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Cephalotaxus diterpenoids
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“contra-biosynthetic” approach,
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via a ruthenium-vinylidene pathway
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one-step Friedel−Craft alkylation/ acylation
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Csp2 −Csp 3 cross-coupling via the intermediacy of alkyl indium reagent developed by Loh,
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Other cross-coupling variantsunsuccess

大平 進

大平 進
inconsistent yields  and complicating scale-up.
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doubly electron-deficient diene and dienophile
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Saegusa−Ito oxidation
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maintain slightly basic conditions, minimizing further decarboxylation of 7
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C-4 epimerization
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vinylogous semipinacol rearrangement
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model studies
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 lower the pKa of its α position
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deprotonation  prevented 1,2-addition

大平 進

大平 進

大平 進
proton sources to maintain enolate−ketone equilibrium at C7
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Gao’s intermediate
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Barton−McCombie deoxygenation


