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Abstract

A new approach to the synthesis of carbamates based on a tin-catalyzed
transcarbamoylation process has been developed. Reactions of primary
and secondary alcohols with phenyl carbamate in toluene
at 90 ˚C proceed smoothly in the presence of tin-catalyst
to generate the corresponding carbamates in good yields. This mild
method exhibits a broad functional-group tolerance.
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To
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Representative
Experimental Procedure
            

A solution of geraniol (3a, 5.00 g, 32.4 mmol), phenyl carbamate
(6.70 g, 48.6 mmol, 1.50 equiv), and dibutyltin maleate (337 mg,
0.97 mmol, 3.0 mol%) in toluene was heated at 90 ˚C
for 150 min. The solution was cooled to 0 ˚C, and diluted
with 5% aq NaOH (25 mL). After stirring at 0 ˚C for
5 min, CH2Cl2 and H2O was added.
The organic layer was separated, washed with 5% aq NaOH,
H2O, and brine, dried over Na2SO4,
and then concentrated in vacuo. The resulting crude product (7.3
g) was subjected to silica gel chromatography (EtOAc and hexane,
stepwise gradient from 1:5 to 1:0) to afford geranyl carbamate (3b, 6.30 g, 98%).
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