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12a-Acetoxyl-208,21B-22a,23a-diepoxyswietephragmin C (1)

Amorphous white solid; [¢]p® +53.3 (¢ 0.012, CHCI,); IR (film) vima / cm™ 3389.4 (OH), 1733 (carboxyl
group); *H NMR (400 MHz, CDClIs), see Table S1; *C NMR (75 MHz, CDCls), see Table S2; HR-ESI-ToF-MS at m/z
795.2846 [M + Na]" (calculated for C3yH,s016Na, 795.2840).

120a-Acetoxyswietephragmin | (2)

Amorphous white solid; [¢]p® +63.1 (¢ 0.051, CHCI,); IR (film) vma / cm™ 3456.6 (OH), 1731 (carboxyl
group); *H NMR (400 MHz, CDCl5), see Table S1; *C NMR (75 MHz, CDCls), see Table S2; HR-ESI-ToF-MS at m/z
763.2581 [M + Na]" (calculated for C3sH.015Na, 763.2578).

3B-0-Detigloyl-3p3-0-benzoyl-12a-acetoxyswietephragmin | (3)

Amorphous white solid; [¢]p® +21.1 (c 0.1, CHCly); IR (film) vmay / cm™ 3398.5 (OH), 1730 (carboxyl group);
'H NMR (400 MHz, CDCI;), see Table S1; *C NMR (75 MHz, CDCly), see Table S2; HR-ESI-ToF-MS at m/z
763.2581 [M + H]" (calculated for C,oH43015, 763.2602).

12a-Acetoxyl-8,9,30-ortho-tigloylate-swietemacrophine (4)

Amorphous white solid; [¢]p® +27.7 (c 0.035, CHCI,); IR (film) vma / cm™ 3492.2 (OH), 1735 (carboxyl
group); "H NMR (300 MHz, CDCl5), see Table S1; *C NMR (75 MHz, CDCls), see Table S2; HR-ESI-ToF-MS at m/z
739.2952 [M + H]" (calculated for CsgH47014, 739.2965).

*e-mail: yumilton@yahoo.com.br



2-Deacetyl-6-acetoxyl-swietephragmin | (5)

Amorphous white solid; [e]p® +49.3 (¢ 0.314, CHCl,); IR (KBr) vma / cm™ 3575 (OH), 1730 (carboxyl
group); *H NMR (300 MHz, CDCl5), see Table S1; *C NMR (75 MHz, CDCls), see Table S2; HR-ESI-ToF-MS at m/z
721.2488 [M + Na]" (calculated for C3sH,014Na, 721.2472).

2-Deacetyl-12a-acetoxyswietephragmin | (6)

Amorphous white solid; [a]p® +67.6 (¢ 0.278, CHCI,); IR (KBr) vma / cm™ 3550 (OH), 1735 (carboxyl
group); *H NMR (300 MHz, CDClIs), see Table S1; *C NMR (75 MHz, CDCly), see Table S2; HR-ESI-ToF-MS at m/z
721.2488 [M + Na]"* (calculated for C3sH4,0:4Na, 721.2472).

3B-0-Detigloyl-3p3-0-benzoyl-6-0-acetylswietephragmin D (7)

Amorphous white solid; [¢]p® +41.3 (c 0.023, CHCI,); IR (film) vima / cm™ 3467.9 (OH), 1730 (carboxyl
group); *H NMR (300 MHz, CDClIs), see Table S1; *C NMR (75 MHz, CDCly), see Table S2; HR-ESI-ToF-MS at m/z
749.2764 [M + H]" (calculated for CyoH45014, 749.2809).

6-Acetoxyl-12a-deacetoxyl-8,9,30-ortho-tigloylate-swietemacrophine (8)

Amorphous white solid; [¢]p® +37.5 (¢ 0.120, CHCI,); IR (KBr) vma / cm™ 3550 (OH), 1730 (carboxyl
group); *H NMR (300 MHz, CDCl5), see Table S1; *C NMR (75 MHz, CDCls), see Table S2; HR-ESI-ToF-MS at m/z
761.2819 [M + Na]" (calculated for C3gHs014Na, 761.2785).



