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Figure S1. "H-NMR Spectrum of 3-O-(3'-O-angeloyl)-8-D-glucopyranosyl-28-0- [a-L-rhamnopyranosyl(1->2)]-6-D-glucopyranosyl-36, 216, 22a, 28-tetrahydroxy-olean-12-ene (1) in CsDsN.
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Figure S2. BC-NMR Spectrum of 3-0-(3'-0O-angeloyl)-8-D-glucopyranosyl-28-0- [a-L-rhamnopyranosyl(1->2)]-8-D-glucopyranosyl-36, 218, 22a, 28-tetrahydroxy-olean-12-ene

(1) in CsDsN.
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Figure S3. HR-ESI-MS Spectrum of 3-0-(3'-0-angeloyl)-8-D-glucopyranosyl-28-0O- [a-L-rhamnopyranosyl(1->2)]-8-D-glucopyranosyl-38, 216, 22a,
28-tetrahydroxy-olean-12-ene (1).
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Figure S4. HMBC Spectrum of 3-0-(3'-O-angeloyl)-8-D-glucopyranosyl-28-0O- [a-L-rhamnopyranosyl(1-2)]-68-D-glucopyranosyl-38, 218, 22a, 28-tetrahydroxy-olean-12-ene (1)
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Figure S5. HSQC Spectrum of 3-0-(3'-O-angeloyl)-8-D-glucopyranosyl-28-O- [a-L-rhamnopyranosyl(1->2)]-8-D-glucopyranosyl-368, 218, 22a, 28-tetrahydroxy-olean-12-ene (1)
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Figure S6. NOESY Spectrum of 3-O-(3'-O-angeloyl)-8-D-glucopyranosyl-28-0- [a-L-rhamnopyranosyl(1-2)]-8-D-glucopyranosyl-38, 218, 22a, 28-tetrahydroxy-olean-12-ene (1)

in CsDsN.
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Figure S7. IR Spectrum of 3-0-(3'-O-angeloyl)-8-D-glucopyranosyl-28-0- [a-L-rhamnopyranosyl(1->2)]-8-D-glucopyranosyl-36, 218, 22a, 28-tetrahydroxy-olean-12-ene (1).
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Figure S8. 'H-NMR Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1-»2)-8-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-368, 16a, 218,
22a, 28-pentahydroxy-olean-12-ene (2) in CsDsN.
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Figure S9. BC-NMR Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1->2)-8-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-36, 16,

218, 22a, 28-pentahydroxy-olean-12-ene (2)in CsDsN.

%m;ggggmvmcqaqcmmcm-—j
ShRa-szoogondEs RosEEE
ey T TR e e LT |
Paramater Yalue
1 Comment
2 Origin Bruker Biodpin GmbH
3 Owner ave0d
4 Bite
5 Spectrometer spact
6 Solvent Pyr
7 Temperaturs 6732
8 Polsz Baquence zepe3l
5 Experiment 1D
10 Number of Scans 4447
11 Repsiver Gain 14600
12 Relaxation Delay 2.0000
13 Pulse Width 6.0000
14 Acquisiton Time 0.7209

15 Acquisition Date
16 Modification Date

2013-04-07T21:03:14
2013-04-07T21:03:.00

17 Epectrometer Fraqueney 130.30

5. 11
62.22
61.77

[
5200
5

l B

1

9,86
55.72
48.21

46,87
41.55
39.99

47.03

39.68
36.75
36,52

34.80

30.80
29.48

27.88

26.55
23.80

27.53

20.87
20,19

9.91
19.18
18.39
16.80
16.63
16.09
15.63
13.90
13.70

)

= 50000

- 45000

- 40000

- 35000

- 30000

— 20000

= 10000

—-5000

18 Spectral Wadth 434345

16 Lowast Fraquency -T603.5

20 Nuelens 13C

21 Acquired Size 32763

22 Spectral Bize 63336

i
T T T T T T T T T T T T T T T T T T T T T T T T
250 240 230 220 210 200 150 180 170 160 150 140 130 120 110 100 %0 i ™ (1] 50 40 30 20 10
f1 (ppa!



