
BnO

O
MeO2C

H 1. NaH,
Br

H
DMF

A
2. FeCl3, DCM, rt

1. NaBH4, CeCl3,
-78° -> rt

2. NaAuCl4*H2O,
H2O-THF, 60°

1. SmI2, HMPA -THF
-78° -> 0°

2. MOMCl
3. 1N KOH, MeOH, 80°,

then 1N HCl

1. CH2N2

2. Jones reagent,
acetone, 0°C

1. LiHMDS, Tf2NPh
THF, - 78°

2. Li2CuCN(CH2SPh)2
THF, -20°

1. DIBAH
2. DMP

3. Ph3PCH3Br 1. nBuLi, TMEDA,
HMPA, THF, -78->0°

2. (PhS)2, xylene, 160°

OMPM

O

1. TBSOTf, DIPEA
2. DDQ, H2O-DCM

3. DMP

1. SmI2, HMPA-THF
-78°

2. 9-BBN, H2O2,
2N NaOH

J

1. mCPBA
2. DIBAH

3. DMP (xcs)
4. MOMCl

1. TBAF
2. SmI2, HMPA-THF

-78°

3.Ac2O, DMAP, py

1. RuCl3*nH2O,
NaIO4

2. 1N KOH, MeOH,
80 °
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Total Synthesis of (-) - Grayanotoxin III (JOC, 1994, 5532-5534)
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X = MOM Y = CO2Me Y = CHCH2
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