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Figure S1. Compound 4, *H NMR CDCl; 600 MHz and selTOCSY on H-5, H-12 and H-7.
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Figure S2. Compound 4, steric proximities detected by seINOESY on signals aMe, ,
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Figure S3. Compound 4, DEPTQ 150 MHz. 21 e
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Figure S4. Compound 4, edHSQC and edHSQC CH, section.
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Figure S5. Compound 4, HMBC and HMBC CH; section. oy 222
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Figure S6. Compound 5, *H NMR CDCl; 600 MHz and selTOCSY on H-17.
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Figure S7. Compound 5, steric proximities detected by seINOESY on signals , e,
aMe, H;-19 and H;-18.
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Figure S8. Compound 5, DEPTQ 150 MHz.
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Figure S9. Compound 5, edHSQC and edHSQC CH, section. 51 BMe
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Figure S10. Compound 5, HMBC and HMBC CH, section.
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Figure S11. Compound 6, *H NMR CDCl; 600 MHz.
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Figure $12. Compound 6, steric proximities detected by seINOESY on signals e NG TN
aMe, H;-19 and H,-18.




Figure S13. Compound 6, DEPTQ 150 MHz.
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Figure $S14. Compound 6, edHSQC and edHSQC CH, section. BMe aMe
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Figure S15. Compound 6, HMBC and HMBC CHj, section.

15]117

0.84
19.4

BMe aMe 19 18

17
2;3]

|1 ]

22

15
11

m

8;13

w =
W %,
L}
e wy
-.
- »
=
m
W ho "
- *

l“..' |

P | -
i ‘ ‘

ol

L -
]

T T T T I T

F2 [ppm]

F1 [ppm]

150 100

200

21 * pMe aMe 19 18

13

17

_< - 2;3 -

IlllllIlllIllllllllllllllllllll

" 22 0
- 9 w
- 8
D B 13
20 16

o
o

¢

’

FZ [ppm]




Figure S16. Compound 7, *H NMR CDCI; 500 MHz and steric proximities detected by selROESY on signals H,-19 and
H,-18.
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Figure S17. Compound 7, DEPTQ 125 MHz. 067 2D
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Figure $18. Compound 7, edHSQC and edHSQC CH, section.
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Figure $19. Compound 7, HMBC and HMBC CH; section.
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Figure S20. Compound 10, *H NMR CDCl; 600 MHz and selTOCSY on H-15 and Ha-1.
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Figure S21. Compound 10, steric proximities detected by seINOESY on signals
BMe, H;-19 and H,-18.
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Figure S22. Compound 10, DEPTQ 150 MHz.
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Figure $23. Compound 10, edHSQC.
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Figure $24. Compound 10, HMBC.
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Figure S25. Compound 10, edHSQC CH, section and HMBC CH; section.
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Figure S26. Compound 11, *H NMR CDCl; 600 MHz.
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Figure S27. Compound 11, steric proximities detected by seINOESY on signals
BMe, H;-19 and H,-18.
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Figure S28. Compound 11, DEPTQ 150 MHz. 065 313
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Figure $29. Compound 11, edHSQC.
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Figure $30. Compound 11, HMBC.
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2.17
Figure S31. Compound 11, edHSQC CH, section and HMBC CH; section. 1654 31 1?113:
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Figure S32. Compound 13, *H NMR CDCl; 600 MHz and selTOCSY on H-17 and H-3.
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Figure $33. Compound 13, steric proximities detected by selROESY on signals P =y
H;-19 and H,-18. g
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Figure S34. Compound 13, DEPTQ 150 MHz.
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Figure S35. Compound 13, edHSQC.
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Figure $36. Compound 13, HMBC.
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Figure S37. Compound 13, edHSQC CH, section and HMBC CH; section.
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Figure S38. Compound 14, *H CDCl; 600 MHz.
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Figure $39. Compound 14, identification of spin-systems of A, 100 155 53’3‘1}‘? H\ 170.1 e

C and D rings by selTOCSY on H-3, H-9 and H-17. 234 17N 55 5t
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Figure S40. Compound 14, steric proximities detected by seINOE on CH;-19,
CH;-18 and NH signals.
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Figure 41. Compound 14, DEPTQ 150 MHz.
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Figure $43. Compound 14, edHSQC section with inserted selTOCSY on H-17.
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Figure S44. Compound 14, HMBC.
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Figure S45. Compound 17, *H DMSO-d, 600 MHz.
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Figure S46. Compound 17, steric proximities detected by seINOE on CH;-19
and CH;-18 signals and selTOCSY on H-2.
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Figure S47. Compound 17, DEPTQ 150 MHz. e Ly D2
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Figure S48. Compound 17, HSQC.
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Figure $49. Compound 17, HMBC and HMBC CH, section. Black arrows show CH,/C responses.
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Figure $50. Compound 19, H CDCl, 500 MHz. . oo 138
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Figure S51. Compound 19, H,'H-COSY and selROE on Ha-3. 19 060 003 %
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Figure $52. Compound 19, APT 125 MHz. s o8 s
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Figure $53. Compound 19, HSQC section with inserted band-selective
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Figure $54. Compound 19, edHSQC section with inserted
selROE on H5-18.
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Figure S55. Compound 19, HMBC and HMBC CH; section.
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Figure $56. Compound 4, HR-MS spectra.
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Figure S57. Compound 5, HR-MS spectra.
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Figure $58. Compound 6, HR-MS spectra.

