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Figure S1. The 'TH NMR (400 MHz) spectrum of Clausenaside A (1) in DMSO-d;
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Figure S2. The 3C NMR (100 MHz) spectrum of Clausenaside A (1) in DMSO-d;
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Figure S3. The DEPT spectrum of Clausenaside A (1) in DMSO-dg
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Figure S4. The HSQC spectrum of Clausenaside A (1) in DMSO-d;
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Figure S5. The HMBC spectrum of Clausenaside A (1) in DMSO-d;
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Figure S6. The "H-'H COSY spectrum of Clausenaside A (1) in DMSO-d;
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Figure S7. The experimental CD spectrum of Clausenaside A (1)
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Figure S8. The IR spectrum of Clausenaside A (1)
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Figure S9. The HRESIMS of Clausenaside A (1)
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TS Ty T Forms
= \_l 156, m‘\ |M4Na;-[ C22 H27 N Na 08| 4995663

Best Formula (M) lan Formuls Calc miz Score Cross §) Mass Calc Mass. Dilf {ppen) Abs Diff (ppm) | Abund Maich | Spacng Mat| Mass Maich mz
. e (C22H27 N 08| €22 H2Z7 N Na 08| 456.1629 | 98.97| 433.1701 4339737 -1.08) 1.09) 93.98| 9894 99.96| 456.1634
: T ETEI 75 A3 W5 Na O 5 1642] ) [ET B 198 o8 o] ) 9as| 50 1634
. SR 23 H31 N Ma 03 52 355 1638 57 45 R 3175 X (B a1 52 a5 52| 5398|456 1634
5 T Gl H3I N3O0 S C14 H31 N3 Ma D105| nwsﬁl G741 SR 33173 EG 761 G157 9565 9975{_5“5;4

12



Figure S10. The 'H NMR (400 MHz) spectrum of (S)-(+)-tembamide (1a) in

DMSO-d;
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Figure S11. The 3C NMR (150 MHz) spectrum of (S)-(+)-tembamide (1a) in
DMSO-d;
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Figure S12. The experimental CD spectrum of (S)-(+)-tembamide (1a)
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Figure S13. The HRESIMS of (5)-(+)-tembamide (1a)
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Figure S14. The 'H NMR (600 MHz) spectrum of (S)-MTPA-ester (1aa) in

DMSO-d;
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Figure S15. The 3C NMR (150 MHz) spectrum of (S)-MTPA-ester (1aa) in

DMSO-d;
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Figure S16. The HSQC spectrum of ($)-MTPA-ester (1aa) in DMSO-d;

Bruker AVIIIHD 600 ZHP-13SS HSQC in DMLO 20150825
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Figure S17. The HMBC spectrum of (5)-MTPA-ester (1aa) in DMSO-d

Bruker AVIIIHD 600 ZHP-1B3SS HMBC in DMSO 20150825
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Figure S18. The 'TH NMR (600 MHz) spectrum of (R)-MTPA-ester (lab) in

DMSO-d;
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Figure S19. The 3C NMR (150 MHz) spectrum of (R)-MTPA-ester (1ab) in
DMSO-d;
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Figure S20. The HSQC spectrum of (R)-MTPA-ester (1ab) in DMSO-d

Bruker AVIIIHD 600 ZHP-13SR J{SQC IN DMSO 20150824
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Figure S21. The HMBC spectrum of (R)-MTPA-ester (1ab) in DMSO-d;

Bruker AVIIIHD 600 ZHP-13SR HMBC IN DMSO 20150824
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Figure S22. The '"H NMR (400 MHz) spectrum of Clausenaside B (2) in DMSO-
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Figure S23. The 3C NMR (100 MHz) spectrum of Clausenaside B (2) in DMSO-
ds
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Figure S24. The DEPT spectrum of Clausenaside B (2) in DMSO-d;
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Figure S25. The HSQC spectrum of Clausenaside B (2) in DMSO-d;
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Figure S26. The HMBC spectrum of Clausenaside B (2) in DMSO-d;
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Figure S27. The '"H-TH COSY spectrum of Clausenaside B (2) i

n DMSO-d;
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Figure S28. The experimental CD spectrum of Clausenaside B (2)
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Figure S29. The IR spectrum of Clausenaside B (2)
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Figure S30. The HRESIMS of Clausenaside B (2)
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Figure S31. The '"H NMR (400 MHz) spectrum of Clausenaside C (3) in DMSO-

ds
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Figure S32. The 3C NMR (100 MHz) spectrum of Clausenaside C (3) in DMSO-

ds
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Figure S33. The DEPT spectrum of Clausenaside C (3) in DMSO-d;
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Figure S34. The HSQC spectrum of Clausenaside C (3) in DMSO-d,
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Figure S35. The HMBC spectrum of Clausenaside C (3) in DMSO-d,
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Figure S36. The 'H-TH COSY spectrum of Clausenaside C (3) in DMSO-d,
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Figure S37. The experimental CD spectrum of Clausenaside C (3)
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Figure S38. The IR spectrum of Clausenaside C (3)
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Figure S39. The HRESIMS of Clausenaside C (3)

MS Formula Resulis: + Sean (5.566 min) Sub (2014031201.d)
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Figure S40. The 'TH NMR (600 MHz) spectrum of Clausenaside D (4) in DMSO-

ds
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Figure S41. The 3C NMR (150 MHz) spectrum of Clausenaside D (4) in DMSO-
ds
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Figure S42. The DEPT spectrum of Clausenaside D (4) in DMSO-d,
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Figure S43. The HSQC spectrum of Clausenaside D (4) in DMSO-d,
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Figure S44. The HMBC spectrum of Clausenaside D (4) in DMSO-d;
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Figure S45. The '"H-TH COSY spectrum of Clausenaside D (4) in DMSO-d,
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Figure S46. The IR spectrum of Clausenaside D (4)
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Figure S47. The HRESIMS of Clausenaside D (4)

