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Figure S1. HRMS spectrum of 1.

Mass Spectrum SmartFormula Report

Analysis Info
Analysis Name  D:\Data\b3\HDE38_000002.d 4/21/2015 2:58:54 PM
Method broadband first signal
Sample Name  HDE38 Instrument: FT-MS  solariX
Comment ESI Positive
Intens. 305.11698
x108 3
1.59
1.0
0.5
0.0 petianpues o - patesposipins - - . < = st
304.95 305.00 305.05 305.10 305.20 305.25 miz
------- HDE38_000002.d: +MS

Meas. m/z # Formula Score
30511698 1 C20H1703 100.00 305.11722 0.24 0.78

Figure S2. '"H NMR spectrum of 1 (CDCls, 400 MHz).
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Figure S3. 13C and DEPT NMR spectrum of 1 (CDCls, 100 MHz).
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Figure S4. HMBC spectrum of 1 (CDCls, 400 MHz).
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Figure S5. NOESY spectrum of 1 (CDCls, 400 MHz).
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Figure S6. COSY spectrum of 1 (CDCls, 400 MHz).
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Figure S7. HSQC spectrum of 1 (CDCls;, 400 MHz).
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Figure S8. CD spectrum of 1.
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Figure S9. HRMS spectrum of 2.



Mass Spectrum SmartFormula Report

Analysis Info
Analysis Name  D:\Data\b3\HDE1243_000010.d

7/13/2015 4:00:29 PM

Method broadband first signal
Sample Name  HDE12-43 Instrument: FT-MS  solariX
Comment ESI Positive
Intens. 361.10452
x108 3
4
3
24
1
3T02  wiod | 3108 aei08 . 36110 s6112 | 14 | bide | 36118 120 | miz
[~ HDE1243_000010.d: +MS
Meas. m/z # Formula Score m/z err[mDa] err[ppm] mSigma rdb e Conf N-Rule
36110452 1 C20H18NaO5 100.00 361.10464 0.12 0.34 11.4 115 even ok
Figure S10. '"H NMR spectrum of 2 (Acetone-ds, 400 MHz).
OO -HW ~ ~N O ~ o r~ = [e)l=))
2588 T 8 PEARARS P o =]
@ oM~ e oo, N il
/
N N/ Sk | \/
|
I |
[
i J! ] |
JU e i o J " J feieaiar
e < Ju...u& \
I T P N | T T 3 A T T T I T T T T =k T
BB 8l T8 TRl 6T 60T 55 A0 Al 40 BLE T 80 25 2000 1w 1450 ppm
N\} & : P
- (=1
ikl 3 3 3 33
e | || [ o '—1‘ m |r~'; M

Figure S11. COSY spectrum of 2 (Acetone-ds, 400 MHz).
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Figure S12. 13C and DEPT NMR spectrum of 2 (Acetone-ds, 100 MHz).
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Figure S13. HSQC spectrum of 2 (Acetone-ds, 400 MHz).
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Figure S14. HMBC spectrum of 2 (Acetone-des, 400 MHz).
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Figure S15. NOESY spectrum of 2 (Acetone-ds, 400 MHz).
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Figure S16. CD spectrum of 2.
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Figure S17. HRMS spectrum of 3.
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Mass Spectrum SmartFormula Report

Analysis Info
Analysis Name  D:\Data\h7\HDE1253_000010.d 10/14/2021 1:31:05 PM
Method broadband first signal Operator: YU HSIAO-CHING
Sample Name  HDE12-53 Instrument: BRUKER FT-MS solariX
Comment ESI Negative
Intens. | 353.10325
x108
2.5
2.01
1.5
1.0
0.5
0.0 T T T T T T T T T T
353.04 353.06 353.08 353.10 353.12 353.14 353.16 353.18 miz
I— HDE1253_000010.d: -MS
Meas. m/z # Formula Score m/z err[mDa] err[ppm] mSigma rdb e Conf N-Rule
35310325 1 C20H1706 100.00 353.10306 -0.19 -0.54 103 125 even ok
Figure S18. '"H NMR spectrum of 3 (CDsOD, 400 MHz).
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Figure S19. *C and DEPT NMR spectrum of 3 (CDsOD, 100
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Figure 520. COSY spectrum of 3 (CDsOD, 400 MHz).
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Figure S21. HSQC spectrum of 3 (CDsOD, 400 MHz).
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Figure S22. HMBC spectrum of 3 (CDsOD, 400 MHz).
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Figure S23. NOESY spectrum of 3 (CDsOD, 400 MHz).
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Figure S24. CD spectrum of 3.

