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Pd-Catalyzed Silylcyanation of Ynamides: Regio- and Stereoselective 
Access to Tetrasubstituted 3-Silyl-2-Aminoacrylonitriles  
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Enamines as well as acrylonitriles are valuable building blocks in organic chemistry. However, 
the synthesis of scaffolds merging both functionalities namely aminoacrylonitriles are 
particularly difficult1. In 1985, Chatani and co-workers published a palladium-catalyzed 
addition of trimethylsilyl cyanide on terminal alkynes to provide cyano-substitued vinylsilanes 
in good to high yields with high regio- and stereoselectivity2. In this communication we will 
introduce how we took advantage of specific polarized alkynes (i.e. ynamides) to produce 
efficiently polyfunctionalized tetrasubstituted olefins, so-called 2-aminoacrylonitrile 
derivatives, in a stereo and regio-selective manner. DFT investigations allowed us to explain 
the divergence of stereoselectivity observed experimentally according to the substitution of 
the alkyne. These unique building blocks are particularly interesting as they can undergo a 
broad range of post-functionalization reactions such as vinylsilane, nitrile and enamine 
chemistry3. 

 
 

 
Figure 1: Pd-Catalyzed Silylcyanation of ynamides 
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• Tetrasubstituted 2-Aminoacrylonitriles
• Total Regioselectivity

• High Stereoselectivity (up to 95:5)
• Yields up to 96%

• 44 Examples
• Post-transformations
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