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
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900 MHz DMS0-d6 360 K

(route II)

H2/Pt02

0868BE"
cB608° 1
LETCB ¥
9EVSE° T
£9896° 7
TGPL6°T
TGGB6 "7
080661
T
c
c
c
c

LSEBE

ET09K°
BESLY”
6€98Y°
8EOGY”
GIyey-

LBLEY’

c
L610G°¢
cc0/5°¢
1968G ¢
e
[
c
c

95003
696719°

069€9°
vL6V9°

999¢9°

F6€Ece”
996EC”

GGebe”
LOEGS”
cl9se’

L0Bge”
vBILe”

908LE"
09v6E"
12114

ey’

G/690°
£96/0°
GOTO¥”

byi8e’
v8gs6e”
JTEOE"
P1GOE"
LIBVE"
9cEVE”
VEBVE®
GyGSE”
ELLGE"
BE9SE”
8B89E"

BreLE”
wdd

]

c

L

(32

(e}

NS

010 0o

NSNS NSNS

COzMe

Z/

————<_G¥B2"0

Cbz

14

N :
R Tch0'E

8866°0
L8670

A = 00002

—% 9596

[eJBajur

ppm




(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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CDC13,

D-Hpla (TIPS, TBS) -L-Leu-0Bn 300 MHz,
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CDC13,

300 MHz,

D-Hpla (TIPS, TBS) -L-Leu-0Bn
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300 MHz CDC13
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340 K

DMS0-d6 300 MHz

Alloc-Choi (TBS) -OMe

87090 0—__
05580 0—

9/£98°0
¥0848°0
86688°0

6EC06°0
Gr606°0

%

GIyeg e——

E669Y " p—

wdd

CO.Me

\»
K

TBSO

Alloc

MMLNE

1200°G

0000°6

GGTT'E

-
9cit’e
—_—

[
9096 ¥

VEEE C

OvGE"T
—_—

vBBY T

6688 "¢

E966° 7

Goy8-0

EGG/L"T

c980° 7

TBGY 0

TedJfajur

ppm



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
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75 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
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13C NMR 125MHz DMSO-d6 rt

D-Leu Aeruginosin 298A
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