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a) HOAc, HBr(g), 0°C
b) MeOH, NH3, 0°C,

72%
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92% d.e.

c) (i) KHMDS, -78°C, THF
(ii) ClCO2Bn, -78 rt
70%

d) KHMDS, THF, -78 °C; PhSeBr, 73%
e) DMDO, CH2Cl2, -78 0 °C, 93%

h) KOt-Bu, t-BuOH
i) Ac2O, py., CH2Cl2

(58%, two steps)
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j) H2, 10% Pd/C, EtOAc/EtOH (1:1)
k) (i) (COCl)2, DMFcat, CH2Cl2; (ii)
CbzNHOH, DMAP (77%, two steps)
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l) NH3, MeOH, 0 °C, 90%
m) DIAD, PPh3, THF, reflux

O

n) NH3, MeOH, 0 °C
o) TiCl3, KOAc, THF/H2O (1:1)
23 °C (53%, three steps)
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CBz p) PhI(O2CCF3)2, py., CH3CN
q) H2, 10% Pd/C, MeOH (50%, two steps)
r) NBS (2.0 equiv), THF (69%)
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Enantioselective Total Synthesis of (+)-Dibromophakellstatin K. G. Poullennec, D. Romo, J. Am. Chem. Soc. 2003, 125, 6344-6345.
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f) 5 eq. SeO2, dioxane,

reflux, 63%
g) NaBH4, MeOH, -40 °C, 88%


