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Figure S1. The IR spectrum of compound 1.
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Figure S2. The UV spectrum of compound 1 (CH3;OH).



Aglycone+H M+H
505 667 799 945 1077 1209 1355 1487
AKNS_A2 0702#1841 RT: 462 AV:1 NL:7.36E6

T: FTMS + p ESI Full ms [100.0000-1500.0000]
1600000

-146
[M+H-Rha]

-162
[M+H-Glc]

-132
[M+H-Aral

-132
[M+H-Xyl]

-132
[M+H-Xyl]

-132
[M+H-Xyl]

-146
[M+H-Rha]

1400000

1200000

\

1487.68823
1000000

)
Q
=]
=]
=]
T

Relative Abundance

600000

B
P

|
I
I
I
I
I
I
1
I
I
I
1
I
:
I
\

+ 1355.64575
945.50262
799.44348 1077.54504 1209.58777

T Wl

i, | NI|I11| luh |

T LN AR RS LA AL AR RAAE LA AR S T T L A M N L M AR RN R AR RARS ML) RAAE RARS RANN SN

200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500
m/z

LA S

I

400000

200000 M
,

AKNS_A2 0702 #1841 RT 462 AV 1 NL 983E5

T FTMS * p ESI Full ms [100.0000-1500.0000] Elemental composition search on mass 1487.69

] m/z= 1482.69-1492.69
1400000 m/z Theo. Mass Delta RDB Composition
1 (marnu) equiv.
e 1487.68823 1487.69004 -1.81 13.5 Ceg H111 O3s
& 1000000 1487 68823
3 1
< 800000
2 ] 1488 69031
ﬁ 600000-]
400000 1480 69446
200000
] 149069656 1401 70064 1495 65356 149670703
B A e sy e e e e e it e Lt Mt ne s A L may o e pa A e i e A st e e T
1481 1482 1483 1484 1485 1486 1487 1488 1480 1490 1491 1492 1493 1404 1495 1496
m/z

Figure S3. HR-MS spectrum of compound 1.
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Figure S4. The *H NMR spectrum of compound 1 (500 MHz, CDs0OD).
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Figure S5. The **C NMR spectrum of compound 1 (125 MHz, CDs0OD).
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Figure S6. The *H-'H COSY spectrum of compound 1 (500MHz, CDsOD).
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Figure S7. The HSQC spectrum of compound 1 (500 MHz, CD3;0D).
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Figure S8. The HMBC spectrum of compound 1 (500 MHz, CD3OD).

3.0

1 (ppm)



MMWMMUL

2.0

F2.5

r3.0

3.5

4.0

~4.5

5.0

5.5

ROESY_01
201908626 AZ ;‘
—_—
° 8
@ = @% =
1]
: 1=
{ ® .
— %
[1]
¢
¥ .
:
—?%-— R =1 ]
e , " ; @ ]
o io & :
P 8o ‘
@0 2 ° ; =
e ® - . i
' g; -:'. f L-] =
— o O - OTD=Rm- . =
== W > '@“
3 N = = )
5.0 4.5 4.0 3.5 3.0 250 2.0 1.5 1.0 0.5
2 (ppm)

Figure S9. The 2D ROESY spectrum of compound 1 (500 MHz, CD3;0D).
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Figure S10. The 2D TOCSY spectrum of compound 1 (600 MHz, CD3;0D).
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Figure S11. The TOCSY-HSQC spectrum of compound 1 (850 MHz, CD3;0D).
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Figure S12. Sugar determination of compound 1.



S13. ECD calculation method.

Conformational searches were performed by employing the procedure implemented in Spartan’14 software under the MMFF molecular
mechanics force field, and the conformers were selected for geometry optimizations. Geometry optimizations were operated with DFT
calculations at the B3LYP/6-31+G(d,p) level using Gaussian 09 package. TDDFT ECD calculations for the optimized conformers were
performed at the CAM-B3LYP/SVP level with a CPCM solvent model in MeCN. The calculated ECD spectra were simulated with a half
bandwidth of 0.3 eV, and the ECD curves were generated by SpecDis 1.64 software. The ECD spectra were weighted by Boltzmann

distribution after UV correction.



