
大平 進

大平 進
Total Syntheses of Diepoxy-ent-Kaurane Diterpenoids Enabled by 
a Bridgehead-Enone-Initiated Intramolecular Cycloaddition
Yin Li, Qilin Xue, Xiangbo Zhao*, and Dawei Ma*
 J. Am. Chem. Soc. 2025, 147, 1, 1197–1206

大平 進

大平 進

大平 進

大平 進

大平 進
the novel bridgehead-enone-initiated intramolecular cycloaddition
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7,20:14,20-diepoxy-ent-kauranoids
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a highly reactive [3.2.1]bridgehead enone intermediate
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Pd-catalyzed reductive
Heck reaction
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diastereoselective dianion allylation
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Vilsmeier etc
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Seebach's method
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crucial to dissolve HCOONa
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Yamaguchi's protocol
after a variety of esterification conditions
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titanium-catalyzed reductive reorganization 
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prevent the potential tautomerization of a-ketol at C6-C7
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Procopiou's method 
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hemiketal-directed reduction
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Ti(III) catalyzed ring-opening-annulation radical cascade.
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crucial to remove H2O that react with 22


