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Figure S1. Online HPLC/UV/ESIMS? analyses of fraction D1a
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Table S1. Crystal data and structure refinement for 1

Identification code exp_3806
Empirical formula C33H44016
Formula weight 696.68
Temperature/K 104.3
Crystal system triclinic
Space group P1
alAblAclA 8.6705(4), 17.6150(9), 17.7494(7)
a/°, B/°, y/° 64.166(4), 89.173(3), 76.713(4)
Volume/A3 2638.3(2)
z 3
Pcalc/MQ mm-3 1.315
wmm*? 0.894
F(000) 1110
Crystal size/mm?® 0.40 %0.26 x0.04
20 range for data collection 9.1t0 142.46°
Index ranges -10<h<10,-22<k<22,-21 <122
Reflections collected 38245
Independent reflections 16761[R(int) = 0.0353 (inf-0.9A)]
Data/restraints/parameters 16761/5/1364
Goodness-of-fit on F? 1.020
Final R indexes [[>26 (I) i.e. Fo>40 (Fo)] R1=0.0444, wR2> = 0.1138
Final R indexes [all data] R1=10.0467 wR2 = 0.1165
Largest diff. peak/hole/e A 0.464/-0.446
Flack Parameters 0.00(8)
Completeness 0.983
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Figure S16. IR spectrum of 2

14




lon

MS Formula Results: + Scan (6.290 min) Sub (2015091701.d)

[ Formais | Abmturen |
I w1247 | e | CIRezNs 0| 3waze
} 12 H38 N4 Ns 010 0.61 99.99] 98.76| 99,93 16!
| 57 98.93) 99,96 EC) 12
T e %
s 7 W T
J 402 9947 0984
Figure S17. (+)-HRESIMS data of 2
MWD WD O Oy — = O — 00 W e OO0 W — OO0 WD OO0 — = 0N 00— \O s OVigh VI — O =S Oh— 00N N = DN =t
el o b g e e R e e e
(@)
OH
u\\\H
_——O0Ac
: % Opropionyl
AcO OAc OAc
| |
' |
| | ‘ | i
o ) '._J L.J..A‘L___, . __In_,u_lu A "--L_.rl_._ 8 R _-_JN.J. — s 'U'“|k_y‘- - f' 1
W S T LN =T E—_
- | = o= s ma e e Rl B
ZZmE 2 =2z SZE wZZ CREAEIREE
‘S.IS .0 S.IS S.ID .T.IS .T.IO S_IS S_IO 5:5 5.'0 tIS LIO .1‘-5 -5.'0 :_I-S :_ID ]_IS Lo 0.'5 O.ID
£ {opal
- 1 -
Figure S18. *H NMR spectrum of 2 (500 MHz, in CsDsN)
gﬁfggé ; = oo —ooER—mo—nEEn oo
SERELDD F. = 3] ELZREReIRARHNARR
S | I R e e
O
OH
«H
_ OAc
: % Opropiony
AcO OAc OAc
m L TR TR
2o mo 0 w0 im o w0 e s s 4w e s & o es = 4 s w4 4 o
£1 {zgm)
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Figure S36. *H NMR spectrum of 4 (500 MHz, in CsDsN)
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Figure S37. 3C NMR spectrum of 4 (125 MHz, in CsDsN)
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Figure S38. DEPT spectrum of 4 (125 MHz, in CsDsN)
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Figure S39. *H-'H COSY spectrum of 4 (500 MHz, in CsDsN)
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Figure S41. HMBC spectrum of 4 (500 MHz, in CsDsN)
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Figure S42. NOESY spectrum of 4 (500 MHz, in CsDsN)
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Figure S45. *H NMR spectrum of 5 (600 MHz, in CsDsN)
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Figure S46. 3C NMR spectrum of 5 (150 MHz, in CsDsN)
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Figure S48. *H-'H COSY spectrum of 5 (600 MHz, in CsDsN)
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Figure S56. DEPT spectrum of 6 (150 MHz, in CsDsN)
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Figure S57. *H-'H COSY spectrum of 6 (600 MHz, in CsDsN)
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Figure S58. HSQC spectrum of 6 (600 MHz, in CsDsN)
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Figure S59. HMBC spectrum of 6 (600 MHz, in CsDsN)
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Figure S62. (+)-HRESIMS data of 7
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Figure S63. *H NMR spectrum of 7 (500 MHz, in CsDsN)
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Figure S66. *H-'H COSY spectrum of 7 (500 MHz, in CsDsN)
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Figure S67. HSQC spectrum of 7 (500 MHz, in CsDsN)
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Figure S68. HMBC spectrum of 7 (500 MHz, in CsDsN)
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Figure S69. NOESY spectrum of 7 (500 MHz, in CsDsN)