MS Formula Results: + Scan (4.227 min) Sub (2014051402.d)
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Figure S48. The 'H NMR (600 MHz) spectrum of Clausenaside E (5) in DMSO-
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Figure S49. The 3C NMR (150 MHz) spectrum of Clausenaside E (5) in DMSO-

ds
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Figure S50. The DEPT spectrum of Clausenaside E (5) in DMSO-d;

N I

T T T T T T T T T T T T T T T T T T T T
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm

53



Figure S51. The HSQC spectrum of Clausenaside E (5) in DMSO-d;
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Figure S52. The HMBC spectrum of Clausenaside E (5) in DMSO-d;
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Figure S53. The 'H-'H COSY spectrum of Clausenaside E (5) in DMSO-d;
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Figure S54. The IR spectrum of Clausenaside E (5)
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Figure S55. The HRESIMS of Clausenaside E (5)

M3 Formula Results: + Scan (5.158 min) Sub (2014090101.d)

[ e I e | Fomula | Atandance |
o T _ Gl7HzNos| ez
Besl Formua (M) lon Farmuda Score Cross Score | Calomiz Diff (pam) | Mass Match | Abund Maich | Spacing Maich | DBE |
. v C1TH21 NOB| C17 H22 M O8] 9.9 368134 -1.68| 29.91 o984 99.95| &
C14 H2EF N O 14 H23F N 09 99,34 3681381 1.43 a8.93 a7.46 45.95) 4
C16HIAF NI 02 P & CABHZ4 F N30 P &I L] 3681354 21 EIE 3008 EX B
- CIBHEZ N3O P 5i C19HZINIOF 5 E| 3681343 A w597 2534 977 2
| miz 1 1on [ Fomula [ rmurgence |
o T _Bedais]T  owioiNNepe]  4ned]
Best Fermula (M) lan Fermut Srane Cross Scare Cade miz Diff (ppm} | MassMatch | Abund Match | Spacing Masch DEE
% - CITHZTN 08 TA7 HZ1 H Na 08 EES 320.1153| 03 00| 0957 .5 8
. CIaHIZF N OF CIaHIZF N Ha 0F 06T 3901171 FXO] ¥ 78| [EED 100 a
5 TRl HEFNIDP CHHIBFNIN2O P 3088 1901142 51 % 24 9735, 58,09 )
. CIEHZIFNIOZF S| CIGHZIFNINaDZP 5 EIE 301173 E] E 16 69 9058 o]
- CITHIZFMNOS S CITHZR2FWNMNaO5 Si 9047 190.1143| 4.7 09,36 95.0) 90.78 B
. C19 HZ2 N3 O P Si CI9H2ZNINa O P Si a7.91 3901162 0.33 100 0289 99.75 | 2|

58




wRS=600 PROTON zhp-21 IN cdlod Apr 13 2014
smmmTcen

Figure S56. The 'TH NMR (600 MHz) spectrum of Clausenaside F (6) in MeOH-d,
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Figure S57. The 3C NMR (150 MHz) spectrum of Clausenaside F (6) in MeOH-
dy
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Figure S58. The HSQC spectrum of Clausenaside F (6) in MeOH-d,
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Figure S59. The HMBC spectrum of Clausenaside F (6) in MeOH-d,
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Figure S60. The 'H-'H COSY spectrum of Clausenaside F (6) in MeOH-d,
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Figure S61. The IR spectrum of Clausenaside F (6)
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Figure S62. The HRESIMS of Clausenaside F (6)
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Figure S63. The "TH NMR (600 MHz) spectrum of Clausenaside G (7) in DMSO-
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Figure S64. The 3C NMR (150 MHz) spectrum of Clausenaside G (7) in DMSO-

ds
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Figure S65. The HSQC spectrum of Clausenaside G (7) in DMSO-dg
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Figure S66. The HMBC spectrum of Clausenaside G (7) in DMSO-d;
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Figure S67. The 'H-'H COSY spectrum of Clausenaside G (7) in DMSO-d;
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Figure S68. The IR spectrum of Clausenaside G (7)
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Figure S69. The HRESIMS of Clausenaside G (7)

MS Formula Results: + Scan (6.414 min) Sub (2014110201.d)
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Figure S70. Two conformations of Clausenaside G (7)
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Figure S71. Calculated ECD spectra of 3§ (7a), Calculated ECD spectra of 3R
(7b) and experimental ECD spetrum of Clausenaside G (7)
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Figure S72. The 'TH NMR (400 MHz) spectrum of Clausenaside H (8) in DMSO-
ds
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Figure S73. The 3C NMR (100 MHz) spectrum of Clausenaside H (8) in DMSO-
ds
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Figure S74. The DEPT spectrum of Clausenaside H (8) in DMSO-dj
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Figure S75. The HSQC spectrum of Clausenaside H (8) in DMSO-d
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Figure S76. The HMBC spectrum of Clausenaside H (8) in DMSO-d;

ppm

"
1] () )

L

100

-120

140

160

13 12 1 10 9 8 7 6 5 4 3 2 1

79



Figure S77. The '"H-TH COSY spectrum of Clausenaside H (8) in DMSO-d;
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Figure S78. The NOE difference spectrum of Clausenaside H (8) in DMSO-d;
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Figure S73. The IR spectrum of Clausenaside H (8)
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Figure S74. The HRESIMS of Clausenaside H (8)

MS Formula Results: + Scan (6.466 min) Sub (2014081103.d)
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