Enantioselective Synthesis of the Ethyl Analog of the
Marine Alkaloid Haliclorensin C

Guillaume Guignard, Nuria Llor, David Pubill, Joan Bosch and Mercedes Amat

Supporting Information Available

Copies of 'H and *C NMR spectra pages: S52-512

S1



N
HO Y
= 7
C IH NMR (400 MHz, CDCls)
o e SR A

CH>Clz

Xz
T T T T - T T T T T T T
2.0 &85 8.0 75 70 65 60 55 50 45 0.0
1 {ppmi
13C NMR (100.6 MHz, CDCla)
1 T
1
]
I
I
I 1
I 1
] ]
1 ]
. x . d
: &0 70 50 50 40 = =0 o

T T T T T
150 150 140 1=0 1=0 110 1m0 =1
1 (reem

S2



OTBDPS

NH,

1H NMR (400 MHz, CDClz)

980~ §

680 — — Fooe
£6-F Fses [

99017

86T

TeeT = o

6061 \ r

a3yt

prdtd N Forr

2051

805°T r

69L'T
88L'T
108°C
1287 ~¢
598'C
68T
168°T
1167

979°€
9'E W
959°€

TsEL
85€°L
€9€°L
99€°L
89€°L
ueL
7
6LE'L
w8EL
£8€°L
T6E°L
L6€°L
bOb'L
9TH'L
£€9°L
8£9°L
£v9°L
6v9'L
€59°L
159°L
£99°L

60T

4.0 3.5 3.0 2.5 2.0 1.5 1.0

4.5

5.0

9.5 9.0 8.5 8.0

10.0

1 (ppm)

13C NMR (100.6 MHz, CDCls)

Z€0°0T —

0ST'6T —
TOT'EZ ~_
2592
0v8'92
880°67 —

reeLe —

€6v' Ty —

T169°€9 —

€89°9L
100°4L W
8TELL

665°21
$99'/21
€561
tseer/
658661 —
69, bET \
b0S'SET

180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

190

S3



OH

H NMR (400 MHz, CDCls)

_ . / VA _
T s T T s [ D e M
X b 5 3 % 2% 2 53
S - N P “ —“o N S &
T T T T T T T T T T T T T T T T T T
9.5 9.0 8.5 8.0 7.5 7.0 6.5 5.0 4.5 4.0 3.5 3.0 25 2.0 1.5 1.0 0.5 0.0
f1 (ppm)
13C NMR (100.6 MHz, CDCls)
g 5 s an monmnemnng s
=3 - = bl RRYTMOAVUNAR =
8 ] d 3¢  BHIIIZRERY 3
I e s
I
| . " " L " " - TR
, e i ¥ W ) Wt A ikt
T T T T T T T T T T T T T T T T T T
190 180 170 160 150 140 130 100 90 80 70 60 50 40 30 20 10 0
f1 (ppm)

sS4



OTBDPS

NH

CDCly)

IH NMR (400 MHz,

10

85207~
£6607

2€18°T
£618'C
£878'C
SLERT —=

98£8'C
7668°C
616'C
80967

7989'€ —

6ET6'Y
mmmm..\/
T96'v
Yoo -
6900'S \
Bﬁo.m

09645~
8218's

186~
ve6EL
£T69L~
ossoL

1/

FL6T

Foot

Fsco

T vz

00t

3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

4.0

4.5
f1 (ppm)

9.0 8.5 8.0 7 7.0 6.5 6.0 5 5.0

2.5

1Twor—
9€'6T

L0ET
89°€T
¥8'ST
w mNW

+¥8'9C
s0'Le—"
20°6Z
6T
8167

vh'6T
£8'67
16°€€
bE9E

506 —
1918 —

€869 —

0EHTT —

VBT
w8621~
68'€ET ~—
b9'SET —
LUBET ~_

85'9LT —

13C NMR (100.6 MHz, CDCls)

o

Ll

MMWMWWW

190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

00

S5



OH

Boc\N

1H NMR (400 MHz, CDCls)

658'0
880> — ES0E
9680/
7'LT
= 0s'8
90°E
~ e
0207~
6607 ~ o081
TETE— / % 8¢
T19°€~ 6T
129" N [
06y
906
606'%
676’y
€6y .
vE6'Y AN Fost
8560
£96'%
T00°S
900'
89L'S
$6L°S W \ Fuwo
18’

1.5

0.5 0.0

1.0

2.0

2.5

3.0

3

4.0

5 6.0 5.5 5.0 4.5
f1 (ppm)

8.5 8.0 7.5 7.0 6.

