
1M HIO3 in DMSO (2.0 equiv)
Cyclohexene (2.4 equv)

DMSO (conc.)
temp, time

seal tube, light - excluded

O

OH

OH

CO2Me

H

0.5 mmol

Δ4/Δ1,4

O

OH

OH

CO2Me
temp
(°C)

time

1/0.54
1/0.14
1/0.15
1/0.08
1/0.10
1/0.05
1/0.20
1/0.14

yield
(%)

O

MOMO

OMOM

CO2Me

1) Li (38 equiv)/ NH3(l) 
    THF 0.019M
    -78 °C, 40 min

2) Jones' oxidation (8.9 equiv)
    acetone 0.08M
    0 °C
3) TMSCl (5.2 equiv)
    MeOH 0.05M
    rt, overnight

0.15 mmol

O

MOMO

OMOM

CO2Me

H

1) keto & alcohol at C3
    aldehyde & alcohol at C24
    with reduction to 5α (trans)
    MOM tolerant
2) keto at C3
    Acid at C24
    MOM tolerant
3) Ester at C24
    MOM deprotection

Ag2CO3/celite (2+22+55 equiv)

toluene 0.07M -> 0.018M
reflux, 30m+13h+1d
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0.012 mmol

OH
7/3

CHO

7/3

65% yield

quantitative yield

O

HO

OH

CO2Me
1) Li (38 equiv)/ NH3(l) 
    THF 0.019M
    -78 °C, 1 h

2) Ag2CO3/celite (6.0 equiv.)
     toluene 0.07M
     reflux, overnightΔ4/Δ1,4=1/0.54

0.18 mmol

O

HO

OH

CHO

H

Completion on 1) Birch reduction
but no reaction of 2) oxidation

06/01/09 conc.
(M)

0.33
0.33
0.17
0.08
0.33
0.33
0.33
0.33

45

40
35

rt

1.5d
13h
13h
13h
13h
13h
1.5d
1.5d

36
41
23
20
25
30
38
27


