OH

HOQC' ' 'q Xiv i» XVi

N a) EDCI*HCI, EtzN, DCM, rt, 90%; * -
+  EtsN, DCM, rt, 90%; BF3*OEt,, DCM, -40C, 80%;
Cbz b)TEMPO, NaOCI, KBr, NaHCOs, o Hz, Pd/C, EtOAC,
DM 0C. 90% then Tf,O, py, DCM, 0C, 87% t (dr 141)
CO,Me Xi
aw 1
NH TsOH TsOH*H,0, HC(OMe)s, xviii < xvii
MeOH, 40C; 1) CH,CHMgBr, THF, -78C;
then Hj, Pd/C, H,, PA/C, 2) SOBry, py, DCM, -40C, 67% (3 steps);
MeOH, rt MeOH. rt 3) LiBHEt3, THF, -20C, 92%
HCI, acetone, rt, 339 ’
87% (3 steps) ° HF*py, THF, rt, 97%; then
Xii —_— Vi Dess-Martin periodinane, DCM, rt, 84%
/ XXI N
. TBSOTY, Et;N, XX — XXii
Xiv DCM, 0C, 99% xxi, THF, -78C; then
highly Dess-Martin periodinane, Pd,(dba)s, (o-tol)sP,
regioselective DCM, reflux, 84% (2 steps) Et3N, toluene, reflux, 96%
xXix ~<~————  xxviii -~  xxvi =—— XXv <—— XXl

03, MeOH, DCM, -78C; Me,S; Boc,O, DMAP, MeCN, rt, 96% TiCly, DCM, rt, 86% NH,OH*HCI, NaOAc,

then Jones reagent, acetone, then MeLi, THF, -78C, 59% EtOH, 50C, 87%;
0C, 70% (2 steps) then MsCl, E3N,
DCM, rt, 82%

TsOH*H,0, Na;SOy,
toluene, reflux, 91%

TIPSO” “CHO
XV
OMe
Br
spirotryprostatin A
(after N-deprotection) MeO Lic MgCl
XXI

Stereoselective synthesis of spirotryprostatin A
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