Table S1 M S fragmentation pathways for representative compounds of CMD in UPLC-Q/TOF-M S analysis

SCIEX)
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4:55:13 PM

M S fragmentation pathways for different chemical constituents of CMD in positiveion mode

Y8204 (+)-Arginine

Fit

Retention Time: 1.14 minutes
Precursor m/z: 175.1190
(%) 100.0% RFit (%) 98.1%

Exp RT: 1.12 minutes
Analyte Name:
FE2BH_(+)-Arginine
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SCIEX)

BB Trigonelline

0S 131

4:55:13 PM

Retention Time: 1.21 minutes

Precursor m/z: 138.0550
Fit (%) 99.8%

RFit (%) 99.0%

Exp RT: 1.20 minutes

Analyte Name:

AR Trigonelline

Collision Energy =35+ 15 eV
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SCIEX)

fEEE: Proline

0S 131

4:55:13 PM

Retention Time: 1.24 minutes
Precursor m/z: 116.0706

Exp RT: 1.22 minutes
Analyte Name:
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Fit (%) 98.5% RFit (%) 100.0% FREES Proline
Callision Energy = 35+ 15 eV
12e5 . 0
1.239 z ~@® Spectrum from Chuan mai dong POS wiff2 (sam...m 1.248 min Precursor: 116.1Da, +1, CE:35
[7p) @ Library Spectrum: filf &E£ Proline (609-36-9) , CE=40+20
11e5 s 100%
70.0855
> —
1.0e5 5 g s0%
= @ 30383 68.0500
o = . 430548 | [70.0340
9.0e4 3 = ® '
- B
= 5
= -50%
8.0e4 '8 = §
S
5 -100%
7.0e4d o8 30 40 50 60 70 80 90 100 110 120 130
o Mass/Charge, Da
g <
7]
S 6.0ed
=
5084 %)
~ @ Spectrum from Chuan mai dong POS wiff2 (sam___POS, Experiment 1, from 1.232to 1.258 min
@
[CEBHONO2+H]+
4084 100%
E 116.0707
= 80%
3.0e4 T 2 ’
8 2 60%
< 5
2.0e4 =
ol = 40%
- 2
1.0e4 E 20%
e -8 = ” 118.0864
= .
0% i
0.0e0 g © 115 116 117 118 119
o
<

Time, min

Created with SCIEX

Printed:1/11/2021

Page 3 of 132



SCIEX)

A& Glutamic acid

0S 131

4:55:13 PM

Retention Time: 1.30 minutes
Precursor m/z : 148.0604
Fit (%) 100.0% RFit (%) 92.0%

Exp RT: 1.16 minutes
Analyte Name:
A58 Glutamic acid

Callision Energy = 35+ 15 eV
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SCIEX)

&R Betaine

0S 131

4:55:13 PM

Retention Time: 1.19 minutes
Precursor m/z: 118.0863
Fit (%) 100.0% RFit (%) 96.6%

Exp RT: 1.16 minutes
Analyte Name:
FH5EH Betaine

Callision Energy = 35+ 15 eV

3.2e4
3.0e4
28e4
2.6e4
24e4
22e4
2.0e4
1.8e4

Intensity

1.6e4

T4ed

1.2e4
1.0e4
8.0e3
6.0e3

4.0e3

2.0e3

% Intensity (of 5.5e4)
(=]

@ Library Spectrum: $HZE4 Betaine (107-43-7) , CE=35+15
100%
58.0654
50% 58.0735

44,0463 60.1869
% Ll L)

-'@ Spectrum from Chuan mai dong POS .wiff2 (sam...m 1.182min Precursor: 118.1Da, +1,CE:35

118.0852

30 40 50 60 70 80 90 100
Mass/Charge, Da

110 120 130

PV WY LR VPN

0.0e0

02 04 06 08 10 °"%2

Time, min

16

18

20 22 24 26

Acquired / Theoretical MS | Acquired/Library MSM S

% Intensity (of 20417.8)

100%
116.0707

80%

20% 118.0863

0% L 1 L

~ @ Spectrum from Chuan mai dong POS wiff2 (sam___POS, Experiment 1, from 1.219to 1.245 min
@ [C5H11INO2+H}+

116 117 118 119 120
Mass/Charge, Da

121

122

Created with SCIEX

Printed:1/11/2021

Page 5 of 132



)
Created with SCIEX
"SC 1EX: 0S13.1
Printed:1/11/2021

4:55:13 PM

1R Nicotinic acid

Retention Time: 1.71 minutes
Precursor m/z: 124.0393
Fit (%) 97.2% RFit (%) 99.9%

Exp RT: 1.73 minutes
Analyte Name:
&% Nicotinic acid

Callision Energy = 35+ 15 eV
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SCIEX)

1R Nicotinamide

0S 131

4:55:13 PM

Retention Time: 1.79 minutes
Precursor m/z : 123.0553
Fit (%) 99.7% RFit (%) 98.8%

Exp RT: 1.81 minutes

Analyte Name:

YRIHE Nicotinamide

Callision Energy = 35+ 15 eV
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SCIEX)

IEF Adenosine

0S 131

4:55:13 PM

Retention Time: 2.36 minutes
Precursor m/z : 268.1040
Fit (%) 98.0% RFit (%) 100.0%

Exp RT: 2.42 minutes
Analyte Name:
& Adenosine

Callision Energy = 35+ 15 eV
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HESR Cordycepin

SCIEX)

0S 131

4:55:13 PM

Retention Time: 2.42 minutes

Fit (%) 98.5%

Precursor m/z : 252.1091

RFit (%) 100.0%

Exp RT: 2.42 minutes

Analyte Name:

HE=: Cordycepin
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SCIEX)

HfGuanosine

0S 131

4:55:13 PM

Retention Time: 2.46 minutes
Precursor m/z : 284.0989
Fit (%) 99.1% RFit (%) 100.0%

Exp RT: 2.56 minutes
Analyte Name:
2 Guanosine

Callision Energy = 35+ 15 eV
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SCIEX)

APEE Phenpr obamate

0S 131

4:55:13 PM

Retention Time: 3.17 minutes

Precursor m/z: 166.0863
Fit (%) 99.7%

RFit (%) 100.0%

Exp RT: 3.31 minutes
Analyte Name:
AAEEE Phenprobamate

Callision Energy = 35+ 15 eV
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SCIEX)

PR Cinnamic acid

0S 131

4:55:13 PM

Retention Time: 3.18 minutes
Precursor m/z : 149.0597
Fit (%) 96.8% RFit (%) 91.9%

Exp RT: 3.31 minutes
Analyte Name:
P Cinnamic acid

Callision Energy = 35+ 15 eV
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SCIEX)

YRR 4-Hydr oxybenzoic acid

0S 131

4:55:13 PM

Retention Time: 4.73 minutes
Precursor m/z: 139.0390
Fit (%) 76.9% RFit (%) 98.6%

Exp RT: 4.81 minutes
Analyte Name:

N PESRES 4-Hydroxybenzoic acid

Callision Energy = 35+ 15 eV
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SCIEX)

7 F Esculetin

0S 131

4:55:13 PM

Retention Time: 5.13 minutes
Precursor m/z: 179.0339
Fit (%) 93.9% RFit (%) 100.0%

Exp RT: 5.32 minutes
Analyte Name:

ZZZF Esculetin

Callision Energy = 35+ 15 eV
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SCIEX)

X Hyperin

0S 131

4:55:13 PM

Retention Time: 6.50 minutes

Precursor m/z : 465.1028

Fit (%) 100.0%  RFit (%) 100.0%

Exp RT: 6.50 minutes
Analyte Name:
S//WkEr Hyperin

Collision Energy = 35 £ 15 eV
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T&EZESyringaldehyde

Retention Time: 6.56 minutes Exp RT: 6.56 minutes
Precursor m/z : 183.0652 Analyte Name:
Fit (%) 96.7% RFit (%) 97.1% T&fs Syringaldehyde
Collision Energy = 35 £ 15 eV
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AEERE Luteoloside

SCIEX)

0S 131

4:55:13 PM

Retention Time: 6.67 minutes

Fit (%) 100.0%

Precursor m/z : 449.1078
RFit (%) 100.0%

Exp RT: 6.91 minutes
Analyte Name:

AEEEEE Luteoloside

Collision Energy = 35 £ 15 eV
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-4 Spectrum from Chuan mai dong POS .wiff2 (sam...m 6.686 min Precursor: 449.1Da, +1, CE:35
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SCIEX)

S0 1soferulic acid

0S 131

4:55:13 PM

Retention Time: 6.74 minutes
Precursor m/z : 195.0652
Fit (%) 99.2% RFit (%) 100.0%

Exp RT: 6.75 minutes
Analyte Name:
Sl 1soferulic acid

Collision Energy = 35 £ 15 eV
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SCIEX)

SRR Narirutin

0S 131

4:55:13 PM

Retention Time: 7.08 minutes
Precursor m/z: 581.1865
Fit (%) 93.9% RFit (%) 99.7%

Exp RT: 7.10 minutes
Analyte Name:
ZAHHRZE Narirutin

Callision Energy = 35+ 15 eV
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-4 Spectrum from Chuan mai dong POS wiff2 (sam...m 7.081 min Precursor: 581.2Da, +1, CE:35
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SCIEX)

