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nucleophilic a-alkoxy radical to the electrophilic
cyanide-activated enone
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 essential, as acidic DDQH2 readily 
cleaved the dimethylcyclopropane ring

大平 進
catalytic Ir(III) in the presence of K2HPO4  unsucces
because of base sensitivity of 6
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acid/base-sensitive
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major: undesired
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β/α＝5.7/1

大平 進
catalyst-controlled  allylation
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remained
intact
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5-epi:13%
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the conformation with the least steric repulsion
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free diol
or acetonide unsucces
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Martin's sulfurane
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32/epi-32=12/1
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dispensable
nicotinoyl group base-sensitive .
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Se-OH/C1-O
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Se=O/C5-OH
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hydrogen bond
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stable

大平 進
nicotinoyl transfer + benzoylation
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acetyl transfer +
no no benzoylation
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desired
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0˚C
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-78˚C
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C3-OH/C1-O
hydrogen bond
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stable
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chemoselective scission of the Cl-O bond of the strained epoxide instead of the C3-0 bond
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significant optimization
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