VM-20211021-POS-1 #925-944 RT: 5.13-5.23 AV: 20 NL: 8.65E7
T: FTMS + p ESI Full ms [125.0000-1000.0000]

100

80
60|
40—

Relative Abundance

20

0

144.98208

[M+H*]

/

383.22162

359.31516
240.16096

282.27863 401.23164  468.34665
" ull ot oo sy 579.27127 991.65260

i S

167.01259
I l{A p

_516.35272

648.43126 692.45687 763.51063
T T T

et o bt [ A 821.38030 868.56098 912.58655
AN A Sl A e i T

bt
\r\“(’r‘\‘rﬂ\!

150 200 250

o tpt e Sperotapeay

300

LI I S A G B
500 550
m/z

LA I B A e L B

700

T T TET T

LR it bl B fer T T T T T T T T [ T T T T [ T T T T [T
350 400 450 600 750 800 850 900 950 1000

VM-20211021-POS-1 #925-944 RT: 5.13-5.23 AV: 20 NL: 2.59E7

T: FTMS

+ p ESI Full ms [125.0000-1000.0000]
383.22162
C24H31 04
-0.17437 ppm

100

80|

60
40|

20—

Relative Abundance

360.31820 366.20566
B | 370.29972 374.14023
T

378.2884
L

381.29700
C23H41 04
-7.71300 ppm

7

384.22447

385.22698 385 11815
LA A —

392.31503
L )

401.23164
C24H33 05
-1.51314 ppm
398.13897 405.20273

u R ! '

41075452 41521075
T

O Tt T T T T ]
360 370 375

T T
385
m/z

390

l
395

T T
410

\
400 415

C24H3004 +H: C24 H31 O4 p(gss, s/p:40) Chrg 1R: 70...

100__ 38322169

80
60|

40—

B 384.22509

Relative Abundance

20—

kN |

385.22799

386.23076

387.23348
T T T T

388.23617 389.23882 390.24133
T T T T T T T T T T T T

T T
385.0 385.5

L —
386.0

T T T
386.5
m/z

UL
387.0

T T
387.5

T 7 L T T
388.0 388.5 389.0 389.5 390.0




Figure $59. Compound 7, HR-MS spectra.
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Figure S60. Compound 10, HR-MS spectra.
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Figure S61. Compound 11, HR-MS spectra.
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Figure S62. Compound 13, HR-MS spectrum.
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Figure $S63. Compound 14, HR-M
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Figure S64. Compound 17, HR-MS spectrum.
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Figure $S65. Compound 3, HPLC chromatogram at its UV absorbance maximum (A=242.6 nm). Purity: 95.1 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH,CN (A:B) 30->65% B.
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Figure $S66. Compound 4, HPLC chromatogram at its UV absorbance maximum (A=300 nm). Purity: 97.5 %.
Column: Luna®, 5 um, Phenyl-Hexyl, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH,;CN (A:B) 44% B.
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Figure S67. Compound 5, HPLC chromatogram at its UV absorbance maximum (A=300 nm). Purity: 97.5 %.
Column: Luna®, 5 um, Phenyl-Hexyl, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH,;CN (A:B) 44% B.
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Figure S68. Compound 6, HPLC chromatogram at its UV absorbance maximum (A=327.5 nm). Purity: 95.2 %.
Column: Kinetex®, 5 um, Biphenyl, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 40% B.
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Figure $S69. Compound 7, HPLC chromatogram at its UV absorbance maximum (A=300 nm). Purity: 95.4 %.

Column: Kinetex®, 5 um, Biphenyl, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 40% B.
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Figure $70. Compound 9, HPLC chromatogram at its UV absorbance maximum (A=242.6 nm). Purity: 98.0 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 42% B.
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Figure $70. Compound 10, HPLC chromatogram at its UV absorbance maximum (A=300 nm). Purity: 99.5 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 42% B.
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Figure $72. Compound 11, HPLC chromatogram at its UV absorbance maximum (A=300 nm). Purity: 99.3 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 42% B.
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Figure $73. Compound 13, HPLC chromatogram at its UV absorbance maximum (A=300 nm). Purity: 98.4 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 35% B.
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Figure $74. Compound 14, HPLC chromatogram at its UV absorbance maximum (A=240 nm). Purity: 97.7 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 35% B.
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Figure $75. Compound 16, HPLC chromatogram at its UV absorbance maximum (A=220.8 nm). Purity: 98.4 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 50% B.
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Figure $76. Compound 17, HPLC chromatogram at its UV absorbance maximum (A=358.5 nm). Purity: 98.1 %.
Column: Kinetex®, 5 um, XB-C18, 100 A, 250 x 4.6 mm (Phenomenex Inc.); Elution: water:CH;CN (A:B) 71% B.
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