Zn Reduction - CDC13
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Zn Reduction - CDC13
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500 MHz DMSO-d6 380 K

(route I)

H2/Pt02
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Pt02 Hydrogenation RT/CDC13
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L-Selectride Reduction
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L-Selectride Reduction
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TBS-ether of L-Selectride Rdn Product
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500 MHZ DMSO-db 380 K

LiNEt2 Epimerization
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Epimerization Product (418:1 mixture by 1H NMR, CDC13, 300 MHz, 300K)
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Benzoate of Hydroxyenone dmso-d6 100C S500MHz
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Retro-Michael Equilibration dmso-d6 90C 500MHz delay 12sec
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(CDC13)

Equilibration Product
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rt)

(CDC13,

SmI2 Reduction

8/p0G"
54
98y&a
097168"
168e9°
606G9°
664/9°
LBG0L"
geByL”
60628°
0EC98”
LOLVE"
7E68T°
Ovcoe”
osgee’
¢9ctc’
960ey -
BOLEV®
v8oLr”
8./8F"
§988g"
c06/9"
689eL”
19v08°
v6EBY "
FOESES”
98689°
0BGEL"
€848.°

c0807"
BGYET”
E/LeBT”
cGece’
1222

viBLL”

6vB9e”
VEBOE"
BEOCE”
8E9vE"

wdd

:3X

C;C)thfa

0E6B 0

W

6/61°C

{eubajul

2.5

3.0

3.5

4.0

4.5

5.0

5.5

6.0

6.5

7.0

7.5

ppm



900 MHz DMS0-d6 360 K

(route II)

H2/Pt02
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(route II)

Hydrogenation Product
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L-Selectride Reduction (minor product, DMSQ, 373K)
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373K)

DMSO,

L-Selectride Reduction (major product,
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(CDC13)

L-Selectride Major Product
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Aeruginosin Core dmso-d6 100C 500MHz 1H delay i2sec 11/1/99
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300K)

(CDC13,

Aeruginosin Core
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Alloc-Arg (Cbz) -OH
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Alloc-L-Arg (Cbz) -CH20H (CDC13)
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Alloc-L-Arg (Cbz) -CH20H (CDC13)
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Alloc-L-Arg (Cbz) -CH20TBS
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Alloc-L-Arg (Cbz) -CH20TBS
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Alloc-Arg (Cbz) 2-CH20TBS CDC13 300 MHz rt
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Alloc-Argol (Cbz2) -OTBS 75 MHz CDC13 rt
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L-Arg (Cbz) 2-CH20TBS (300MHz, CDC13)
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(CDC13)

TIPS-Protected 4-Bromophenol
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TIPS-Bromophenol + Benzyl Glycidol
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(delay 6 sec)

TIPS-Bromophenol + Benzyl Glycidol
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TIPS/TBS HPLA alcohol
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D-Hpla (TIPS, TBS) -L-Leu-0Bn 300 MHz,
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CDC13,

300 MHz,

D-Hpla (TIPS, TBS) -L-Leu-0Bn

908"
86E"

voL”

1210
144°2
808"
888’
BrL’

vES’
14

8BE”

190"

cle’
GeL’
14
[ZA°N

095"
AT
LEV®
cEg’
L20°
6.6°
90r”

0c8”

Ve’
vee’

‘9L X
7

cl
81

114
cc
ve
Gc

N

114
44

Y

05

19
GL

LL

e —mm-

eLl—~_
ELT—

wdd

OBn

@)

T
180

ppm



300 MHz CDC13
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340 K

DMS0-d6 300 MHz
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Alloc-Choi (TBS) -Argol (Cbz2) -0TBS 500 MHz CDC13 rt
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73 MHz CDC13 rt
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Hpla (TIPS, TBS) -L-Leu-Choi (TBS) -Argoel (Cbz2) -0TBS 500 MHz CDC13 rt
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Hpla (TIPS, TBS) -Leu-Choi (TBS) -Argol (Cbz2) -0TBS 75 MHz CDC13 rt
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1H NMR 500MHz DMS0-d6 rt

