Electronic Supplementary Material (ESI) for RSC Advances.
This journal is © The Royal Society of Chemistry 2018

Supplementary materials
Table 1 MS condition of UPLC/MS

MS condition ESI(+)(T3) ESI(-)(T3) ESI(+)(Hilic)
capillary voltage 3.0kV 2.5kV 3.0kV
Sampling cone 30.0kV 35.0kV 20.0 kV
Extraction cone 4.0 kV 4.0kV 4.0kV
Source temp. 100°C 110°C 100°C
Desolvation temp. 400°C 450°C 400°C
Cone gas 30.0 L/h 20.0 L/h 45.0 L/h
Desolvation gas 800.0 L/h 800.0 L/h 800.0 L/h
Collision energy 6.0V 6.0V 6.0V
Mass range 50-1500 Da 50-1500Da 50-1500 Da
Scan rate 0.2 sec 0.2 sec 0.2 sec




MSE centroid

Data collection

LockSprayTM

MSE centroid

MSE centroid

with lock mass applied with lock mass applied with lock mass applied

556.2771 m/z

554.2615 m/z

556.2771 m/z

Table 2 The total compounds identified in GG and LXSS

. . . 13-year- 15-year- 20-year-
NO R.T.(mi /2 Ion mode Elemel‘lt'al Identification GG XSS XSS XSS VI
n) composition results group P
group group group

203.05 0.39+0.0384 0.24+0.0186 0.19+0.0284 1.0

1 3.47 37 [M+Na]* CeH1106Na Fructose 0.75+0.1602 o % A A As 3
179.05 ) 1.77+£0.1260 1.83+0.0633 2.47+0.2901 1.1

2 0.77 5) [M-H] CsH 1,04 Myo-Inositol 1.44+0.1081 o o x A A 5

11.95+£0.558 11.58+2.131
365.10 16.42+2.749 1.0
3 5.35 [M+Na]+ C12H22011Na Maltose 19.07£3.3072 1 2

59 7 A A A A 2
343.12 o 0.49+0.1047 1.45+0.1210 1.5

4 5.78 47 [M+H]* C2H2,0q4 Melibiose 0.30+0.0836  0.38+0.0836 5 A 5 A A 2
343.12 5.02+0.1675 4.70+0.2719 2.41+0.1149 1.1

5 5.15 19 [M+H]* C2H2,0q4 Sucrose 7.64+0.8627 o o x A A 6
665.21 1.76+0.2140 0.62+0.1663 1.0

6 0.90 75 [M-H] C4H4, 094 Stachyose 0.67+0.1984 0.86+0.0744 5 A A 6

193. . 1.11+0.2 1.
7 0.82 9:303 [M-H] CsHoO4 Glucuronic acid 0.86+0.1618 g 077 1.06+0.1715 1.03+0.0866 43
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10.79£1.6216

11.27+0.6161
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* 3k
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2
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0.91+0.1820

Hox

11.10+0.433
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147.04 2.60+0.1680 3.40+0.2827 1.4

41 3.95 13 [M+H]* CyH0O, Coumarin 2.39+0.3046  2.23+0.0852 R 54 A :
169.08 .. ) 8.21+0.8379 9.70+£1.1400 32.99+5.642- 1.1

42 10.01 61 [M-H,OJ CoH,;s0s  Nonanedioic acid 1.79+0.2616 o ok A A 5
279.23 ) ) . 215.53£10.587 141.28+8.685 309.71+9.273 1.1

43 16.39 7 [M-HJ Ci3H3,0, Linoleic acid 272.83+13.177 o RN 5 A A 0
271.22 2-Hydroxy 86.50+£2.190¢ 94.16+3.804> 145.65+£3.117 1.0

. -HJ 9l1=x6.

44 16.19 76 [M-H] C6H3,05 hexadecanoic acid 122.91+6.286¢ x A A o p A 9
162.07 ) ) 0.77£0.0928 0.83+0.1086 2.76+0.5879 1.2

45 5.49 64 [M+H]* CeH;1NO;  2-Aminoadipate 0.21£0.0476 . ok A A 9
195.10 1.84+0.1113 1.3

46 6.90 20 [M+H]* C;1Hi40;  Methoxyeugenol 2.27+0.4868 2.45+0.1419 2.42+0.2681 r A A )

*p<0.05, **p<0.01 compared to GG group.
Ap <0.05, 44p<0.01 compared to 13-year-LXSS group.
#p<0.05, #p<0.01 compared to 15-year-LXSS group.



