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Spectra and spectral data on compound 1

'H and '*C NMR assignments are given in Table 1.

HRMS: M+Na=798.56859 (delta=-2.0 ppm; Cs2Hs1O11NNa). HR-ESI-MS-MS (CID=45%;
rel. int. %): 780(9); 766(100); 636(18); 618(13); 604(8); 586(6); 572(4); 544(25); 512(10);
479(3); 392(5); 349(3).



ku66208_mga-4_ft25083 #1-30 RT: 0.00-0.30 AV: 30 NL: 1.02E6
T: FTMS + ¢ ESIFull ms [50.00-1650.00]

100 798.56859
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Figure S1. HRESI-MS spectrum of compound 1.

ku66208_mga-4_ft25084 #1-30 RT: 0.00-0.54 AV:30 NL: 2.68E5
T: FTMS + ¢ ESIFull ms2 798.00@cid45.00 [215.00-820.00]
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Figure S2. MSMS spectrum of compound 1
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Figure S3. 500 MHz 'H spectrum of compound 1 in MeOD
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Figure S4. 125.7 MHz '*C NMR spectrum of compound 1 in MeOD
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Figure S5. 800 MHz COSY spectrum of compound 1 in MeOD
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Figure S6. 800 MHz HMBC spectrum of compound 1 in MeOD
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Figure S7. 800 MHz HSQC spectrum of compound 1 in MeOD
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Figure S8. 800 MHz ROESY spectrum of compound 1 in MeOD



Spectra and spectral data on compound 2.
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'H and '3C NMR data are given in Table 1

HRMS: M+Na=802.51988 (delta=-1.0 ppm; C41H73010NCINa). HR-ESI-MS-MS (CID=35%;
rel. int. %): 766(100).



ku66209_mga-5_ft25085 #1-30 RT: 0.00-0.28 AV: 30 NL: 3.30E5
T: FTMS + ¢ ESIFull ms [50.00-1650.00]
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Figure S9. HRESI-MS spectrum of compound 2
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T: FTMS + ¢ ESI Full ms2 802.00@cid35.00 [220.00-840.00]
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Figure S10. MSMS spectrum of compound 2
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Figure S12. 125.7 MHz '3C NMR spectrum of compound 2 in MeOD
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Figure S13. 500 MHz COSY spectrum of compound 2 in MeOD

54

_________ / «,MJ ‘JN\UM \Iv

13,9' 14,8 19 16,18

4

s 104l

(')

oW
..._/UJ\\_,-J‘V‘/ s

0.90,23.98
16 © 8742232 1202308 © |
19 - \ - \ |
o b .
LS 5.54,31.42 . o 12,3326 e ©
14,168 o 374, 4091 & /
0 \ 1423065 |
0.9033.26
S— 44,5473
2 b .
4.16, 69.86
1 5.54,72.93 4276986 | 4.00, 69.85
& 572,7293 | o Lo ST2T282 1547322
\ 13 /
3 @b b * ”3 :
5/ a "X 20,7081
3 427,781 3.28,78.06 T 120,75.50
5" ° e
4.11, 104.87
4% o
372,104.87 319, 104.87
5.72,132.26 |
4 \ | ! ‘o
s P P ™ W
554,133.72 ate 1372 [ 2.11,432.26
1
T T T T T T T T T T T T T T
F2 Chemical Shift (ppm) 5 4 3 2 1

Figure S14. 500 MHz HMBC spectrum of compound 2 in MeOD
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Spectra and spectral data on compound 3.
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'H and >*C NMR data are shown in Table 1.

HRMS: M-H=726.55139 (delta=-1.6 ppm; CaiH760sN). HR-ESI-MS-MS (CID=35%; rel. int.
%): 565(51); 546(100).

ku64987_mgb_ft22569 #1-30 RT: 0.00-0.28 AV: 30 NL: 1.87E6
T: FTMS - ¢ ESIFull ms [100.00-1500.00]

100 726.55139
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Figure S16. HR-ESI-MS spectrum of compound 3
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ku64987_mgb_ft22570 #1-30 RT: 0.00-0.36 AV: 30 NL: 8.67E5
T: FTMS - ¢ ESIFull ms2 726.55@cid35.00 [200.00-750.00]

100 546.49
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Figure S17. MSMS spectrum of compound 3
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Figure S18. 800 MHz 'H spectrum of compound 3 in MeOD
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METHANOL-d4
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Figure S19. 201 MHz *C NMR spectrum of compound 3 in MeOD
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Figure S20. 800 MHz 1D-ZTOCSY spectrum of compound 3 in MeOD, H-3 triplet is

enlarged
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Spectra and spectral data on compound 6

