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7,Ry= -OH, R, =R3=R4 =Rs = Rg = H
8, Ry = @-OH, R, = R3 = Ry = Rg = H, Rs = =0

9, Ry =Rg= -OH, Ry = R3 =R4 = Rs = H

10, R; = @-OAc, Ry = 0-OH, Ry = R4 = Rs = Rg = H
11, Ry =Ry= @-OH,R3 = R4 =Rs = Rg = H

12,R; =R3 =R, = Rg = H, Ry = @-OH, R ==0
13, R; = Ry = @-OH, Ry = Ry = Rg = H, Rs = AOH
14,R;=Rs=Rg = ®#OH, Ry=R3 =R, = H

Figure S1. The structure of known compounds 7-14.

Figure S2. The COSY and key HMBC ("H —!3C) correlations of compounds 1—6.
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Figure S3. 'H NMR spectrum (CDCl3, 400 MHz) of marginaol A (1)
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Figure S4. 3C NMR spectrum (CDClz, 100 MHz) of marginaol A (1)
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Figure S6. HMQC spectrum of marginaol A (1) in CDCl;
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Figure S7. HMBC spectrum of marginaol A (1) in CDCl;
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Figure S8. Difference NOE of 1 irradiating H-1 in CDCl;
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Figure S10. Difference NOE of 1 irradiating H-6 in CDCl;



TR

H-6

T T T T T T T T T T T T 1
0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 P
= ~
ey —
i}

Figure S11. Difference NOE of 1 irradiating H-7« in CDCl;
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Figure S12. Difference NOE of 1 irradiating H-74 in CDCl;




10

L
T T T T T T T T T T T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
. %j ﬁ H ﬁ H ﬁ ;:
= b I = = S S
S 8| S| [ S S
i o ed -l le = ™ S
H-5
[it.
r T T T T T T T T T T T T T T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

.
-100.000
—_—

Figure S13. Difference NOE of 1 irradiating H-9 in CDCl;
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Figure S14. Calculated ECD spectra of (1R, 28, 55, 6R, 95, 10R, 13R)-1a and (1S, 2R, 5R,
6S, 9R, 108, 135)-1b isomers and the experimental ECD spectrum of 1 in MeOH
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Figure S15. 'H NMR spectrum (CDCl3, 400 MHz) of marginaol B (2)
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Figure S16. >*C NMR spectrum (CDCl;, 100 MHz) of marginaol B (2)
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Figure S17. COSY spectrum of marginaol B (2) in CDCl;
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Figure S19. HMBC spectrum of marginaol B (2) in CDCl;
Figure S20. Difference NOE of 2 irradiating H-1 in CDCl;
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Figure S21. Difference NOE of 2 irradiating H-3 in CDCl;
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9R, 10R, 118, 135)-2b isomers and the experimental ECD spectrum of 2 in MeOH
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Figure S25. '"H NMR spectrum (CDCls, 400 MHz) of marginaol C (3)
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Figure S28. HMQC spectrum of marginaol C (3) in CDCl;
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Figure S29. HMBC spectrum marginaol C (3) in CDCl;
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Figure S32. Difference NOE of 3 irradiating H-74 in CDCl;
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Figure S33. Difference NOE of 3 irradiating H-11 in CDCl;
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Figure S34. Difference NOE of 3 irradiating H3-20 in CDCl;
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Figure S35. Calculated ECD spectra of (35, 55, 6R, 95, 10R, 118, 13R)-3a and (3R, 5R, 68,
OR, 108, 11R, 135)-3b isomers and the experimental ECD spectrum of 3 in MeOH
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Figure S36. '"H NMR spectrum (CDCl;, 400 MHz) of marginaol D (4)
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Figure S42. Difference NOE of 4 irradiating H-9 in CDCl;
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Figure S44. Calculated ECD spectra of (15, 3S, 55, 95, 10S, 11R, 13R)-4a and (1R, 3R, 5R,
OR, 10R, 115, 135)-4b isomers and the experimental ECD spectrum of 4 in MeOH
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Figure S46. 3C NMR spectrum (CD;0D, 100 MHz) of marginaol E (5)
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Figure S48. HMQC spectrum of marginaol E (5) in CD;0D
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Figure S49. HMBC spectrum of marginaol E (5) in CD;0D
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Figure S50. Difference NOE of § irradiating H-1 in CD;0D
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Figure S52. Difference NOE of 5 irradiating H-5 in CD;0D
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Figure S53. Difference NOE of § irradiating H-7 in CD;0D
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Figure S54. Difference NOE of § irradiating H-11 in CD;0OD
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Figure S56. 3C NMR spectrum (CD;0D, 100 MHz) of marginaol E (6)
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Figure S57. COSY spectrum of marginaol E (6) in CD;0D
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Figure S58. HMQC spectrum of marginaol E (6) in CD;0D
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Figure S59. HMBC spectrum of marginaol E (6) in CD;0D
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Figure S60. Difference NOE of 6 irradiating H-3 in CD;0D
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Figure S61. Difference NOE of 6 irradiating H-5 in CD;0D
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Figure S62. Difference NOE of 6 irradiating H-11 in CD;0D
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