Table 3 Information of 34 standards compounds

Mean Theoretical
NO. R.T.(min Ion mode m/z measured exact Mass Fragments Elemer‘lt‘a 1 Identification results
) accuracy(ppm) composition
mass(Da)  mass(Da)

1 3.47 [M+Na]* 203.0537  203.0537  203.0532 2.5 CeH;1O¢Na CeH 1106 Fructose

2 0.77 [M-H] 179.0552  179.0552  179.0556 2.2 CeHoOs CeH 1206 Myo-Inositol
3 5.35 [M+Na]* 365.1059  365.1059  365.1060 0.3 C1oH,04y CrbeOnt Maltose

a

4 5.78 [M+H]* 343.1247  343.1247  343.1240 2.0 - C2H2,0q4 Melibiose

5 5.15 [M+H]* 343.1239  343.1239  343.1240 0.3 - Ci,H20q4 Sucrose

6 0.90 [M-H] 665.2125  665.2125  665.2140 23 - Cp4H4,054 Stachyose

7 0.82 [M-H] 193.0343  193.0343  193.0348 2.6 CeH706 CeHoO7 Glucuronic acid
8 0.89 [M-H] 503.1605 503.1605  503.1612 1.4 - CigH3,016 Raffinose

9 0.89 [M-H] 133.0135 133.0135  133.0137 1.5 C4H404 C4H¢Os Malic acid
10 2.07 [M-H] 115.0020  115.0020  115.0031 9.6 - C4H404 Fumaric acid
11 1.80 [M-H] 191.0191 191.0191  191.0192 0.5 CsH30; CeHsO7 Citric acid
12 2.39 [M-H] 117.0184 117.0184  117.0188 34 C;H;50, C4HgOy4 Succinic acid
13 4.16 [M+H]* 205.0931 205.0931  205.0977 223 Ci1H1oNO,  C1H2N,0, Tryptophan
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104.0747

128.0344
175.0351
118.0866
116.0711
147.1131
88.0393
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823.4811
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0.7
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0.5
0.9

1.1

0.8

C4H702

C4H4NO
CsHsN,04
C4HoN
C4HgN
CsH12NO;
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CyoH71013
Cy2H71013

C4H7,014Na
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C4H;oNO,

CsH7NO;

CsH7N,05
CsH3NO,
CsH;1NO,
CeH14N20
C;H/NO,
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CsoH 100027
Cs4H92003

Cs3HooO22
CasHg2O15
CasHgO15
CsoH72014
CyoH72014

CyoH7,014

C43H73015

Gamma-Aminobutyric
acid
Pyroglutamic acid
Dencichine
Valine
Proline
Lysine
Alanine
Aspartic acid
Ginsenoside Ra;
Ginsenoside Rb;
Ginsenoside Rc
Ginsenoside Rd
Ginsenoside Re

Ginsenoside Rf

Ginsenoside Rg;

Pseudo-ginsenoside
Fui

Ginsenoside 20(S)Rg3



31 10.20 [M-HCOOH]- 683.4367 683.4367  683.4370 04 C36Hg209 C37Hg4011 Ginsenoside Rh;
32 11.21 [M-HCOOH]- 683.4371 683.4371  683.4370 0.1 - C37Hg3011 Ginsenoside 20(S)F,
33 15.50 [M-HCOOH]- 667.4421 667.4421  667.4421 0.0 - C33Hg2012 Ginsenoside Rh,
34 9.61 [M-H]' 769.4742 769.4742 769.4738 0.5 C36H6109 C41H69013 Ginsenoside F3
Table 4 Molecular structure of ginsenosides
OH OR; 3
NO Protopanaxadiol-type ginsenosides
OR;
Ginsenosides R R,

1 Ginsenoside Raj -Gle2-1Gle Glc6-1Glc3-1Xyl

2 Ginsenoside Rb; -Glc2-1Glce -Glc6-1Glce

3 Ginsenoside Rc -Glc2-1Gle -Glc6-1Ara(f)

4 Ginsenoside Rd -Glc2-1Glce -Glc
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Ginsenoside 20(S)-Rg;

Ginsenoside Rh,

Protopanaxatriol-type ginsenosides
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Ginsenoside Re
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Ginsenoside Rg;
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Ry
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-H
-Gle

-H

-Glc
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T(-) (PLS-DA): Validate Model
$M2 DA(QC) Intercepts: R2=(0.0_ 0.213), Q2=(0.0, -0.458)
4
14 -l".'.
hER @ e =
.u""' = ,f"'.
0.6 ' o) S ‘__.""
- o s "’,pﬂr
0.4 - -
4-"'".-: . - *"
0.2 1 ' . "",ﬂ-
@ P
: B ‘,p*"" -
.-
0.2 -~
P | 5
D41 | I -
-06 T T T T T T T T T -
-0.2 0 0.2 0.4 0.6 0.8 1
20 permutations 4 components
Figure 5
hilic{+) (PL5-DA): Validate Model
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