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Figure S1. *H NMR (500 MHz, CDCls) spectrum of aspilactonol F (1)
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Figure S2. °C NMR (125 MHz, CDCls) spectrum of aspilactonol F (1)
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Figure S3. DEPT-135 (125 MHz, CDCls) spectrum of aspilactonol F (1)
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Figure S4. 'H-'H COSY (500 MHz, CDCls) spectrum of aspilactonol F (1)
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Figure S5. HSQC (500 MHz, CDCls) spectrum of aspilactonol F (1)
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Figure S6. HMBC (500 MHz, CDClz3) spectrum of aspilactonol F (1)
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Figure S7. ROESY (500 MHz, CDCls) spectrum of aspilactonol F (1)
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Figure S8. ECD spectrum of aspilactonol F (1) in methanol
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Figure S9. 'H NMR (500 MHz, CDCls) spectrum of aspilactonol G (2)
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Figure S10. 3C NMR (125 MHz, CDCls) spectrum of aspilactonol G (2)
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Figure S11. DEPT-135 (125 MHz, CDClz) spectrum of aspilactonol G (2)
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Figure S12. *H NMR (700 MHz, acetone-ds) spectrum of aspilactonol G (2)
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Figure S13. 3C NMR (125 MHz, acetone-ds) spectrum of aspilactonol G (2)
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Figure S14. *H-'H COSY (700 MHz, acetone-ds) spectrum of aspilactonol G (2)
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Figure S15. HSQC (700 MHz, acetone-de) spectrum of aspilactonol G (2)
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CNST17 -0.5000000

DO 0.00000300 sec
D1 2.00000000 sec
D4 0.00172414 sec
D11 0.03000000 sec
D16 0.00010000 sec
D24 0.00086207 sec
INO 0.00001775 sec
L31 16
CHANNEL f1
1H
8.00 usec
16.00 usec
0 us
0dB

23.41078186 W
SFO1 700.0031356 MHz

CHANNEL f:
CPDPRG2 bi_p5mdsp_asp.2
NUC 13C

P3 22,00 usec
P14 500.00 usec
P24 2000.00 usec
P63 1500.00 usec
PLO 120.00 dB
PL2 -1.00 dB
PL12 9.05dB
PLOW O0W

PL2W 134.39680481 W
PLI2W  13.28583717 W
SFO2 176.0292202 MHz

SP3 0.3:

SP7 0.31dB
SP14 1.79 dB
SP31 7.81dB

SPNAM3 Crp60,0.5,20.1
SPNAM7  Crp60comp.4
SPNAM14 Crp32,15,20.2
SPNAM31 Crp32,15,20.2
SPOAL3

SPOAL7 0500
SPOAL14 0.500
SPOAL31 0.500
SPOFFS3 0 Hz
SPOFFS7 0 Hz
SPOFFS14 0 Hz
SPOFFS31 0 Hz

= GRADIENT CHANNEL =
GPNAM1 SINE.100
GPNAM2 SINE.100
GPNAM3 SINE.100
GPNAM4 SINE.100

GPZ1 80.00 %

GPZ2 20.10 %
GPZ3 11.00 %
GPZ4 -5.00 %
P16 1000.00 usec
P19 500.00 usec

F1 - Acquisition parameters
™ 232

SFO1 176.0292 MHz
FIDRES 121.399460 Hz
sw 160.000 ppm

FnMODE  Echo-Antiecho
F2 - Processing parameters
Sl 2

SF 699.9999862 MHz
wbw QSINE
SSB 2

LB 0Hz

GB 0

PC 8.00

F1- Processing parameters
S| 1024

MC2  echo-antiecho

SF 176.0151239 MHz
wow

SSB 0

LB 0Hz

GB 0
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Figure S16. HMBC (700 MHz, acetone-de) spectrum of aspilactonol G (2)

