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Metal-promoted catalysis creates a great variety of challenges mostly related 
to the transient formation of coordinatively unsaturated metal complexes. 

The latter, long considered as chemical chimeras are central to the rationalization 
of reaction mechanisms. It will be shown that such species can be isolated in a 
persistent form, thanks to the stabilization provided by non-covalent interactions 
(NCIs). The concept of “Hemichelation” relies on the central cohesive role of NCIs 
and allows the ready isolation of T-shaped metal complexes for instance. Further, 
proper understanding of metal-ligand interaction is still an important domain 
of research. It will be shown that, in the field of metal-promoted hydrosilylation, 
renewed insight into the electronic structure of metal (silane) adducts may clarify 
the potentials of those key reaction intermediates.
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