FHERET Neohesperidin

0S 131

4:55:13 PM

Retention Time: 7.50 minutes
Precursor m/z : 611.1970

Fit (%) 96.7%

RFit (%) 91.7%

Exp RT: 7.48 minutes
Analyte Name:
WER7E Neohesperidin

Collision Energy = 35 £ 15 eV
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-4 Spectrum from Chuan mai dong POS wiff2 (sam...m 7.489 min Precursor: 611.2Da, +1, CE:35
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SCIEX)

1BRFEr Tiliroside

0S 131

4:55:13 PM

Retention Time: 8.91 minutes
Precursor m/z : 595.1446

Fit (%) 100.0%

RFit (%) 99.6%

Exp RT: 8.90 minutes
Analyte Name:
1847 Tiliroside

Callision Energy = 35+ 15 eV
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-4 Spectrum from Chuan mai dong POS .wiff2 (sam...m 8.912min Precursor: 595.1Da, +1, CE:35
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EEREE Calycosin-7-O-glucoside

Intensity

Retention Time: 9.42 minutes Exp RT: 9.42 minutes
Precursor m/z : 447.1286 Analyte Name:
. . . - . .
Fit (%) 98.2% RFit (%) 100.0% ERFEE Calycosin-7-O-glucoside
Callision Energy = 35+ 15 eV
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SCIEX)

JIFEEEENobiletin

0S 131

4:55:13 PM

Retention Time: 12.77 minutes
Precursor m/z : 403.1387
Fit (%) 88.7% RFit (%) 97.0%

Exp RT: 12.77 minutes
Analyte Name:
)22 Nobiletin

Collision Energy = 35 £ 15 eV

Intensity
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SCIEX)

ERELFD' Ophiopogonin D'

0S 131

4:55:13 PM

Retention Time: 14.83 minutes
Precursor m/z : 855.4737
Fit (%) 94.1% RFit (%) 99.9%

Exp RT: 14.84 minutes
Analyte Name:
FXZEE D' Ophiopogonin D'

Collision Energy = 35 £ 15 eV
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SCIEX)

ERIEEotRuscogenin

0S 131

4:55:13 PM

Retention Time: 14.85 minutes
Precursor m/z : 431.3156
Fit (%) 99.9% RFit (%) 91.8%

Exp RT: 14.85 minutes
Analyte Name:

EHRIEEoT Ruscogenin

Collision Energy = 35 £ 15 eV
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SCIEX)

0S 131

4:55:13 PM

M S fragmentation pathways for different chemical constituents of CMD in negativeion mode

ASEEHIstidine

Retention Time: 1.09 minutes
Precursor m/z : 154.0622
Fit (%) 93.0% RFit (%) 89.5%

Exp RT: 1.09 minutes
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¢H&0# Histidine
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SCIEX)

5208 (+)-Arginine

0S 131

4:55:13 PM

Retention Time: 1.10 minutes
Precursor m/z: 173.1044
Fit (%) 100.0% RFit (%) 94.9%

Exp RT: 1.09 minutes

Analyte Name:

FE2EH_(+)-Arginine

Callision Energy = 35+ 15 eV
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@ [C6H14N402-H]-
100%
173.1044

80%

% Intensity (of 11855.2)
Py
S

0%l i . .
171 172 173 174 175 176 177
Mass/Charge, Da

Created with SCIEX

Printed:1/11/2021

Page 27 of 132



SCIEX)

A& Glutamic acid

0S 131

4:55:13 PM

Retention Time: 1.14 minutes
Precursor m/z : 146.0459
Fit (%) 98.4% RFit (%) 99.2%

Exp RT: 1.15 minutes
Analyte Name:
A58 Glutamic acid
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-4 Spectrum from Chuan mai dong NEG.wiff2 (sam... 1.141 min Precursor: 146.0 Da, +1, CE:-35
@ Library Spectrum: 25 &£ Glutamic acid (56-86-0) , CE=-40+20
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 1.164to 1.190 min
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D-H&#ED-(+)-M annose

Retention Time: 1.22 minutes Exp RT: 1.21 minutes
Precursor m/z: 179.0561 Analyte Name:
Fit (%) 97.5% RFit (%) 97.1% D-HEHED-(+)-Mannose
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SCIEX)

L -ZEEES L -Malic acid

0S 131

4:55:13 PM

Retention Time: 1.38 minutes
Precursor m/z: 133.0142

Fit (%) 96.3%

RFit (%) 87.5%

Exp RT: 1.34 minutes
Analyte Name:
L-ZEEEE ] -Malic acid

Callision Energy = 35+ 15 eV
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-4 Spectrum from Chuan mai dong NEG.wiff2 (sam... 1.324 min Precursor: 133.0 Da, +1, CE:-35
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 1.388to 1.414 min
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SCIEX)

PSR Citric acid

0S 131

4:55:13 PM

Retention Time: 1.90 minutes
Precursor m/z: 191.0197
Fit (%) 99.3% RFit (%) 99.6%

Exp RT: 1.94 minutes
Analyte Name:

F58& Citric acid

Callision Energy = 35+ 15 eV
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@ Library Spectrum: #+#5E£ Cilric acid (77-92-9) , CE=-40+20
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 1.877to 1.903 min
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SCIEX)

IEEERES Succinic acid

0S 131

4:55:13 PM

Retention Time: 2.29 minutes
Precursor m/z: 117.0193
Fit (%) 99.1% RFit (%) 95.4%

Exp RT: 2.30 minutes
Analyte Name:
IFHEL Succinic acid

Callision Energy = 35+ 15 eV
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-4 Spectrum from Chuan mai dong NEG.wiff2 (sam... 2.311 min Precursor: 117.0Da, +1, CE:-35

@ Library Spectrum: ¥FIHEL Succinic acid (110-15-6) , CE=-40+20
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 2.278to 2.305 min
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SE&fEL eucine

SCIEX)

0S 131

4:55:13 PM

Fit (%) 100.0%

Retention Time: 2.47 minutes
Precursor m/z: 130.0874

RFit (%) 100.0%

Exp RT: 2.47 minutes
Analyte Name:
S04 Leucine

Callision Energy = 35+ 15 eV
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SCIEX)

HfGuanosine

0S 131

4:55:13 PM

Retention Time: 2.47 minutes
Precursor m/z : 282.0844
Fit (%) 99.2% RFit (%) 100.0%

Exp RT: 2.48 minutes

Analyte Name:
2 Guanosine

Callision Energy = 35+ 15 eV

Time, min
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N
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SCIEX)

EBFHEGallic acid

0S 131

4:55:13 PM

Retention Time: 2.65 minutes
Precursor m/z: 169.0142
Fit (%) 90.6% RFit (%) 100.0%

Exp RT: 2.66 minutes

Analyte Name:
SRBFEE Gallic acid

Callision Energy = 35+ 15 eV
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SCIEX)

APEE Phenpr obamate

0S 131

4:55:13 PM

Retention Time: 3.18 minutes
Precursor m/z: 164.0717
Fit (%) 97.9% RFit (%) 98.0%

Exp RT: 3.18 minutes
Analyte Name:
AAEEE Phenprobamate

Callision Energy = 35+ 15 eV
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SCIEX)

FEF anillic acid

0S 131

4:55:13 PM

Retention Time: 3.37 minutes
Precursor m/z: 167.0350
Fit (%) 71.6% RFit (%) 100.0%

Exp RT: 3.37 minutes
Analyte Name:

FEEFLV anillic acid

Callision Energy = 35+ 15 eV
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SCIEX)

EEFERL - Tryptophan

0S 131

4:55:13 PM

Retention Time: 4.16 minutes
Precursor m/z: 203.0826
Fit (%) 96.7% RFit (%) 100.0%

Exp RT: 4.16 minutes
Analyte Name:
EEELL-Tryptophan

Callision Energy = 35+ 15 eV
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 4.144to 4.171 min
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"Sc IEx) 0S 131

4:55:13 PM

YRR 4-Hydr oxybenzoic acid

Intensity

Retention Time: 4.63 minutes Exp RT: 4.63 minutes
Precursor m/z : 137.0244 Analyte Name:
Fit (%) 100.0% RFit (%) 100.0% YHEERERS 4-Hy droxybenzoic acid
Callision Energy = 35+ 15 eV
n
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SCIEX)

ReHEER (5-MBMHEETEY 4-O-Caffeoyl Quinic acid

0S 131

4:55:13 PM

Fit (%) 98.3%

Retention Time: 4.80 minutes

Precursor m/z : 353.0878

RFit (%) 99.3%

acid

Exp RT: 4.80 minutes
Analyte Name:

L AR (5-MIMHTEZETES 4-O-Caffeoyl Quinic

Collision Energy =35+ 15 eV
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- @ Specirum from Chuan mai dong NEG.wiff2 (sam_..NEG, Experiment 1, from 4.789to 4.816 min
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SCIEX)

7 F Esculetin

0S 131

4:55:13 PM

Retention Time: 5.13 minutes
Precursor m/z: 177.0193
Fit (%) 96.9% RFit (%) 99.4%

Exp RT: 5.14 minutes
Analyte Name:
FEZF Esculetin

Callision Energy = 35+ 15 eV
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-4 Spectrum from Chuan mai dong NEG.wiff2 (sam... 5.134 min Precursor: 177.0Da, +1, CE:-35
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 5.117to 5.144 min
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MIEkEL Caffeic acid