Current Data Parameters
NAME AF-2h-15-2A

H-7||H-10 ProCNO 1

F2 - Acquisition Parameters
Date_ 20170718
Time 17.39

H-5 INSTRUM spect

PROBHD 5 mm PABBI 1H/
H-9 H-6

PULPROG hmbcgplpndgf
096

D
SOLVENT Acetone
NS 128

DS 16
- + - A ~~ ppm SWH 5597.015 Hz
FIDRES 1.366459 Hz
AQ 0.3659593 sec
RG 203
DW 89.333 usec
10 DE 6.50 usec
TE 302.5 K
, CNST2  145.0000000
C_7 ‘ ‘ CNST13  6.0000000
- 1 [ ] . T N 20 DO 0.00000300 sec
LY B D1 2.00000000 sec
C-10—— ’ ’ ' ’ { D2 0.00344828 sec
| V.l D6 0.08333334 sec
H y D16 0.00010000 sec
' q i 30 INO 0.00001290 sec
P1 8.00 usec
H 40 P2 16.00 usec
. PLL Od
PLIW  23.41078186 W
SFO1  700.0031356 MHz
50
. Ce P3 17.10 usec
IR PL2 -1.00 dB
60 PL2W  134.39680481 W
C _9 SFO2 176.0345029 MHz
[
. ====== GRADIENT CHANNEL =====
C-6 70 GPNAML  SINE.100
A GPNAM2 SINE.100
’ GPNAM3 SINE.100
GPZ1 50.00 %
| GPZ2 30.00 %
80 GPZ3 40.10 %
P16 1000.00 usec
] .o ' |
C'5 — F1 - Acquisition parameters
% D 168
| SFO1 176.0345 MHz
H FIDRES  230.521378 Hz
. SwW 220.000 ppm
FnMODE QF
100 )
F2 - Processing parameters
Sl 2048
SF 699.9999862 MHz
WDW SINE
110 SSB
LB OHz
GB 0
PC 8.00
120
F1 - Processing parameters
Sl 512
( MC2 QF
SF 176.0151252 MHz
' . ' 130 WD GM
C-3 — SSB 0
LB OHz
. GB 0
140
| §
' !
C-4 ' ¢ | (] ' 150
]
160

8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 3.5 3.0 25 2.0 15 1.0 ppm



Figure S17. ECD spectrum of aspilactonol G (2) in methanol

Delta Epsilon

-10

-12

-14 : : ' : : : :
200 220 240 260 280 300 320 340

VWavelength (nm)

20



7.260

6.635
6.630
2.402
2.399
2.397
2.387

-
g
__—1.428
T——1.415
___—1.200
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Current Data Parameters
NAME AF-7h-11
8355 5 23 EXPNO 5
FEFIFIF S TEEE ST FEM GBS m o Iqaa I3 35 i PROCNO 1
\\\\//// \\\ /// \\\ /// F2 - Acquisition Parameters
Date_ 20170709
I Time 10.26
INSTRUM spect
| | I | PROBHD 5 mm PABBO BB/
' PULPROG zg
| TD 32768
I SOLVENT cbci3
NS 1
Il DS 0
Il SWH 4708.098 Hz
! FIDRES  0.143680 Hz
AQ 3.4800117 sec
| RG 21.99
| DwW 106.200 usec
DE 6.50 usec
TE 303.1 K
J D1 1.00000000 sec
R — L‘ L RN | TDO 1
======== CHANNEL fl ========

T T T T T T T SFO1 500.1321095 MHz
4. 45 4. 40 4. 35 4. 30 425 4. 20 4. 15 4. 10 4. 0

5 4. 00 3. 95 PPm . 2 2. 40 2. 38 pm 140 135 130 125 ppm NUC1 1H
P1 11.00 usec
\' // ] 8 PLW1  15.84899998 W
N o~
F2 - Processing parameters
Sl 65536
SF 500.1300222 MHz
WDW GM
SSB 0
LB -1.50 Hz
GB 0.15
PC 12.00

T T
3.0 25 2.0 15 1.0 0.5 0.0 ppm

g B [

8.0 7.5 7.0 6.5 6.0 5.5 5.0

g




Figure S19. 1f’C NMR (176 MHz, CDClz3) spectrum of dihydroaspirone (3)

78.

