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Dialkyl thioethers are widely present in biologically active natural products1 and are also found across a 
broad spectrum of fields including the pharmaceutical2 and agrochemical industries3 as well as organic 
functional materials.4 Consequently, the ubiquity of sulfur-containing molecules has long motivated 
synthetic chemists to develop efficient strategies towards their synthesis. Over the last decades, the 
generation of a-thioalkyl radicals has emerged as a powerful strategy for the functionalization of 
thioethers. Notably, a-thioalkyl radicals can be generated through oxidative processes,5 X-abstraction6 
and H-abstraction.7 
	

	
Scheme 1. Generation of a-thioalkyl radicals. 

Organoboron derivatives have proven over the years to be an efficient source of alkyl radicals.8 Herein, 
we report a novel protocol for the generation of a-thioalkyl radicals starting from a-thioalkyl pinacol 
boronic ester precursors, readily prepared by Matteson homologation of commercially available boronic 
esters and subsequent 1,2-metalate shift with diverse sodium thiolates. 
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