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Bidirectional synthetic strategy enabled by ketone-mediated transformations
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Johnson-Claisen rearrangement
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ketone-directed C-H oxidation
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Phainanoid A (1)
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Scheme 1. Plausible mechanistic pathways; Heck product versus reductive
Heck product.
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“ A: addition of MeOH (3 equiv) and bubbling of CO through the
reaction mixture. B: TMSCN (neat, 2.5 equiv). C: NaBH4 (16 equiv)
in MeOH (6 equiv). D: Et:SiH (neat, 2.5 equiv). E: O, bubbling
through the reaction mixture.  Stereochemistry based on 'H and 13C
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