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130.9985(40,
C4H305),
103.0030(2.56ES5;
0.72 | 149.0091 (1.97E6) C4H506 100, C3H304),
87.0083(70,
C3H303),
59.0140(50, )
115.0037(1.33E5;
076 | 133.0143 (3.57E6) C4H505  Malic acid
100, C4H304)
077 219.0268 203.1429(3.41E4; 100), 161.0443(10),
) (5.08E6) 129.0031(15)
258.1104
104,1068(4.07E5; 100)
(1.92E6)
0.78 | 191.0559 (2.65E6)
173.0088(15,
C6H506),
191.0196 (2.19E6) C6H707
111.0087(5.08E5;
100, C5H303)
317.0275(60), 275.0365(12),
335.0381
0.79 261,0367(3.61E4; 100), 245.0630(10),
(1.69E6)
203.0524(12), 173.0207(25)
180.0864(15, C6H1405N),
198.0974
08 (8.1358) C6H1606N 154,1337(3.45E4;  100), 100.0754(7,
) CSH100N), 74.0961(15, C4HT2N)
162.0760(30, C6H1204N),
145.0495(1,50E5; 100,  C6H04),
180.0867 C6H1405N
127.0388(35, C6H703), 97.0281(10,
C5H502), 85.0281(55, C4H502)
277.0566(20,
C10H1309),
235.0459(40,
C8H1108),
205.0353(15,
C7H907),
179.0559(1.95E5;
100, C6H1106),
0.8 295.0672 (8.25E5) C10H15010
161.0455(15,
C6HI05),
143.0350(13,
C6H704),
133.0143(70,
C4H505),
119.0351(12, ),
101.0245(10)
173.0089(65,
C6H5086),
353.0726 (7.95E5) C12H17012
111.0087(1.07E5;
100, C5H303)
C7H505  Gallic acid | 125.0243(2.29E5;
0.87 | 169.0141 (7.01E5)
or Isomer 100, C6H503)
C7H505  Gallic acid | 125.0243(4.73E5;
1.08 | 169.0138 (9.82E5)
or Isomer 100, C6H503)
268.1038
4.36 C10H1404N5 136.0616(1.33E5; 100, G5HENS)
(5.93E4)
289.0918(60, C12H1708),
271.0811(75, C12H1507),
334.1494 C14H2408N
442 253.0706(15, C12H13086),
(5.66E4) (IM+NH4])
137.0596(6.21E3; 100, C8H902),
127.0389(50, CBH703)
331.0662(1.52E5;
100, C13H15010),
313.0557(25,
448 | 483.0763 (3.98E5) C20H19014
C13H1309),
169.0137(25,
C7H505)
394.1705 C16H28010N 377.1434(20, C16H25010: [M+H]+), 213.0761(4.40E4;
532 531 | 375.1286 (8.78E5) C16H23010
(1.97€5) ((M+NH4]) 359.1329(10, G16H2309), 100, C10H1305:
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RT | mzGam) | s TSGR AF ) RT | m/zGam) R ;D”MT’G&
341.1222(15, C16H2108), -Glc),  169.0864(20,
215.0909(1.86E4; 100, G10H1505: C9H1303)
MH-Glc), 197.0805(10, C10H1304),
179.0699(7, C10H1103)
551.1958(13, C23H35015),
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183.0648(10, COH1104)
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389.1428(5, C17H25010),
614.2640
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100, C17H1307:
-Gle(+OH)),
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(9.64E4) ([M+NH4D) C21H25012), 261.0597(25, ((M-HI-) C15H2309),
C10H1308), 227.0908(80, 243.0869(85,
C11H1508), 209.0803(25, C11H1506),
C11H1304), 181.0855(10, C13H90) 179.0554(20,
C6H1106)
405.1388(1.58E3; 100, C17H25011),
243.0860(40, C11H1506),
5.81 4221956 CI7HZBOTIN 229.1066(20, C11H1708),
(1.57E5) ([M+NH4])
211.0959(17, C11H1504),
167.0701(20, CIH1103)