Intensity

Retention Time: 5.21 minutes Exp RT: 5.21 minutes
Precursor m/z: 179.0350 Analyte Name:
Fit (%) 82.6% RFit (%) 100.0% ML Caffeic acid
Callision Energy = 35+ 15 eV
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FEFS Shikimic acid

Intensity

Retention Time: 5.49 minutes Exp RT: 5.49 minutes
Precursor m/z : 173.0455 Analyte Name:
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SCIEX)

MR Ellagic Acid

0S 131

4:55:13 PM

Retention Time: 6.35 minutes
Precursor m/z : 300.9990

Fit (%) 100.0%

RFit (%) 87.8%

Exp RT: 6.35 minutes
Analyte Name:

Mt Ellagic Acid

Callision Energy = 35+ 15 eV
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SCIEX)

A Hyperin

0S 131

4:55:13 PM

Retention Time: 6.51 minutes
Precursor m/z : 463.0882
Fit (%) 99.4% RFit (%) 99.9%

Exp RT: 6.50 minutes
Analyte Name:
S/ Hyperin

Callision Energy = 35+ 15 eV
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~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam... 6.508 min Precursor: 463.1Da, +1, CE:-35
@ Library Spectrum: & Z#LE Hyperin (482-36-0) , CE=-40+20
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SCIEX)

SRR Narirutin

0S 131

4:55:13 PM

Retention Time: 7.08 minutes
Precursor m/z: 579.1719
Fit (%) 93.2% RFit (%) 99.9%

Exp RT: 7.08 minutes
Analyte Name:

ZAHETE Narirutin

Callision Energy = 35+ 15 eV
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 7.059to 7.086 min
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SCIEX)

&R Neohesperidin

0S 131

4:55:13 PM

Retention Time: 7.50 minutes
Precursor m/z: 609.1825
Fit (%) 97.7% RFit (%) 97.3%

Exp RT: 7.49 minutes
Analyte Name:

FWERZEr Neohesperidin

Callision Energy = 35+ 15 eV
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~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam... 7.514 min Precursor: 609.2 Da, +1, CE:-35
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___NEG, Experiment 1, from 7.482to 7.508 min
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1BRFEr Tiliroside

Intensity

Retention Time: 8.92 minutes Exp RT: 8.93 minutes
Precursor m/z : 593.1301 Analyte Name:
Fit (%) 90.1%  RFit (%) 100.0% HEFEF Tiliroside
Callision Energy = 35+ 15 eV
N (%))
5500 8.915 z -4 Spectrum from Chuan mai dong NEG.wiff2 (sam... 8.924 min Precursor: 593.1Da, +1, CE:-35
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EEHETFE Calycosin-7-o0-glucoside

SCIEX)

0S 131

4:55:13 PM

Fit (%) 100.0%

Retention Time: 9.43 minutes
Precursor m/z: 491.1195
RFit (%) 95.2%

Exp RT: 9.42 minutes
Analyte Name:
ELEFEFE Calycosin-7-o-glucoside
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— 4 Spectrum from Chuan mai dong NEG wiff2 (sam_.. 9.426 min Precursor: 401.1Da, +1, CE:-35
@ Library Spectrum: EEREFIH Calycosin-7-0-glucoside +HCOOH (20633-67-4) , CE=-40£20
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- @ Specirum from Chuan mai dong NEG.wiff2 (sam_..NEG, Experiment 1, from 9.407to 9.433 min
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SCIEX)

SRR Gracillin

0S 131

4:55:13 PM

Retention Time: 10.78 minutes
Precursor m/z : 929.4752
Fit (%) 95.7% RFit (%) 96.9%

Exp RT: 10.77 minutes
Analyte Name:

LTSS Gracillin_ +HCOOH

Callision Energy = 35+ 15 eV
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~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...10.777 min Precursor: 929.5 Da,+1, CE: -35
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58 L BB C Liriope muscari baily saponins C

SCIEX)

0S 131

4:55:13 PM

Retention Time: 13.46 minutes
Precursor m/z : 869.4540
Fit (%) 99.4% RFit (%) 98.4%

Exp RT: 13.50 minutes
Analyte Name:

5| BREE C Liriope muscari baily saponins

Collision Energy =35+ 15eV

Intensity
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- @ Specirum from Chuan mai dong NEG.wiff2 (sam...G, Experiment 1, from 13.49510 13.521 min
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FREEAEHA M ethylophiopogonone A

Intensity

Retention Time: 14.71 minutes Exp RT: 14.71 minutes
Precursor m/z : 339.0874 Analyte Name:
Fit (%) 98.7% RFit (%) 97.9% FRERASSAIA Methylophiopogonone A
Callision Energy = 35+ 15 eV
~ (%))
14.706 z ~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...14.706 min Precursor: 339.1 Da,+1, CE: -35
1.3e5 [7p) @ Library Spectrum: BB EZE5- 5 25 FJA Methylophiopogonone A (74805-90-6) , CE=-40%20
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SCIEX)

EAREE D Ophiopogonin D

0S 131

4:55:13 PM

Retention Time: 14.83 minutes
Precursor m/z : 899.4646
Fit (%) 100.0% RFit (%) 84.1%

Exp RT: 14.83 minutes
Analyte Name:
FEXEED Ophiopogonin D +HCOOH

Callision Energy = 35+ 15 eV

Intensity
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~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...14.816 min Precursor: 899.5 Da,+1, CE: -35
@ Library Spectrum: 22452 D Ophiopogonin D +HCOOH (945619-74-9) , GE=-40+20
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___G, Experiment 1, from 14 84810 14.874 min
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SCIEX)

0S 131

4:55:13 PM

FFEER S ERaB M ethylophiopogonanone B

Retention Time: 14.99 minutes
Precursor m/z : 327.1238
RFit (%) 99.9%

Fit (%) 90.0%

Exp RT: 14.98 minutes

Analyte Name:

FREEER—S=a4i:B Methylophiopogonanone
B

Collision Energy =35+ 15 eV

0
— @ Spectrum from Chuan mai dongNEG wiff2 (sam__14 985 min Precursor: 327 1 Da,+1,CE:-35
14.985 p g N
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ILEEREEB Liriopesides B

SCIEX)

0S 131

4:55:13 PM

Retention Time: 15.12 minutes
Precursor m/z: 767.4223

Fit (%) 95.3%  RFit (%) 100.0%

Exp RT: 15.12 minutes
Analyte Name:

ILEEREEB Liriopesides B +HCOOH

Callision Energy = 35+ 15 eV

Intensity
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~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...15.120 min Precursor: 767.4 Da,+1,CE: -35

@ Library Spectrum: LIZZ%- 2% B Liriopesides B +HCOOH (182284-68-0) , CE=-40+20

100%
7214163
&
% 0% 890235
2
7224183
5 0% | 1450508 ao54sse | 4817373 5753584 7214004
= 1 ,
z
z
5
= 50%
=
-100%
. 100 200 300 460 500 600 700 800

Mass/Charge, Da

14.0

145

159 T
Time, min

155

16.0

16.5

Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___G, Experiment 1, from 15.11210 15.139 min
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SCIEX)

ZHEB Gingerglycolipid B

0S 131

4:55:13 PM

Retention Time: 15.20 minutes
Precursor m/z : 723.3809

Fit (%) 98.3%

RFit (%) 100.0%

Exp RT: 15.21 minutes
Analyte Name:
ZHHEB Gingerglycolipid B+HCOOH

Callision Energy = 35+ 15 eV

Intensity

1700
1600
1500
1400
1300
1200
1100
1000
900
800
700
600
500
400
300
200

15.205

M\l !

A

100 ﬂ
0
14.0 145

150 *F¥¥ 55
Time, min

16.0

16.5

~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...15.197 min Precursor: 723.4 Da,+1,CE: -35
@ Library Spectrum: Z1E[EB Gingerglycolipid B +HCOOH (88168-00-5) , CE=-40+20
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___G, Experiment 1, from 15.19210 15.219 min
@ [C33H58014. HCOOH-H}-
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SCIEX)

Fl=%38 Cor osolic acid

0S 131

4:55:13 PM

Retention Time: 15.55 minutes

Exp RT: 15.55 minutes

Precursor m/z : 471.3480 Analyte Name:
Fit (%) 100.0% RFit (%) 100.0% FEZFEE Corosolic acid
Callision Energy = 35+ 15 eV
n
15.547 z ~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...15.568 min Precursor: 471.3 Da,+1, CE: -35
@ Library Spectrum: £} ZZ&#2 Corosolic acid (4547-24-4) , CE=-40+20
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SCIEX)

&5 C Ophiopogonanone C

0S 131

4:55:13 PM

Retention Time: 15.72 minutes
Precursor m/z : 355.0823
Fit (%) 93.1% RFit (%) 99.0%

Exp RT: 15.72 minutes

Analyte Name:

FZE5 C Ophiopogonanone C

Callision Energy = 35+ 15 eV
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~'@ Spectrum from Chuan mai dong NEG.wiff2 (sam...15.726 min Precursor: 355.1 Da,+1, CE: -35
@ Library Spectrum: Z%-#i5F7 C Ophiopogonanone C (477336-75-7) , CE=-40+20
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- @ Spectrum from Chuan mai dong NEG.wiff2 (sam___G, Experiment 1, from 15696 to 15.723 min
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Table S2 M S fragmentation pathways for representative compoundsof ZMD in UPLC-Q/TOF-M S analysis

