(-)-Stenine (TKGP-179624)

Y. Morimoto?: 2

Activity

Unknown (GRE&7#L)

Key Reactions

(A) intramolecular asymmetric Diels-Alder reaction, (B) thioesterification,
(C) Curtius rearrangement, (D) regioselective silyl enol ether formation,
(E) oxidative cleavage—iodolactonization

OH 1)?
PMBCI
DMF

2) Swern oxidn

OH

&

S_S
=
N OTHP

OPMB

DHP
[ } HS/\/\SH CSA Sq
?
BF3-OEt, \(ﬁ CH,Cl, j/\ﬁ
CH,Cl, OTHP
1
HHHE
1) ? (@] (0] 9 (@] (0]
K2CO3 ar L A o ?_eor A o
2) BuLi H benzene H
BFCHZCOC| Me Ph Me
THF
2
HtH
LDA CO,Et Cl
OHC 0 ?~" 1) DIBAL
(EtO)2P<_ -~ -COEt =z toluene - 1
HMPA A 2)? PMBO NS BulLi
THF MsCI ?
OPMB PMBO THF THF
™ 5,8
1) TsOH S S Me,AICI
MeOH-THF 2 _— | CH,Cl,
2) ? = CHO ? NN O -20 oC
? X ? N
Et3N OPMB THF Me \fO (A)
CH,Cl, PMBO o}




K\ 1)°? 0 1) ?

B-90 ?
558 NCS ? EtzN
MeCN-H,O H acetone DMF;
2)? H 2) NaClO, , MeOH
Ph EtSH ~" ""COSEt NaH,PO, v~ "CO,H ?
THF : Me,C=CHMe :
®) ~_~_-OPMB FBUOH-H,0 “_~_OPMB ©
o) OTMS o]
TMSCI
Nal OTMS ?
Ets;N  H ? H THF-H,0;
? “H hexane-CH,Cl, ?
-~ “"NHCO,Me -~ “"NHCO,Me <~ “NHCO,Me  NaHCO;
_~_oprvg @ “_~_OPMB N~ OPMB )
1) CSA 1) ?
? Mel
MeOH HMPA
CHLCl, THF
2)? 2)?
? ?
toluene MeCN

Q Me
1) OSO4
? o 1) Nal
THF-H,0 H acetone
N
2) HSCH,CH,SH : 2)?
? Me = H COQMe CH2C|2
CHQC|2 3) MeCN
OMs reflux
(-)-Stenine
References:

1) Y. Morimoto, M. Iwahashi, T. Kinoshita, K. Nishida, Chem. Eur. J., 7, 4107 (2001)
2) Y. Morimoto, M. lwahashi, K. Nishida, Y. Hayashi, H. Shirahama, Angew. Chem., Int. Ed., 35, 904 (1996)



