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NEW COMPOUNDS

Aminolysis of Para-Substituted Benzalacetophenones

El-Sayed M. E. Mansour,” Samir K. El-Sadany, Ahmed A. Kassem, and Hamdy A. Maksoud

Chemistry Department, Faculty of Science, Alexandria University, Alexandria, Egypt

The nucleophilic addition of primary aromatic amines on
para-substituted benzalacetophenones was studied in
ethanolic solution. The formed adducts were assigned to
be (3-arylamino-3-(para-substituted
phenyl)proplophenones, and their structures were
confirmed by elemental analysis and spectroscopic
methods.

The nucleophilic attack on carbon-carbon double bonds has
been the subject of numerous investigations that were sum-
marized in review articles (7-3).

a,B-Unsaturated ketones with addition compounds of heter-
ocyclic amines such as piperazine, morpholine, and piperidine
have been described by Pollard and others (4-6). Similar
addition compounds with aromatic amines instead of hetero-
cyclic amines have now been prepared.

Y@-NHZ + X@—CH:CHCO@ e
ADr-peneo D

NH

Y
where X = H, Cl, Br, CH,, or OCHj and Y = H, Cl, CH;, OCHj,, or NO,

Procedure

The «,B-unsaturated ketone (0.2 mol) prepared as previously
described (7-9) was dissolved in a minimum amount of boiling
methanol under reflux. As soon as the substance completely
dissolved, the corresponding anhydrous aromatic amine (0.21
mol) was added and the solution refluxed for 10 h. The use of
an excess of amine tended to make the addition more complete
and obviated much difficulty in the recrystallization process.

The addition product separated after standing in an icebox
for several hours. It was filtered, washed with small amount
of alcohol to remove untreated amine, air-dried, and recrys-
tallized from alcohol three times before being subjected to
analysis. The yield of the crude product was almost quantita-
tive. The resulting addition products are listed in Table I. They
are all stable under ordinary conditions. Similar to the pipera-
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Table I. Physical Data

XCeH,CHCH,COCeHs
NHCgH. Y

compd no. X Y formula mp, °C yield, %
lla H H _ CyHpNO 161 75
b H  CHy CyuHyNO 159 86
Ile H OCH; CgH;NO, 139 67
Id H Cl  CyHENOCl 167 80
IIe H NOQ Cle13N203 172 88
IIla CH3 NOQ szHgoNgOg 192 70
IIb CH, Cl  CyuHuNOCI 186 74
IVa Cl H  CuHENOCI 235 90
IVb Cl  Cl  CyH,NOCl, 155 89
Va Br H CyH;{NOBr 238 83
Vb Br  NO, CyH,N,O.Br 136 72
Via OCH3 H C22H2102N 173 68
Vb  OCH, CH; CyHuO,N 151 78
VId  OCH, NO, CpHnON, 166 87
Vle  OCH; Cl  CpHuO,NCl 148 77

zine addition products, but like the addition products of piperidine
and morpholine which were reported by Georgy and Schwyzer
(6), they are decomposed by heating with water, yielding the
corresponding starting amine and the «,(3-unsaturated ketones.
Similarly, dilute hydrochloric acid decomposes them into the
hydrochloride of the corresponding amine and the unsaturated
ketone, respectively.

The structure of the above-mentioned amino ketones are
established by the elemental analysis and their spectral data.
Elemental analyses were in excellent agreement with those
calculated. The IR spectra showed bands assigned to N-H at
3400-3600 cm™' and C==0 at 1650 cm '-acid. The mass
spectra of the produced amino ketones were studied. The
relative intensities of the most prominent peaks in their frag-
mentation patterns are recorded in Table II.

Registry No. 1la, 742-43-8; IIb, 37904-94-2; 1Ic, 802-49-3; 11d,
94864-08-1; Ile, 804-20-6; I11a, 95006-21-6; I1Ib, 100410-41-1; IVa,
119948-33-3; IVb, 119948-34-4; Va, 119948-35-5; Vb, 119948-36-6; VIa,
802-48-2; Vb, 119948-37-7; Vic, 119948-38-8; VId, 119948-39-9; Ve,
96171-57-2; PhNH,, 62-53-3; p-MeCgH,NH,, 106-49-0; p-MeOC4H NH,,
104-94-8; p-CIC4H,NH,, 106-47-8; p-O,NC4H,NH,, 100-01-6; PhCH=
CHCOPh, 94-41-7; p-MeCyH,CH=CHCOPh, 4224-87-7; p-CICqH,CH=
CHCOPh, 056-04.7; p-BrCgH,CH—CHCOPh, 1774-66-9; p-
MeOCgH,CH=CHCOPh, 959-33-1.
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