Table S2. Crystal data and structure refinement for 7

11 (pm)

Identification code
Empirical formula
Formula weight
Temperature/K
Crystal system
Space group
alAb/AclA
a/°, B/°, y/°
Volume/A3
Z
pealc/mg mm’
wmm™
F(000)

Crystal size/mm?®
20 range for data collection
Index ranges
Reflections collected
Independent reflections
Data/restraints/parameters
Goodness-of-fit on F?
Final R indexes [[>2c (I) i.e. Fo>46 (Fo)]
Final R indexes [all data]
Largest diff. peak/hole/e A3
Flack Parameters
Completeness

exp_3590
C32H42015.26177
670.84
102.8
orhtorhombic
P212121
12.7605(3), 15.5108(5), 16.9324(4)
90, 90, 90
3351.35(16)
4
1.330
0.900
1424
0.450 %< 0.400 %0.400
7.73t0 141.822°
-15<h<15,-17<k<16,-12<1<20
12021
6334[R(int) = 0.0234 (inf-0.9A)]
6334/0/462
1.031
R1 = 0.0366, wR, = 0.0931
R1 = 0.0388 WR> = 0.0951
0.199/-0.300
0.04(7)
1.000
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Figure S70. IR spectrum of 8

Figure S71. (+)-HRESIMS data of 8
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Figure S72. *H NMR spectrum of 8 (600 MHz, in CsDsN)
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Figure S74. DEPT spectrum of 8 (150 MHz, in CsDsN)
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Figure S75. *H-'H COSY spectrum of 8 (600 MHz, in CsDsN)
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Figure S76. HSQC spectrum of 8 (600 MHz, in CsDsN)
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Figure S77. HMBC spectrum of 8 (600 MHz, in CsDsN)
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Figure S78. HMBC spectrum of 8 (800 MHz, in CsDsN)
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Figure S80. IR spectrum of 9
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MS Formula Results: + Scan (6.135 min) Sub (2015092209.d)

| e | lon Formula | Apundance
[Gil 603.2417 (M+Naj| C29H40Na O12] 236158,
Best Formals (M) o Formula Score | CrossSco|  Mass Caicmiz_| O (ppm) | Abs D (ppm) | Mass Match | Abund Meich | Spacng Meich]  DBE

B v C23 40 012 C23 H40 Na 012 93,91 08| 9997 9.77| 9995 10!

3 T30 H36 Na OB) T30 H3% b4 ha OB 355 139 ) 5675 99,93 15,

R ©25 H36 N6 O10| 25 H36 N6 Na 010 E 555 59| 59.85| I

o | Ci8 H40NE 015, CBHAONG Ka 015 96.26] 45?{ EE 951 %991

. C42 H32 N2 O C42H3Z Nz Na O] 962 5802515| oz ;’ 7| 99.9] £ EX)

