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Amphidinin B (1)  

Amphidinin Bは 2006年に渦鞭毛藻 Amphidinium spから初めて単離され，その構造が決定された。

この化合物は乳がん細胞株に対して強力な活性を示すことがわかっている。今回著者らは商業的に入手

可能な化合物から Amphidinin Bの全合成を行った。 

 

Retrosynthetic analysis of Amphidinin B (1) 
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○Synthesis of 21 
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1.  NaIO4, saturated NaHCO3 solution
     acetone/H2O (5:1), 0 ℃, 4 h

2. NaBH4, MeOH, 0 ℃-rt., 1 h
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    CH2Cl2, dimethylsulphide
    -78 ℃

2. PH3P=CHCOOEt
    benzene, reflux, 15 min
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CH2Cl2, rt., 2h

NaBH4, NiCl2・6H2O

MeOH, 0 ℃-rt., 4 h

DIBAL-H

CH2Cl2, -78 ℃
TBDPSO

CHO

TBDPSO

OH O

N
S

Bn

S

N
S

Bn

SO

TBDPSO

TBSO O

N
S

Bn

S

TBDPSO

TBSO

OH

TiCl4, iPr2EtN

CH2Cl2
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1. BH3・SMe2, cyclohexane, THF

2.NaOH, H2O2

1. (COCl)2, DMSO, Et3N, -78 ℃

2. Ph3P=CHCOOMe, benzene reflux
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Reaction mechanism 13→14  
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0 ℃-rt.

19

20
21

22

18

 

○Synthesis of 31 
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TBSCl, imidazol

CH2Cl2

0 ℃-rt.

H2, Pd/C

EtOAc
rt.

1. (COCl)2, DMSO, Et3N, -78 ℃

2. Et2NH, CH2Br2, 55 ℃-rt.

3. DIBAL-H, CH2Cl2, -40 ℃

1. PPh3, I2, imidazole, THF, 0 ℃
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Reaction mechanism 17→18 (oxa Michael addition) 
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○Synthesis of Amphidinin B (1) 
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略称 

TBDPS : tert-buthyldiphenylsilyl,  TBS : tert-buthyldimethyl silyl 

PPTS : pyridinium p-toluenesulfornate,  PMB : p-methoxy benzyl,   

TBAF : tetra-n-buthylammonium fluoride,  TEMPO : 2,2,6,6-tetramethylpiperidine 1-oxyl 

DDQ : 2,3-dichloro-5,6-dicyano-p-benzoquinone 

BAIB : iodebenzene diacetate 

 


