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(+)-ascospiroketal A,B

Total Synthesis of (+)-ascospiroketals A,B and Determination of there Absolute
Configurations
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The synthesis of (+)-ascospiroketal B commenced from 2-propyn-1-ol, namely,
Negishi iodomethylation of 2-propyn-1-ol followed by protection of hydroxy group by TBDPS and
coupling reaction with (S)-2-phenyloxazolidinone accompanied insertion of CO catalyzed by Pd(PPh3)4
afforded 1. Then 1 was treated with vinyl copper reagent and converted to 2 in high
diastereoselectivity. The aldol reaction of 2 accompanied by removal of oxazolidinone moiety to form
b-lactone ring gave B -lactone 3 as a single isomer. Methylation of 3 with MeLi followed by
ozonolysis and PDC oxidation produced y -lactone 5 in good yields. Although Bayer-Viliger oxidation
of 5 with usual reagent such as mCPBA did not proceeded due to the steric strain around
methylketone
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