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Interception of heteroaryl Li or Mg reagent 

Sila-Minisci Reaction 

Stoichiometric Approaches  



Ru-catalyzed  Friedel-Crafts reaction 

Rh-catalyzed  silylation 

Previous Reports 



•   Earth-abundant metal [K] catalyst 

•   No H2 acceptor or additives 

•   Mild reaction conditions 

•   Chemo- and regioselective 

•   TON up to 92 

•   > 100 g scale 

An example of serendipity  

This Work 



Selected Reaction Scope 



Selected Reaction Scope 

Oxygen-directed  

silylation 
C(sp3)-silylation 



Optimization 



Optimization 



Functional group compatibility 



Toward a Radical Pathway 

Formation of a silyl-radical 

with KOt-BU 

Unlike formation 

of discrete silyl anions 



No reaction 

An Unknown Mechanism  

No reaction 



Conclusion 

A new simple and cheap procedure for the direct silylation of 

heteroaromatic compounds 

Unknown mechanism : new reactivity of KOt-Bu as a catalyst  


