
大平 進

大平 進

大平 進

大平 進

大平 進
a polar radical crossover cycloaddition (PRCC)
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the pyrrole-containing stemoamide alkaloids
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This reactior takes advantage of oxidizable olefins and generates reactive cation radical species prone to predictable anti-Markovnikov type nucleophilic addition followed by subsequent radical cyclization
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Jui procedure
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hydroarylation
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an opportunity to take full advantage of both the highly oxidizing and reducing nature of the acridinium photocatalyst in a one pot procedure
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complete regiocontrol and excellent diastereoselectivity (20:1)
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see Fig. 3
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Petasis reagent 
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 four diastereomers
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rapid epimerization of the oxaspirocyclic butyrolactone to the thermodynamic spirocyclic lactone
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olefin isomerization is a formal [1,3]-hydrogen atom shift that is thermally forbidden
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modified Mitsunobu conditions
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Chen skeletal rearrangement
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catalyst-controlled stereodivergent Stetter-type reaction 
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with a pK, of ~6 being optimal for reactivity and asymmetric induction
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chiral Bronsted acid(CBA)
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racemic
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assymetric induction and optical resolution
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15%
vield of the desired diastereomer
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optically active
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strongly basic conditions cause rapid epimerization
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5-endo-trig described by Doyle 
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