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Rhodomolleins XX and XXII

• Isolated from Rhododendron molle G. Don (Ericaceae).
• An unusual [5.7.6.5] tetracyclic carbon framework.
• 9 stereogenic centers.
• 3 quaternary carbons.
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oxidative dearomatization-induced
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Dowd–Beckwith ring-expansion reaction

Reaction mechanism
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Mukaiyama hydration
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TPPO
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Conclusion

• A new titanium(III)-mediated reductive epoxide-opening/Beckwith–Dowd 
rearrangement process.

• A Cu(tbs)2 -catalyzed intramolecular cyclopropanation, a diastereoselective ODI-
Diels–Alder cycloaddition, and a MeReO3 -catalyzed Rubottom oxidation. 

• First total syntheses of rhodomolleins XX and XXII in 23 and 22 steps.
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