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a challenging intramolecular alkenylation of a ketone
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a lanthanide catalyzed Mukaiyama−Michael addition
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norcembranoid derived from soft corals
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“sinuscalide D”
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fairly straightforward adjustments of our successful route to scabrolide A (1)
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traces of 4-epi-14 had been formed by epimerization of 13 prior to RCM, suggesting that a cis-annulated ring system is less strained 
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intramolecular enolate alkenylation
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larger scale possible
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Saegusa-type oxidation
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terminal oxidant
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short-path distillation to remove dba
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Stork−Zhao olefination
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the bulky silyl ether thwarted the  end game
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Mukaiyama Michael addition
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Only the use of TIPSOTf resulted in meaningful yields
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optimization

大平 進
axial attack of the nucleophile
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26
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vinylogous alkenation
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t-BuOK
or TBAF
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common procedure unsccess
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PCC unsuccess
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 (~60%)
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scabrolide B (“sinuscalide D”)

大平 進
sinuscalide C
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epimerization of the C12
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the reaction was stopped at incomplete conversion
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metastable
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X
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C7−C8 σ orbital to overlap with the C6−O π*
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19 steps
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