'H NMR (800 MHz, METHANOL-d4) § = 5.26 - 5.28 (1H, m, H-7), 5.17 - 5.25 (2H, m, H-
22,23),3.98 (1H, tt, J = 11.4 Hz, J = 5.0 Hz, H-3), 3.55 (1H, dd, ] = 4.9 Hz, J = 2.3 Hz, H-6),
2.10 (1H, dd, J = 13.3 Hz, J = 11.5 Hz, H-4), 2.04 - 2.07 (3H, m, H-9, 20, 33), 1.94 - 1.97
(1H, m, H-14), 1.82 - 1.89 (1H, m, H-24), 1.77 - 1.81 (2H, m, H-16, 2), 1.67 - 1.71 (1H, m,
H-4), 1.61 - 1.64 (2H, m, H-1), 1.57 - 1.61 (3H, m, H-15, 11), 1.40 - 1.53 (4H, m, H-25, 15, 2,
1), 1.26 - 1.36 (3H, m, H-17, 16, 12), 1.06 (3H, s, H-19), 1.04 (3H, d, J = 6.7 Hz, H-21), 0.94
(3H, d, J = 6.8 Hz, H-28), 0.87 (3H, d, J = 6.7 Hz, H-26), 0.85 (3H, d, J = 6.7 Hz, H-27), 0.64
(3H, s, H-18)

13C NMR (201 MHz, METHANOL-ds) & = 143.9 (C-8), 137.2 (C-22), 133.4 (C-23), 119.2
(C-7), 77.1 (C-5), 74.4 (C-6), 68.5 (C-3), 57.6 (C-17), 56.1 (C-14), 44.9 (C-13), 44.5, 44.5 (C-
24, 9), 41.9 (C-20), 40.9 (C-12), 40.7 (C-4), 38.3 (C-10), 34.5 (C-25), 34.1 (C-1), 31.9 (C-2),
29.3 (C-16), 24.2 (C-15), 23.2 (C-11), 21.8 (C-21), 20.6 (C-26), 20.2 (C-27), 19.1 (C-19),
18.4 (C-28), 13.0 (C-18)

HRMS: M+H-H,0-H,0=395.33092 (delta=0.2 ppm; CasH4:0). HR-ESI-MS-MS (CID=35%;
rel. int. %): 377(100); 325(14); 311(88); 307(11); 293(21); 283(3); 269(16); 251(13); 241(3).

ku64987_mgb_ft22563 #1-30 RT: 0.00-0.25 AV: 30 NL: 8.08E5
T: FTMS + ¢ ESIFull ms [100.00-1000.00]

100 395.33092
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Figure S21. HR-ESIMS spectrum of compound 6
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ku64987_mgb_ft22564 #1-31 RT: 0.00-0.35 AV: 31 NL: 6.03E5

T: FTMS + ¢ ESIFull ms2 395.22@cid35.00 [105.00-420.00]
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Figure S22. MSMS spectrum of compound 6
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Figure S23. 800 MHz 'H spectrum of compound 6 in MeOD
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Mudeus 13C
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Figure S24. 201 MHz *C NMR spectrum of compound 6 in MeOD
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Spectra and spectral data on compound 7

CH,
H,;C 5
3 22 23 CH
H,C 212‘0/ N7 \2‘4 2
18
12
e \‘13/17\””1-1 %1-13
CH, \ 16
11979 /
2 Ny N 1S
A
Ho” \4/31\6%

'H NMR (800 MHz, METHANOL-d4) § = 6.06 (1H, d, J = 10.0 Hz, H-7), 5.50 (1H, dd, J =
9.9 Hz, J = 5.5 Hz, H-6), 5.19 - 5.29 (2H, m, H-14, 22), 3.97-4.03 (1H, m, H-3c), 2.44 - 2.53
(1H, m, H-90t), 2.32 - 2.39 (1H, m, H-15a), 2.20 - 2.28 (1H, m, H -15p), 2.10 - 2.18 (2H, m,
H-5B, 20), 2.06 (1H, dt, J=12.6, 2.5 Hz, H-12B), 1.83 - 1.90 (1H, m, H-23), 1.75 - 1.80 (1H,
m, H-16), 1.71 - 1.76 (1H, m, H-4), 1.41 - 1.65 (9H, m, H-24, 16, 11, 4,2, 1), 1.34 - 1.40 (2H,
m, H-12a), 1.18 - 1.23 (2H, m, H-17av), 1.06 (3H, d, J = 6.7 Hz, H-21), 0.95 (3H, d, ] = 6.9
Hz, H-27), 0.93 s (3H, s, H-18), 0.87 (3H, d, J = 6.8 Hz, H-25), 0.85 (3H, d, ] = 6.8 Hz, H-
26), 0.75 (3H, s, H-19)