303.0 nm. 1.08352

11 \
f
[\
/
| /
229.0 nm, 0.328858 / 351.0 nm, 0.254717
0=
JEEGEE “\ / 247.0 nm, -0.0103322 A tam, ODMGE“W
\
L 281.0 nm, -0.284184 368.0 nm. -0.321664
\ o/
A/
i 1 I i
90309-0 A, 0025777
A\
800 F— \
| \,
W[V 600
400 —~
300 L—1 : . :
190 200 300 400

Wavelengthjnm]

Figure 525. HRMS spectrum of 4.
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Mass Spectrum SmartFormula Report

Analysis Info
Analysis Name  D:\Data\b3\HDE3642_000003.d 6/17/2015 11:14:28 AM
Method broadband first signal
Sample Name  HDE 3642 Instrument: FT-MS  solariX
Comment ESl|-Positive
Intens, 305.11737
x108 I
1.0
0.8
0.6
0.4
0.2
305.04179 30508122 305.16562 305.24488
00 ; e e T Vo e SR : R
305.00 305.05 305.10 305.15 305.20 305.25 miz
[ HDE3642_000003.d: +MS |
Meas. m/z # Formula Score m/z err[mDa] err[ppm] mSigma rdb e  Conf N-Rule
30511737 1 C20H1703 100.00 305.11722 -0.15 -0.48 71 125 even ok

Figure S26. 'H NMR spectrum of 4 (CDCls, 400 MHz).
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Figure S27. °C and DEPT NMR spectrum of 4 (CDCls, 100 MHz).
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Figure S30. NOESY spectrum of 4 (CDCls, 400 MHz).
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Figure S31. HMBC spectrum of 4 (CDCls, 400 MHz).
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Figure S32. HRMS spectrum of 5.

Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name  D:\Data\b3\HDE6464_000005.d 6/17/2015 11:17:51 AM

Method

broadband first signal

Sample Name  HDE6464 Instrument: FT-MS  solariX
Comment ESI Positive

Intens. 321.11237

x108 :

1.01

0.8

0.6

04

0.2

g i 321.19253
0.0-mesmyss O Bt R S g == “aeeats B e Sy e
321.00 321.05 321.10 321.15 321.20 miz
[ ----- HDE6464_000005.d: +MS

Meas. m/z # Formula Score m/z err[mDa] err[ppm] mSigma rdb e Conf N-Rule
32111237 1 C20H1704 100.00 321.11214 -0.23 -0.73 115 125 even ok

Figure S33. 'H NMR spectrum of 5 (CDCls, 400 MHz).
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Figure S34. COSY spectrum of 5 (CDCls, 400 MHz).

HDE-6464 CDC13 2014/03/07 AVIII400 COSY90

m | JI i ppm

A

.
— & - 3 E
= &= . =
T T T T T T T | 9
9 g q 6 2] 4 3 2 e ppm

Figure S35. 1°C and DEPT NMR spectrum of 5 (CDCls, 400 MHz).
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Figure S36. HSQC spectrum of 5 (CDCls, 400 MHz).
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Figure S37. HMBC spectrum of 5 (CDCls, 400 MHz).
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Figure S38. NOESY spectrum of 5 (CDCls, 400 MHz).
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Figure S39. HRMS spectrum of 6.
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name  D:\Data\b3\HDE11595_000001.d 4/21/2015 3:02:37 PM
Method broadband first signal

