(-)-Lepadiformine, (+)-Cylindricine C, (-)-Fasicularin

S. Aoyagi"?3), H. Abe (TKGP-180707)

CeH1s

(—)-Lepadiformine

H

A
o N
o)

CeH13
(+)-Cylindricine C

CeHis
(—)-Fasicularin

Activity cytotoxic #HBIEE*, cardiovascular CEIMEVER
. A Conjugate  Azaspirocyclization, B BINAL-H reduction, C
Key Reactions (A) ug . .p y . ( ) . . . ©
Cyclodehydration, (D) Distereoselective epoxidation, (E) Thiocyanation
1)2 1) TBSCI
& ? HO_ . & imidazole TBSO\\\\‘&O 1) TBAF
HO,C ” O ” ) N o 2) PMBCI N 2) BnBr
2) 1
) ” PMB NaH
1) ? AN H
BnO & BnO & o
n N N (0] , n N N (o) ?
PMB 2 B THE
? 0oC 0°C
BnO._ . 1) K,CO4
HCO,H N MeOH-H,0O
? - > Boc |
toluene-THF HCOO 2)?
0°C
" B-078 C-051 CeHis
1) Hy
PtO
A\ 0 (S)-BINAL-H N OH EtOAC
BnO N BnO N
H N CeH13 THF BN CgHiz  2) TFA
Boc -78 °C Boc
1 (B) 2
?
? Hy
k - OH EtsN Pd(OH),/C
BnO BnO HO
H NH C6H13 (C) MeOH CGH13

(-)-Lepadiformine




Na,HPO, N o OH ? N OH EtsN

BnO BnO
D) N CeHis  Et,0 N Ce¢Hiz  DMAP

Boc Boc
N £ oms TFA;
BnO
n N Ce¢Hiz  aq NaHCO,
Boc
aq KoCO5 N
MeOH OH)2/C HO
H N
MeOH 0]

CeH13 CeHi3
(+)-Cylindricine C

1)2

Pto2 ?
; (R)-BINAL-H %/\/\ EtOAc EtsN

THF CeHis  2) TFA 2) Hp
-78°C CGH13 Pd(OH),/C
(B)
& s %
HO _
N ) NCS "
CeHia ? H CeHiz  (1:1) CeHys
—)-Fasicularin
(E) MeCN

~

NCS-

? ‘
References
1) H. Abe, S. Aoyagi, C. Kibayashi, Angew. Chem., Int. Ed., 41, 3017 (2002)
2) H. Abe, S. Aoyagi, C. Kibayashi, J. Am. Chem. Soc., 127, 1473 (2005)
3) B T=, BHIK, WS, BHREE{ILFAHEEE, 65, 805-819 (2007)



