Enantioselective Total Synthesis of Bipolarolides A and B
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Scheme 2. Investigation of Type-II Diels—Alder Reaction
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members of the ophiobolin family of sesterterpenes
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see below
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strained bicyclo[3.3.1]non-1-ene
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to circumvent racemization and hydrogenation
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enantioselective allylic alkylation-decarboxylation
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+ four stereoisomers
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conditions specifically optimized
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prone to retro-DA even at room temperature
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otherwise undesired selective oxidation of the C16=17 bond, presumably
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DBU unsccess
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addition of CeCl3 and LaCl3-2LiCl unsuccess
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 (1) generation of an oxygen radical (2) hydrogen atom abstraction an allylic radical, (3) oxidation to a cation (4) nucleophilic trapping by a hydroxyl
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HFIP crucial
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Suárez oxidation conditions
unsuccess
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a sacrificial agent: suppressed competing decomposition
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bisallylic position intact
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