Sample Name  HDE11-595 Instrument: FT-MS  solariX
Comment ESI Positive

Intens. 359.08911
x108 H

n

1.5

1.01

0.51

2 o Vi & »
3588 " 358.9 359.0 359.1 359.2 359.3 miz

[~ HDE11595_000001.d: +MS |
Meas. m/z # Formula Score m/z err[mDa] err[ppm] mSigma rdb e Conf N-Rule
359.08911 1 C20H16NaO5 100.00 359.08899 -0.11 -0.32 69 125 even ok
Figure S40. HRMS spectrum of 7.
Mass Spectrum SmartFormula Report

Analysis Info
Analysis Name ~ D:\Data\b3\hde63371_000005.d 4/21/2015 3:17:43 PM
Method broadband first signal
Sample Name  HDE63371 Instrument: FT-MS  solariX
Comment ESI-Positive
Intens. 337.10675

x107

20

15

1.0

05

336.95 337.00 337.05 337.10 337.15 337.20 337.25 miz
-+ hde63371_000005.d: +MS ]

Meas. m/z # Formula Score m/z err[mDa] err[ppm] mSigma rdb e Conf N-Rule
337.10675 1 C20H1705 100.00 337.10705 0.30 0.90 188 125 even ok

Figure S41. '"H NMR spectrum of 6 (CDsOD, 700 MHz).
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Figure S44. HSQC spectrum of 6 (CDsOD, 700 MHz).
HDE11-595 MeOD 2014/10/29 AVIII TF 700 H$QC
_J
" H 1 S ppm
. - 20
' .
~ 40
]
— 60
- 80
r
\ 100
=120
' -140
. 160
180
200
T RS T EARAE AR T T
8 7 6 5 4 3 2 & ppm

Figure S45. NOESY spectrum of 6 (CDsOD, 700 MHz).
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Figure S46. HMBC spectrum of 6 (CDsOD, 700 MHz).
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Figure S47. '"H NMR spectrum of 7 (CDCls, 400 MHz).
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Figure S50. HSQC spectrum of 7 (CDCls, 400 MHz).
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Figure S51. HMBC spectrum of 7 (CDCls, 400 MHz).
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Figure §52. NOESY spectrum of 7 (CDCls, 400 MHz).
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Appendix A. References for Known Compounds
2-hydroxy-6-hydroxymethylanthraquinone (8),
tectoquinone (9), 2
2-hydroxymethyl-9,10-anthraquinone (10), 3
2-formyl-9,10-anthraquinone (11), 4
2-hydroxy-3-methyl-9,10-anthraquinone (12), °
2-methoxy-3-methyl-9,10-anthraquinone (13), &
digiferruginol (14), 7
2-hydroxy-3-hydroxymethyl-9,10-anthraquinone (15), 8
1-methylalizarin (16), 8
2,6-dihydroxy-3-methyl-9,10-anthraquinone (17), °
1-hydroxy-2-methoxy-3-methyl-9,10-anthraquinone (18), 1°
2-hydroxy-1-methoxy-3-methyl-9,10-anthraquinone (19), °
3-hydroxy-2-methoxy-6-methyl-9,10-anthraquinone (20),
2,3-dimethoxy-6-methyl-9,10-anthraquinone (21), *?
3-hydroxy-2-methoxy-6-hydroxymethyl-9,10-anthraquinone (22), %3
physcion (23),
robustaquinone B (24), ©°
erythroglaucin (25),
capitellataquinone D (26), V7
deacetyl asperulosidic acid methyl ester (27), 8
scandoside methyl ester (28), 18
E-6-O-p-coumaroyl scandoside methyl ester (29), *°
Z-6-0-p-coumaroyl scandoside methy! ester (30), °
E-6-O-p-methoxycinnamoyl scandoside methyl ester (31), *°
Z-6-O-p-methoxycinnamoyl scandoside methyl ester (32), *°
E-6-O-feruloyl scandoside methyl ester (33), *°
Z-6-O-feruloyl scandoside methyl ester (34), *°
4,7-dimethoxy-5-methyl-1,3-benzodioxole (35), 2°
p-coumaric acid (36), 2
mixture of ursolic acid (37) and oleanolic acid (38), %
mixture of stigmasterol (39) and B-sitosterol (40), 3

aurantiamide acetate (41), 2*
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