144.86

165.4
128
7947
77.18
< 77.00
76.82
6737
——66.79
39.41
2317
18.07

Current Data Parameters
NAM A

EXPNO 11
PROCNO 1

F2 - Acquisition Parameters
Date_ 20170629

Time 11.17
INSTRUM spect
PROBHD 5 mm PATXO 31P
PULPROG zgpg

D 2
SOLVENT CDCI3
NS 29

DS 0

SWH 42613.637 Hz
FIDRES 1.300465 Hz
AQ 0.3845279 sec
RG 203

DW 11.733 usec
DE 6.50 usec
TE 303.4 K

D1 15.00000000 sec
D11 0.03000000 sec

PL1W 106.75517273 W
SFO1 176.0353807 MHz

======== CHANNEL f2 ==
CPDPRG2 waltz16
NUC2 1H
PCPD2 71.90 usec
PL2 odB

PL12 13.05 dB
PL13 17.00 dB

PL2W 23.41078186 W
PL12W 1.15988755 W
PL13W 0.46710649 W
SFO2 700.0028000 MHz
F2 - Processing parameters

SF 176.0151481 MHz
EM

0

LB 5.00 Hz
0

PC 1.20

A g S A i AT 0 P oo Mt WMMWWWWWWM

T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
180 175 170 165 160 155 150 145 140 135 130 125 120 115 110 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 5




Figure S20. 'H NMR (500 MHz, CDCl3) spectrum of 12- -epi-aspertetranone D (4)
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Current Data Parameters
NAME AF-7h-6
EXPNO 5
PROCNO 1
F2 - Acquisition Parameters
Date_ 20170706
Time 12.38
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG zg
TD 32768
SOLVENT CDCI3
NS 1
DS 0
SWH 5081.301 Hz
FIDRES 0.155069 Hz
AQ 3.2244213 sec
RG 80.19
Dw 98.400 usec
DE 6.50 usec
TE 303.1K
D1 1.00000000 sec
TDO 1
|
======== CHANNEL f1 ==
SFO1 500.1320557 MH
NUC1 1H
P1 11.00 usec
PLW1 15.84899998 W
F2 - Processing parameters
S| 65536
SF 500.1300223 MHz
wWDW GM
SSB 0
LB -1.50 Hz
GB 0.15
PC 4.00
Il
|
! I i
[ Il
I
| | | Iff |
Al ol _ﬂrg } m ,.._:’Ur— R | - l | "
T T T T T T T T T T T T T T T
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Figure S21. °C NMR (176 MHz, CDCls) spectrum of 12-epi-aspertetranone D (4)
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v \ /Ckvim Dati arameterJ
NAME AF-7h-6
EXPNO 11
PROCNO 1
F2 - Acquisition Parameters
Date_ 20170629
Time 13.58
INSTRUM spect
PROBHD 5 mm PATXO 31P
PULPROG zgpg
D 32768
SOLVENT CDCI3
NS
DS 0
SWH 42613.637 Hz
FIDRES 1.300465 Hz
AQ 0.3845279 sec
RG 203
DW 11.733 usec
DE 6.50 usec
TE 303.3K
D1 7.50000000 sec
D11 0.03000000 sec
TDO 4096
======== CHANNEL f1 ========
NUC1 13C
P1 9.10 usec
PL1 0dB
PLIW 106.75517273 W
SFO1 176.0353807 MHz
======== CHANNEL 2 ========
CPDPRG2 waltz16
NUC2 1H
PCPD2 71.90 usec
PL2 0dB
PL12 13.05 dB
PL13 17.00 dB
PL2W 23.41078186 W
PL12W 1.15988755 W
PL13W 0.46710649 W

C 11 C 16SF02 C 7 0§028000 MHz
F2 - ProCessing parameters
S| 65536
C_lla 176.0151413 MHz

