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Origin of Chemoselectivity in N~ Heterocyclic Carbene Catalyzed

Cross-Benzoin Reactions: DFT and Experimental Insights
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= CONCLUSION

The origin of chemoselectivity in the triazolium-catalyzed crossbenzoin
reaction has been explored. With the piperidinonederived triazolium
(I) catalyst, the chemoselectivity is determined kinetically. This is
supported by computational and 1 H NMR studies, as well as a series of
crossover experiments. The common pyrrolidinone-derived catalyst (I
") was found to display a strikingly similar energy profile for this

reaction, despite experimental data showing that it is less
chemoselective. Chemoselectivity could not be improved through
kinetic control with this catalyst; however, equilibrating conditions
show substantial preference for the same cross-benzoin product
kinetically favored by the piperidinone-derived catalyst.
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