13C NMR (201 MHz, METHANOL-dy) § = 147.5 (C-14), 137.0 (C-22), 133.5 (C-14), 131.3
(C-6), 126.8 (C-8), 125.5 (C-7), 67.0 (C-3), 57.7 (C-17), 44.7 (C-13), 44.5 (C-23), 41.0 (C-
20), 40.6 (C-5), 38.8 (C-12), 37.5 (C-4), 35.7 (C-10), 35.7 (C-9), 34.5 (C-24), 29.4 (C-1), 29.3
(C-16), 28.8 (C-2), 25.9 (C-15), 23.7 (C-19), 20.6 (C-11)

HRMS: M+H=397.34657 (delta=0.2 ppm; CasHasO). HR-ESI-MS-MS (CID=35%; rel. int.
%): 379(100); 369(3); 339(3); 327(7); 313(43); 295(19); 285(3); 271(8); 257(4); 239(3).
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ku64987_mgb_ft22619 #1-30 RT: 0.00-0.24 AV: 30 NL: 3.45E6
T: FTMS + ¢ ESIFull ms [100.00-1000.00]
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Figure S25. HR-ESI MS spectrum of compound 7

ku64987_mgb_ft22620 #1-30 RT: 0.00-0.31 AV: 30 NL: 7.90E5
T: FTMS + ¢ ESIFull ms2 397.35@cid35.00 [105.00-420.00]
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Figure S26. MSMS spectrum of compound 7

PP
400

)
420



m

©- 00F
00

0 Chemical Shift (ppm)

0.5

9.5 9.0 8.5 8.0 75 7.0 6.5 6.0 55 5.0 4.5 4.0 3.5 3.0 25 20

10.0

Figure S27. 800 MHz 1H spectrum of compound 7 in MeOD
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Figure S28. 201 MHz *C NMR spectrum of compound 7 in MeOD
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Spectra and spectral data on compound 8

CH;
28
22 24 CH
H3§1 207 25T Ne5T %
12 1;'?‘ H C‘H
> "l
HC 117 N3 1< 573
Yo | | 16
1.7 _9 14
_OH 277 SN0 e 15
\ \ H "-_H
3 5 7

H : z
Jl' H H \ 1‘ 6/ °
OH
Nl
H

'H NMR (800 MHz, METHANOL-d4) 5 = 6.53 (1H, d, ] = 8.6 Hz, H-7), 6.27 (1H, d, ] = 8.5
Hz, H-6), 5.15 - 5.27 (1H, m, H-23, 22), 4.32 (1H, d, ] = 7.8 Hz, H-1"), 3.91 (1H, ddd, J =
16.6 Hz,J = 11.6 Hz, J = 5.0 Hz, H-3), 3.84 (1H, dd, J = 11.9 Hz, J = 2.2 Hz, H-6'), 3.65 (1H,
dd, J=11.7 Hz,J = 5.1 Hz, H-6"), 3.31 - 3.35 (1H, m, H-3'), 3.23 - 3.31 (2H, m, H-5", 4"),
3.12 (1H, dd, J = 9.2 Hz, J = 7.8 Hz, H-2'), 2.12 - 2.17 (1H, m, H-4), 1.81 - 2.11 (6H, m, H-2,
4,1,12,20,24), 1.60 - 1.79 (3H, m, H-16, 2, 1), 1.48 - 1.58 (1H, m, H-15, 14, 11), 1.44 - 1.50
(1H, m, H-25), 1.40 - 1.47 (2H, m, H-11, 9), 1.35 - 1.44 (1H, m, H-16), 1.20 - 1.28 (3H, m,
H-17, 15, 12), 1.02 (3H, d, J = 6.6 Hz, H-21), 0.93 (3H, d, J = 6.8 Hz, H-25), 0.91 (3H, s, H-
19), 0.85 (3H, s, H-18), 0.86 (3H, d, J = 6.7 Hz, H-26), 0.84 (3H, d, J = 6.8 Hz, H-27)

