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Several methods are known for the conversion of chloro-compounds to bromo-

compounds1 and bromo-compounds to iodo-compounds.2 Only a few examples are known
for the reverse procedure, i.e. conversion of bromo-compounds to chloro-compounds.3
It has now been found that transhalogenation of bromo derivatives takes
place readily using silver difluorochloroacetate.u To a solution of 1,3-bis-
(bromomethyl )~5-ethyl-5-phenyl-barbituric acid” (1), mp 160-161.5°, (Analysis:
calculated for 014H1403N28r2: C, 40.22; H, 3.37; N, 6.70; Br, 38.23. Found:
C, 39.99; H, 3.23; N, 6.80; Br, 38.51.) in acetonitrile, silver difluorochloro-
acetate (two equivalents) was added, and the mixture was heated at reflux over-
night. The precipiltated silver salt was removed by filtration, and the solvent
evaporated to yield a solid product. Crystallization from ethanol afforded pure
1,3-bis(chloromethyl)-5-ethyl-5-phenyl-barbituric acid (II), mp 154-156° in
70% yield. Analysis: calculated for CyyHyy03NCly: €, 51.08; H, 4.29; N, 8.51;

3ve
C1l, 21.54. Found: ¢, 51.17; H, 4.34; N, 8.50; c1, 21.67.
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In the other examples, which are summarized in the accompanying table, purifica-
tion was achieved by column chromatography using E. Merck 70-325 mesh ASTM
silica gel. Elution was carried out with benzene-ethyl acetate solvent mixtures.

All starting materials and products were subjected to microanalyses and the val-
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ues were within i'0.3% of the theoretical values.6 All products gave satisfactory
infrared spectra and TLC values which were identical to those of the corresponding
authentic samples. (1-Chloroadamantane and N-(2-chloroethyl)-phthalimide samples

were not avallable,)

Reactilon Reaction % Yield of
Compound Solvent Temperature Time (Hours) Chloro-Compound
~CH,CH,Br diglyme 150° 140 92
_—_ o
\\ // g-CHQCHzBr CH3CN 81 16 70
CH (CH, ) gCH,Br glyme 124° 78 89
<i:::>h§HCH3 glyme 124° 16 95
r
r glyme 124° 24 85
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