& C41H37 CI )| C41137 CINa O 85.79) 5802533 600.2425) 1,36 136 EX 50.67) 99.39] 23

C36 H37 C1 2 03 C36 H37 CI N2 Ne 03, 85.39) 5002433 603.2385) 558 558 %.59) 5112 931 B

. C29 HA1 CIN2 08| C29 H41 CIN2 Na 08| 84.87) 5032‘“' 4.55 B 4.55) 99.33] 488 99.22| 10|

N C24 P41 CINA OT0| __ C24 HA1 GI N Na 010 843 5802511 6032403 24| 24 EXIN | EXE 6|

. C23 15 CI 014 C23 H4S CI Na O14| 8324 SH02525 5602498] 468 99.29 43.19) 9518 1

. 35 Ha2 O Oﬂl €35 Ha2 £12 Ne 03 76.35| 5002525 500. 25'” £09.2400 -?Dl'i 242 09.81 18.28) 0.1 14

" C24 HAZCIZNG 06| C24 HA2Ciz NG Na&fli 75.3) 5802525 580.2543| m‘ 3.05] 305 957 1493 .93 3

. | CZ3H45 02 N2 010] 23 Héb G2 N2 Na 010 75.06| SE02525( 680253 6032422 077 077 5.8 1359] 96,98 1

Figure S81. (+)-HRESIMS data of 9
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Figure S82.

'H NMR spectrum of 9 (600 MHz, in CsDsN)
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Figure S83. *3C NMR spectrum of 9 (150 MHz, in CsDsN)
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Figure S84. DEPT spectrum of 9 (150 MHz, in CsDsN)
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Figure S85. 'H-'H COSY spectrum of 9 (600 MHz, in CsDsN)
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Figure S86. HSQC spectrum of 9 (600 MHz, in CsDsN)
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Figure S87. HMBC spectrum of 9 (600 MHz, in CsDsN)
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Figure S88. NOESY spectrum of 9 (600 MHz, in CsDsN)
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Figure S90. (+)-HRESIMS data of 10
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Figure S91. *H NMR spectrum of 10 (600 MHz, in CsDsN)
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Figure S92 *C NMR spectrum of 10 (150 MHz, in CsDsN)
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Figure S93. DEPT spectrum of 10 (150 MHz, in CsDsN)
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Figure S94. *H-'H COSY spectrum of 10 (600 MHz, in CsDsN)

_J|J._J|. AL i _._L_||L.._— l_;l...n_ﬁf\_l l L

L1 A

@

N ENEEEEEI

T T T T T T T T T T T T T
%0 &5 =0 L& 0 EE &0 EE B0 45 49 &5 50 25 =20 15 L0 OB
£2 {opa}

Figure S95. HSQC spectrum of 10 (600 MHz, in CsDsN)
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Figure S96. HMBC spectrum of 10 (600 MHz, in CsDsN)
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Figure S97. NOESY spectrum of 10 (600 MHz, in CsDsN)

51

11 (pm)

11 [y}



D’M\h ‘“““‘"I"‘*I““"“I‘\ | | N Inn I =
g U \ / | MRV VA YN EEAV AN
r_:y::,r*l :'l: 'I| :;:Ihl:j:\,\jg_.:'l R
E l l IHERE LFER
3 / il VAN
o IV VRN T TN I O NN O O
el L IE TSI [N P VIS I N O
R " J 0 L s Ay L ;
5 ] VR f b (4 ifl B L .
2 RS Yt TR Lo :
: TN S ERIN i .
‘ § | IR Lo :
i 1 LA AN i
i HE I J; rﬂk{l i
I | ; A \
T I SN = v I, i
A T P YR
1] LY ; LY T o
y e 3 oa
' E P dn ' ' Opriopionyl
Figure S98. IR spectrum of 11
[
1
5.
-
[
Figure S99. (+)-HRESIMS data of 11
% (B 33 288 2 SE55HRERUSERRaxiEBRcgRsE
| R A A ARG LA LS LS5 L L K el
HO
0 wH
OAc
B OAc
OAcz, OAc
Opropionyl
‘ |
‘ ' N

Figure S100. *H NMR spectrum of 11 (500 MHz, in CsDsN)
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Figure S101. **C NMR spectrum of 11 (125 MHz, in CsDsN)
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Figure S102. DEPT spectrum of 11 (125 MHz, in CsDsN)
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Figure S103. 'H-'H COSY spectrum of 11 (500 MHz, in CsDsN)
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Figure S104. HSQC spectrum of 11(500 MHz, in CsDsN)
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Figure S105. HMBC spectrum of 11 (500 MHz, in CsDsN)
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Figure S106. NOESY spectrum of 11 (500 MHz, in CsDsN)
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Table S3. Crystal data and structure refinement for 11