C-10 e
S§B 0
LB 5.00 Hz
GH 0
Pq 1.40

230 225 220 215 210 205 200 195 190 185 180 175 170 165 160 155 150 145 140 135 130 125 120 115 110 105 100 95

T T T T T
85 80 75 70 65 60

55 50 45 40 3 30 25 20 15 10 5 0 ppm
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Figure S22.DEPT-135 (500 MHz, CDClIs) spectrum of 12-epi-aspertetranone D (4)
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Current Data Parameters
NAM Al

“3
LA

EXPNO 21
PROCNO 1
F2 - Acquisition Parameters
Date_ 20170706
ppm  Time 13.48
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG cosyqf45
.05 TD 2048
SOLVENT CDCI3
NS 8
00 DS 16
SWH 5081.301 Hz
FIDRES 2.481104 Hz
05 AQ 0.2015732 sec
RG 80.19
-t DW 98.400 usec
1.0 DE 6.50 usec
TE 303.1 K
. DO 0.00000300 sec
15 D1 2.00000000 sec
INO 0.00019680 sec
s 20 ======== CHANNEL 1 ========
SFO1 500.1320557 MHz
NUC1 1H
25 P1 11.00 usec
PLW1 15.84899998 W
3.0 F1 - Acquisition parameters
TD 12
SFO1 500.1321 MHz
35 FIDRES 9.924416 Hz
[ ] SW 10.160 ppm
FnMODE QF
4.0
F2 - Processing parameters
" . S 048
o 45 gSF 500.1300223 MHz
WDW SINE
SSB 0
50 B OHz
GB 0
PC 4.00
55
F1 - Processing parameters
S| 2048
6.0 Mc2 QF
SF 500.1300223 MHz
WDW
65 ssB 0
LB 0 Hz
70 GB 0
75
8.0
8.5
9.0
1.5 ppm
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Figure S24. HSQC (500 MHz, CDCIs) spectrum of 12-epi-aspertetranone D (4)
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Figure S25. HMBC (500 MHz, CDClIs) spectrum of 12-epi-aspertetranone D (4) S
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Figure S26. ROESY (500 MHz,

CDCls) spectrum of 12-epi-aspertetranone D (4)

ppm

0.0

0.5

1.0

15

2.0

25

3.0

3.5

4.0

4.5

5.0

55

6.0

6.5

7.0

75

8.0

8.5

9.0

—
<
T C
L, |
1
N — T [e0]
— O ! T —
1 [ T | 1
I T
I | . Lod a4 IJI. wl -
#
.
4 .
j—% . LA I i e
— . w |
= w AJ L4 v v
A ' " o : ‘
! B
- s “‘
"w . |
=
. : " »
= ' '
- o ‘e
0
' ! ’.'
. g
: A
} o
- /]
o’
' H
o t
[ .
9.0 8.5 8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 3.5 3.0 25 2.0 15 1.0 0.5 0.0 -0.5

ppm

Current Data Parameters

NAME AF-7h-6
EXPNO 23
PROCNO 1

F2 - Acquisition Parameters
Date_ 20170706
Time 18.49
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG roesyph.2
TD 2048
SOLVENT CDCI3

NS

DS 16

SWH 5081.301 Hz
FIDRES 2.481104 Hz
AQ 0.2015732 sec
RG 4.19

DwW 98.400 usec
DE 6.50 usec

TE 303.2K

DO 0.00008740 sec
D1 2.00000000 sec
D12 0.00002000 sec
INO 0.00019680 sec
L4 1350

P15 270000.00 usec
======== CHANNEL f1 ========
SFO1 500.1320557 MHz
NUC1 1H

P1 11.00 usec
P25 100.00 usec
PLW1 15.84899998 W
PLW27 0.76709002 W

F1 - Acquisition parameters
T 256

SFO1

FIDRES

Sw

FnMODE

500.1321 MHz

19.848831 Hz

10.160 ppm
TPPI

F2 - Processing parameters
Sl 2048

SF 500.1300224 MHz
WDW SINE

SSB 2

LB 0 Hz

GB

PC 4.00

F1 - Processing parameters
Sl 512

MC2 TPPI

SF 500.1300185 MHz
WDW GM

SSB 2

LB 0 Hz

GB
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Figure S27. ECD spectrum of 12-epi-aspertetranone D (4) in methanol
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Figure S28. 'H NMR (500 MHz, CDCls) spectrum of aspertetranone D (5)
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Figure S29. 3C NMR (176 MHz, CDCls) spectrum of aspertetranone D (5)

