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Hydrosilanes are convenient reductants for a large variety of organic oxygenated substrates and they have 
been successfully applied in the conversion of bio-based materials1 and CO2.2 Hydrosilanes are however 
produced via energy intensive processes 3  and they generate, after use, silicon oxides wastes such as 
siloxanes, which are difficult to recycle. These limitations call for the development of catalytic processes able 
to transform Si‒O bonds in siloxanes into Si‒H hydrides. Previous reports4 have shown that halogenosilanes 
can be prepared from siloxanes through dehydration by acidic treatment. Catalytic methods that would convert 
Si‒X (X = OTf, I, Br, Cl) linkages into Si‒H hydrides are thus particularly attractive. The works of Shimada and 
Schneider have highlighted the use of noble metal catalyst to perform the hydrogenolysis of halogenosilanes 
into hydrosilanes.5 But, no catalysis involving non noble metal complexes or metal-free species has been 
reported so far.  
We report here an efficient hydrogenolysis of halogenosilanes, using frustrated Lewis pairs as catalyst, in mild 
conditions with selective formation of hydrosilanes in high yields (up to 95 %). These results have been 
rationalized based on NMR investigations, kinetic studies and DFT calculations. 
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