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moiety of 1 requires therefore oxidation at C-l and C-6 of 3, after selective protection 

of the alcohol group at C-4. For this purpose the reductive cleavage of the 4,6-0- 

benzylidene group was considered. This reaction is known to depend on the nature of the 

substituent at C-3 and on the reducing agent : the presence of a bulky group at C-3 

and/or the use of NaBH3CN-HC18 favor the formation of a 6-0-benzyl derivative (e.g. 5) 

while the presence of an OH group and/or the use of Lewis acid (AlC13) favor the 4-0- 

benzyl isomer9 (e.g. 4). Treatment of 3 with Et3SiH-TiC141° for 30 min at -7O'C affords a 

single compound 5lI in 89% isolated yield. The direction of hydrogenolysis is 

unambiguously demonstrated by benzoylation of the alcohol function at C-4 to 611 (82%) 

which is characterized by a doublet of doublet (JH_4, H-5=10.6 Hz and JH_4, H-3=4.0 Hz) 

centered at 5.31 ppm for H-4. The unexpected formation of 5 results from complexation of 

the more hindered O-4. The presence of a vicinal nitrogen atom is crucial for this 

process since the opposite mode of opening has been observed for benzoate 8 using the 

same conditions.I* 

3 4 R=Bn,R'=H 8 

5 R=H, R'=Bn 

6 R=Bz,R'=Bn 

7 R = Bz, R' = H 

Starting from 6, two strategies may be used to synthetize AI-77-B and analogs : either 

preparation of a fully oxidized chiron such as 13, or preparation of acid 15 followed by 

oxidation at C-l after derivatization. These will be successively discussed. 

Hydrolysis of 6 to 9 turns out to be tedious : under the best conditions (CF3MOH/H20 : 

80/20, 204C, 6 days) there is obtained 61% of 9lI, mp 166-167'C together with 26% of 

unreacted starting material.13 Oxidation of 9 using Fetizon's reagent cleanly affords 

lactone 1111, mp 45'C (98%), whose benzyl group is then cleaved (Hp, Pd/C) to give lZII, 

mp 72-75'C (63%).14 
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