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1) 1.1 eq A, Zn(CH2I)2,

DCM, 0 oC, 93% ee

2) I2, PPh3
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3) t BuLi, CuI•DMS

then add

S

Cl

N Ph
t-Bu

Mukaiyama's reagent

4) PhMe2SiLi, CuI,
HMPA, DIBAL,
MeLi, then add
Cl3CCOCl

61%

5) CuBr/L1, DTBP,

DMF, 70 oC, 55%

4,4'-Di-tert-butyl-2,2'-dipyridyl

N N

t-Bu t-Bu

L1

DTBP: 2,6-Di-tert-butylpyridine

6) NaBH4, MeOH/THF, 70%
7) Et3N, DMAP, Ac2O (1 eq.),

DCM, then DMP

8) O2, methylene blue, DCM,
78 oC, then PPh3, 56%, (3:1 dr)

9) Rh(CO)2(acac)/L2,
CO/H2 (1:1), PhMe,

80 oC;

then add Ac2O, Et3N,
DMAP, 44%
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10) BF3•OEt2,

Me

Me

In•MgBr

4

DCM, 78 oC,

64%, ( 20:1 dr)

11) Me3SI, n-BuLi, THF, 62%

12) Li-Naph (35 eq.), THF, 78 oC,
54%

13) TBAF, 96%

14) (COCl)2, DMSO,
Et3N, DCM, 85%
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(+)-6-epi-ophiobolin A

67% 2 steps

Total Synthesis of (+)-6-epi-Ophiobolin A Po Yuan, 20,11,2019
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