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BROMINATION OF ACETOACETANILIDE : A REVISION OF STRUCTURE

Knorr! brominaled acetoacetanilide in chloro-
form solution and claimed to have obtained
a~bromoacetoacetanilide, Hasegawa? and Cook
et al.3 repeated the above experiment in chloro-
form and gave w-bromoacetoacetanilide (I)
structure to this product. Mehta and co~
workers®® brominated acetoacetanilide in acetic
acid solution and claimed to have obtained
a-bromoacetoacetanilide. They further reported
that this product on cyclisation gave 3-bromo-
4-methyl-2-hydroxyquinoline (II) which was
identical with the product obtained on bromi-
nation of 4-methyl-2-hydroxyquinoline (I1I). I
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view of these coniradictory reports, it was
thought of interest to repeat the work by both
the procedures. In both the cases, the same
product (Found: N=5-84%, Br=—81-60%;
C10H;0.BrN requires: N = 5-46%, Br = 31-25%)
with m.p. and mixed m.p. 135-36° was obtained.
The.product is assigned w-bromoacetoacetanilide
structure on the basis of the following series of
reactions. It gave on cyclisation with concen-

trated sulphurie acid 4~-bromomethyl-2-hydroxy-
quinoline (IV), m.p. 254-56° which is dif-
ferent from the 3-bromo-4-methyl-2-hydroxy-
quinoline (II) (Found : N = 5-84%, Br = 33-97%;
C1oHgONBr requires: N = 5-88%, Br == 33-61%),
m.p. 274° obtained by the bromination of 4-
methyl-2-hydroxyquinoline. 4-Bromomethyl-2-
hydroxyquinoline (IV) is converted to known
2-hydroxy cinchoninic acid8 (V) (Found:
N ="714% ; Ci,H,O3N requires: N="7-4%) by
treatment with acetic anhydride and fused
sodium acetate followed by hydrolysis and
oxidation with KMnO,. 4-Bromomethyl-2-
hydroxyquinecline (IV) on reduction with zinc
and acetlic acid gave 4-methyl-2-hydroxyquino-
line (III) while 3-bromo-4-methyl-2-hydroxy-
quinoline (II) remained unaffected wunder
similar conditions.

The authors record their thanks to Dr, S. S,
Lele for earrying out the microanalysis.
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SYNTHESIS OF 4-AMINOMETHYL CARBOSTYRIL DERIVATIVES

CHUIIGAR AND Tnmm;xl concluswely proved that
brommatlon of acetoacetanilide ~gave’ ~w-bromo
acetoaceﬁanihde which on cychsatmn gave
4-bromomethy1 -carbostyril, These 4-bromo-
methyl ‘carbostyril derivatives are now used-as
_mtermedlat‘es for the- synithesis of 4—anuno-
methyl ‘catbostyril -detivatives,

4-—Axmnomethy1 carbostyuls are prepared by
refluxing equimolecular quantities of dimethyl-
amine, -piperidine and morphohne respectxvely
with 4-bromomethy1 carbostyrils, dissolved in
alcohol, for 2 to 3 hrs. The separated 4-amino-
methyl carbostyril derivatives (‘fable I) are
-fltered, dried and recrystallised from alcohol
or benzene,

The authors record their thanks to Dr. Lele
‘for microahalysis. One of us (R. J, C.) thaiiks
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4-Dimethylaminomethy! Carbostyril

st

7Chloro 234 CyH, 3N§Ct02 1048

"

Substituents m.p. Moleculdr Fo.;nq Required
No. in carbostril °C, formula - % N % N
‘1 None 197 CizHy NG 1480 13-88
2 8-Methyl 199 Cy3HyoN3O 12+63 - 12:98
3  &Methoxy ]183 CizHwNib.. 12.838 12~0‘7
4 6-Chluro > 230" ( IJHgaNoLIO 11.89 - 11'85 .
5 6Bromo 230 C;gH;ngBtO 10-22 }964
8 7-Chloro 183 Ci:HygN.C1I0 1. 73 1185
4-Fiperidinomethy| 1 Carbostyril
1 None “209 C H;gNzo IJ. 89 11‘57
2  8-Methyl - 2‘;2— CmH‘oNg (11465 19-04
3 G-Met}gpxy 2213" CzsﬂzoN:;On '10’1? . 10-30°
4 8 Chloro 245 C15H,7N2C10 10-23  10-13
5 6-promo . 242 Cy;3HN,BrO 8-41 8-618
8 7-Chloro 9239 C;5H,;¢N:CiO 10-33 10-13
4-Morpholinom: thyl Carbostyril
1 None 35 Ci3H14N:02 11-43  11.48
2 8 Methyl 240" C;sH;sNgOg 11.13 10‘85
¥ 6-Methoxy »205 CisHygNzOg  10-21 10422
4 &-Chlaro 240~ C;, 1sNzCl0z  9+96  10-08
6 6 Bromo 230 C;.H,gNgBrOa 8,382 867
6 10408
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SYNTHESIS OF 4, 4 -CYANOETHYLENE- BIS- (2, 2’-DICHI.ORO QUINOLINE) AND
¢-CYANOETHYLENE BIS-(2, 2-DIHYDROXY QUINOLINE) DERIVATIVES

Craungar -and Trivedil concluswely proved that
bromination of aceto-acetanilide gave w-hromo-
acetogeetanilide which on cyclisation gave
4-bromomethyl carbostyril (I a), This on treat.

ment with phosphorus oxychloride, gavé .
2-chloro-4-chloromethyl quinoline (Ib), m.p,
97°. (Ib) when refluxed with alcoholic potasa
sium cyanide solution gave 4, 4’-cyanoethylene

bis- (2, 2’-dichloro quinoline) (IIa), m.p. 211°, °

and mnot 2.chloro-4-cyanomethyl quinoline

(Ic).

CHX
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lo: X=Br, Y=0H
15: X=Cl, Y=Cl
Ic: X=CN, Y=Cl

NC-—(!:H --—---—CHz
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flas Y=Cl .
I14: Y=0H

4-Bromomethy1-2-hydroxyquinoline (Ia), on - ;

a similar condensation with potassium cyanide,
gave 4, 4'-cyanoethylene bis-(2, 2’-dihydroxy

" 2'-dichlore quinoline)

‘Chemistry ~Dlept.,

quinoline), m.,p. > 300° (IIub)_ Thxs when re-
fluxéd with phosphorus oxychloride * gave
(ITa). M.p. and mixed m.p. was 211°. All con}-
pounds described above gave satisfactory analy—
tical results. . .
The structure of 4, 4’-cyanoehhy1ene bzs— (2
is confirmed by NMR
spectra shown in Table 1. . :

. TasrLe I L
NMR spectra- of (IIa) (60 MC. CDCIS)

‘Coupling -
Shift (5) constant Signals Assignnien't
T (crsec)
15 to 8+5 . Multiplet 10 H (aromatic)
51 8 Triplet- 1H
402 8 Doublet 2H

_'Synthesis of 4, 4-cyanocethylene bis-(2, 2=
dichloro quinoline) derivatives having differ-

“ent groups is in progress and will be pub-

lished elsewhere,
Thanks are due to Professor. S, Sethna for

-his keen interest in the work and to Dr,, Lele

for microanalysis., . . e

R. J. CHUDGAR.
Faculty of Science, K. N. TRIVEDL*

M.S. University of Baroda, -

_ Baroda-2, March 19, 1968,

* Present address : Chemisiry Department, Wollongong .

University College,. Wollongong, 'N.S,W., 2500,

-Australia.:

1. Chudgar and Trivedi, Curr. Sci., 1965, 34, 560.



