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ABSTRACT. In a converting reaction of p-bromo-«-diethylaminoacetophenone (1a) and p-bromo-
a-piperidincacetophenone (1b) with KCN and (NH,),CO; to hydantoin, the expected 5-(p~bromo-
phenyl)-5-diethylaminomethylhydantoin (2a) and 5-(p-bromophenyl)-5-piperidinomethylhydantoin
(2b) were not formed. Diethylaminomethyl group and piperidinomethyl group were eliminated and
2, ¢’ -dibromcdiphenylhydantil (4), which might be formed through dimerization of 5-(bromophenyl)
~hydantoin (3), and p-bromobenzoic acid (5), which was formed through a degradation of 5-
(bromophenyl)-hydantoin, were obtained. In the case of p-bromo-a-morpholinoacetophenane (c),
the expected 5-(p-bromophenyl)-5-morpholinomethylhydantoin (2¢) was formed.
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40mI2] 50% ethanol $&%e] 3.1g(0.01
mole) 1a™7% 1.3g(0.02mole) KCN, 3.8g(0.04
male) (NHQ,CO3 & 0] 2 54~56°C ol A 304
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TS5 0.5g(20%), mp310°C, NMR (DMSO-
de) : 87.5(AB-System, 8H, 2x—¢ 3—Br), 9.2
(s, 2H, 2xNi-H), 11.2(s, 2H, 2xNg-H);
IR(KBr pellet) 3300, 3200, 1780, 1760, 1650
cm~,
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2ol ARSI B FAE dEch, 47
A foid JANAE g =9 1avt of
el 52 W AY ¢5%F:0.6g(30%). mp:
252°C, NMR(DMSO-dg): 979G, 4H,—C 3~
Br), 13.0(s, 1H,-COOH) ; IR(KBr pellet) :
3000—2500(acid bag), 1670(C=0), 1580(ph-
enyl)em™; MS : m/e=57, 71, 155, 157, 183, 185,
200, 202.
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5-(4-Bromophenyl)~5-morpholinomet hylhy-
dantoin (2¢)9] ¥4

60mi2} 50% ethanol =& ¢ 5.6g(0. 02mole)
lc, 2.6g (0.04mole) KCN, 7.6g (0.08mole)
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5% : 1.82(47%), mp213°C, NMR(DMSO

~do) : 92.5(m, 4H, "GI ON-), 8.3( 2H,
—CHyN), 3.4(m, 4H, “SHES0), 7.5,

-~CH./
4H, —{—Br), 8.5(, 1H, N-H), 10.7G,
1H, Ng-H) : IR(KBr pellet) : 3400, 3280, 1735,
1710em™. Y84 @ CuHiBrN,Oz o g A
A% :C, 51.87;H, 4.98;N, 8.64. AYgh:
C, 51.97; H, 4.90; N, 8.59.
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A %7 : mobile phase, MeOH : H;0 : HAC=
500 : 500 : 10 ; flow rate, 0.8mi/min ; wavele-
ngth, 254nm.

B27] : mobile phase, MeOH : H,0O : HAC=
550 : 440 : 10 ; low rate, 0.9m/min ; wavel-
ength, 263nm.
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Table 1. Results of HPLC analysis of the reaction
mixtures of p-bromo-a-diethyl-aminoacetophenoone
or p-bromo-a-piperidinoacetophenone with potassium
cyanide and ammonium carbonate (reaction time 12
hrs)

Condtion A
Retentiton time
Componants  5-{(4-Bromo- p, #’-Dibrom- B be
enyl)-hyd-ophenylhy. 2 Dromobe-
]x:ntom) entil nzoic acid
Standard 8.9 17.6 27.0
Rfeacti)on mixture
of p-bromo-a- -
diethylaminoa- 9-0 17.7 27.5
cetophenone
Condition B
Retention time
Componants  5-(3-Bromo- p, p'~Dibrom-

' -Bromobe-
phenyl)-hyd-ophenylhy- £-Dromo
antoin dantil nzoic acid

Standard 7.0 15.3 18.3
Rfeact]ijon mixtuare

of p-bromo-a-

piperidinoaceto- 6.9 15.1 18.0
phenone
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