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The umpolung strategy represents nowadays a powerful tool for the development of new, selective, and 
efficient routes for the synthesis of target molecules. The benzoin condensation is a classical example of this 
concept as it proceeds through the generation of an acyl anion equivalent from an aldehyde, pyruvate, 
acylsilane, acylphosphonate, or α-diketone. Non-enzymatic benzoin reactions have been realized catalytically 
only by the use of the cyanide anion, N-heterocyclic carbenes (NHCs), or metallophosphites, the efficiency of 
each class of catalyst being strictly dependent on the family of acyl anion precursors employed.  
In this talk, the unprecedented reactivity of methylsulfinyl carbanion (dimsyl ion) as a new class of catalyst 
capable of promoting the challenging cross-benzoin condensation and Stetter-like reaction is presented. 
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