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243.0861(1.69E4; 100, C11H1506),
405.139 C17H250T! 211.0600(60, C11H1504),
(M+H]+)
167.0337(12, COH1103)
450.1969 405.1379(45), 243.0855(7.30E4; 100),
(2.94E5) O19HIZOTIN 211.0596(60), 167.0334(15)
563.1953(4.30E4; 100, C24H35015),
545.1849(7, C24H33014),
559 508.2336 C24H40016N 337.1119(45, C13H21010),
(7.55E4) ([M+NH4D) 319.1013(15, C13H1909), 227.0908(7,
C11H1508), 209.0802(25,
C11H1304), 181.0854(15, C10H1303)
423.0556(10,
C18H15012),
361.0766(20,
C14H17011),
343.0661(12,
C14H15010),
693 | 513.0873 (7.00E5) C21H21015 271.0453(1.0085;
100,  C11H1108),
241,0346(8,
C10H907),
211.0241(20,
C9HT08),
169.0136(25,
C7H505)
405.1389(3.95E6;100,
406.1703(25, C17H28010N), C17H25011:
24,1805 C17H30011IN 389.1436(15, C17H25010), C18H27013 [M-H]-),
597 ©.37E6) ([M+NH41) 227.0912(5.56E5; 100, C11H1505), | 597 | 451.1444 (5.43E6) (IM+HGOO0]-) 243.0869(20,
Morroniside 209.0809(2, C11H1304), 195.0650(10, Morroniside C11H1506),
C10H1104) 179.0555(15,
C6H1106)
373.1132(30,
C16H21010),
389,1430(8, C17H25010), 243.0868(9.93E3;
388.1589(10, C17H2609N), 100,  C1TH1506),
244.1171(5, C11H1805N), 225.0760(13,
227.0907(2.35E5; 100, C11H1505), C17H25011  ([M-H]-) | C11H1308),
406.1704 C17H28010N 405.1394
209.0802(10, C11H1304), Morroniside 179.0554(30,
195.0646(20, C10H1104), CEH1108),
183.0646(10, COH1104), 140.0701(2, 155.0344(20,
C7H1002N) C7H704),
141.0553(15,
C7H903)
411.1253(35), 385.1099(20),
383.1304(15), 341.0170(7),
313.0888(10), 273.0938(75),
4291357 C17H2E01 1Na 271.0782(60), 267.0833(1.82ES5; 100),
255.0833(25), 249.0727(15),
235.0571(17), 223.0573(13),
203,0523(15), 185.0417(30),
181.0467(20), 179.0311(15)
209.0807(30, C11H1304),
195.0651(5.53E5; 100, C10H1104),
183.0650(35, COH1104), 181.0494(15,
227.0911 C11H1505
C9HY04), 177.0545(7, G10HI0J),
167.0702(7, COH1103), 141.0545(12,
C7H903), 127.0388(5, C6H703)
522.1791(20), 505.1537(1.73E4; 100,
C21H29014), 487.1433(40,
C21H27013), 469.1330(15,
603 540.1926 C21H34015N C21H25012), 279.0702(50,
(8.47E4) ([M+NH4]) C21H25012), 261.0597(25,
C10H1308), 227.0908(80,
C11H15085), 209.0803(25,
C11H1304), 181.0855(10, C13H90)
426.1485(35, C18H27010Na),
6.4 441.1728 C19H30010Na 4111613012, C18H2809Na),
(1.23E5) (IM+Nal+)
279.1194(1.02E4; 100, C13H2005Na:
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B
-Gle), 259.0779(65, CYH1607Na),
247.0935(10, C12H1604Na),
203.0522(25, C6H1206Na),
201.0364(10, C6H1006Na)
405.1384(15), 391.2835(25),
257.1378(9.18E3; 100, C13H2105,
C19H34010N
436.2172 MH-Glc), 243.0858(15, C11H1506),
([M+NH4])
229.1066(80, C11H1705),
211.0962(20, C11H1504)
213.1119(9.71€4; 100, C11H1704:
681 392.1913 C17H3009N MH-Glc), 195.1013(5, C1tH1503),
’ (5.94E4) ([M+NH4]) 167.0700(5, C9H1103), 149.0231(8,
C8H503)
507.1694(60, C21H31014: [M+H]+), 487.1444(5.87E4;
