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HPLC - DAD - MS — MS determination of

anthocyanins in red grape skin
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Abstract Objective: To establish an HPLC — DAD — MS — MS method for determination of anthocyanins from red
grape skin. Methods: The major anthocyanins of grape skin was determined by HPLC — DAD — MS - MS method.
AichromBond C g column (250 mm x4.6 mm 5 wm) was used in HPLC assay. Mobile phase A and B were 2%
formic acid and acetonitrile respectively. 0 min: 10% B; 10 min:25% B; 15 min: 30% B; 35 min: 50% B. The flow
rate was 0. 6 mL * min~'. The detective wavelength was 530 nm. The PDA detector and negative ion mode of MS
were adopted. Results: 15 anthocyanins were determined from the red grape skin of Mountain Daze. Conclusion: It
is sensitive and selective to determine anthocyanins of grape skin with HPLC — MS method. The method is also accu—
rate and reliable.
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Fig2 HPLC chromatogram of anthocyanins in red grape skin
1 ~15. 1( same as Tab 1)
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Tab1 HPLC -DAD - MS/MS of anthocyanins in grape skin
M+ M A max Iy
( peak No.) m/z m/z /nm /min ( identity)
1 465 303 526 10. 26 -3-0- ( delphinidin 3 — O - glucoside)
2 463 301 515 12.96 -3-0- ( peonidin 3 — O - glucoside)
3 493 331 530 15.20 -3-0- ( malvidin 3 — O - glucoside)
4 627 465 303 520 15.20 -35- ( delphinidin 3 - O - glucoside =5 — O - glucoside)
5 653 287 449 516 16.51 -3-0-(6-0- ) -5-0- (eyanidin 3 -0 = (6 - O — acetyl) -5
- 0 - diglucoside)
6 641 317 479 523 18.05 -35- ( petunidin 3 - O - glucoside =5 — O — glucoside)
7 801 331 493 530 20.03 -3-0-(6-0- ) -5-0- ( malvidin 3 -0 - (6 -0 -
coumaryl) -5 - O - diglucoside)
8 611 449 287 516 21.50 -35- ( eyanidin 3 — O - glucoside —5 - O - glucoside)
9 507 303 465 521 23.21 -3-0-(6-0- ) ( delphinidin 3 = 0 = (6 — O - acetyl) - glucoside)
10 625 301 463 513 24.18 -35- ( peonidin 3 - O - glucoside =5 — O - glucoside)
11 639 331 493 521 26.51 -3-0-(6-0- ) ( malvidin 3 =0 - (6 - O — p — coumaroyl)
— glucoside)
12 655 331 493 524 26. 96 -35- ( malvidin 3 - O - glucoside —=5 - O - glucoside)
13 505 301 463 518 28. 80 -3-0-(6-0- ) ( peonidin 3 =0 = (6 — O — acetyl) - glucoside)
14 771 625 463 520 29.77 -3-0-(6-0- ) =5-0- ( peonidin 3 -0 - (6 -0 -
coumaryl) -5 - O - diglucoside)
15 609 301 463 523 31.18 -3-0-(6-0- ) ( peonidin 3 = 0 - (6 — O - coumaryl) — glu—
coside)
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Fig3 MS spectra of anthocyanins in red grape skin( A to H is coresponding with Chromatography peak 2 3 5 6 10 11 13 15 respectively)
A. -3-0- ( peonidin 3 — O - glucoside)  B. -3-0- ( malvidin 3 - O - glucoside)  C. -3
-0-(6-0- ) -5-0- (eyanidin 3 =0 - (6 — O — acetyl) - glucoside -5 — O — glucoside) D. -35-
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