M S fragmentation pathways for different chemical constituents of ZMD in positiveion mode

Y8204 (+)-Arginine

Intensity

Retention Time: 1.11 minutes Exp RT: 1.12 minutes
Precursor m/z: 175.1190 Analyte Name:
Fit (%) 100.0% RFit (%) 100.0% FEEEA_(+)-Arginine
Callision Energy = 35+ 15 eV
(%))
E - @ Spectrum from Zhe mai dong POS wiff2 (sampl_._.m 1.107 min Precursor: 175.1Da, +1,CE:35
9e5 7)) @ Library Spectrum: $& SESL (+)-Arginine (74-79-3) , CE=40+20
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SCIEX)

At Trigonelline

0S 131

4:55:13 PM

Retention Time: 1.20 minutes
Precursor m/z: 138.0550
Fit (%) 96.8% RFit (%) 97.4%

Exp RT: 1.20 minutes

Analyte Name:

AR Trigonelline

Callision Energy = 35+ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 1.210 min Precursor: 138.1Da, +1, CE: 35
@ Library Spectrum: & = Trigonelline (535-83-1), CE=40+20
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 1.194to 1.221 min
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SCIEX)

fE&EE: Proline

0S 131

4:55:13 PM

Retention Time: 1.22 minutes
Precursor m/z: 116.0706
Fit (%) 98.5%

RFit (%) 100.0%

Exp RT: 1.22 minutes
Analyte Name:

I#EER Proline

Callision Energy = 35+ 15 eV
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~'@ Spectrum from Zhe mai dong POS wiff2 (sampl...m 1.210 min Precursor: 116.1Da, +1, CE:35
@ Library Spectrum: filf &E£ Proline (609-36-9) , CE=40+20
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 1.221to 1.247 min
@ [C5HONO2+H]+
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SCIEX)

1R Nicotinic acid

0S 131

4:55:13 PM

Retention Time: 1.72 minutes
Precursor m/z: 124.0393
Fit (%) 97.5% RFit (%) 100.0%

Exp RT: 1.73 minutes
Analyte Name:
&% Nicotinic acid

Callision Energy = 35+ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 1.724 min Precursor: 124.0Da, +1, CE:35
@ Library Spectrum: {HEE Nicotinic acid (59-67-6) , CE=40+20
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SCIEX)

1R Nicotinamide

0S 131

4:55:13 PM

Retention Time: 1.80 minutes
Precursor m/z : 123.0553
Fit (%) 99.6% RFit (%) 100.0%

Exp RT: 1.79 minutes
Analyte Name:

1HE% Nicotinamide

Collision Energy = 35 £ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 1.750 min Precursor: 123.1Da, +1, CE: 35
@ Library Spectrum: {EEEAR Nicotinamide (98-92-0) , CE=40£20
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 1.788to 1.814 min
@ [C6HBN20+H]+
100%

123.0553

o
@ 50%
2 123.3830 127.0393
% 0% 120.0659 121.0653 122.0239 124.0585 125.0600 126.0557 128.0429
o %
= t
5
E -50%
ES

-100%

121 122 123 124 125 126 127

Mass/Charge, Da

Created with SCIEX

Printed:1/11/2021

Page 63 of 132



SCIEX)

IEF Adenosine

0S 131

4:55:13 PM

Retention Time: 2.35 minutes
Precursor m/z : 268.1040

Fit (%) 98.0%

RFit (%) 100.0%

Exp RT: 2.42 minutes
Analyte Name:
& Adenosine

Callision Energy = 35+ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 2.367 min Precursor: 268.1Da, +1, CE: 35
@ Library Spectrum: J#Ef Adenosine (58-61-7) , CE=40+20
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SCIEX)

HESR Cordycepin

0S 131

4:55:13 PM

Retention Time: 2.42 minutes

Precursor m/z : 252.1091
Fit (%) 100.0%

RFit (%) 99.8%

Exp RT: 2.42 minutes

Analyte Name:

HE=: Cordycepin

Collision Energy = 35 £ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 2.406 min Precursor: 252.1Da, +1, CE: 35
@ Library Spectrum: SRE 3 Cordycepin (73-03-0) , CE=40+20
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SCIEX)

S5l | soleucine

0S 131

4:55:13 PM

Retention Time: 2.46 minutes
Precursor m/z: 132.1019
Fit (%) 95.8% RFit (%) 89.2%

Exp RT: 2.47 minutes
Analyte Name:
SH5ratRlsoleucine

Callision Energy = 35+ 15 eV

2461
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-'@ Spectrum fromZhe mai dong POS .wifi2 (sampl...m 2.458 min Precursor: 132.1Da, +1, CE: 35
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 2 442 to 2 468 min
@ [C6H13NO2+H]+
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SCIEX)

HfGuanosine

0S 131

4:55:13 PM

Retention Time: 2.47 minutes
Precursor m/z : 284.0989
Fit (%) 99.1%

RFit (%) 100.0%

Exp RT: 2.56 minutes
Analyte Name:
2 Guanosine

Callision Energy = 35+ 15 eV

Intensity
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 2.475 min Precursor: 284.1Da, +1, CE: 35
@ Library Spectrum: Z & Guanosine (118-00-3) , CE=40+20
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 2 442 to 2 468 min
@ [C10H13N505+H]+
100%
284.0995

80%
60%

40%

% Intensity (of 3586.9)

20% 2800023
|

0% . . - I

285 1023

12 14 16 18 20 22 T24

Time, min

28

3.0

32

282 283 284 285 286 287 288

34 36 38 4.0 Mass/Charge, Da

Acquired / Theoretical MS | Acquired/Library MSM S

Created with SCIEX

Printed:1/11/2021

Page 67 of 132



SCIEX)

APEE Phenpr obamate

0S 131

4:55:13 PM

Fit (%) 96.9%

Retention Time: 3.17 minutes
Precursor m/z: 166.0863

RFit (%) 100.0%

Exp RT: 3.31 minutes
Analyte Name:
AAEEE Phenprobamate

Callision Energy = 35+ 15 eV

Intensity
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 3.168 min Precursor: 166.1Da, +1, CE:35
@ Library Spectrum: 2K & Phenprobamate (63-91-2) , CE=40+20

103.0546 120.0807
= o
§ o 770387 118.0635
E o 42 0353‘ 530400 J ) 91 .OI?SZ
= * I 1t
@
=
=
= -50%
ES
40 60 80 100 120 140 160 180

Mass/Charge, Da

- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 3.164 to 3.190 min
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SCIEX)

SFE# Chlorogenic acid

0S 131

4:55:13 PM

Retention Time: 4.64 minutes
Precursor m/z : 355.1024
Fit (%) 96.5% RFit (%) 97.3%

Exp RT: 4.64 minutes
Analyte Name:
454 Chlorogenic acid

Collision Energy = 35 £ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 4.659 min Precursor: 355.1Da, +1, CE: 35
@ Library Spectrum: Z¢/EES Chlorogenic acid (327-97-9) , CE=40+20
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 4 640 to 4 668 min
@ [C16H1809+H]+
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SCIEX)

YRR 4-Hydr oxybenzoic acid

0S 131

4:55:13 PM

Created with SCIEX

Printed:1/11/2021

Retention Time: 4.73 minutes
Precursor m/z: 139.0390
Fit (%) 92.6% RFit (%) 99.4%

Exp RT: 4.81 minutes
Analyte Name:
N PESRES 4-Hydroxybenzoic acid

Callision Energy = 35+ 15 eV
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 4.740 min Precursor: 139.0Da, +1, CE: 35
@ Library Spectrum: 7752 EL K B2 4-Hydroxybenzoic acid (99-96-7) , CE=40+60
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 4 694 to 4 722 min
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SCIEX)

W& Daphnetin

0S 131

4:55:13 PM

Retention Time: 5.13 minutes
Precursor m/z : 177.0193
Fit (%) 92.9% RFit (%) 89.3%

Exp RT: 5.14 minutes
Analyte Name:
Hi#Ek Daphnetin

Collision Energy = 35 £ 15 eV
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SCIEX)

&F&Z#F Esculetin

0S 131

4:55:13 PM

Retention Time: 5.13 minutes
Precursor m/z : 179.0339
Fit (%) 86.6% RFit (%) 99.2%

Exp RT: 5.13 minutes

Analyte Name:

7 F# Esculetin

Collision Energy = 35 + 15 eV
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SCIEX)

AT Rutin

0S 131

4:55:13 PM

Retention Time: 6.30 minutes
Precursor m/z : 609.1461

Exp RT: 6.30 minutes
Analyte Name:

Intensity

Fit (%) 93.3% RFit (%) 99.9% =T Rutin
Collision Energy = 35 £ 15 eV
. 0
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SCIEX)

X Hyperin

0S 131

4:55:13 PM

Retention Time: 6.51 minutes
Precursor m/z : 463.0882
Fit (%) 98.4% RFit (%) 100.0%

Exp RT: 6.50 minutes
Analyte Name:
S/HE Hyperin

Collision Energy = 35 £ 15 eV
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SCIEX)

6- 555 7- PEEETR

0S 131

4:55:13 PM

Retention Time: 6.69 minutes
Precursor m/z : 193.0495
Fit (%) 98.8% RFit (%) 100.0%