Table S1. *H NMR chemical shifts for compounds 1-8

H 1 2 3 4 5 6 7 8

3 4.79s 5.32s 5.49s 4.83s 4,78 s 481s 5.00s 4.80s

5 2.34 brs 2.34d (11.5) 2.51d (12.1) 2.42 d (15.6) 2.80s 2.38d (2.1) 2.97 brs 2.23d (2.4)
60 3.26 d (14.4) 3.12d (15.0) 3.20d (16.4) 3.19d (15.6) 5.48s 3.17.d (15.0) 5.54 brs 5.49s

6p 2.42d (14.4) 2.31d (15.0) 2.39d (16.4) 2.39t (15.6) — 2.40dd (2.1, 15.0) —

1la 244 dd (13.8,4.0) 2.28dd (13.7,4.0) 2.28dd (16.8,4.0) 2.24dd (14.0, 4.0) NO 2.20dd (4.5, 13.8) 217m NO

11B 220 m 1.99t (13.7) 2.03dd (16.8, 13.9) 2.00t (14.0) NO 1.97 t (13.8) NO NO

12 5.07dd (13.2,4.0) 4.83dd (13.7,4.0) 4.90dd (13.9,4.0) 4.80dd (14.0, 4.0) NO 4.76 dd (4.5, 13.8) 1.75m 1.28 s

15 5.97s 6.39 s 6.13 s 6.02s 5.95s 6.01s 5.75s 5.94s

17 5.23s 5.87s 6.05s 5.82s 5.65s 5.81s 5.73s 5.65s
Me-18 1.35s 131s 1.35s 1.32s 127s 1.28s 124s 1.32s
Me-19 150s 156s 149s 152s 1.33s 151s 1.31s 1.61s

21 5.67d(2.7) 7.47 brs 7.52 brs 7.39 brs 7.501(0.7) 7.391t(1.5) 7.51 brs 7.51 brs
22 3.58d(1.8) 6.57 brs 6.42d (1.7) 6.54 brs 6.46 dd (1.8, 0.7) 6.55d (1.5) 6.43 brs 6.46 d (1.5)
23 5.51dd (2.7, 1.8) 7.421(1.7) 744 m 7.45 brs 7.431(1.8) 7.44 brs 7.44 brs 7.44 dd (3.6, 1.5)
Me-28 0.81s 0.73s 0.83s 0.82s 0.98 s 0.80s 1.07s 0.98 s
29a, 1.85d (10.7) 1.98d (11.5) 2.05d (11.5) 1.97d (13.8) 2.09d (10.8) 1.99d (13.8) 1.89d (11.1) 2.10d (11.1)
298 1.75d (10.7) 1.74 d (11.5) 1.80d (11.5) 1.81d(13.8) 1.88d (10.8) 1.95d (13.8) NO NO

30 455s 547s 545s 4545 4.49s 449s 452s 453s
MeCO-2 - 2.20s 2.22s - - - - -
MeCO-6 - - - - 2.23s - 2.25s 2.23s
MeCO-12 2.21s 152s 1.53s 152s — 152s — —

2’ 1.92m 1.68s 1.67s - 1.67s 1.70 s 2.19m —

3 1.22m - - 6.14dq (7.0, 1.4) — — 1.03 d (6.6) 6.14 dd (6.9, 1.5)
4 0.931(7.3) - - 1.68d (7.0) — — 1.03 d (6.6) 1.68d (7.2)
5 1.02d (7.3) - - 1.71 brs - - - 1.72d (1.5)
2” - - 7.97dd (8.3, 1.3) - - - 8.08 d (7.5) -

3” 6.79 dq (6.9, 1.4) 6.65dq (6.9, 1.4) 743 m 6.94 dq (7.0, 1.4) 6.76 qq (6.9, 1.2) 6.94 qq (6.9, 1.2) 7.431(7.5) 6.78 dd (7.5, 1.5)
4” 1.79.dd (6.9, 1.2) 1.69dd (6.9, 1.2) 7.58 m 1.71d (7.0) 1.83t(1.2) 1.82 brs 7.591(7.5) 1.75s

