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Enol esters are considered as one of the most valuable precursors in a variety of organic 
transformations[1]. Due to their importance in organic transformations, several studies have 
been performed towards the development of enol ester synthesis[2]. Recently, Gooβen et. 
al.[3] have developed an olefin isomerization reaction for the formation of enol esters with 
the help of highly active dimeric [Pd(µ-Br)(PtBu3)]2 catalyst 1. Preliminary DFT 
calculations have been performed to address the actual catalyst responsible for the 
transformation with successive effort in understanding the detailed mechanistic profiles of the 
title reaction. We have considered the direct coordination of the substrate to the dimeric 
palladium complex as well as the monomeric Palladium(II)-hydride species 
[Pd(HBr)(PtBu3)] generated after decomposition route. Unfortunately, both the pathways 
show unfavourable thermodynamics which is incompatible with the experimental conditions. 
In an alternative approach, activation of catalyst 1 via internal C-H activation will furnish 
dimeric Palladium(I)-hydride species. Our computational endeavour suggest that dimeric 
Palladium(I)-hydride species will act as a potential candidate for the facile conversion of 
allylic ester to enol ester. In addition, the active catalyst formation is found to be the rate-
limiting step of the overall reaction.  
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