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Aminopalladation

irreversible: competition  experiment

turnover-limiting: Hammet plot

Reductive elimination

cross-over study: irreversible

Reinsertion into Pd-D bond 

results in d3-olefin in cross-over
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Conclusions

• Oxidative aminopalladocyclization is a useful 
pathway to functionallized N-heterocycles.

• The mechanism proceeds through the steady-
state formation of a PdII-amidate-alkene 
intermediate.

• The alkene insertion into the Pd-N bond is both 
turnover-limiting and irreversible.

• Two pathways including a pyridine-ligated and 
pyridine dissociative are energetically accessible 
through the catalytic cycle




