
Investigation of Possible Phenyl Participation in the Oxy-Cope and Acetylenic 

Oxy-Cope Rearrangements 

By 

John H. MacMillan and Alfred Viola 

Department of Chemistry 

Northeastern University 

Boston, Mass, 02115 

Abstract: 

Vapor phase thermolysis of 1-phenyl-3-butyn-1-ol and 1-phenyl-2-methyl-

3-butyn-2-ol in the gas phase or liquid phase failed to yield the expected oxy-

Cope products, even at elevated  temperatures and protracted reaction times.  

1-Phenyl-3-butyn-1-ol cleaved to benzaldehyde and allene,  while 1-phenyl-2-

methyl-3-butyn-2-ol was completely unreactive.  The data indicate that the 

disruption of the aromatic ring necessary for the Oxy-Cope reaction to occur 

results in too high an activation enegy. Claisen Rearrangements, by contrast, 

proceed readily under these conditions. The activating effect of the ether 

oxygen  atom in Claisen rearrangements may lower their activation energy 

compared to oxy-Cope systems.  
























