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Asymmetric catalytic α-alkylation of α-branched ketones is highly challenging task due to the steric 

hindrance of substrates. We previously described an efficient organocatalytic methods for the 

Wittig [2,3]-rearrangement (Fig. 1) [1], [2]. 

 

Fig. 1 Wittig [2,3]-rearrangement. 

In this approach, we examine the asymmetric Wittig [2,3]-rearrangement of cyclic ketones as a 

formal α-alkylation of α-branched ketones. Enamine catalysis was applied for the α-alkylation of 

cyclopentanone derivatives and α-alkylated products were obtained in excellent enantiomeric 

purities and in good diastereoselectivities and yields (Fig. 2). 

 

Fig. 2 Asymmetric Wittig [2,3]-rearrangement of cyclopentanone. 
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