489.1588(2.39E4; 100, C21H29013), 100, C21H27013),
524197 C21H34014N 471.1484(80, C21H27012), 389.1445(25,
6.87 6.83 | 505.1542 (1.38E6) C21H29014
(2.27E5) ([M+NH4]+) 457.1327(40, C20H25012), C17H25010),
453.1379(20, C21H25011), 227.0919(85,
209.0804(15, C11H1304) C11H1505: 389-Glc)
389.1443(25,
C17H25010:
C17H30010N
408.1865 229.1064(8.66E3; 100, C11H1705: [M+HCOO0]- [M-H]-),
6.89 ([M+NH4]+) 6.88 435.1494 (4.80E6)
(3.54E6) MH-Glc) Loganin 227.0819(1.74E4;
Loganin
100, C11H1505:
M-H-Glc)
211.0964(25, C11H1504),
197.0808(30, C10H1304),
193.0859(12, C11H1303),
179.0702(3.86E5; 100, C10H1103),
229.1071 C11H1705
161.0597(5, C10HS02), 151.0753(8,
C9H1102), 119.0338(15, C4H704),
109.0646(30, C7H90), 81.0696(8,
C6H9)
404.1913 359.1331(2.82E5; 100, C16H2309),
6.95 C18H3009N
(3.15E5) 197.0807(20, C10H1304: 359~Glc)
357.1177(4.65E4;
100, C16H2109:
[M~H]-),
195.0655(45,
C10H1104:
C16H2309 197.0808(2.08E5; 100, C10H1304: C17H23011
359.1333 M-H-Glc),
([M+H]+) -Gle), 179.0702(10, C10H1103), | 6.93 403.1235 (5.70E5) ([M+HCOO0]-)
(1.29E6) 179.0554(40,
Sweroside 127.0388(8, C6H703) Sweroside
C6H11086),
161.0450(13,
C6H905),
125.0241(35,
C6H503)
179.0701(2.65E5;, 100, C10H1103),
161.0596(10, C10H902), 151.0753(45,
197.0808 C10H1304 CYH1102), 137.0596(20, C8HI02),
127.0388(40, C6H703), 109.0646(30,
CTH90)
487.1438(80,
489.1588(10, C21H29013),
C21H27013),
345.1172(4.54E4; 100, C15H2109:
389.1440(25,
524.1977 C21H34014N MH-Glc), 327.1069(13, C15H1908), C21H29014
7.01 7 505.1548 (1.65E6) C17H25010),
(2.60ES) ([M+NH4]+) 211.0961(40, C11H1504), ((M-H1-)
227.0918(4.21E5;
193.0856(25, C11H1303), 179.0698(7,
100, C11H1505:
C10H1103)
389-Glc)
403.1593(12, C18H27010: MH-Gle),
105 582.2377 C24H40015N 211.0962(3.52E4; 100, C11H1504),
’ (8.97E4) ([M+NH4]D) 193.0856(50, C11H1303),
179.0700(20, C10H1103)
899 350.2173 C16H3207N
’ (5.91E4) ([M+NH4D
355.1727 C16H2807Na 203.0523(6.50E3; 100, C6H1206Na),
) ([M+Na]+) 193.1197(40, C10H1802Na: ~Glc)
560.1973 C24H34014N 381.1171(70, C18H2109: MH-Glc), C24H29014 379.1024(45,
9.15 9.16 | 541.1547 (5.50E6)
(7.27E5) (IM+NH4]+) 373.1485(20, C18H1908), 349.0913(8, (IM-H]-) C18H1809:  -Glc),
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C17H1708), 211.0962(2.47E4; 100, 347.0763(90,
C11H1504) C17H1508),
309.0608(15,
C14H1308),
277.0712(20,
G14H1306),
195.0657(10,
C10H1104),
169.0137(1.15E5;
100, G7H505)
193.0861(5, C11H1303), 179.0704(30,
211.0965 C11H1504 C10H1103), 151.0754(10, COH1102),
141.0547(1.48E5; 100, G7THIO3)
514.2059(8.97E4; 100, C27H3200N:
024 531,2328 C27H3500N2 [M+H]+), 369.1799(20, C21H2504N2:
(5.06E4) (IM+NH41+) -Gle),  352.1537(10, C21H2204N:
MH-Glc)
532.2026 C23H34013N
27 (3.74E4) ((M+NH4]+)
251.1753
C14H2302N2 233.1647(9.65E4; 100, C14H210N2)
(5.60E4)
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¥ 7 LC/MS T —Z (positive mode)

