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e R OEE (Fns0) : HEBRMEEKZAT 2V aRY AT e, RTHDLY aF Ty A
DEG IR 2L LT, WEEICHEER L2 BRI B 2 77U v ARG & B ERIRBOUS I e
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WFZER RO EE (3£3C) : The total synthesis of the Lycopodiumalkaloid lyconadin A was
accomplished and it was applied to the total syntheses of the related congeners,
lyconadins B and C. Lyconadin A has attracted attention as a challenging target for
total synthesis due to the unprecedented pentacyclic skeleton. Our synthesis of
lyconadin A features a facile construction of the highly fused tetracyclic skeleton
through a combination of an aza-Prins reaction and an electrocyclic ring opening,
followed by formation of a C-N bond. Transformation of the bromoalkene moiety of the
tetracycle to a key enone intermediate was extensively investigated, and three
methods via sulfide, oxime, or azide intermediates were established. A pyridone ring
was constructed from the key enone intermediate to complete the synthesis of lyconadin
A. A dihydropyridone ring could also be formed from the same enone intermediate,
leading to a synthesis of lyconadin B. Establishment of the conditions for an
electrocyclic ring opening without formation of the C-N bond resulted in completion
of the total synthesis of lyconadin C.
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