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S1. Comparison of reported and observed *C NMR spectroscopic data of ent-beyer-15-ene (1) and erythroxylol A (2) in CDCls

Ent-beyer-15-ene (1) Erythroxylol A (2)
C o (reported) at o (observed) at o (reported) at o (observed) at
20 MHz 100 MHz 20 MHz 100 MHz

1 39.3 39.3 39.2 39.2

2 18.7 18.7 18.3 18.3

3 42.2 42.2 35.7 35.6

4 33.3 33.2 38.5 38.5

5 56.1 56.1 56.8 56.8

6 20.3 20.2 20.1 20.2

7 374 37.36 or 37.41 37.3 37.70r37.2
8 49.1 49.1 49.0 49.0

9 53.0 52.9 53.0 52.9

10 374 37.36 or 37.41 37.3 37.70r37.2
11 205 20.3 20.3 20.3

12 337 33.3 33.2 33.2

13 436 43.7 43.6 43.6

14 613 61.3 61.2 61.1

15 135.2 135.4 135.0 135.0

16 136.1 136.3 136.0 136.5

17 250 25.1 24.9 24.9

18 338 33.8 27.0 27.0

19 220 22.1 65.5 65.5

20 151 15.1 15.6 15.8




S2. Comparison of reported *H (200 MHz) and *3C (50 MHz) NMR Spectroscopic data with observed *H (400 MHz) and *3C (100
MHz) NMR Spectroscopic Data and Selected HMBC correlations of 5

C Type  du(Rep) dc (Rep)  8n (Obs) dc(Obs) HMBC

1 CH; 39.6 0.90m, 1.69 m 39.5 2

2 CH; 19.3 1.41m,1.80m 19.2

3 CH; 38.0 1.01m,2.15m 37.9 1,5

4 C 43.9 - 43.8

5 CH 57.2 1.10m 57.0 4,9,10, 19
6 CH; 21.6 1.82m 21.6 5,8

7 CH; 37.7 1.29m, 1.66 m 37.7

8 C 49.2 - 49.1

9 CH 52.4 0.97m 52.3

10 C 37.7 - 37.9

11 CH; 20.5 1.53m, 1.25 20.4 8,12,13
12 CH; 33.2 1.25m 33.1

13 C 43.7 - 43.7

14 CH; 61.1 1.01m,1.45m 61.0 7,9

15 CH 5.47d (J=5.7Hz) 1348 5.73d (J=5.7 Hz) 134.8 8, 14

16 CH 5.76d (J=5.7Hz) 1365 5.45 d (J=5.7 Hz) 136.5 8,13, 14, 17
17 CHs; 1.01s 24.9 0.99s 24.9 16, 12, 13
18 CHs 1.26 s 29.1 1.24s 29.1 3,4,5,19
19 C 184.3 - 183.8

20 CHs 0.69 s 13.8 0.67 s 13.8 1,5,9,10




S3. H (400 MHz) and *C (100 MHz) NMR Spectroscopic Data and Selected HMBC correlations of 9

C OH 3¢ HMBC
1 0.89m, 157 m 384  CH,

2 151 m 199  CH;

3 1.33m, 1.76 m 430  CH, 2

4 - 724 C

5 1.13m 576  CH

6 1.38m, 1.75m 191  CH,

7 1.37 m, 1.66 m 367  CH. 5,6

8 - 490 C

9 1.05m 526  CH

10 - 380 C

11 0.83m, 1.27m 204  CH, 13

12 1.27m 331  CH, 14

13 - 437 C

14 1.04m, 1.45 m 611  CH, 8,9,12,13
15 5.68 d (J= 5.7 Hz) 1350  CH 8,13, 14, 16
16 5.46 d (J= 5.7 Hz) 1365  CH 8,13, 14, 15
17 1.00's 249  CHs 12,13, 14, 16
18 - -

19 1145 233 CHs 3,4,5,

20 0.71s 145 CH; 1,5,9,10




S4. 'H NMR Spectrum (400 MHz) of 3 in CDCls
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S5. 3C NMR Spectrum (100 MHz) of 3 in CDCls
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S6. DEPT 135 Spectrum (100 MHz) of 3 in CDCl3

134.536 ——
136.817 ——

40

80

120

160

PPM



S7. HSQC Spectrum of 3 in CDCl3

o o P —
° o 20

® e — 40

o o — 60

— 80

— 100

— 120

— 140

— 160

— 180

— 200
PPM (F1)

T I T I T I T I T I T I T I T I T I T
PPM (F2) 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0



S8. HMBC Spectrum of 3 in CDCls
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S9. 'H NMR Spectrum (400 MHz) of 4 in CDCls3
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S10. *H NMR Spectrum (400 MHz) of 4 in CDCls (Expansion ¢ 0.00 — 2.50)

0.504 —
0.531 —

0.841 ——

0.4

0.8

1.2

1.6

2.0

PPM



S11. 3C NMR Spectrum (100 MHz) of 4 in CDCls
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S12. DEPT135 Spectrum (100 MHz) of 4 in CDCls
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S13. HSQC spectrum of 4 in CDCl3
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S14. HMBC spectrum of 4 in CDCl3
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S15. 1D Selective Gradient NOESY spectrum (400 MHz) of 4 in CDCls; Irradiation at ¢ 3.433

1D Selective Gradient NOESY
freq: 3.433 ppm
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S16. 'H NMR Spectrum (400 MHz) of 5 in CDCls