Exp RT: 6.67 minutes
Analyte Name:

6- 15 7- FEEE TS Isoscopoletin

Collision Energy = 35 £ 15 eV
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 6 655 to 6.682 min
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SCIEX)

S0 Isoferulic acid

0S 131

4:55:13 PM

Retention Time: 6.74 minutes
Precursor m/z : 195.0652
Fit (%) 92.3% RFit (%) 100.0%

Exp RT: 6.75 minutes
Analyte Name:
Sl 1soferulic acid

Collision Energy = 35 £ 15 eV
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AEERE Luteoloside

SCIEX)

0S 131

4:55:13 PM

(Mass/FragMass/RT/Isotope/Library/Formula/lon Ratio)

Retention Time: 6.96 minutes
Precursor m/z : 449.1078
Fit (%) 100.0%

RFit (%) 100.0%

Exp RT: 6.91 minutes
Analyte Name:
NEEEEE Luteoloside

Collision Energy = 35 £ 15 eV

Intensity
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 6.977 min Precursor: 449.1Da, +1, CE: 35
@ Library Spectrum: 7REEE Luteoloside (5773-11-5) , CE=40%20
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SCIEX)

SRR Narirutin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.08 minutes Exp RT: 7.10 minutes
Precursor m/z: 581.1865 Analyte Name:
Fit (%) 93.0% RFit (%) 99.9% FBHRAE Narirutin
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-4 Spectrum from Zhe mai dong POS wiff2 (sampl...m 7.085 min Precursor: 581.2Da, +1, CE: 35
@ Library Spectrum: =& #57 & Narirutin (14259-46-2) , CE=40+20
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SCIEX)

ANEESR Luteolin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.14 minutes
Precursor m/z : 287.0550
Fit (%) 100.0% RFit (%) 90.7%

Exp RT: 7.15 minutes
Analyte Name:

ANEEE& Luteolin

Intensity
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SCIEX)

$HEREF Genistin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.38 minutes
Precursor m/z : 433.1129
Fit (%) 95.7% RFit (%) 97.8%

Exp RT: 7.38 minutes
Analyte Name:

HYAE Genistin

Collision Energy = 35 + 15 eV
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SCIEX)

BR&Er Hesperidin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.49 minutes
Precursor m/z : 609.1825
Fit (%) 98.1% RFit (%) 100.0%

Exp RT: 7.49 minutes
Analyte Name:
HER7E Hesperidin

Collision Energy = 35 + 15 eV
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.70 minutes
Precursor m/z : 463.1235
Fit (%) 94.5% RFit (%) 100.0%

Exp RT: 7.70 minutes
Analyte Name:
LIRS 7-O-D- B e

Pratensein-7-O-glucoside

Collision Energy = 35 + 15 eV
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_..m 7686 min Precursor: 463.1Da, +1,CE:35
@ Library Spectrum: £7 ZE 58 3 -7-0-D-FEHEE Prale...in-7-O-glucoside (36191-03-4) , CE=40£20
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 8.91 minutes
Precursor m/z : 595.1446
Fit (%) 79.0% RFit (%) 100.0%

Exp RT: 8.90 minutes
Analyte Name:
A7 Tiliroside

Collision Energy =35+ 15eV
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— 4 Spectrum from Zhe mai dong POS wiff2 (sampl_..m 8 912 min Precursor: 595.1Da, +1, CE: 35
@ Library Spectrum: 1% Tiliroside (20316-62-5), CE=4020
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 8 905to 8. 931 min
@ [C30H26013+H]+
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EEREE Calycosin-7-O-glucoside
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SCIEX)

Created
with SCIEX 0OS 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 9.42 minutes
Precursor m/z : 447.1286

Fit (%) 98.2%  RFit (%) 100.0%

Exp RT: 9.42 minutes

Analyte Name:

ESHEFE Calycosin-7-O-glucoside

Collision Energy =35+ 15eV
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— ¢ Spectrum from Zhe mai dong POS wiff2 (sampl...m 9.408 min Precursor: 447_1Da, +1,CE: 35
@ Library Spectrum: F35 R EEIE Calycosin-7-O-glucoside (20633-67-4) , CE=2020
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong POS wiff2 (sampl_.._POS, Experiment 1, from 9.403 to 9.430 min
@ [C22H22010+H]+
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 10.35 minutes
Precursor m/z : 301.1071
Fit (%) 76.7%

RFit (%) 100.0%

Exp RT: 10.35 minutes
Analyte Name:
HEE& Farrerol

Collision Energy = 35 + 15 eV

Intensity
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— ¢ Spectrum from Zhe mai dong POS wiff2 (sample_.. 10.360 min Precursor: 301.1Da, +1, CE: 35

@ Library Spectrum: 1 E23% Farrerol (24211-3
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0-1) , CE=40+20
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_._OS, Experiment 1, from 10.341to 10.368 min
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 12.24 minutes
Precursor m/z : 205.1951
Fit (%) 97.6% RFit (%) 99.5%

Exp RT: 12.25 minutes
Analyte Name:
BE#JEEE Patchouli alcohol (loss H20)

Collision Energy =35+ 15eV
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~ 4 Spectrum from Zhe mai dong POS wiff2 (sample... 12.234 min Precursor: 205.2Da, +1, CE:35
@ Library Spectrum: 5FkZ=E2 Patchouli alcohol (loss H20) (5986-55-0) , CE=40220

0% NI — 'i

-50%

]
T

40 60 80 100 120 140 160
Mass/Charge, Da

180 200 220

% Intensfty (of 3.3e4)

0.0e0 e

11.0 115 12.0

125

Time, min

130 135

Acquired / Theoretical MS | Acquired/Library MSM S
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_._OS, Experiment 1, from 12.229to 12255 min
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 12.77 minutes
Precursor m/z : 403.1387
Fit (%) 98.1% RFit (%) 98.6%

Exp RT: 12.77 minutes
Analyte Name:
JIFB&& Nobiletin

Collision Energy = 35 + 15 eV

n
12,772 E -4 Spectrum from Zhe mai dong POS wiff2 (sample_.. 12.762 min Precursor: 403.1Da, +1,CE:35
24000 ’ 0 @ Library Spectrum: )| [FEF7 3 Nobiletin (478-01-3) , CE=40+20
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# Created
CIEX: with SCIEX 08 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 14.75 minutes Exp RT: 14.75 minutes
Precursor m/z : 415.3207 Analyte Name:
Fit (%) 89.4% RFit (%) 98.7% 2ot Diosgenin

Collision Energy =35+ 15eV

(%))
10000 14751 S -4 Spectrum from Zhe mai dong POS wiff2 (sample... 14 730 min Precursor:415.3Da, +1, CE:35
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 14.83 minutes

Precursor m/z : 431.3156

Fit (%) 70.5%  RFit (%) 100.0%

Exp RT: 14.85 minutes
Analyte Name:

“HfRlEET Ruscogenin

Collision Energy = 35 + 15 eV
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— ¢ Spectrum from Zhe mai dong POS wiff2 (sample_.. 14 837 min Precursor: 431.3Da, +1, CE: 35
@ Library Spectrum: &HFS[2E 7T Ruscogenin (472-11-7) , CE=20+0
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- @ Spectrum from Zhe mai dong POS wiff2 (sampl_._OS, Experiment 1, from 14.817to 14.843 min
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 15.11 minutes

Precursor m/z: 723.4314
Fit (%) 92.4%

RFit (%) 98.1%

Exp RT: 15.12 minutes
Analyte Name:
ILEEREE B Liriopesides B

Collision Energy =35+ 15eV
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— ¢ Spectrum from Zhe mai dong POS wiff2 (sample__. 15.110 min Precursor: 723 4Da, +1, CE: 35
@ Library Spectrum: LIZ2- 2% B Liriopesides B (182284-68-0) , CE=40+20
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong POS wiff2 (sampl_._OS, Experiment 1, from 15.102 to 15.129 min
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SCIEX
*sc IEx with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

M S fragmentation pathways for different chemical constituents of ZMD in negativeion mode

ASEEHistidine

Intensity

Retention Time: 1.08 minutes Exp RT: 1.09 minutes
Precursor m/z : 154.0622 Analyte Name:
Fit (%) 84.0% RFit (%) 100.0% &k Histidine
Collision Energy =35+ 15eV
3200 2
2 ~ ¢ Spectrum from Zhe mai dong NEG.wiff2 (sample_.. 1.074 min Precursor: 154.1Da, +1, CE:-35
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SCIEX)

F&=0A_ (+)-Arginine

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Fit (%) 100.0%

Retention Time: 1.09 minutes
Precursor m/z: 173.1044
RFit (%) 98.9%

Exp RT: 1.09 minutes

Analyte Name:

FE=8H_(+)-Arginine

Collision Energy =35+ 15eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 1.075min Precursor: 173.1Da, +1, CE:-35

@ Library Spectrum: #5 SE£L (+)-Arginine (74-79-3) , CE=-40+20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 1.070to 1.097 min
@ [C6H14N402-H]-
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SCIEX)

D-H&#ED-(+)-M annose

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 1.19 minutes
Precursor m/z: 179.0561
Fit (%) 97.6% RFit (%) 95.6%

Exp RT: 1.21 minutes
Analyte Name:

