Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

Supplementary Material

Synthetic studies toward the total synthesis of aeroplysinin
Gennadii A. Grabovyi and Justin T. Mohr*

Department of Chemistry, University of Illinois at Chicago
845 West Taylor Street, Chicago, lllinois 60607 USA

Table of Contents

1. NMR Spectra

Page S1

©ARKAT USA, Inc



ARKIVOC 2018, iv, S1-S24

Issue in Honor of Dr. Gordon W. Gribble

—

CN

OMe

HO'E

10.5 100 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.!

11.0

1H NMR (500 MHz, CDCls)

©ARKAT USA, Inc

Page S2



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

~ o — [\]
o < © < o Js2) 1 T
) 3 5 — < < -
(o)} ~ — o el o 0 O
— — — — LN < NN
\ \ \ \ (e
CN O
OMe
8

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

13C NMR (126 MHz, CDCl3)

Page S3 ©ARKAT USA, Inc



ARKIVOC 2018, iv, S1-S24

Issue in Honor of Dr. Gordon W. Gribble

Nv.m
w's >

CN

OMe

HO

R00°T
0T

Twm.m
H6'C

eso

=£8°0

10.5 100 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

11.0

1H NMR (500 MHz, CDCls)

©ARKAT USA, Inc

Page S4



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

«© [eed n
[*e) ~N (<)) o — ™M 0 O N
O 0 A < < 0 M o
)} N — © — © — N O
— — — [e)) ~ wn MmN
\ \ \ \ NN
CN O
HO
OMe
7

i k- by Al b 1, 1 1 . 1ot b U v (b ol hag diot b WL b Ny d
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

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

13¢ NMR (126 MHz, CDCls)

Page S5 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

@ NOTORITN®WO W
M QAOANNT T o oN
n MmmMmMnmmmmmmMmeaN NN
CN O | N A R
HO
OMe
Br Br
6

A TN
g 2383 53
— SM—A— A
T T T T T T T T T T T T T T T T T T T T T T T 1
11.0 10.5 10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 0.!

1H NMR (500 MHz, CDCls)

Page S6 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

~57.89
~53.58
—48.07
—28.18

o o [eo]
(o} n o~ (o)) ~
< o n = ©
(o)} ~ — O —
— — — [} ~
\ \ \ \

CN O

HO
OMe
Br Br
6
Iu 'u" HW'FM‘N"HL{‘M‘;' e s y Ay IA rd 1l F"L e i 1 ".‘ | ad i . 1“ y !

ARKIVOC 2018, iv, S1-S24

230 220 210 200 190 180 170

160

140 130 120 110 100 90 80

13¢ NMR (126 MHz, CDCls)

Page S7

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

ARKIVOC 2018, iv, S1-S24

[«)] M=EANNO—OT O
N auInY RN
n mMmMnmmMmmnmaNaNaN N
~ N\ N
CN O
BrO
OMe
Br Br
15
J i
& &g
o © S Q
o N =
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
11.0 105 10.0 9.5 9.0 8.5 8.0 7.5 7.0

6.5 6.0 55 5.0

1H NMR (500 MHz, CDCls)

Page S8

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

ARKIVOC 2018, iv, S1-S24

™ n n
© =} a n o~ TN =0 woo
N — 5 ~ = 1 Q — QaLVMmMmo- Mg
o ™~ — ~ < ) SN ¥e
- - — ) ~ Inth < NMANNNN — -
| | | [ N b N
|
CN O
BrO
OMe
Br Br
15
|
i L ihgf
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 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 -10

13C NMR (126 MHz, CDCl3)

Page S9

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

o o o MmO
~ n ™Mm ™M NN
[ \ | e
CN O
HO
OMe
Br
16

g B 22 g3

11.0 105 100 9.5 9.0 8.5 8.0 7.5

~
o
o
o
o
o
«
o
o
o
E
]
EN
o

3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.!

1H NMR (500 MHz, CDCls)

Page S10 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

@ 2
> et
|

CN O

HO
OMe
Br
16

—140.79

—117.56

~114.58
98.10

ARKIVOC 2018, iv, S1-S24

—74.23
—57.67
30.62

Vsl umm.mmwwmwll«wMMMMMMMJMM:MM | mmm@MMM

230 220 210 200 190 180 170

160 150 140 130 120 110 100 90 80

13¢ NMR (126 MHz, CDCls)

Page S11

nmmuuMMMMMWMIM«JWWMM.WM_MW

70 60 50 40 30 20 10 0 -10

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

ARKIVOC 2018, iv, S1-S24

3 88 RNN%Y
) T M MM m
| [
CN O
DABCO-<2Br
HO - 17
OMe THF,24°C,1.5h .
Br Br (undetermined
structure)
6
|
|
i
l \_L)\—,L
B T &S
= Q= 99
- S ™ S
1‘1.0 1(;.5 1(;.0 9‘.5 ;.0 5;.5 8‘.0 7‘.5 7‘.0 6‘.5 é.O 5‘.5 5‘.0 4‘.5 4‘0 3‘5 3‘0 2‘5 2‘.0 1‘5 1‘0 0‘5 (;0 (;‘