L-Leu Aeruginosin 298-A
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13C NMR 125 MHz DMS0-d6 rt

L-Leu Aeruginosin 298-A
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300 MHz CDC13 rt

D-Hpla (TIPS, TBS) -D-Leu-0Bn

c6871’
9E60°
BELO”
Goro”
cr/8’
/868"
FGG6°
441N
€000°
6S60°
11:118
GOBT*
voie”
becee”
8ive’
F8Ge”
c08e”
BLOE"
cEOY”
11414
beer”
8Svy”
344
9r.LG”
B66L"
veEece”
4°14:2
BB98"
8r00°
gvio°
E0G0”
£090°

BeEGe”
44
99/¢c”
0/8e”
BE6S”
154
Lev9”
T169°

LLOV”

£l48
8c9l”
LEOC”

969/°
B96.L°
BESB”
88v8”
B//B°
EECO’
8160"
€6L0°
BLLe”
06PE"

[
[=%

(=]
]

0-

oo
[

—_—

=W

MOOOMOAUNAUNN At At A OO OO

NN TSN

14
14
4
14
4
4
14
14
g
g
G
g
8
S
9
9 —~\\\‘_
9 —=
L>
L
.~
L
L -“////—-
d

GS0'E
GEQ'E

LOL° LY
clc by
——
11484
9EE ¢
620" ¥

646°0
8060

|

\

05S6°0

ch6°0

000°e

60F ¢

—_r9%°0

E0T e
BIL' ¥

1edJBajuy

LI L L L L L L L) L L L L

T 1T 7T 1T F 5717

LI L 2L L B O L

I T 1T T 17T 17T 17T 7177 I VT T T 71T 15T
5

6

UL L L L

L L

ppm

1

4

0

I
2

I
3

7



79 MHz CDC13 rt

D-Hpla (TIPS, TBS) -D-Leu-0Bn
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D-Hpla (TIPS, TBS) -D-Leu-Choi (TBS) -Argol (Cbz2) -0TBS 500 MHz CDC13 rt
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D-Hpla (TIPS, TBS) -D-Leu-Choi (TBS) ~Argol (Cbz2) -OTBS 75 MHz CDC13 rt
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D-Leu Aeruginosin 298A 1H NMR 500 MHz DMS0-d6 rt

1618L°
cl018’
LEECB’
LBLEB’
£9688°
17720
EQIBT”
cGEoe”
905¢ce”
11114
EVEEY”
9E9GY -
¥B6.6°
€cB00°

Sr0co”
900€E0"
BOSEQ”
ETGro”
96E6Y
LEBCY”

__;
OVEY "L

LV9L'E
EEVLS

€G60°F
EBGT T

9Gv8'c

P,

cble T

08677
o ———

EQEC’T

B0cc ¢
[ AN

8EckB”
98r98B°
GGe90°
ELELO”
82980°
vovve”
ETPES”
66916°
9yGeo”
Gr6eQ”
[TA4 4N
£9e81"
G6ctS”
11:142°0
8Gey9”
BIvy9”
00€0L”

0
0
0
0
0
0
|
¥
¥
¥
¥
¥
¥
[
[
c
c
c
c
c
6/LEB'C
c
c
€
€
€
E
€
€
14
4
4
4
4
14
14
4
g
cGell G

G1029°9—
LE9E9 99—

vvei6°9
09886°9
6980V "L
0cESY "L
8re9r L

9r195 (—7
sgeLg'L—/

4

ey 6——

wdd

=

0SSy ¥
—__ _Ivi6°0

EEETC
—b5030° ¥

.

L1GE"T
cE0T ¥

LyS0° T

090€E'e

e

voll'e

9EQS C
BEEQ'T

—_ktVv ¥

0600°F

e—————

[eJBajur

7T T

1

LR L L

rrr1rrrrrT

llllllllll']l‘lllll

6

L L L L L L L L) T 1rrvr 1171 1T

L L L L L L L]

177 1v7

ppm

3

I

T

|
2

I
4

|
7

g



13C NMR 125MHz DMSO-d6 rt

D-Leu Aeruginosin 298A
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