TIC
NIB-255 Pos
RT: 0.00 - 18.00
NL:
5 2.02E8
60 1.00 TIC MS
- 092 20140403_
507 1.01 Sanyaku_P
et L 127 os_01
e - 1.28
40~
c -
§ 305 1.30
27 1.31
s - 1.33
[0} - .
o 20; 135
| i 1.64
10; 1.80 ,34 343
1 wied Kl
0: m LI R R
0 14 16 18
Time (min)
NIB-401 Pos
RT: 0.00 - 18.00
NL:
60— 2.76E8
| TIC MS
55 20140403_
50— sanyaku_po
45— s_02
3
§ 40—
§ 35—
< 30—
O
2 25—
®©
220~
15—
10—
5_
0~ ]
0 18
Time (min)
NIB-456 Pos
RT: 0.00 - 18.00
0.86 NL:
1005 v6s] 8.93E7
ERS TIC MS
90 082 0,96 20140403_
80;; : sanyaku_po
3 s_03
© o
eE
2 502
o B
£ 405
I 1.35
© 303 '
E 6.09 6.10 6.12
203 1526 .45
10j 4 6.52

8.19

Time (min)
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NIB-566 Pos

RT: 0.00 - 18.00
NL:
y 1.30E8
o] 0,87§ 0.99 TIC MS
4 0.83] 20140403_
sanyaku_po
0.79 s 04
20" 1.01 -
e - 1.02
£ - .
C 40—
5 0: 1.03 134
© 30—
= 1
£ 7 1.36
@ .
20 1.39
: . 568
- 143 249 560 503 5.69
10° 60 425 523 6.12 8.47
| 7.86 851 10.14 11.41
. e 11.55 14.07 14.99
1524 1743
LR ﬂ@ﬁil!!mﬁ] (T EL LS T R e
10 12 14 16 18
Time (min)
NIB-567 Pos
RT: 0.00 - 18.00
NL:
1.59E8
60-: 054 TIC MS
. 1.00 20140403 _
: sanyaku_po
50; 1.01 s_05
8 - i 1.02
& 40— 1.03
8 .
S 1
a3 = 1.33
< 30—
230.., 11.34
i - 1.36
& 20~ 1.38
- 1.40
10- 144 249 558 460 463 11.56
o R ‘ 749 774 7.7 10.15 10.49 4“52 1278 1420 1473 1665 1743
o ﬂMhMMM@MMMMEMMWM mwmmmnmmmmmm RS -
0 8 10 14 16 18
Time (min)
NIB-568 Pos
RT: 0.00 - 18.00
0.94 NL:
100 ozl 0.95 8.21E7
90-  |0.95 TIC MS
2 0.86 20140403_
80- sanyaku_po
- 083 s 06
g 702
5 |
= 802 0.98
2 507 0.99
£ 40 1.00
g 40 .
& 30° 1.02 134
201 1.38 6.11
3 49 500 6.08 811 631
105 pant s abb bb i 700 968 SL0 984 .. 2 20
; i 14.20 1498 1534 17.42
0 mm i mmwmmﬂrmﬂ!ﬂﬂ Nmmmmrmmrmmm “ﬂﬂmml’[rﬂTrTWrﬂrmm%w
T R 7 T T ]
2

4 & 10 12 14 18 18
T:me (min)
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NIB-748 Pos

RT: 0.00 - 18.00

100—

0.81

0.82

90—
= |oss
80— |
702 0.96
GO; 0.98
E 0.99

101

1.03
1.36
1.38

Relative Abundance
wn
(o]
1

NL:

1.40E8

TIC MS
20140403_
sanyaku_po
s_07
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1.43 2.45 523 6.09 g43
' 2-62 5' 6.94 920 963 10.15 11.60 13,51 1498 1505 17.43
L ‘ I | Iﬁmmnﬂn‘mmmmrmmﬂ}mswmmmrrnﬁmWW
1 i 1 T T 5 T T T 1 i T i ’ H T T 1 T 1 T H i .
4 6 8 10 14 16 18
Time (min)



¥ ¥ 7 LC/MS T — X (negative mode)
TIC
NIB-255 Neg

RT: 0.00 - 18.00
o NL:
100~
< 095]0.98 e
: s TIC MS
£ 20140404 _
o Sanyaku_N
5 093101 4y =
g 702 [1.36
S 60 1.37
o .
S 7
2 50— 1.38
e J090f |139
= 40—
3 -osoft |14
@ 30~ o[ 17142
20-
;’ 10.50 11.57
10- 368 540 geg 705 851 1015 " ' 1177 1281 14.90 1523 17§°4
0 2 4 6 8 10 12 1 16
Time (min)
NIB-401 Neg
RT: 0.00 - 18.00
0.97 X
o " 3.55E7
o . TIC MS
- 0.94(0.99 20140404 _
" sanyaku_ne
E 1.36 =
g 70-
& ., 092f |1.37
o 60
2 00
3 5o° 1.38
2 50 .
g 209 l130
= 40— .90
5 1.41
04 30{ 0.89 1.42
20- 02 R 145
3 i 1.54
10° 183 369 513 660 7.07 700 1015 1047 4176 1344 1502 15‘|22 ! 17“‘!07
0;(@ ;f L ) ﬂg / : . 5: g TR 1 T ' l ¥ H | 1 l
0 2 4 6 8 10 12 " "
Time (min)
NIB-456 Neg
RT: 0.00 - 18.00
0 NL:
o 2.23E7
E 0.98 TIC MS
NE 20140404 _
80- 0.99 sanyaku_ne
: g_03
5 E
? 60~ 1.37
2 50 o] 7%
2 7001 1.41
=
% 402 088
T
o 30- 0.85 i Al 143
205 1.46 548
E 517 5.18 6.07 g.09
e 429 ‘ : 9.68
E 89 962 9.69
o 7.19 7.89 M7 aop 1387 1500 1521 1630
RE | L
1 18

Time (min)
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