Figure S10. HR-ESI-MS Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1->2)-8-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-36, 16a,
218, 22a, 28-pentahydroxy-olean-12-ene (2).
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Figure S11. HMBC Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1-»2)-8-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-38, 16a, 218,
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Figure S12. HSQC Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1->2)-8-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-38, 16a, 218,
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Figure S13. NOESY Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1->2)-6-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-38, 16a, 2186,
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Figure S14. IR Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-8-D-galactopyranosyl(1-2)-8-D-6'- n-butyl-glucuronic acid-21-O-epoxyangeloyl-22-O-angeloyl-38, 16«, 218, 22a,
28-pentahydroxy-olean-12-ene (2).
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Figure S15. 'H-NMR Spectrum of 6’-methylester-O-Xanifolia-Y5 (3) in CsDsN.
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Figure S16. *C-NMR Spectrum of 6'-methylester-O-Xanifolia-Y5 (3) in CsDsN.
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Figure S17. HR-ESI-MS Spectrum of 6’-methylester-O-Xanifolia-Y5 (3).
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Figure S18. HMBC Spectrum of 6’-methylester-O-Xanifolia-Y5 (3) in CsDsN.
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Figure S19. HSQC Spectrum of 6’-methylester-O-Xanifolia-Y5 (3) in CsDsN.
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Figure S20. IR Spectrum of 6’-methylester-O-Xanifolia-Y5 (3).
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Figure S21. 'H-NMR Spectrum of 16-O-acetyl-aesculioside G12 (4) in CsDsN.
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Figure $22. "*C-NMR Spectrum of 16-O-acetyl-aesculioside G12 (4) in CsDsN.
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Figure S23. HR-ESI-MS Spectrum of 16-O-acetyl-aesculioside G12 (4).
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Figure S24. HMBC Spectrum of 16-O-acetyl-aesculioside G12 (4) in CsDsN.
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Figure S25. HSQC Spectrum of 16-O-acetyl-aesculioside G12 (4) in CsDsN.
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Figure S27. IR Spectrum of 16-O-acetyl-aesculioside G12 (4).
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Figure S28. 'H-NMR Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-B-D-galactopyranosyl(1->2)-B-D-6'-methyl-glucuronic acid-21-0-(3"",4""-O-diangeloyl)-B-D-
fucopyranosyl-28-O-acetyl-3B, 16a, 21B, 22a, 28-pentahydroxy-olean-12-ene (5) in CsDsN.
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Figure S29. BC-NMR Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-B-D-galactopyranosyl(1->2)-B-D-6'-methyl-glucuronic acid-21-0-(3"",4"""-O-diangeloyl)-B-D-
fucopyranosyl-28-O-acetyl-3B, 16a, 218, 22a, 28-pentahydroxy-olean-12-ene (5) in CsDsN.

19'8L1
[S°e8
PS8
L6681
S_mi
60°S01
12'901
00111
0S€C1
6LET1
9L'LE1]
66'LT11
Z8'8¢l
LT'L91
£€°L914
$0°0L17
69°0L1-

110 100
33

120

130



Figure S30. HR-ESI-MS Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-B-D-galactopyranosyl(1->2)-B-D-6'-methyl-glucuronic acid-21-0-(3"",4""-O-diangeloyl)-B-D-
fucopyranosyl-28-O-acetyl-3B, 16a, 218, 22a, 28-pentahydroxy-olean-12-ene (5).

P

110 | . \ \
%T \ /
\
'.
|

xnan

80 | M6l

0.0 : ,
0000 3600 320 1300 2400 2000 1800 1600 1400 1200 1000 200 600 4300




Figure S31. HMBC Spectrum of 3-O-[a-L-arabinofuranosyl(1-3)]-B-D-galactopyranosyl(1->2)-B-D-6'-methyl-glucuronic acid-21-0-(3"",4"""-O-diangeloyl)-B-D-
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Figure S32. HSQC Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-B-D-galactopyranosyl(1->2)-B-D-6'-methyl-glucuronic acid-21-0-(3"",4"""-O-diangeloyl)-B-D-
fucopyranosyl-28-O-acetyl-3B, 16a, 218, 22a, 28-pentahydroxy-olean-12-ene (5) in CsDsN.
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Figure S33. IR Spectrum of 3-O-[a-L-arabinofuranosyl(1->3)]-B-D-galactopyranosyl(1->2)-B-D-6'-methyl-glucuronic acid-21-O-(3"",4"""-O-diangeloyl)-B-D-
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Figure S34. 'H-NMR Spectrum of 6’-methylester-O-Xanifolia-Y2 (6) in CsDsN.
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Figure S35. BC-NMR Spectrum of 6’-methylester-O-Xanifolia-Y2 (6) in CsDsN.
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Figure S36. HR-ESI-MS Spectrum of 6’-methylester-O-Xanifolia-Y2 (6).
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Figure S37. HMBC Spectrum of 6’-methylester-O-Xanifolia-Y2 (6) in CsDsN.
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Figure S38. HSQC Spectrum of 6’-methylester-O-Xanifolia-Y2 (6) in CsDsN.
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Figure S39. IR Spectrum of 6’-methylester-O-Xanifolia-Y2 (6).
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Figure S40. 'H-NMR Spectrum of 6’-methylester-O-Xanifolia-Y8 (7) in CsDsN.
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Figure S41. BC-NMR Spectrum of 6’-methylester-O-Xanifolia-Y8 (7) in CsDsN.
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Figure S42. HR-ESI-MS Spectrum of 6'-methylester-O-Xanifolia-Y8 (7).
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Figure S43. HMBC Spectrum of 6’-methylester-O-Xanifolia-Y8 (7) in CsDsN.
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Figure S44. HSQC Spectrum of 6’-methylester-O-Xanifolia-Y8 (7) in CsDsN.
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Figure S45. IR Spectrum of 6’-methylester-O-Xanifolia-Y8 (7).
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Figure $46. "H-NMR Spectrum of Xanifolia Y (8) in CsDsN.
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Figure S47. BC-NMR Spectrum of Xanifolia Y (8) in CsDsN.
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Figure $48. 'H-NMR Spectrum of Xanifolia ACH-Y (9) in CsDsN.
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Figure $49. *C-NMR Spectrum of Xanifolia ACH-Y (9) in CsDsN.
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Figure S50. "H-NMR Spectrum of Xanifolia Y2 (10) in CsDsN.
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Figure S51. **C-NMR Spectrum of Xanifolia Y2 (10) in CsDsN.
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Figure S52. HR-ESI-MSSpectrum of Xanifolia Y2 (10) in CsDsN.
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