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All-Carbon Quaternary Stereocenters via 
Iridium-Catalyzed Allylic Alkylation

Significance: The authors describe an iridium-
catalyzed highly regio-, diastereo-, and enantio-
selective α-alkylation of cyclic β-keto esters, offer-
ing direct access to all-carbon quaternary stereo-
centers having a vicinal tertiary center. This finding 
is highly desirable, given the prevalence of such 
structural motifs in natural products and the chal-
lenges associates in the enantioselective synthe-
sis of such structural dyads.

Comment: The iridium-catalyzed allylation prod-
uct of 2-(trimethylsilyl)ethyl β-keto ester was used 
as a substrate for the palladium-catalyzed al-
lylation reaction, delivering bis-allylated α-quater-
nary ketone C with excellent diastereoselectivity 
(dr = 18:1). This merging strategy is intriguing.

Selected examples:

Palladium-catalyzed decarboxylative allylic alkylation:
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