Current Data Parameters
NAM

EXPNO 11
PROCNO 1

~ @ o |~ ©

n S ~ © [ re} Moo NNON o © o o 9 STogQ o @

- o Sa o~ ~ = SHQrY 0o o © © e 0 AN =33 F2 - Acquisition Parameters

- O © © n o o A N~N~ OO0 [ 3o} Te} o] < nmo r~ o =

SR - o =1 =1 ON~NNNNN [T JT) < [ ) AN N A o Date_ 20170630
Time 12.52
INSTRUM spect
PROBHD 5 mm PATXO 31P

PULPROG zgpg
TD 32768

SOLVENT CDCI3
NS 1030

DS 0

SWH 42613.637 Hz
FIDRES 1.300465 Hz
AQ 0.3845279 sec
RG 203

DW 11.733 usec
DE 6.50 usec
TE 303.4 K

D1 6.00000000 sec
D11 0.03000000 sec

P1

PL1 0dB

PLIW 106.75517273 W
SFO1 176.0353807 MHz

== CHANNEL 2 =
CPDPRG2 waltz16
NUC2 1H
PCPD2 71.90 usec
PL2 0dB

PL12 13.05 dB
PL13 17.00 dB

PL2W 23.41078186 W
PL12W 1.15988755 W
PL13W 0.46710649 W
SFO2 700.0028000 MHz

F2 - Processing parameters
S| 65536

SF 176.0151411 MHz
WDW EM
0
5.00 Hz
1.30

T T T T T T T T T T T T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 ppm



Figure S30. 'H NMR (500 MHz,

J22)
o
<
@

acetone-ds) spectrum of aspert
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Current Data Parameters

NAME AF-56-8k
EXPNO 1
PROCNO 1
I F2 - Acquisition Parameters
Date_ 20171211
Time 11.19
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG zg
TD 32768
SOLVENT Acetone
|1 NS
DS 0
| | SWH 7500.000 Hz
1l FIDRES 0.228882 Hz
I I AQ 2.1845834 sec
[ RG 80.19
i Ll DW 66.667 usec
! N DE 6.50 usec
e pe—— Ak - TE 3032 K
T T T T T T T T T T T
62 61 60 59 58 ppm 475 470 465 ppm 37 36 35 3.4 33 ppm 29 28 27 26 25 o4 23 ppm ?éo 1.0000{)000 sec
jgf wsf g Q 8 2 1B ======== CHANNEL f1 ========
- - o o N o © SFO1  500.1331508 MHz
NUC1 1H
P1 11.00 usec
PLW1 15.84899998 W
~ w0 oo w oo o 1w o F2 - Processing parameters
288F 2 228823 b 8§ 8 K&Q& 238 35 Sl 65536
ENENENRNEN S o g o - - - I oo SF 500.1300135 MHz
wWDW GM
SSB 0
LB -1.50 Hz
GB 0.15
PC 4.00
|
| |
[ L .
N ! o
T T T T T T T T T T T T T T T
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Ll Al 1
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Fi gure S31. BC NMR (125 MHz acetone -ds) spectrum of aspertetranone A (6)
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Current Data Parameters
NAM 1

EXPNO 12
PROCNO 1

F2 - Acquisition Parameters
Date 0180115

Time 10.11
INSTRUM spec!
PROBHD 5 mm PATXO 31P
PULPROG zgpg
TD 32768
SOLVENT Acetone
NS 1480
DS 0
SWH 42613.637 Hz
FIDRES 1.300465 Hz
AQ 0.3845279 sec
RG 203
DW 11.733 usec
DE 6.50 usec
TE 303.4 K
D1 6.00000000 sec
D11 0.03000000 sec
TDO
== CHANNEL f1 ====:
13C
9.10 usec

