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Metal-Fr ransfer C-H Borylation Frustrated Lewis Pairs (FLPs) have been
conceptualized in most fields of chemical
E E sciences.” Whereas the “classic” definition of
E/)—H E/)—BCat a Frustrated Lewis Pair (FLP) involves the
i 4 absence of Lewis pair formation caused by
steric congestion, we reported in the past
[}_ch Eo)_H decade several cases of classical Lewis pairs
% doing typical FLP chemistry.? This lead us to
claim that “Frustrated Lewis Pair” is rather
v Metal-Free v Air Stable v’ Commercially Available  defined by its chemistry, hereby by kinetic
v" High Functional Group Tolerance factors, than by thermodynamic
considerations such as the absence of an interaction between a Lewis acid and a Lewis base.? To
better exemplify this notion of FLP catalysis, we developed the metal-free borylation of
heteroarenes using amino-borane species, which are stable Lewis adducts.*® Development of
these metal-free catalysts has allowed to generate air-stable precursors that can borylate
heteroarenes on the kilogram scale.®” Recently, this chemistry was extended to the concept of
isodesmic borylation, aka transfer borylation (Figure 1).8 By avoiding hydroboranes, we were able
to borylate for the first time heteroarenes containing alkene and alkyne moieties, a reaction that
has never been reported using transition metal catalysts.
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