D-HEE#ED-(+)-Mannose

Collision Energy =35+ 15eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 1.166 min Precursor: 179.1Da, +1, CE:-35

@ Library Spectrum: D-HFEE D-(+)-Mannose (3458-28-4) , CE=-40+20
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 1.176to 1.203 min
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SCIEX)

L -ZEEES L -Malic acid

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 1.35 minutes
Precursor m/z: 133.0142
Fit (%) 95.6% RFit (%) 86.3%

Exp RT: 1.34 minutes
Analyte Name:
L-FFFL1 -Malic acid

Collision Energy =35+ 15 eV

Intensity
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 1.323 min Precursor: 133.0Da, +1, CE:-35
@ Library Spectrum 3= 82 L-Malic acid (6915-15-7) , CE=40+20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 1.33510 1.361 min
@ [C4HB05-H]-
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SCIEX)

MHE#E Fungitetr aose

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 1.79 minutes
Precursor m/z: 665.2146
Fit (%) 93.1% RFit (%) 89.4%

Exp RT: 1.74 minutes
Analyte Name:
it#E Fungitetraose

Collision Energy =35+ 15 eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 1.785min Precursor: 665.2 Da, +1, CE:-35
@ Library Spectrum: i{Ef#E Fungitetraose (13133-07-8) , CE=-40+20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 1.770to 1.797 min
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SCIEX)

PSR Citric acid

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 1.94 minutes
Precursor m/z: 191.0197
Fit (%) 99.2% RFit (%) 99.7%

Exp RT: 1.94 minutes
Analyte Name:
F5EL Citric acid

Collision Energy =35+ 15eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 1.931min Precursor: 191.0Da, +1, CE:-35
@ Library Spectrum: #+#5E£ Cilric acid (77-92-9) , CE=-40+20
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SCIEX)

IEEERES Succinic acid

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 2.31 minutes

Exp RT: 2.30 minutes

Precursor m/z: 117.0193 Analyte Name:
Fit (%) 100.0% RFit (%) 95.7% LR Succinic acid
Collision Energy =35+ 15eV
(%))
4000 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 2.319 min Precursor: 117.0Da, +1, CE:-35
[7p) @ Library Spectrum: ¥FIHEL Succinic acid (110-15-6) , CE=-40+20
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f__ '
# Created
CIEX: with SCIEX 08 1.3.1

Printed:1/11/2021 4:55:13 PM

ARENS Adenine

Intensity

Retention Time: 2.37 minutes Exp RT: 2.37 minutes
Precursor m/z: 134.0472 Analyte Name:
. . A .
Fit (%) 86.3% RFit (%) 100.0% RIS Adenine
Collision Energy =35+ 15eV
3600 » 0
2374 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 2.377 min Precursor: 134.0Da, +1, CE:-35
3400 [7p) @ Library Spectrum: J2IEMy Adenine (73-24-5) , CE=-40+20
100%
3200 = 920274 [107.0365 34 0428
> = .
3000 g & 50%
S g
2800 o 5 0%
5 = % i
2600 = 2
= -50%
2400 B =
S
2200 5 -100%
o 30 40 50 60 70 80O 80 100 110 120 130 140
2000 o Mass/Charge, Da
1800 <
1600 )
1400 E - @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 2.361t0 2.388 min
@ [C5H5N5-H]-
1200 S 1340473
1000 ko)) = 80%
5| 3
800 ] 8 2 60%
: < -
600 8 =
1 —= 2 40%
400 : =~ £
: '8 s 20%
200 P = 133.0145 1350404
A_}\/\-\‘j\,_M 5 0% L - - n
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10 12 14 16 18 20 22% 34% 26 28 30 32 34 36 38 38 Mass/Charge, Da
Time, min <
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SCIEX)

EfGuanosine

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 2.48 minutes
Precursor m/z : 282.0844
Fit (%) 99.3% RFit (%) 100.0%

Exp RT: 2.48 minutes
Analyte Name:
2 Guanosine

Collision Energy =35+ 15eV

Intensity
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 2.473 min Precursor: 282.1Da, +1, CE:-35
@ Library Spectrum: Z & Guanosine (118-00-3) , CE=-40+20
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S 50% 1330158
2
3
a 108.0202
2 80.0244 150.0582 282 0806
5 0% ‘ { I
=
i3
2
5
£ -50%
=
50 100 150 200 250 300

Mass/Charge, Da

Time, min

12 14 16 18 20 22 “24% 7% 28 30 232 34 36 38

Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 2.468 to 2.495 min
@ [CTO0H13N505-H]-
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f__ '
# Created
CIEX: with SCIEX 08 1.3.1

Printed:1/11/2021 4:55:13 PM

EBFHEGallic acid

Intensity

Retention Time: 2.66 minutes Exp RT: 2.66 minutes
Precursor m/z: 169.0142 Analyte Name:
Fit (%) 94.2% RFit (%) 98.4% BT Gallic acid
Collision Energy =35+ 15eV
11000 N
Tz 661 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 2.657 min Precursor: 169.0 Da, +1, CE:-35
7)) @ Library Spectrum: ;% B Gallic acid (149-91-7) , CE=-40+20
100%
10000 = 1250241
> S w0
: %
9000 E g 41.0032 51.0254 w0186 o 124.0166,
ke 2 i ‘ | | 169.0156
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8000 =2 5 ‘ | |
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E - @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 2.653t0 2.679 min
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© 169 0142
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-§ 170 Rws 1730451
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Time, min <

Page 100 of 132



SCIEX)

FPEE Phenpr obamate

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 3.19 minutes
Precursor m/z: 164.0717
Fit (%) 98.2% RFit (%) 95.5%

Exp RT: 3.18 minutes
Analyte Name:
AAEEE Phenprobamate

Collision Energy =35+ 15eV

20000 3102
19000
18000
17000
16000
15000
14000
13000
12000
11000
10000
9000
8000
7000
6000
5000
4000
3000
2000
1000

Intensity

-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 3.190 min Precursor: 164.1Da, +1, CE:-35
@ Library Spectrum: XA & Phenprobamale (63-91-2) , CE=-40+20
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 3.174 to 3.200 min
@ [COHTTNO2-H]-

% Intensfty (of 4319.3)
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SCIEX)

FEF anillic acid

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 3.37 minutes

Exp RT: 3.37 minutes

Intensity

Precursor m/z: 167.0350 Analyte Name:
Fit (%) 71.6% RFit (%) 100.0% FEFERV anillic acid
Collision Energy =35+ 15eV
(%)
55e4 3.367 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 3.398 min Precursor: 167.0 Da, +1, CE:-35
e 7)) @ Library Spectrum: FEEEVanillic acid (121-34-6) , CE=-20+0
s 100%
108.0224
5.0e4 > =)
g o 50% l
bt g
5 5w (- |
- z | I
4.0e4 = 2 50%
B =
S
3.5e4 5 -100%
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SCIEX)

YRR H ydr oxytyr 0sol

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 3.69 minutes

Exp RT: 3.69 minutes

Precursor m/z: 153.0557 Analyte Name:
Fit (%) 93.1%  RFit (%) 100.0% FEFEFE Hydroxytyrosol
Collision Energy =35+ 15eV
3200 0
3.689 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 3.683 min Precursor: 153.1Da, +1, CE:-35
3000 7)) @ Library Spectrum: &) L5 Protocatechuic acid (99-50-3) , CE=-20+0
s 100%
2800 1090280
> —
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1400 n
1200 E - @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 3.694 to 3.720 min
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f__ '
# Created
CIEX: with SCIEX 08 1.3.1

Printed:1/11/2021 4:55:13 PM

EEFRL - Tryptophan

Intensity

Retention Time: 4.16 minutes Exp RT: 4.16 minutes
Precursor m/z: 203.0826 Analyte Name:
Fit (%) 97.2% RFit (%) 96.2% EEERL-Tryptophan
Collision Energy =35+ 15eV
- (%))
7.0e4d 4.163 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 4.169 min Precursor: 203.1Da, +1, CE:-35
[7p) @ Library Spectrum: & %E L-Tryptophan (73-22-3) , CE=-40£20
100%
6.504 = ’ 116.0506
> T
6.0e4 c 8 o wso.tljssz
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3 g \
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SCIEX)

4T Salidroside

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 4.17 minutes
Precursor m/z: 299.1136
Fit (%) 90.1% RFit (%) 99.5%

Exp RT: 4.18 minutes
Analyte Name:
4TacREr Salidroside

Collision Energy =35+ 15eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 4.169 min Precursor: 299.1Da, +1, CE:-35

@ Library Spectrum: £L &7 Salidroside (10338-51-9) , CE=-40+20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 4.152t0 4.178 min
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

YEEARPEER 4-Hydr oxybenzoic acid

Retention Time: 4.63 minutes Exp RT: 4.63 minutes

Precursor m/z: 137.0244 Analyte Name:
Fit (%) 99.1%  RFit (%) 99.0% YRR 4-Hy droxybenzoic acid
Collision Energy =35+ 15eV
N (%)
4.630 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 4.633 min Precursor: 137.0Da, +1, CE:-35
26000 7)) @ Library Spectrum: [&2) L5588 Protocatechuic Aldehyde (139-85-5) , CE=-40+20
100%
= / l0B021g  136:0164|137.0240
24000 > —
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SCIEX
*sc IEx with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