=il || [

N W N D W UTNUDOsaRN 1 @) 00 -» W

97
98
i
B
67
68
80
82
84
13

0.
0.
M.
4
1.
1.
1.
1.
1.
7

HsC CO,H

2.924

#384
3:893

2.701
1.387

2.590
3.314

1.132

0.996

0.999

— N

PPM



S17. *H NMR Spectrum (400 MHz) of 5 in CDCls (Expansion ¢ 0.00 — 2.50)
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S18. 3C NMR Spectrum (100 MHz) of 5 in CDCls
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S19. DEPT 135 Spectrum (100 MHz) of 5 in CDCls
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S20. HSQC Spectrum of 5 in CDCl3
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S21. HMBC Spectrum of 5 in CDCl3
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S22. *H NMR Spectrum (400 MHz) of 6a and 6b in CDCls
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S23. 'H NMR Spectrum (400 MHz) of 6a and 6b in CDCls (Expansion § 0.40 — 2.00)
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S24. 13C NMR Spectrum (100 MHz) of 6a and 6b in CDCls
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S25. 13C NMR Spectrum (100 MHz) of 6a and 6b in CDCls (Expansion ¢ 0.00 — 65.00)
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S26. DEPT 135 Spectrum (100 MHz) of 6a and 6b in CDCl3

32.293 —
33.250 —

34.870 ——

35.310 —f~
35.410
35.492

38.320 ——
39.245 ——

46.720 ——
46.859 —

50.460 —

55.844 —=
55.891
55.996
56.093
56.287

60.157 ——
60.202 —

0

2

30

40

50

60

70

80

PPM



S27. HSQC Spectrum of 6a and 6b in CDCl;
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S28. HMBC Spectrum of 6a and 6b in CDCl;
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S29. 1D Selective Gradient NOESY spectrum (400 MHz) of 6a and 6b in CDClIs; Irradiation at 6 0.924
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S30. 1D Selective Gradient NOESY spectrum (400 MHz) of 6a and 6b in CDClIs; Irradiation at 6 1.134
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S31. 1D Selective Gradient NOESY spectrum (400 MHz) of 6a and 6b in CDCls; Irradiation at 6 1.296
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S32. 'H NMR Spectrum (400 MHz) of 6a in CDCls
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S33. 'H NMR Spectrum (400 MHz) of 6a in CDCI3z (Expansion & 0.40 — 3.50)
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S34. 13C NMR Spectrum (100 MHz) of 6a in CDCls
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S35. 'H NMR Spectrum (400 MHz) of 6b in CDCls
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S36. 'H NMR Spectrum (400 MHz) of 6b in CDCls (Expansion  0.40 — 3.50)
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S37. 13C NMR Spectrum (100 MHz) of 6b in CDCls
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S38. 'H NMR Spectrum (400 MHz) of 7 in CDCls

~N vl NNNHHEHPHAGH B H R R 20000
N NN A D HERNOOOOUER BN - - = O W0 W00
o)) NO b NNWOONUTWWIRED IWNNHHORNUT
o wo U= OWOOWH OISR NN RODNOHOD

Impurity

6660

696°0

0T0'9
8

PPM 8 6 4 2 0



Impurity

40

80

S39. 3C NMR Spectrum (100 MHz) of 7 in CDCls
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S40. DEPT 135 Spectrum (100 MHz) of 7 in CDCls

15.481 ——
17.766 —_
19.556 —__
20.389 ——

24.780 ——
24.922

32.997 —
34.871 —

37.414 —
39.116 —

52.357 —

55.934 ——

61.226 ——

135.230 —
136.356 —

20

40

60

80

100

120

PPM



S41. HSQC Spectrum of 7 in CDCl3
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S42. HMBC Spectrum of 7 in CDCl3
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S43. 1D Selective Gradient NOESY spectrum (400 MHz) of 7 in CDCls; Irradiation at ¢ 0.856

1D Selective Gradient NOESY
freq: 0.856 ppm
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S44. 1D Selective Gradient NOESY spectrum (400 MHz) of 7 in CDCls; Irradiation at 0 1.282
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S45. 'H NMR Spectrum (400 MHz) of 8 in CDCls
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S46. 3C NMR Spectrum (100 MHz) of 8 in CDCls
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S47. DEPT135 Spectrum (100 MHz) of 8 in CDCl3
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S48. HSQC Spectrum of 8 in CDCl3
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S49. HMBC Spectrum of 8 in CDCl3
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S50. 1D Selective Gradient NOESY spectrum (400 MHz) of 8 in CDCls; irradiation at 6 0.740

1D Selective Gradient NOESY
freq: 0.740ppm
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S51. 1D Selective Gradient NOESY spectrum (400 MHz) of 8 in CDCIs; Irradiation at 0 1.117

1D Selective Gradient NOESY
freq: 1.117ppm
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S52. 'H NMR Spectrum (400 MHz) of 9 in CDCls
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S53. 13C NMR Spectrum (100 MHz) of 9 in CDCls
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S54. DEPT135 Spectrum (100 MHz) of 9 in CDCl3
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S55. HSQC Spectrum of 9 in CDCl3
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S56. HMBC Spectrum of 9 in CDCls
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S57. 1D Selective Gradient NOESY spectrum (400 MHz) of 9 in CDCls; Irradiation at 6 0.708

1D Selective Gradient NOESY
freq: 0.708 ppm
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S58. 1D Selective Gradient NOESY spectrum (400 MHz) of 9 in CDCls; Irradiation at 0 1.135

1D Selective Gradient NOESY
freq: 1.136 ppm
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