Identification code exp_3589
Empirical formula C32H48016
Formula weight 688.70
Temperature/K 102.8
Crystal system monoclinic
Space group P21
alAblAclA 12.8374(3), 10.8913(3), 24.3599(6)
a/°, B/°, y/° 90.00, 99.441(2), 90.00
Volume/A3 3359.79(14)
Z 4
peaic/mg mm’® 1.362
wmm’ 0.925
F(000) 1472

Crystal size/mm?®

Index ranges
Reflections collected

20 range for data collection

Independent reflections
Data/restraints/parameters

Goodness-of-fit on F2
Final R indexes [[>26 (I) i.e. Fo>40 (Fo)]

Final R indexes [all data]

0.17 x0.15 x0.05

7.3410142.1

70

-15<h<15,-12<k<13,-29<1<29

28272

11987[R(int) = 0.0299 (inf-0.94)]

11987/1/88
1.038

3

R1=0.0592, wR2 = 0.1599
R1=10.0635 wR2 = 0.1658

Largest diff. peak/hole/e A 0.168/-0.616
Flack Parameters -0.07(15)
Completeness 0.990
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Figure S107. IR spectrum of 12
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MS Formula Results: + Scan (5.921 min) Sub (2015051802.d)

| miz | fon. I Fomuls | Abundence |
=1 647.2307. (MeNa)+ | C30 H40 Na 014 178238.7|
Bast | Formuta (M) Ion Formuta Score. __lom;Sm Mass cxm;_-;% Cacmiz | O#f (ppm) M;M.’wm—]_-l Mass Match | Abund Match |Spacing Match| DeE
= W C30H40 014 C30 H40 N O14) 99.95| 6242415} 624.2418] §47.231 055} 055 99,98 .95 95,57 i
C26H36 N6 012 C26 H36 NE N2 O12) 65242415 5242391 6472283 377 377 95.53| 9992 2
C37H36 N2 010 C31 36 N4 Na O10) 6242415 6242431 647234 768 768 9576| 551 7,
€25 H40 N2 010 25 HAO N2 Na O10) 6242415 024.2978] 047227 58] 53] 9800 3859 7|
CiBFH4O NS 017 C13 H40 N6 N& 017 6242415 624245 6472342 583 553 98.96) 99| 3
C43 K32 N2 03 C43 H32 NZ Na 03] 6242415 6242413 6472308 0.28) 0.28] 100] 55| 2
= |8 2% SEH e =
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Figure S109. *H NMR spectrum of 12 (600 MHz, in CsDsN)
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Figure S110. 3C NMR spectrum of 12 (150 MHz, in CsDsN)
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Figure S111. DEPT spectrum of 12 (150 MHz, in CsDsN)
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Figure S112. *H-'H COSY spectrum of 12 (600 MHz, in CsDsN)
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Figure S113. HSQC spectrum of 12 (600 MHz, in CsDsN)
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Figure S115. NOESY spectrum of 12 (600 MHz, in CsDsN)
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Figure S118. *H NMR spectrum of 13 (600 MHz, in CsDsN)
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Figure S119. 3C NMR spectrum of 13 (150 MHz, in CsDsN)
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Figure S120. DEPT spectrum of 13 (150 MHz, in CsDsN)
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Figure S122. HSQC spectrum of 13 (600 MHz, in CsDsN)
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Figure S124. NOESY spectrum of 13 (600 MHz, in CsDsN)
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Figure S128. 13C NMR spectrum of 14 (150 MHz, in CsDsN)
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Figure S129. DEPT spectrum of 14 (150 MHz, in CsDsN)
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Figure S130. 'H-'H COSY spectrum of 14 (600 MHz, in CsDsN)
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Figure S131. HSQC spectrum of 14 (600 MHz, in CsDsN)
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Figure S132. HMBC spectrum of 14 (600 MHz, in CsDsN)
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Figure S133. NOESY spectrum of 14 (600 MHz, in CsDsN)
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Table S4. Crystal data and structure refinement for 14