R R (5-MIBMHEETEY 4-O-Caffeoyl Quinic acid

Retention Time: 4.80 minutes Exp RT: 4.80 minutes

Intensity

Analyte Name:
Precursor m/z: 353.0878 i
. R SRS (S-MBEIEEETES 4-0-Caffeoyl Quinic
Fit (%) 95.8%  RFit (%) 95.5% el ] y1Q
acid
Collision Energy =35+ 15 eV
. (%))
7.5e4 4799 - @ SpectrumfromZhe mai dongNEG.wiff2 (sample_. 4 809 min Precursor: 353.1Da, +1, GE:-35
@ Library Spectrum: [ 228 (5- NsEE:Z= THE) 4-O-Caffeoyl Quinic acid (905-99-7) , CE=-40£20
7.0e4 = 100% 173.0451
1250451 191 0564
> =
6.5e4 a 3 50% 93 0348 ‘
= < 850286 1910779
6,004 =3 IS W nitc ) TN WY
- 2 ' '
5.5e4 = 5
= 50%
5.0e4 -8 =
S
= -100%
4 5e4 = 50 100 150 200 250 300 350
o Mass/Charge, Da
4.0e4 <
3.5ed
(%9}
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SCIEX)

7 F Esculetin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 5.14 minutes
Precursor m/z: 177.0193

Exp RT: 5.14 minutes
Analyte Name:

507 507 57
Time, min
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Fit (%) 96.0% RFit (%) 99.9% FRZF Esculetin
Collision Energy =35+ 15eV
(%))
5.139 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 5.134 min Precursor: 177.0Da, +1, CE:-35
1.2e5 7)) @ Library Spectrum: 257 3% Esculetin (305-01-1) , CE=40%20
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SCIEX)

MIEkEL Caffeic acid

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 5.21 minutes

Exp RT: 5.21 minutes

Intensity

Precursor m/z: 179.0350 Analyte Name:
Fit (%) 82.9% RFit (%) 100.0% ML Caffeic acid
Collision Energy =35+ 15eV
n
5.209 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 5.200 min Precursor: 179.0Da, +1, CE:-35
1.0e5 [7p) @ Library Spectrum: MIBEES Caffeic acid (331-39-5) , CE=-40%20
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> o
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SCIEX)

RIFIMEE Eleutheroside E

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 5.88 minutes
Precursor m/z: 787.2666

Exp RT: 5.88 minutes
Analyte Name:

Mass/Charge, Da

Fit (%) 99.5% RFit (%) 98.0% REANFEE Eleutheroside E +HCOOH
Collision Energy =35+ 15eV
n
4000 5.877 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 5.870 min Precursor: 787.3Da, +1, CE:-35
[7p) @ Library Spectrum: | AJIEFE Eleutheroside E +HCOOH (39432-56-9) , CE=-40+20
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SCIEX)

AT Rutin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 6.30 minutes
Precursor m/z : 611.1607 Analyte Name:
Fit (%) 99.6% RFit (%) 100.0% AT Rutin

Exp RT: 6.31 minutes

Collision Energy = 35 + 15 eV

Intensity
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SCIEX)

A Hyperin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 6.51 minutes
Precursor m/z : 463.0882
Fit (%) 98.4% RFit (%) 100.0%

Exp RT: 6.50 minutes
Analyte Name:
S/ Hyperin

Collision Energy =35+ 15eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 6.491 min Precursor: 463.1Da, +1, CE:-35
@ Library Spectrum: & Z#LE Hyperin (482-36-0) , CE=-40+20
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 6 526 to 6. 552 min
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SCIEX)

St Astragalin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 6.96 minutes

Precursor m/z : 447.0933

Fit (%) 98.8%

RFit (%) 100.0%

Exp RT: 6.90 minutes
Analyte Name:
ST Astragalin

Collision Energy =35+ 15eV
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~@ Spectrum from Zhe mai dong NEG.wiff2 (sample... 6957 min Precursor: 447.1Da, +1, CE:-35
@ Library Spectrum: S5 55 Astragalin (480-10-4) , CE=-40220
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 6 952 to 6.978 min
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SCIEX)

20 Specnuezhenide

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.04 minutes
Precursor m/z: 685.2349 Analyte Name:
Fit (%) 99.8% RFit (%) 99.2%

Exp RT: 7.04 minutes

4% 7Er Specnuezhenide

Collision Energy =35+ 15eV

Intensity
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 7.038 min Precursor: 685.2 Da, +1, CE:-35
@ Library Spectrum: Ff2z [T& Specnuezhenide (39011-92-2) , CE=-40=20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 7.071to 7.098 min
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SCIEX)

SRR Narirutin

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Fit (%) 97.2%

Retention Time: 7.08 minutes
Precursor m/z: 579.1719
RFit (%) 99.5%

Exp RT: 7.08 minutes

Analyte Name:

ZEMIRTE Narirutin

Collision Energy =35+ 15eV
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-4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 7.062 min Precursor: 579.2 Da, +1, CE:-35
@ Library Spectrum: =& #57 & Narirutin (14259-46-2) , CE=-40+20
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

1,5——MiEEEETEE 1,5-Dicaffeoylquinic acid

Retention Time: 7.49 minutes Exp RT: 7.48 minutes
Precursor m/z: 515.1195 Analyte Name:
Fit (%) 94.8% RFit (%) 92.6% 1,5 ——PmiEETES 1,5-Dicaffeoylquinic acid

Collision Energy =35+ 15eV
n
7486 2 -4 Spectrum from Zhe mai dong NEG.wiff2 (sample... 7.456 min Precursor: 515.1Da, +1, CE:-35
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100%
E 173.0444
9000 > R 179.0356 353.0955
< 3
E 2 135.0465 ( 265.0712
o
- k=3 I S R o T A |
3 z | |
= £
= -50%
7000 B = ’
S
5 -100%
6000 on 50 100 150 200 250 300 350 400 450 500 550
= o Mass/Charge, Da
2 5000
n
~ @ Spectrum from Zhe mai dong NEG_wiff2 (sampl..__NEG, Experiment1, from 7 480to 7.507 min
4000 : [C25H24012-H}
100%
§ ’ 5122346
3000 tj = 80% 5151189
S =
8 I 60%
2000 IE = 5127362
‘@ 40%
-~ K] )
1000 '8 = 209 5132384 516217
—_ l 514.1016 517&878
1 0% n
0 ?f g g— ® 513 514 515 516 517 518 519
62 64 66 68 70 72 7 7. 786 80 82 84 86 88 2 Mass/Charge, Da
Time, min

PR Hesperidin

Created

Page 116 of 132



SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 7.49 minutes
Precursor m/z: 609.1825

Fit (%) 98.1%  RFit (%) 100.0%

Exp RT: 7.49 minutes

Analyte Name:
FER7E Hesperidin

Collision Energy =35+ 15eV
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~ ¢ Spectrum from Zhe mai dong NEG.wiff2 (sample_.. 7.484 min Precursor: 609.2 Da, +1, CE:-35
@ Library Spectrum: ¥ & Hesperidin (520-26-3) , CE=-40+20
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Acquired / Theoretical MS | Acquired/Library MSM S

- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 7.467 to 7.494 min
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 9.10 minutes
Precursor m/z: 301.0354
Fit (%) 95.1% RFit (%) 97.9%

Exp RT: 9.09 minutes
Analyte Name:

MR Quercetin
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— ¢ Spectrum from Zhe mai dong NEG.wiff2 (sample_.. 9.107 min Precursor: 301.0Da, +1, CE:-35
@ Library Spectrum: #ilf73% Quercetin (117-39-5) , CE=40+20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl..._NEG, Experiment 1, from 9.090t0 9.116 min
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SCIEX)

EEHETAFE Calycosin-7-0-glucoside

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 9.43 minutes
Precursor m/z: 491.1195
Fit (%) 99.7% RFit (%) 98.1%

Exp RT: 9.42 minutes
Analyte Name:
e eier Calycosin-7-0-glucoside

+HCOOH
Collision Energy =35+ 15 eV
n
\g 426 ~ 4 Spectrum from Zhe mai dong NEG.wiff2 (sample_.. 9.434 min Precursor: 491.1Da, +1, CE:-35
6000 @ Library Spectrum: £ REFIE Calycosin-7-0-glucoside +HCOOH (20633-67-4) , CE=-40£20
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f__ '
# Created
CIEX: with SCIEX 08 1.3.1

Printed:1/11/2021 4:55:13 PM

FEiER Apigenin

Intensity

Retention Time: 10.10 minutes Exp RT: 10.10 minutes
Precursor m/z: 269.0455 Analyte Name:
Fit (%) 94.9%  RFit (%) 100.0% FEER Apigenin
Collision Energy =35+ 15eV
(%))
1700 10.104 2 -'@ Spectrum from Zhe mai dong NEG.wiff2 (sample...10.094 min Precursor: 269.0 Da,+1, CE: -35
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SCIEX)

YRR THs Butyl par aben

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 13.24 minutes
Precursor m/z: 193.0870
Fit (%) 95.1% RFit (%) 94.7%

Exp RT: 12.79 minutes
Analyte Name:

