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Acyclic amino(aryl)carbenes (AAArC) have been discovered in 2001.
 1

 They are singlet carbenes 
bearing a spectator aryl group. These carbenes have been underexplored due to their high reactivity 
and a strong tendency to dimerize.
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The selective dimerization of mono- and bis-AAArC has been exploited to access diaminoalkenes and 
amino-containing poly(p-phenylene vinylene)s.

4
  In the present study, we describe a new class of 

AAArC stabilized by two halogens in ortho position relative to the carbene. The stability of these 
carbenes thus increases going from fluorine to bromine. The less stable difluorinated carbene 
dimerizes, while the other two are stable. The dibrominated carbene is currently the most stable 
AAArC known. Yet, these stables AAArC show high reactivity in insertion reactions (C-H, Si-H, B-H or 
B-allyl), cyclopropanation and display general nucleophilic reactivity. The synthesis of these carbenes 
has been optimized and opens an access to a broad range of carbene structures in only three steps 
from commercially available materials. 

 

 
 
The various reactivities observed experimentally were rationalized through DFT calculations and 
supported with XRD structures. This methodology finally allowed the synthesis of the first stable bis-
AAArC using the same halogen stabilizing effect. This paves the way to the synthesis of new organic 
polymers based on stable carbene reactivity.
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