5” 1.82 brs 1.86t(1.2) 743 m 1.83 brs 1.73 dd (6.9, 0.9) 1.72 dd (6.9, 0.9) 7.431(7.5) 1.84d (0.9)
6” - - 797m — — — 8.08 d (7.5) —
1-OH 3.88s 3.38s 3.43s NO 3.53s 3.40s 3.62s NO
2-OH 3.56 s NO NO NO 3.56 s 357s 3.56s 3.49s
OCH, 3.64s 3.71s 3.74s 3.74s 3.75s 3.73s 3.82s 3.76 s

TH NMR spectrum was acquired in CDCl; at 400 MHz for 2, 4 and 7, and 300 MHz for 1 and 3 and. TMS was used as the internal standard. Chemical shifts are shown at the ¢ scale with J values (Hz) in parentheses.
Assignments are based on COSY, HSQC/HETCOR and HMBC experiments. NO = not observed.



Table S2. *C NMR chemical shifts for compounds 1-8 and models

Position 1 2 3 4 5 6 7 8 9 10 15 16
1-C 84.4 844 845 84.4 84.6 844 846 846 845 845 846 846
2-C 75.6 83.8 83.7 75.7 75.6 75.6 75.7 75.6 75.7 75.7 75.6 84.1
3-CH 86.7 84.7 85.6 86.5 87.4 86.8 86.9 86.9 86.4 86.6 86.9 84.7
4-C 438 44.7 44.8 437 435 437 437 435 43.9 438 437 44.8
5-CH 412 40.1 403 406 448 406 44.9 44.8 408 407 44.8 39.7
6-CH, 33.1 329 33.0 32.9 71.4(CH) 329 71.4(CH) 71.4(CH) 33.0 329 71.4(CH) 338
7-C 175.4 1745 174.7 1745 171.0 1745 1713 171.0 174.7 174.6 1711 173.7
8-C 83.1 837 83.8 83.6 83.9 83.6 83.8 83.9 83.6 833 83.6 83.9
9-C 86.2 85.8 85.9 86.4 87.0 86.6 87.4 87.0 87.2 86.3 86.8 86.3
10-C 474 48.0 48.0 473 484 472 484 48.4 474 473 484 48.1
11-CH, 317 326 327 32.1 26.0 324 25.7 257 32.1 32.0 25.6 26.4
12-CH 69.1 68.9 68.8 68.6 29.4(CH,) 68.6 29.3(CH.,) 29.3(CH.,) 68.6 68.6 29.3(CH,)  29.5(CHy)
13-C 434 427 42.9 42.7 37.9 427 38.0 37.9 42,9 42.7 37.9 37.9
14-C 1515 149.9 150.1 151.1 152.6 151.2 151.7 152.5 151.3 151.3 152.7 151.5
15-CH 1235 124.9 1245 1239 1225 123.9 122.2 1225 1237 1239 122.4 1234
16-C 160.9 162.7 161.8 162.3 162.7 162.2 161.8 162.8 161.3 162.4 162.8 163.2
17-CH 78.0 782 78.1 78.1 79.8 782 79.7 79.8 78.0 78.2 79.8 79.8
18-CH; 15.7 14.2 14.0 14.6 19.9 19.8 195 19.9 14.3 145 19.7 195
19-CH, 15.4 15.4 15.4 155 16.3 15.4 16.4 16.3 155 155 16.4 155
20-C 61.0 121.4 121.6 121.2 1195 121.2 119.6 1195 121.4 121.3 119.6 119.6
21-CH 91.2 141.8 141.7 141.8 141.8 141.8 141.8 1418 141.8 141.9 141.8 141.8
22-CH 51.0 1103 1104 110.2 110.0 110.2 110.0 110.0 1103 1103 110.0 110.1
23-CH 925 143.1 143.1 143.1 143.1 143.0 143.1 143.1 143.0 143.0 143.1 143.1
28-CH, 145 138 13.8 14.4 155 146 155 155 14.4 14.4 155 14.0
29-CH, 3838 395 395 38.9 39.9 38.9 39.8 39.9 39.8 389 39.8 39.2
30-CH 77.7 739 73.8 78.1 77.9 78.1 77.7 7738 78.2 78.1 77.8 73.9
MeCO-2 - 21.8/169.9  21.8/169.9 - - - - - - - - 21.9/169.9
MeCO-6 - - - - 21.0/169.8 - 195/169.8  21.0/169.8 - - 21.1/169.8 -
MeCO-12  21.4/171.8  19.8/170.4  19.8/1705  19.8/170.4 - 19.8/170.4 - - 19.8/1704  19.8/170.4 - -
1’-C 122.4 119.6 119.5 1245 119.2 119.4 122.4 124.7 122.7 122.7 122.6 119.8
2’-CHj 35.5(CH) 16.4 16.4 129.1(C) 16.3 16.4 28.8(CH) 129.9(C) 29.0(CH) 35.5(CH) 28.9(CH) 16.6
3’-CH 23.7(CHy) - 128.7 - - 16.7(CHs) 1285 16.6(CHs) 237(CH,)  16.7(CH,) -
47-CH, 11.6 - - 13.4 - - 16.8 13.3 16.7 11.6 16.8 -
5’-CH, 13.3 - - 11.7 - - - 11.7 - 13.3 - -
1”-C 167.7 167.5 131.2 167.8 167.6 167.8 129.4 167.6 129.7 167.8 167.6 167.6
27-C 130.2 130.8 128.9 130.1 129.9 130.0 129.7 129.9 129.8 130.0 129.9 130.7
3”-CH 139.3 135.8 128.7 139.9 139.6 139.8 129.0 139.7 129.0 139.8 139.6 136.0
47-CH, 14.3 136 133.2(CH) 14.3 12.4 12.4 134.2(CH) 124 134.1(CH) 14.6° 14.4 137
57-CH, 125 13.0 128.7(CH) 124 14.3 143 129.0(CH) 14.4 129.0(CH) 12.4° 12.3° 13.0
6”-CH - - 128.9 - - - 129.7 - 129.8 - - -
77-C - - 166.5 - - - 166.5 - 166.7 - - -
CH0 52.2 52.1 52.3 52.2 53.3 52.1 53.4 53.3 52.2 52.1 53.2 52.2