N ESREES TS Buty lparaben
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-'@ Spectrum from Zhe mai dong NEG.wiff2 (sample...13.234 min Precursor: 193.1 Da,+1, CE: -35
@ Library Spectrum: 7T E X P2 | B Butylparaben (94-26-8) , CE=-40+20
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- @ Spectrum from Zhe mai dong NEG wiff2 (sampl_._EG, Experiment 1, from 13.22010 13.246 min
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SCIEX)

58 LEEREEEr C Liriope muscari baily saponins C

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 13.53 minutes
Precursor m/z : 869.4540

Fit (%) 98.9%

RFit (%) 100.0%

C

Exp RT: 13.50 minutes
Analyte Name:
52| BREE C Liriope muscari baily saponins
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~ 4@ Spectrum from Zhe mai dong NEG.wiff2 (sample_._13.539 min Precursor: 869.5 Da,+1, CE: -35
@ Library Spectrum: f2 31252 C Liriope muscari baily saponins C (§7480-46-4) , CE=-40220
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Acquired / Theoretical MS | Acquired/ Library MSM S

- @ Specirum from Zhe mai dong NEG wiff2 (sampl.._EG, Experiment 1, from 13.520to 13.546 min
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SCIEX)

FHEEEER Asiatic acid

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 14.06 minutes
Precursor m/z : 487.3429
Fit (%) 100.0% RFit (%) 91.0%

Exp RT: 14.07 minutes
Analyte Name:

FHEEEL Asiatic acid
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SCIEX
*sc IEx with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

FREEREREN M ethylophiopogonone A

Retention Time: 14.71 minutes Exp RT: 14.71 minutes
Precursor m/z: 339.0874 Analyte Name:
Fit (%) 95.9% RFit (%) 100.0% FREERXEREA Methylophiopogonone A
Collision Energy =35+ 15eV
%ed \ (%))
14.708 > - @ Spectrum from Zhe mai dong NEG.wiff2 (sample...14.710 min Precursor: 339.1 Da,+1, CE: -35
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 14.83 minutes Exp RT: 14.83 minutes
Precursor m/z : 899.4646 Analyte Name:
- - = . .
Fit (%) 100.0% RFit (%) 98.0% ZEE D Ophiopogonin D +HCOOH
Collision Energy =35+ 15eV
(%)
14.825 S ~ 4 Spectrum from Zhe mai dong NEG.wiff2 (sample.._14.811 min Precursor: 899 5 Da,+1, CE: -35
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 15.21 minutes
Precursor m/z : 723.3809
Fit (%) 98.0% RFit (%) 100.0%

Exp RT: 15.21 minutes
Analyte Name:
ZHHEB Gingerglycolipid B +HCOOH
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~ ¢ Spectrum from Zhe mai dong NEG.wiff2 (sample_._15.205 min Precursor: 723.4 Da,+1, CE: -35
@ Library Spectrum: Z4E/5B Gingerglycolipid B +HCOOH (88168-90-5) , CE=-40+20
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 15.55 minutes
Precursor m/z : 471.3480
Fit (%) 100.0% RFit (%) 100.0%

Exp RT: 15.55 minutes
Analyte Name:

Rl Corosolic acid

Collision Energy =35+ 15eV
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SCIEX
*sc IEx with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 15.72 minutes Exp RT: 15.72 minutes
Precursor m/z : 355.0823 Analyte Name:
Fit (%) 93.6%  RFit (%) 98.4% FA&H C Ophiopogonanone C
Collision Energy =35+ 15eV
(%)
15719 S — 4 Spectrum from Zhe mai dong NEG.wiff2 (sample.._15.711 min Precursor: 355.1 Da,+1, CE: -35
8.0e4 7)) @ Library Spectrum: 24 %115 C Ophiopogonanone C (477336-75-7) , CE=-40+20
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SCIEX)

with SCIEX 0S 1.3.1

Printed:1/11/2021 4:55:13 PM

Retention Time: 16.77 minutes
Precursor m/z : 455.3531
Fit (%) 98.4% RFit (%) 99.3%

Exp RT: 16.78 minutes
Analyte Name:

RS Oleanolic acid
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Table S3 The different chemical constituents between CM D and ZMD in GC-MS

analysis
, Fold change
NO. RT(min) Name Match VIP T-test
(ZMD/CMD)
1 16.19 D-Fructose 928 1.34 0.031 0.87
2 8.80 glycerol 922 1.92 0.000 1.22
3 11.69 Malic acid 910 1.32 0.034 -1.20
4 26.80 Sucrose 907 1.63 0.004 -1.06
5 9.25 Glycine 894 1.94 0.000 -9.42
6 9.13 L-Proline 888 1.76 0.001 -8.10
7 8.67 Monoethanolamine 882 1.82 0.001 -7.41
8 8.82 Phosphoric acid 873 1.43 0.019 0.51
9 18.86 Inositol 864 1.80 0.001 -2.41
10 16.40 d-Glucose 857 1.46 0.016 0.86
11 16.34 d-Galactose 852 1.31 0.037 0.54
12 10.01 Serine 827 1.35 0.029 -7.38
13 12.35 Threonate 814 1.50 0.012 -2.79
14 12.21 4-Aminobutanoic acid 798 1.68 0.003 -10.95
15 16.28 D-Mannoheptulose 755 1.57 0.007 -0.57
2-(beta-D-Glucosyl)-sn-
16 20.03 736 1.57 0.007 -2.88
glycerol
17 26.78 Trehalose 714 1.34 0.031 -0.69
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Table $4 The significantly different chemical constituents between CMD and ZMD

(ESI+)
RT molecular Fold change
NO. . Name ) VIP T-test
(min) weight (ZMD/CMD)
1 12.90 Thymidine 242.0903 1.44 0.002 -1.32
2 11.13 Chlorogenic Acid 354.0951 1.20 0.019 5.38
3 8.35 Indole-3-carboxylic acid 161.0477 1.45 0.002 2.39
4 6.79 Pyridoxal Phosphate 247.0246 1.24 0.014 1.18
5 9.74 LysoPC(18:2(9Z,127)) 519.3325 1.21 0.018 6.69
6 8.90 Traumatic Acid 228.1362 1.26 0.012 2.75
7 8.90 LPA(0:0/18:0) 438.2746 1.22 0.017 1.07
8 13.75 LysoPC(22:2(13Z,16Z)) 575.3951 1.54 0.001 2.60
9 1.91 L-Cysteine 121.0197 1.59 0.000 -3.09
10 0.96 alpha-Tocopherol 430.3811 1.69 0.000 -2.96
11 9.85  LysoPE (0:0/18:3(62,92,127)) 475.2699 1.05 0.048 -0.88
12 1.23 5-Hydroxyisourate 184.0233 1.47 0.001 -1.82
13 15.00 MG(0:0/22:1(13Z)/0:0) 412.3553 1.31 0.008 -0.73
14 12.69 Dihydroquercetin 304.0583 1.18 0.022 -0.71
15 8.34 Cytidine 243.0855 1.41 0.003 2.80
16 12.16 Glutinosone 220.1463 1.20 0.019 -0.93
17 12.68 Glutathione 307.0838 1.54 0.000 -1.52
18 9.53 L-Cystathionine 222.0674 1.29 0.009 -1.78
19 18.14 L-Arginine 174.1117 1.14 0.028 -0.36
20 8.35 Cadaverine 102.1157 1.30 0.009 3.72
21 11.13 Pyridoxine 5-phosphate 249.0402 1.42 0.003 3.27
22 5.19 Stearoylethanolamide 327.3137 1.34 0.006 -1.60
23 1.19 6-Gingerol 294.1831 1.08 0.041 -1.56
24 15.09 Gibberellin A53 348.1937 1.18 0.022 -1.57
25 7.58 Calystegin A3 159.0895 1.25 0.014 -2.21
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Table S5 The significantly different chemical constituents between CMD and ZMD

(ESI-)
RT molecular Fold change
NO. . Name . VIP T-test
(min) weight (ZMD/CMD)
1 1.17 Geranyl diphosphate 314.0684 1.09 0.049 -1.34
2 1.00 Gibberellin A53 348.1937 1.23 0.021 -1.28
3 8.68 Gibberellin A86 380.1471 1.63 0.000 -5.04
4 4.28 Glutinosone 220.1463 1.23 0.023 2.26
5 18.20 Isovaleric acid 102.0681 1.21 0.024 -0.58
6 7.11 Kynurenic acid 189.0426 1.78 0.000 -2.90
7 6.05 LysoPC(18:4(62,92,127,157)) 515.3012 1.42 0.005 -3.41
8 6.04 LysoPE(0:0/16:1(9Z)) 451.2699 1.32 0.011 -3.56
9 11.60 LysoPE(0:0/22:0) 537.3794 1.09 0.049 1.80
10 12.61 LysoPE(0:0/22:1(132)) 535.3638 1.37 0.008 1.80
11 14.05 PC(14:0/20:0) 761.5935 1.37 0.008 -0.75
12 10.04 PC(18:0/P-18:0) 773.6298 1.17 0.032 1.90
13 9.43 PC(20:0/24:0) 901.7500 1.51 0.002 341
14 1415 Pelargonidin 5181060 132 0.012 121
3-0-(6-O-malonyl-B-D-glucoside)
15 4.77 Pyruvate 88.0160 1.72 0.000 -1.46
16 10.81 Quercetin 302.0427 1.13 0.040 -0.99
17 4.77 Taurine 125.0147 1.78 0.000 -1.51
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