Total Synthesis of Brasoside and Littoralisone
lan, K. Mangion; David, W. C. MacMillan; J. Am. Chem. Soc. 2005, 127, 3696

— - 9 0]
3) D-Proline, DMSO NHPh _p\)j\
j o Et0~F oM HO
= 1) MesCl, DMAP, py, DCM .0 N’, . _0 EtO 2 p
2) O3, - PPh; DCM/MeOH DBU, LiCl, COOMe
OH > OMes > OMes OMes
Me Me Me Me

A ) ] B

a-hydroxylation with nitrosobenzene

+
Slo

Ph
8) POCls, DMF
4) TBDPSCI, im, DMF TBDPSQO _ TBDPSO | 9) NaClO,, NaH,POy, t-BuOH,
5) DIBAL-H (6eq.) Et,O/hexanes = Z .0 7) L-proline, DMSO E 10) HF+py, THF
6) DMP, DCM — Ac;0, DMAP, py 11) DCC, DCM
> 20 > >
Me name reactions 8 and 9?7
13) MgBr,Et,0, o
NS
O
8O L OTMs
0 ) 12) D-proline 0] OH | OH
H toluene
—_— A~_-OBn > Rm)sn
HJ\l + HJH HJ\(\/ HO—£0 OBn
OBn OBn OBn

F G



14) Ag,0, BnBr, DCM
15) Pd/Al,03, NH,*COO", MeOH
16) TMSCI, NEt5, PhH OBn

ROZ 54708
> TMso—£0 OBn

BnO

17) TMSOTf, H, MeCN

18) hv, 350nm, PhH
19) H,, Pd/C EtOAc/MeOH

o

(-)-littoralisone



