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The present research deals with the effects of the hydrogen bonds derived

from difluoromethyl group on selective organic reactions. The difluoromethyl group has been proposed
to act as a hydrogen bond donor to a carbonyl oxygen atom. For the effective introduction of a
difluoromethyl group into organic molecules, we discovered selective synthesis of o-(difluoromethyl)
benzoates by halogen-lithium exchange of (o-bromophenyl)difluoroacetates followed by quenching under

basic conditions. Employing EtOH as a quenching agent for the reactions of (o-bromophenyl)
difluoroacetates with n-butyllithium in THF at -78 afforded the corresponding o-(difluoromethyl)
benzoates. Furthermore, the intramolecular hydrogen bonding between the difluoromethyl group and the
ester moieties in o-(difluoromethyl)benzoates was observed by 1H NMR and IR spectra. Now, we
continues the preparation of new organocatalysts possessing difluoromethyl group.
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Table 1
AN CFCOE 4y BuLi (15 eq) 2) EtOH (3 eq) AN P
R | - » R+ |
X Br THF (0.1 M), -78 YC,1 h -78°C,0.5h X CO.Et
Me
©:CF2H /@CFzH Me \@CFzH /©:CF2H
CO,Et Me CO,Et CO,Et Me CO,Et
84%“ 82%“ 87%“ 75%°
/©:CF2H MeO 7 | CF.H (\/ECFZH /@CFzH
Pr CO,Et CO,Et N CO,Et Cl CO.Et
80%* 87%* 34%“ 13%°
4Isolated yield.

b Determined by 19 F NMR analysis using hexafluorobenzene as an internal standard.
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