27

74%

OH CISO,NH,,
DMA, CH5CN

1) Tf,0O, CsHsN,
DMAP, DCM

2) NaN3,
DMF, -15 °C

70%
2 steps

(NH4)2,Ce(NO3)g,

tBuOH, DCM

o C//NMbs
30
KOi{Bu, 30,
then

(Me3Si),NH

70%

A Synthesis of (+)-Saxitoxin
Du Bois, J. Am. Chem. Soc. 2006, 128, 3926-3927

o —OTs
28
2-4 mol% 28, Buli,
Rhy(OAc)4 ZnCl,, BF5.0Et,
Phi(OAC),, THF, 40 °C
MgO, DCM
72-92% B 75%
90%
2 steps
NMbs
MeSJ\CI
29
1) MesP, THF PMBCI, TBAI,
H,O K5CO3, CH3CN
2) 29, iPryNEt,
CH;CN
F 72% E 85%
2 steps
Mbs = p-Methoxybenzenesulfonyl
ag. CH5CN, 1) Me3P, THF,
70 °C H,O
2) AgNO3, Et3N,
95% CH;CN
| J 65% —

2 steps

1) H,, Pd/CaCO4/Pb
THF
2) NaNs, TBAI, DMF




65%
2 steps

1) B(O2CCF3)s,

HO HN CF4CO,H
HO" “”\OJLNH
2 2)DCC, CsHsN,
NTrNH CF3CO,H, DMSO

+NH,

57%
2 steps

(+)-Saxitoxin (1)

0}

J e°

Cl,C” N
31

31, THF,
CH3CN, -78 °C

then K,CO3, MeOH
82%

10 mol% OsCls,
57% Oxone, Na,COs3,
EtOAc, CH;CN, H,O