13C NMR (201 MHz, METHANOL-ds) & = 136.9 (C-7), 136.9 (C-22), 133.6 (C-23), 131.9
(C-6), 103.1 (C-1'), 78.2 (C-3"), 78.0 (C-5"), 75.4 (C-3), 75.2 (C-2"), 71.7 (C-4'), 62.8 (C-6"),
57.7 (C-17), 53.2 (C-14), 52.9 (C-9), 44.5 (C-24), 41.3 (C-20), 40.8 (C-12), 36.1 (C-1), 35.0,
34.5 (C-25, 4), 30.9, 30.0 (C-16), 29.5 (C-2), 24.6 (C-15), 21.8, 21.7 (C-11), 21.5 (C-21), 20.6
(C-26),20.2 (C-27), 18.7 (C-19), 18.3 (C-28), 13.4 (C-18)

HRMS: M+Na=613.37103 (delta=-0.1 ppm; C3sHs4OsNa). HR-ESI-MS-MS (CID=35%; rel.
int. %): 595(100); 585(7); 584(4); 580(5); 493(4); 451(74); 433(31); 393(2).
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ku64987_mgb_ft22566 #1-30 RT: 0.00-0.25 AV: 30 NL: 2.20E5
T: FTMS + ¢ ESIFull ms [100.00-1250.00]
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Figure S29. HR-ESI MS spectrum of compound 8

ku64987_mgb_ft22567 #1-30 RT: 0.00-0.54 AV: 30 NL: 2.68E4
T: FTMS + ¢ ESIFull ms2 613.37@cid35.00 [165.00-630.00]
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Figure S30. MSMS spectrum of compound 8
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Figure S31. 800 MHz 'H spectrum of compound 8 in MeOD.
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Figure S32. 201 MHz '*C NMR spectrum of compound 8 in MeOD
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Spectra and spectral data on compound 9

OH 0
i N
17 5. 13 9 7 s -
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18
OH

'H NMR (800 MHz, METHANOL-d4) § = 6.21 (1H, dd, J = 15.4 Hz, J = 10.4 Hz, H-12), 6.03
-6.10 (1H, m, H-13), 5.69 (1H, dt, ] = 15.1 Hz, ] = 6.9 Hz, H-14), 5.64 (1H, dd, ] = 15.3 Hz,
J=7.2Hz, H-11),3.91 (1H, ddd, J= 7.1 Hz, ] = 5.0 Hz, ] = 0.8 Hz, H-10), 3.48 (1H, ddd, J =
8.1 Hz, ] =4.9 Hz, J = 2.9 Hz, H-9), 2.27 (2H, t, J = 7.5 Hz, H-2), 2.09 (2H, qd, J = 7.2 Hz, J
= 1.2 Hz, H-15), 1.56 - 1.64 (2H, m, H-3), 1.46 - 1.56 (1H, m, H-7), 1.25 - 1.43 (13H, m, H-4,

5,6,7,8,16,17),0.91 (3H,t,J=7.3 Hz, H-18)

BBC NMR (201 MHz, METHANOL-d4) § = 177.9 (C-1), 135.9 (C-14), 133.8 (C-12), 131.4
(C-13),131.3 (C-11), 77.1 (C-10), 75.9 (C-9), 35.2 (C-2), 33.9 (C-8), 33.5 (C-15), 32.8 (C-
16), 30.8 (C-6), 30.5 (C-5), 30.3 (C-4), 27.0 (C-7), 26.3 (C-3), 23.4 (C-17), 14.4 (C-18)

HRMS: M+H+NH3=330.26398 (delta=0.3 ppm; CisH3s0sN). HR-ESI-MS-MS (CID=45%;

rel. int. %): 312(14); 295(100); 277(3).

ku64987_mgb_ft22558 #1-30 RT: 0.00-0.25 AV: 30 NL: 8.46E6
T: FTMS + ¢ ESIFull ms [100.00-1000.00]
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Figure S33. HRESI-MS spectrum of compound 9
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ku64987_mgb_ft22560 #1-30 RT: 0.00-0.37 AV: 30 NL: 2.00E6
T: FTMS + ¢ ESIFull ms2 330.26@cid35.00 [90.00-350.00]
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Figure S34. MSMS spectrum of compound 9
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Figure S35. 800 MHz 1H spectrum of compound 9 in MeOD
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Figure S$36. 201.1 MHz '3C NMR spectrum of compound 9 in MeOD.



