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Structure of the Complex : The palladium chelate
was analysed for its carbon, hydrogen, and nitrogen
contents. The composition corresponds to the formula
PAC HO.NCD), (Cale. C, 42-95°,: H, 3-6°.: N.
5-55°,. Found C, 42-91°,: H, 3-56°,: N, 4-99°)

The normal oximes™* have ir absorption bands at
3300-3[50em! (OH Str), 1690-1510cm-! (C=N
str.} and around 950 cm-! {(N-O str.). In the rresent
mvestigations, HMCAQ has shown promineat bands
at 3077cm™t, 1387cm! and 996 cm~! assignable to
mtramolecular hydrogen bonded (OH), C=N and N-O
str. frejuencies.

The broad weak band at 3077 cm™! due to intra-
molecutar bydrogen bonded OH in the reagent is not
observed in the comnlex. The band due to phenolic
C-0 vibrattons at 1361 cm! 1n the ligand is observed
at 1389c¢cm' in the complex. These observations
suggest that ortho-hydroxy group of the base has
taken part in the bond formation.

The C=N str. at 1587cm™! in the free ligand is
found at 1530 em™! in the complex and can be inter-
preted as a consequence of coordination of nitrcgen
with the metal.

On the basis of above results structure (Fig. I) 1s
assigned to the complex.
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ISOQUINOLONES -AN ELEGANT SYNTHESIS
FOR 3-ACETYL AND 3-BENZOYL-
ISOQUINOLONES

ISOQUINOLONES are growing In importance because
of medicinal activity’™>? and also because of their

potentiality as good intermediates for synthesis of
1isoquinoline alkaloids. We report easy synthesis for
two such potentially useful compounds, viz, 3-acetyl-

and 3-benzoyl-1(ZH)-isoquinolones (IV and V) from
homophthalic anhydride in two steps schematically

shown  below, 3-Acetyl-1(ZH)-isoquinolone  was
obtained'? before by action of ammonia on 3-acetyl-
isocoumarin. The latter compound was obtained!®
with difficulty by condensing potassium selt of phthal-

aldehydic acid with chloroacetone and cyclising the

resulting avetonyl ester. The ease of oxidation of
IT and IIT by SeO, suggests the same mechanistic course
as proposed’® before for oxidation of 3-methyl-isoquino-
one to 3-formylisoquinolone.

COER

vl
Vil, #=H, vIIL, R=COOH

1o RCH,COCI-PY  gha MMy 2. Se0,; 3. (ELCO),0-Py, 4, NH;,

3-Ethyl-12H)isoquinolone (1I) is obtained in one
step from homophthalic anhydride (I} (1 g) by stirring
it in pyridine (3 ml) with propionyl chloride (1-3 ml)
in chloroform (4ml) which was added slowly drop
by drop at 0° The reaction mixture was stirred at
0° for 1-5 hr and then mixed with ammeonia (25 ml)
and heated on a boiling water bath for 2 hr and left
aside at room temperature when 3-ethyl-1(2H)-isoquino-
lone (II}) separated out as crystaline solid (0-2g)
[Crystallised from ethancl as colourless leaflets, m.p.

143-44>  Yield: 0-18g. Found C, 76-3; H, 6-7;
N, 8-2. C;;H;;ON requires C, 76:3; H, 6:3 and
N, 81. UV(MecOH) 224, 280, 330nm; log¢:

4-32; 4-06; 3-78]).

