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Summary: Optically active Prelog-Djerassi Lactonic Acid i was synthesized from D-glucal; the 

crucial point being the elaboration of the carboxylic group as shown in eq. 1 and 2 which involve 

the sequential process [i] asymmetric addition of methyl anion onto the hetero-olefin 2, [ii] trapping 

the carbanion intermediate 3 [ E=Li to SePh] and [ iii] oxidative hydrolysis of 3 via sila-pummerer - -- 
rearrangement into 4. - 

Much synthetic effort to synthesize Prelog-Djerassi Lactonic Acid 1 has been made for substan- 

tial application of the new methodologies which should control the elaboration of the asymmetric 

carbon atoms. 
1 We herein would like to describe a new synthesis of 1 which involves heteroconjugate 

addition2 of MeLi onto an optically active pyranosyl hetero-olefin3 preparable from a D-hexopyra- 

nose. The stereochemistry of the 2-position of 1 would be controlled by the acyclic asymmetric 

induction which we have previously reported, 2,s since the threo-asymmetric induction should be 

readily accessible via the heteroconjugate addition. The particularly crucial step in this strategy - 

is the development to form the carboxylic group along eq. 1. 
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This conversion may involve the following multiple process as indicated in eq. 2; thus, i)oxidation 

of the selenide 15 into its oxide Is, ii) rearrangement to 17 via sila-pummerer process. 9 
- -- iii) sequential 

hydrolytic elimination of the benzensulfonyl group (see 17) and benzeneselenoxy group (18) with - - 

concomitant oxidation, into 19. - The detail of above mechanism and further supporting experiments 

will be described elsewhere. 
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