic acid 25,28

19 quercetin-3-O-galatoside 23,25

20 quercetin 3-0-glucoside 23-25,27

2 quercetin 3-O-arabinoside 23,25

2 kaempferol-3-O-galatoside 25

2 kaempferol-3-O-glucoside 25

% kaempferol-3-O-arabinoside 25

BiTPeakView K 4 FMasterView ™K 4 4t [ Xt £ iE # 4 7EE (=)
MEL@EEVNFRELE, BERRRIHRFSLEDHE
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B BB id 30Fh T B #7 8 MW quercetin 3- B -D-glucoside, trans-
cinnamaldehyde, cyanidin 3-O-glucoside, kaempferoZ{L&4)
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2. AFMLEENLEDY,

no. metabolites formula m/z (MS)* m/z (MS/MS) mass error (ppm) RT (min)
anthocyanin
1 delphinidin-3-O-galactoside CyyHyOy 465.1031 303.0484 -12 9.1
2 delphinidin 3.0 glucoside [GRTNLN 165.1726 3030198 -03 92
3 delphinidin-3.0-arabinoside [SRTR 4350914 303.0493 10 96
4 cyanidin-3-O-galactoside” CutyOyy 449.1063 287.0561 21 71
s cyanidin-3-0-ghucoside” CyHO,, 449.1066 287.0545 06 95
6 cyanidin-3-O-arabinoside Cpol 0,0 419.0971 287.0543 0s 97
7 petunidin-3-0-galactoside CpHpnOy 479.1168 3170645 16 73
8 petunidin-3-O-glicoside CpHpOy 479.1195 317.0661 -02 98
9 petunidin-3-O-arabinoside CuHuOy 449.1063 317.0653 1.6 103
10 petunidin-3-0-xyloside (ORI 49.1071 317.0656 -10 99
" peonidin 3.0 galactoside [ORTIUN 4631238 301069 -02 72
2 peonidin 3O glucoside [GRTAN 463.0847 301.0690 -13 76
13 peonidin3.0-arabinoside CuHaOr0 4331078 317.0647 12 95
1" malvidin-3-0-galactoside™ CuHy0y 493.1341 331.0803 09 67
15 malvidin 3.0 ghucoside [SRTLN 1931997 3310823 -07 78
16 ‘malvidin-3-O-arabinoside CuHy0,, 463.1229 3310808 -08 87
flavonoids
17 myricetin-pentosylhexoside Cully0y 613.1387 4810992 03 16
18 myricetin-3.0-hexoside” [SRTN 4810969 3190450 04 67
19 quercetin-3-O-galatoside” CyHyOyy 465.0954 303.0523 12 92
20 quercetin 3.0 ghucoside” CuHyOp 4650853 3030610 02 s
21 quercetin-3-O-arabinoside® CaotlyOyy 4350923 303.0521 -05 151
2 Kaempferol-3-0-galatoside” (ORI 19.1079 2870533 ol 64
2 kaempferol-3-0-glucoside” CyyHy0y, 449.1630 287.0533 ol 70
n Kacmpferol-3.0-arabinoside [SRTN 419.0971 2870543 -03 75
25 Kaempferol3.0-rutinoside” CrHyOyg 595.1638 287.0546 04 92
% luteolin 3.0.glucoside” (ORI 449.1006 287053, 14 69
27 luteolin-3-0-galatoside CHy0yy 449.1630 2870533 ~15 67
28 luteolin-3-O-arabinoside [N 419.0971 287.0543 -02 75
29 vitexin CyHy 040 433.1130 433.1130 ~18 77
£ aricitrin-3-O-hexoside Cully0yy 495.1126 3330595 -0t 101
3 procyanidin B Cully0p §79.1502 2870565 06 93
2 ctechin® CH,0, 291.0868 165.0559 03 62
» epicatechin® (NI 2910868 1650559 02 72
phenolic acids
» chlorogenic acid” Ciln0y 355.1016 193.0554 Ll 185
3 coumaroylgucaric acid CHi Oy 357.0644 165.0560 0s 67
3% coumaroylquinic acid [SRINN 339.1074 165.0546 03 72
37 salicylic acid” CHO, 1711469 139.0317 12 50
38 m-coumaric acid” CH0, 165.0474 147.0438 -12 65
39 caffeic acid” CHO, 181.0423 117.0363 os 74
0 ferulic acid” CioHieO4 1950579 177.054 0 129
a sinapicacid” CyHRO, 225.0685 207.0703 ] 121

“Confirmed by standard. "The detected and theoretical masses are for the molecular ions [M + H]". “Retention time.

BPC from B6-2.wiff (sample 1) - B6-2, Experiment 1, +TOF MS (100 - 1000)
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min; (C) m/z577.1, RT8.3min; (D) m/z335.0, RT5.3min",
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3. BT ENE MEERC TR,

RT* mass  identification (confirmed” and

no.  m/z (MS) (min) ion m/z (MS/MS) formula error tentative)

1 481.0977 86 [M+H]) 319.0429, 273.0355, 245.0426, CyHyOyy ~0.1  myricetin-3-glucoside” B
1530173

2 355.1024 55  [M+H] 163.0385, 145.0281, 135.0433 CyH 0y 16 chlorogenic acid” B

3 1710648 51 [Mlt CHOH + 1390382, 1110446, 93.0346, CHO, -23  salioylic acid” B

HJ 650412

4 449.1063 103 [M+H]* 317.0653 CyyHpOyy <16  petunidin-arabinoside C

5 A8LIMS 85 [M+H] 3190429, 2730355, 2450426,  CuHxOpy  ~0.0  myricetin-3-0-galactoside” c
153.0173

6 3950949 78 [MaH]) 395.0930, 219.0609 CyHy0p 03 unknown c

7 3190812 63 [Mam) 89,0407, 149.0608, 193.0490, Cy5Hi40y ~10  myricetin® G
3010742

8 3350372 53 (MK 163.0386, 185.0200, 173.0048,  CyoH; 0 09  2,3-di-O-carboxymethyl-n- G
145.0288 glucose”

9 385.1601 77 [M+ NH) 2060812, 188.0700, 118.0654 CyyHy,NO, ~L1  unknown G

10 1330648 69 [M+H] 133.0654, 105.0708, 103.0548,  C,H,0 0.1 trans-cinnamaldehyde” A
79.0560

1 4491079 70 [MH]) 287.0533, 449.1053 CyHOy, 0.1 kaempferol-3-O-ghucoside” A

12 2730869 82 [MyH) 167.0557, 159.0932, 1850675, CygH),0, 10 anaphthoflavone® A
2000661

13 4190973 74 [M+H] 287.0536, 241.0502, 213.0530, Cao Oy 03 cyanidin-arabinoside” B,C
185.0603

14 4491075 97 [M+H] 303.0491 CyHpOyy <05 delphinidin-rhamnoside” B, C

15 463.0847 72 M+ H] 3010690 CpHpO,  ~02  peonidin-galactoside” B,C

16 4631229 87 [M+H]" 331.0808 CpHyuo,, ~08  malvidin-arabinoside* B, C

17 4651726 91 [M+H] 3030498 CyuHypOp  ~03  delphinidin galactoside B,C

18 4190971 75  [M+H]" 287.0536 CaoH Oy 03 cyanidin-glucoside” B,C

“Retention time “Confirmed by standard. “Tentative identification. “B: blueberry, C: cranberry, A: apple, G: grape.
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