P1

PL1 0dB
PL1W 106.75517273 W
SFO1 176.0353807 MHz

=== == CHANNEL f2 ====:
CPDPRG2 waltz16
NUC2 1H

PCPD2 71.90 usec
PL2 0dB

PL12 13.05dB

PL13 17.00 dB

PL2W 23.41078186 W
PL12W 1.15988755 W
PL13W 0.46710649 W
SFO2 700.0028000 MHz
F2 - Processing parameters
Sl 65536

SF 176.0148439 MHz
WDW EM

SSB 0

LB 5.00 Hz

0
PC 1.50

Wy R

T T T T T T T T T T T T T T T T T T T T T T T T
215 210 205 200 195 190 185 180 175 170 165 160 155 150 145 140 135 130 125 120 115 110 105 100 95 9 8 8 75 70 65 60 55 50 45 40 35 30 25 20 15 10 5 ppm
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Figure S32. DEPT-135 (125 MHz, acetone-ds) spectrum of aspertetranone A (6)
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Figure S33. 'H NMR (500 MHz, CDCls) spectrum of 6B,9a,14-trihydroxycinnamolide (7)
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Figure S34. 3C NMR (500 MHz, CDCls) spec
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Figure S35. DEPT-135 (500 MHz, CDCls) spectrum of 6f,9a,14-trihydroxycinn
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Figure S36. *H-'H COSY (500 MHz, CDCls) spectrum of 6B,9a,14-trihydroxycinnamolide (7)
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Figure S37. HSQC (500 MHz, CDCIs) spectrum of 6f3,9a,14-trihydroxycinnamolide (7)
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Figure S38. HMBC (500 MHz, CDClIs) spectrum of 6f,9a,14-trihydroxycinnamolide (7)
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Figure S39. ROESY (500 MHz, CDClz) spectrum of 6B3,9a,14-trinydroxycinnamolide (7)
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Figure S40. ECD spectrum of 6B,9a, 14-trihydroxycinnamolide (7) in methanol
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Figure S41. *H NMR (500 MHz, acetone-ds) spectrum of insulicolide A (8)
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Figure S43. DEPT-135 (125 MHz, acetone-ds) spectrum of insulicolide A (8)
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Figure S44. ECD spectrum of insulicolide A (8) in methanol
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Figure S46. 3C NMR (125 MHz, DMSO-ds) spectrum of 6B,7a,li—trihydroxyconfertifolin 9)
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Figure S47. HSQC (700 MHz, DMSO-ds) spectrum of 6f,7a,14-trihydroxyconfertifolin (9)
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Figure S48. HMBC (500 MHz, DMSO-ds) spectrum of 6f,7a,14-trihydroxyconfertifolin (9) 2]
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Figure S49. ROESY (700 MHz, DMSO-ds) spectrum of 6f3,7a,14-trinydroxyconfertifolin (9)
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Figure S51. 3C NMR (125 MHz, MeOD) spectrum of 6B,7a,14-trihydroxyconfertifolin (9)
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Figure S52. DEPT-135 (125 MHz, MeOD) spectrum of 6B,7a,14-trihydr0xyconfertifolin 9)
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Figure S53. *H-'H COSY (700 MHz, MeOD) spectrum of 6B,7a,14-trihydroxyconfertifolin (9)
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Figure S54. ECD spectrum of 6B,7a,14-trinydroxyconfertifolin (9) in methanol
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Figure S55. *H NMR (700 MHz, acetone-ds) spectrum of 7a,14-dihydroxy-6B-p-nitrobenzoylconfertifolin (10)
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Figure S56. 13C NMR (175 MHz, acetorle-de) spectrum of 7®a,14-dihydroxy-6[3-p-nitrobenzo
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Figure S57. ECD spectrum of 7a,14-dihydroxy-6p-p-nitrobenzoylconfertifolin (10) in methanol
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