?Data obtained in this study suggest that these resonances were previously assigned incorrectly. The spectra of 1-8 were run in CDCl; at 75 MHz. Assignments were based on HETCOR, HSQC and HMBC experiments.
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Figure S1. *H NMR (300 MHz, CDCls) spectrum of the new compound 1.
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Figure S2. *H NMR (300 MHz, CDCls) spectrum of the new compound 1.
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Figure S3. *H NMR (400 MHz, CDCls) spectrum of the new compound 1.
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Figure S4. *C NMR (75 MHz, CDCls) spectrum of the new compound 1.
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Figure S5. DEPT (75 MHz, CDClj3) spectrum of the new compound 1.
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Figure S6. HETCOR (100 MHz, CDCls) spectrum of the new compound 1.
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Figure S7. HETCOR (100 MHz, CDCly3) spectrum of the new compound
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Figure S8. HMBC (400 MHz, CDCl3) spectrum of the new compound 1.
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Figure S9. HMBC (400 MHz, CDCly) spectrum of the new compound 1.
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Figure S11. HR-ESI-ToF-MS of the new compound of 1.
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Figure S12. *H NMR (300 MHz, CDClIs,) spectrum of the new compound 2.
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Figure S13. *H NMR (300 MHz, CDCl5) spectrum of the new compound 2.
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Figure S18. COSY (300 MHz, CDClIs) spectrum of the new compound 2.
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Figure S19. COSY (300 MHz, CDClIs) spectrum of the new compound 2.
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Figure S20. HETCOR (75 MHz, CDCl3) spectrum of the new compound 2.
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Figure S21. HETCOR (75 MHz, CDCl3) spectrum of the new compound 2.
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Figure S23. HMBC (400 MHz, CDClIs) spectrum of the new compound 2.
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Figure S25. HMBC (400 MHz, CDCls) spectrum of the new compound 2.
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Figure S26. HMBC (400 MHz, CDClIs) spectrum of the new compound 2.
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Figure S27. g-NOESY (400 MHz, CDCl3) spectrum of the new compound 2.
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Figure S28. g- NOESY (400 MHz, CDCls3) spectrum of the new compound 2.
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Figure S29. g-NOESY (400 MHz, CDCls) spectrum of the new compound 2.
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Figure S31. HR-ESI-ToF-MS spectrum of the new compound 2.
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Figure S39. COSY (300 MHz, CDClIs) spectrum of the new compound 3.
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Figure S41. HR-ESI-ToF-MS spectrum of the new compound 3.
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Figure S49. HETCOR (75 MHz, CDCly) spectrum of the new compound 4.
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Figure S51. HMBC (300 MHz, CDClIs) spectrum of the new compound 4.
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Figure S53. HMBC (300 MHz, CDClIs) spectrum of the new compound 4.
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Figure S54. HR-ESI-ToF-MS of the new compound 4.
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Figure S58. COSY (300 MHz, CDCl5) spectrum of the new compound 5.
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Figure S59. COSY (300 MHz, CDClIs) spectrum of the new compound 5.
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Figure S64. HMBC (300 MHz, CDCl5) spectrum of the new compound 5.
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Figure S67. HR-ESI-ToF-MS spectrum of the new compound 5.
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Figure S70. *C NMR (75 MHz, CDCI;) spectrum of the new compound 6.
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Figure S79. HR-ESI-ToF-MS spectrum of the new compound 6.