9.0

852
8072\
98T

9062 W

ST6C
§5'6C
6967
£6'€E
€Sy —

9T'€9 —

LT6L—

PTHIT—

PEBET —

13C NMR (100.6 MHz, CDClg)

W

Wi

170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

180



OH

H NMR (400 MHz, CDCls)

12

NS,NH

a8
ﬁmm.cW
ag'0
"eT
BZE'T
#ET

E
et
®/E'T

2514

ﬁmm.m.__

To0*E
A0*E
A0E
Z0E
T &
B5E—

TeZ'5—
5

FEL
ELE
Ly
LY
L
it
nmh.hn_\

SEE'L
A8
nrs
a1'8
ET'8

CHzd:

Emrs

Eary
Eare
=50

bz
P
AT

00 95 90 85 80 75 A0 65 60 55 50 45 40 35 30 25 20 15 10 05 00
f1 {ppm)

105

13C NMR (100.6 MHz, CDCls)

L9907

£1REE—
BZE' I
BITEZ—

2areE—

BT A —

780 79—

000'dE—

wEesT—
£90TET
m_h.mmﬂy

134331
NNm.mmﬁM‘

B20EET—

an 0 60 50

Eal

1 {prn)

S7

180 170 160 150 140 130 120 110 100

190



H NMR (400 MHz, CDCls)

SEPB'0
£298°0 W
8088°0

[(as

€145'T
8851\
STH0'T

0Z6T°€
S661°C
1012°€
TITE
ETHTE~L
657°€
S29T°E
£565°€
865t

SPT6
Uy
6616'%
0L£6'Y
00v6'%
LT6'Y
ESP6'Y
+596'%
S0L6F
¥r00'S
€800°S
EET0'S
€2ULS
0864°S V
6¥18'S s

L9t
6559°L
8199°L
90£9°L

L6497,
15892
$H00'8 ~_
LL208 "

CHz2CR

E00°€

Eore

Fo6€

Ewe

Fooz

For

Fore

=0T

4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

4.5
f1 (ppm)

7.0 6.5 6.0 5.5 5.0

7.5

9.0 8.5

9.5

13C NMR (100.6 MHz, CDClg)

9€°0T —
[484
fa%-74
Sy'9T
8°/T
wee
68'87
68T

9062
16T
17°6C
19°€€
58'9¢

90°Ly —
L0S —

879 —

004L—

66°€ETT —

Y6'ETT —
LS0ET
WIET V
9TeeT
TPEET 7

66'8ET —

WL —

190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

200

S8



Ns._

H NMR (400 MHz, CDCls)

14

vb80
16680 W
65989
1S6T°T /
€861
LT6E'T W
690v'1
9551

S9V6'T~
€696~
veore—"

6LYTE—
985T°E —

606’
LTT6'
8ST6'%

0816'%

6900°S
6110°S
0910°S

S£89'S
0v0L'S
6CIL'S
L02L°S
162L°S
99bL'S
SYSL'S
VEIL'S
E1LLS
L6LL'S
088L°S
S96L°S
SEI8'S
Sez8'Ss
0E8'S
26£8'S
8558'S
PEBS'L~_
9269°L
1L69°L >
1686'L
av66L
€€20°8 \“
ﬁmmo.m

-

Fo00€

Tc.f
T 0T
ot

Frev

Fav

Tese

Feee

0T
Koz

40T

9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 4.5 4.0 3.5 3.0 2.5 2.0 15 1.0 0.5 0.0
f1 (ppm)

9.5

13C NMR (100.6 MHz, CDCls)

YEOT —

9T'eT

6592
Ss'LT
£8'8C
062
0162
0€£'62
9£'6C

L¥'6T
£45°0€
9L€E
°09€
£0'Ly —
89°0S —

00'LL—

ETPIT~_
Itise

L0V —

06°0€T
661E1 \
ST°EET —
sgeer
TS'ET ~_
YI6ET

86'LbT —

90 80 70 60 50 40 30 20 10

f1 (ppm)
S9

100

170 160 150 140 130 120

180



'H NMR (400 MHz, CDCIlz) mixture of E/Z diastereoisomers 88:12 (GC/MS)
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1H NMR (400 MHz, CDClz) mixture of E/Z diastereoisomers
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