'H NMR (500 MHz, CDCls)

Page S12

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

™~ ~ © ™
o i pud ~N A oN O o
&g i © 3 =il 8
T n - 1A A 1A N
L I - ‘
CN O
DABCO-2Br
HO - 17
OMe THF,24°C,1.5h .
Br Br (undetermined
structure)
6

220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40

13¢ NMR (126 MHz, CDCls)

Page S13 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

g N o o © o~
3 - ~N <+ ™ —
] N « i) ™ ™
| ‘ \ \
CN O
DABCO-<2Br
HO > 17
OMe THF 24 °C,1.5h '
Br Br (undetermined
structure)
6
— L Uu
B T = % g
S & L z 5
— & 8 = =
‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘ ;.7 3‘.6 3‘.5 3‘.4 3‘.3 ;.z ;_1

T T T T T T T T T T
6.2 6.1 60 59 58 57 56 55 54 53 52 51 50 49 48 47 46 45 44 43 42 41 40 39 38

'H NMR (500 MHz, DMSO-d6)

Page S14 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

190 ppm
CN (I?
c? H@
HO | .08
R N OMe h
Br

Strong correlation between

/ C? and Hsuggesting that the

remaining vinylic H is proximal
to the carbonyl

ARKIVOC 2018, iv, S1-S24

6.2 6.0 5.8 5.6 54 5.2 5.0 4.8 4.6 4.4 4.2 4.0 3.8 3.6 3.4

HMBC Experiment with Compound 17 (DMSO-d6)

Page S15

3.2

f-10

r10

20

30

40

50

60

r70

80

r90

100

r110

r120

r130

140

150

160

r170

180

190

200

~210

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

observed NOE

CN O 4
H
HO )<H

Br

11.0 105 100 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.!

H NMR NOE Experiment with Compound 17 (500 MHz, CDCls)

Page S16 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

—3.98

8
e}
\
CN O fo}
Br
+ NH
OMe
13 o
1:1 complex
—g
@
o

ARKIVOC 2018, iv, S1-S24

o
0.951

11.0 105 10.0 9.5 9.0 8.5 8.0

5.5 5.0

'H NMR (500 MHz, CDCl3)

Page S17

51254

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

o~ n o~ [e)] [e))
~N N — ~— n o @ O wn s o
) N o ) — ] e 1N NN
(e} NN ~— o o) o WO LN
— — - — — wn < NANAN -
I \ N/
CN O o
Br
+ NH
OMe
13 (o)
1:1 complex

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

13C NMR (126 MHz, CDCl3)

Page S18 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

AN DA —_
CN O
Br
HO
OMe
11
o |
A
& & S A 2%
o O =0 oo
=) —
T T T T T T T T T T T T T T T T T T T T T T 1
110 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 3.0 20 15 1.0 05 00 0.

1H NMR (500 MHz, CDCls)

Page S19 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

ARKIVOC 2018, iv, S1-S24

[aa) n ]
< N n — < ™ Mo
=} ¢ A “ a N T
[} ™~ — oo} — O o~ T
— — — ()] ~ wn MmN
\ \ \ N/
CN O
Br
HO
OMe
"
! |
! |
4 I
Laa ) 1 ! ‘
—— T 1 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 T T T 1
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 10

13C NMR (126 MHz, CDCl3)

Page S20

©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble

CN O
Br
HO

OMe
Br Br
19

ARKIVOC 2018, iv, S1-S24

[)} N N
(s} [N
<
\

| 2.64]

0.93]
1.054

&1 1.001

1.021

@ 10,991

11.0 105 10.0 9.5 9.0 8.5 8.0

6.5 6.0 5.5 5.0 4.5 4.0

1H NMR (500 MHz, CDCls)

Page S21 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

(<2 © o~ —
N n ~N © M —~ o ~
o) ) < [52) m w M ™
© © — o NI N o ©
— — — — ~ O wn wn o
\ \ I N/
CN O
Br
HO
OMe
Br Br
19

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

13C NMR (126 MHz, CDCl3)

Page S22 ©ARKAT USA, Inc



Issue in Honor of Dr. Gordon W. Gribble ARKIVOC 2018, iv, S1-S24

CN O
=] Br various
¥ bases
HO > 21
OMe .
(undetermined
structure)
o
S
~
¥
‘ a " o
| ™ (a2} —
k J\/‘L i
& & & & & ®
@ ~ o [} o D
o ~ — — — <
T T T T T T T T T T 8 ©
o <
7.00 6.95 4.15 4.10 4.05 3.40 3.35 3.00 2.95 2.90 A o ~
(a2}
D
P D
T ¢
T
o
S
~ N
| rLE 2
~ |
‘\ |
I L_J t JW

11.0 105 100 9.5 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 2.5 2.0 1.5 1.0 0.5 0.0 -0.!
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