~ - 8.001

|
|
|
|
{
|
|

— |
—5.150

2.256

SRR 1) 5
S— 1]

SRV " |

Figure S80. *H NMR (300 MHz, CDCl5) spectrum of the new compound 7.

i
‘ ‘l | “ {|
A 178 11
| | W I ir
Wk W g



| |
e
SO A lw Wl U\«w

Figure S81. 'H NMR (300 MHz, CDCl5) spectrum of the new compound 7.

Figure $82. 'H NMR (300 MHz, CDCl5) spectrum of the new compound 7.
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Figure S86. HSQC (75 MHz, CDCls3) spectrum of the new compound 7.
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Figure S87. HMBC (75 MHz, CDCl3) spectrum of the new compound 7.
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Figure S88. HMBC (75 MHz, CDClI,) spectrum of the new compound 7.



57 sec

F2
(ppm

1.2
1.4
1.6

1.8

2.0
2.2
2.4

|
% & ¥ |
- - L " - |
i
?
1
* + + 4 .
Bede ] :
E &
_'Hrr'v"—r‘!']—v—rum-- LJNLELEL e e L T
160 140 120 100 80 60 40 20
F1 (ppm)

Figure S89. HMBC (75 MHz, CDCl3) spectrum of the new compound 7.
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Figure S91. HR-ESI-ToF-MS spectrum of the new compound 7.
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Figure $92. *H NMR (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S96. COSY (300 MHz, CDCls3) spectrum of the new compound 8.
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Figure S97. COSY (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S98. COSY (300 MHz, CDCls5) spectrum of the new compound 8.
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Figure S99. HETCOR (75 MHz, CDCly) spectrum of the new compound 8.
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Figure S101. HETCOR (75 MHz, CDCl;) spectrum of the new compound 8.
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Figure S102. HETCOR (75 MHz, CDCIs) spectrum of the new compound 8.
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Figure S103. HMBC (300 MHz, CDClIs) spectrum of the new compound 8.
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Figure S104. HMBC (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S105. HMBC (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S106. HMBC (300 MHz, CDClIs) spectrum of the new compound 8.
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Figure S107. HMBC (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S108. HMBC (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S109. HMBC (300 MHz, CDCls) spectrum of the new compound 8.
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Figure S110. NOE-diff (300 MHz, CDCl3) spectrum of the new compound 8.
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Figure S111. NOE-diff (300 MHz, CDCIl3) spectrum of the new compound 8.
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Figure S112. NOE-diff (300 MHz, CDCl3) spectrum of the new compound 8.
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Figure S113. NOE-diff (300 MHz, CDCl3) spectrum of the new compound 8.
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Figure S114. NOE-diff (300 MHz, CDCl3) spectrum of the new compound 8.
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Figure S115. HR-ESI-ToF-MS spectrum of the new compound 8.
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