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Activity Inhibition of type III secretion system（タイプⅢ分泌機構阻害活性） 

Key Reactions 
(A) epoxide formation with epimerization, (B) regioselective azidolysis, 
(C) Staudinger ring closure, (D) Staudinger amination, 
(E) asymmetric nitro aldol reaction, (F) guanylation, (G) SN2 cyclization 

 

 

 

 

 

N
NH

HN

H2N

O OH

OH

HN
NH

H
NO N

H

O

CO2H

O

BnO
OH

BnO
O

1) ?
    ?

2) BH3·Me2S;
    ? 
    aq NaOH

1) TBSCl
    imidazole

2) H2
    Pd(OH)2

OH
OTBS

OTBSHO
1) Swern oxidn

2) ?
3) aq HCl

OH
OH

OH O

O
OBn

1) ?
    TsOH

2) BnBr
    ?
    NaH

1) BH3·Me2S; 
    ?
    aq NaOH

2) TBDPSCl
     ?

O

O
OBnTBDPSO

O

O

CHO
TBDPSO

1) H2
    Pd(OH)2

2) Swern oxidn

O

O
TBDPSO

Cl
OH

O

N O

O
Cl

Bn

?
Et3N

O N O 1) NaH
    EtOH

2) ?
    NH4Cl

Bn

O

(A) (B)

O

O
TBDPSO N3

CO2Et

OH O

O
TBDPSO

CO2Et
1) Ph3P

2) p-NsCl
    DMAP
    Et3N

N
p-Ns

1) NaN3
2) PhSH
    i-Pr2NEt

3) PyBop
    i-Pr2NEt

HO2C
Br

(C)
(B)

C-002B-022



 

 

 

 

 
 
 

References: 
1) 砂塚敏明, 土屋智史, 廣瀬友靖, 森龍真, 田中利知, 岩月正人, 供田洋, 高橋洋子, 大村智, 第４８回天然有機化

合物討論会講演要旨集,151 (2006) 
2) T. Hirose, T. Sunazuka, S. Tsuchiya, T. Tanaka, Y. Kojima, R. Mori, M. Iwatsuki, S. Ōmura, Chem. Eur. J., 14, 8220 

(2008) 

O

O
TBDPSO

CO2Et

HN
N3

O

Br O

O
TBDPSO

CO2Et

HN
NH

O

H2O?

?
(D) B-101, 111

1) ?
2) LiOH, aq THF-MeOH

3) H2N-L-Ala-L-Val-Ot-Bu
    PyBop, HOBT, i-Pr2NEt O

O
TBDPSO

HN
NBoc

O

H
NO

N
H

O

CO2t-Bu 1) TBAF

2) ?
    DMSO, Et3N

O

O
R

OHC

HN
NBoc

O

H
NO N

H

O

CO2t-Bu

R =

N N

OO t-Bu

t-But-Bu

t-Bu

H H

Co

MeNO2
i-Pr2NEt

O

O
R

O2N
OH

(E)

C-017

1) ?
    Pd/C

2)

    i-Pr2NEt

N
N

NHBocBocN

O

O
RHN

OHBocN
NHBoc

(F)

?, I2

? O

O
R

HN
NBoc

BocN

(G)

?

1) AnNCO

2) CAN, H2O
3) TFA

N
NH

HN

H2N

O OH

OH

HN
NH

H
NO

N
H

O

CO2H

O
(–)-Guadinomine C2


