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Fluorination of Aryl Trifluoroborates

Significance: An air- and moisture-stable terpyri-
dyl–palladium(II) precatalyst is found to be very 
active in the catalytic fluorination of aryl trifluoro-
borates. This palladium-catalyzed fluorination re-
action is also applicable to other common aryl-
boronic acids such as pinacol boronic esters, 
boronic acids, or MIDA esters via in situ formation 
of the respective aryl trifluoroborates with NaF and 
KH2F.

Comment: The authors propose a single electron 
transfer (SET) mechanism involving a palladium(III) 
intermediate. First, oxidation of the palladium(II) 
precatalyst by Selectfluor affords a palladium(III) 
intermediate and a Selectfluor radical cation. F• 
transfer from the Selectfluor radical cation to the 
aryl trifluoroborate forms the C–F bond and a de-
localized radical. SET from the radical to the palla-
dium(III) intermediate generates the starting palla-
dium(II) species and releases the aryl fluoride 
product as well as BF3.
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R = (substituted) aliphatic residues, ketones, amides, carboxylic acids, esters, alcohols, bromides
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