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Synthesis of Seven-Membered Cyclic S-Ketoester Derivatives by Anionic 8z-Electrocyclic
Reaction (!Graduate School of Chemical Sciences and Engineering, Hokkaido University,

2Faculty of Science, Hokkaido University) ORanmaru Kato,' Hiroki Saito,' Keiji Tanino?

We recently reported the 8z-clectrocyclic reactions of triene derivatives under basic
conditions, giving rise to seven-membered carbocycles.” Under the influence of LDA,
substrate 1a underwent deprotonation at the bis-allylic position followed by the anionic
electrocyclic reaction to form carbanion 2a which was treated with methyl iodide to afford
seven-membered cyclic diene 3a as the single regioisomer of double bonds. The utility of the
highly functionalized cyclization product led us to explore the scope and limitation of the
electrocyclic reactions. Dienyne 1b afforded seven-membered cyclic triene 3b after
protonation of the anion species under the same conditions. It was also revealed that 3b could
be the useful synthetic precursor of substituted tropones after oxidation.
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