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1: R1=OMe, R2=Ac, R3=(tBu)(Me)2Si, R4=4-MeOPhCH2, R5=Bz, R6=Me, R7=acetonide, R8=(Me)3SiCH2CH2OCO

2: R1=OH, R2=R3=R4=R5=R6=R7=R8=H

a.

a. (1) DDQ/t-BuOH-CH2Cl2-phosphate buffer (pH 7.0) r.t., 4.5h, followed by acetylation (Ac2O-DMAP/pyridine, rt)

(2) HClO4 (1.18N)-THF (1:12) 25°C, 8 days. (3) 0.08 N LiOH/H2O-MeOH-THF (1:2:8) 25°C, 20h. (4) (n-Bu)4NF in THF, 22°C, 18 h 

and then in THF-DMF (1:1), 22°C, 72h. (5) AcOH-H2O (1:350), 22°C, 36 hours. 35% overall yield.

Deprotection of 42 protecting groups:

JACS, 111, 1989, 7530.
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Selective Deprotection: Often conditions must be determined empirically:

Holton JACS, 116, 1994, 1599.

O

O

TBSO

HO

OTBS

OAcAcO

CH3

OAc
Cl2CHCO2H

     90%

O

O

TBSO

HO

OH

OAcAcO

CH3

OAc

Carreira,  JACS, 117, 1995, 8106.

Review: Synthesis, 1996, 1065.
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Helv. Chim. Acta. 1995, 1837.

Acetonide formation with 1,2 diols occurs in preference to 1,3-diols; benzylidene acetals display reversed selectivity
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