Identification code exp_3672
Empirical formula C31H46016
Formula weight 674.68
Temperature/K 102.3
Crystal system orthorhombic
Space group P212:2;
alAblAclA 11.0687(2), 12.2272(4), 23.8020(5)
a/°, B/°, y/° 90.00, 90.00, 90.00
Volume/A3 3221.34(15)
Z 4
Pealc/Mg mm- 1.391
p/mm™ 0.954
F(000) 1440
Crystal size/mm?® 0.15 %0.14 x0.12
20 range for data collection 7.42 10 142.62°
Index ranges -13<h<8,-14<k<14,-28<1<22
Reflections collected 11345
Independent reflections 6114[R(int) = 0.0316 (inf-0.9A)]
Data/restraints/parameters 6114/0/435
Goodness-of-fit on F? 1.051
Final R indexes [[>26 (I) i.e. Fo>40 (Fo)] R1=10.0480, wR2 = 0.1234
Final R indexes [all data] R1=10.0512 wR, = 0.1273
Largest diff. peak/hole/e A 0.456/-0.250
Flack Parameters 0.04(16)
Completeness 0.987
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Figure S134. IR spectrum of 15
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Figure S136. *H NMR spectrum of 15 (600 MHz, in CsDsN)
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Figure S137. 13C NMR spectrum of 15 (150 MHz, in CsDsN)
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Figure S138. DEPT spectrum of 15 (150 MHz, in CsDsN)
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Figure S140. HSQC spectrum of 15 (600 MHz, in CsDsN)
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Figure S141. HMBC spectrum of 15 (600 MHz, in CsDsN)

Il
(AT .J\..'LA .FllJ R J||JL_ — _|'I_._|l|_.iI I\Jn.k ‘_IIL-‘_.—)Ln_’n_JJ'l._J

|
W '-—n"ill-._m- s

J b
1 A
— - . - S
S | - S o~ if
£ - I A
5 [
= - — Y
)} -
- - —pl o~ g - a
b Tove B -
— - .
| . =
1‘ e T -
= [ \ '.'; =
—_— E @ < == e Vo
| =2
— e q - -
) W=
- : F, '_.-=' - -
1 e =
=3 Bl R -
] N = -
! ="y
| . ' :
j -
T T T T T T T T T T T T T T T T
o &8 0 T.E o &E &0 &EF &0 LE 40 55 &0 2§ Z0 nE Lo os
£2 {opa}

Figure S142. NOESY spectrum of 15 (600 MHz, in CsDsN)
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Figure S143. IR spectrum of 16
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Figure S144. (+)-HRESIMS data of 16
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Figure S145. *H NMR spectrum of 16 (600 MHz, in CsDsN)
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Figure S146. 13C NMR spectrum of 16 (150 MHz, in CsDsN)
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Figure S147. DEPT spectrum of 16 (150 MHz, in CsDsN)
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Figure S148. 'H-'H COSY spectrum of 16 (600 MHz, in CsDsN)
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Figure S149. HSQC spectrum of 16 (600 MHz, in CsDsN)
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Figure S151. NOESY spectrum of 16 (600 MHz, in CsDsN)
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Figure S154. *H NMR spectrum of 17 (600 MHz, in CsDsN)
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Figure S155. 13C NMR spectrum of 17 (150 MHz, in CsDsN)
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Figure S156. DEPT spectrum of 17 (150 MHz, in CsDsN)
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Figure S157. *H-'H COSY spectrum of 17 (600 MHz, in CsDsN)
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Figure S158. HSQC spectrum of 17 (600 MHz, in CsDsN)
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Figure S159. HMBC spectrum of 17 (600 MHz, in CsDsN)
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Figure S160. NOESY spectrum of 17 (600 MHz, in CsDsN)
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