3-Ethyl-1(2H)soquinolone (II) is obtained, however,
in much better yield (0 5 g) by acylating homophthalic
anhydride (1g) with propioni¢c anhydride (1:6m))
and pyridine (1-2 ml), isolating the crude 4-propionyl-

isochroman-1,3-dicne (VI) (0-8 g) crude, m.p. 110-12°,

needles from benzene-petrol ether, m.p. 113-15° (Lit.8
m.p. of pure 113-15°) and then heating the c¢rude
product with liquor ammonia (10 ml) on boiling water
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bath for 3 hr. 3-Ethyl-1(2H)isoquinolone (I1) (0-4 g)
separates out from the reection mixture in purc state
which is filtered and additional amount (0-1g) is
obtained by acidificaticn of the filtrate. Synthesis
of the compound VI by rcylation is described® before,
but a modification of it improves the yield considerably.
The modificaticn consists of use of homophthalic
anhydride in place of homophtthalic acid, use of less
amount of propionic anhydride and slightly different
work up. The mcdified procedure is as follows:
Homophthalic anhydride (I) is added slowly to a mix-
ture of propionic anhydride and pyridine with stirring
at room temperature and stirring is continaed further
for 2 hr. The compound VI that separates as yellow
solid is fltered after stirring the reaction mixture with

ether (14 ml),

The reaction that gave II in one step from I has thus
proceeded through the intermediate VI and the conver-
sion of VI to II takes place by the mechanism published
earlier (The  Tirodkar-Usgaonkar  isoquinolone
synthesis®). The compound Il is also obtained in
good yield by heating 3-ethylisocoumarin® (VII} and
4.carboxy-3-ethylisozoumarin (VII) with ammenia in
boiling water bath as above. In case of VIII, replace-
ment reaction of lactonic oxygen by NH 15 accom-
panied by decarboxylation (see ref. 9).

3-Erthyt-1(2Hjisoquinelone (1L, 1g) is oxidised by
refluxing it with selenium dioxide (1 g) in dioxane
(40 m) for 9 hr to furnish 3-acetyl-i(ZH)isoquincione
(Iv, 0-4g) in good yield [colourless necdies from
ethanol, nmp. 182-83°., Lit!* m,p. same. Found C,
71-1; H, 3-1; N, 7:6. CyH, O.N requires C, 70-6;
H, 4-8 and N, 7-5. UV (MeOH) 212, 250, 337 nm,
lag g4:22, 4-0 and 4-01]. The product is isolated
by filtering the reaction mixture hot from precipitated
selenium and concentrating the solution when the
compound crystallises ovt.  3-Benzoyl-1(2ZH) 1soquinc-
lone (V) is similarly synthesised by oxidation of
-benzmy LI(ZH)soquinolene (UL, 12y by SeO, (1)
in dioxane (40 ml) for 4-5 hr in excellent yield [colour-
iess needles from ethanol, m.p. 186-87°. Found C,
76-8: H, 4-4; N, 5-7. C;;H10:N requires C, 77-1;
H, 44 and N, 5-6. UV 215, 257, 342; log ¢ :4°3,
4-04 and 4-05]. The constitution got confirmed from
its [IR and NMR Spcctra. 1t gave IR bands at 1670
(C==0 of kelone), 1650 (C - O of lactam), 1610, 1570
(aromatic) and NMR (CDCI,) gave signals 21 $713
(1H, s, H-4), 7°7 (8H, m, aromalic protons exccrt
1-8), 85 (JH, m, H-8),9-8 (111, NII). The aromatic
proton 11-8 resonated downfictd due to C- O in proxi-
mity, The compound gave 24-DNP (yellow prisms
from  cthanel, mp. 28384, Tound N, 16°5;
C, 1, 0N, requites N, J6-3) and an Ovime (needles
fiom bensene, mp, 2064-657: bound C, 73-0; 1},
5:0;: N, 10-8; C, M,,0.N,; requires C, 72:7; H,
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4-5 and N, 10-6). 3-Benzylisoquinolone (III) was
synthesised before from homophthalic anhydride by
one step method' and by a two step method! in very
gocd yields., The latter was via 3-benzylisocoumarin.

Microanalyses were carried out by Mrs. J. A,
Patankar and Shri D. S, More. The LR. spectra were
recorded by Dr. P. M. Dhadke. The authors thank
Dr. K. Nagarajan (Ciba-Geigy Research Centre)
for NMR spectra and the University Grants Commis-
sion for financial assistance and research fellowship
10 ARM.
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