228

Obtained f{rom the above
summarized in Table 1.

determinations are

TABLE |

Results of gravimetric estimation of copper(li)

L

Weight of Copper, Mg
complex
mg Found Calcd. Error7s
329.-4 58-19 58 31 0. 20
298-6 52-76 52- 89 0-24
268-0 47- 35 47- 46 0-23
228+ 8 40-41 40- 50 023
199-3 35-21 35-29 0-24

Effect of foreign sons—Interfering 1ions like
Fes+ and V5+ were masked with help of sodium
potassium tartarate and Ti¢+ by potassium fluoride.
Anions like 50,27, Po,, Cl-, ¥-, NO,~ and
cations Like Co’t, Ni2 did not interfere in the pH

range 7-20-7-60.

Structure ~—The molecular weight of the copper (IT)
complex in benzene was found by ebulliometry
to be 358+ 12-0. Its magnetic moment Wwas
found 1-90 B.M. at 298° K. The elemental
analysis and molecular weight data suggest 1 :1
metal-ligand stoichiometry besides the presence of
three water molecules. The electronic absorption
spectra of the copper(Il) complex in benzene gives
one band with its peak located at 11,800 cm™
which is shifted slightly to 12,200 cm™! in pyridine and
12,500 cm-! in picoline. This peak may be assigned to
the transition 2E 2T, , suggesting its octahedral
structure. The ir. spectra of H,NE shows three
intense bands at 3647, 1650 and 1190 cm™1 which may
be assigned to the presence of »OH, »C=N and »SO,H
respectively. In the copper(Il) complex the bands
at 3647cm! and 1190 cm™l have disappeared
indicating the complexation of OH and SO;H. In
this spectra three mew bands at 1610, 650 and
615 cm 1 appeared which may be assigned to the
presence of »C=N, vCu-N and Cu-Q, respectively.
A new band at 3370 cm™l is also observed which
may be due to the presence of »OH of the water
molecules confirming its octahedral structure.
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for the award of fellowship to one of them (PKK).
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AN INTERESTING REACTION OF
4H-1-BENZOPYRANOQO (3, 4-d}-O0XAZOL- AND
) ISO-OXAZ0OL-4 ONLES

IN a previous communicationl, we have reported the
synthesis of 4H-1-benzopyvrano(3, 4-4) oxazol-4-one
derivatives. With a view to studving some of the
reactions of these compounds such as the replace-
ment of the heterocyclic oxygen by nitrogen, we
(Ia) with hydrazine
hydrate. It is pertinent to mention that Baddar ez al.-
bave reported the replacement of heterayclic O by N

with Hydrazine hydrate in some a-pyrones to form

investigated the reaction of

l-amino-2-pyridones.

3 R=H, Rj=Ry=CHq
b) R=Rﬂ:CH3,R1:H

JR=H,R=Ry=CH4
bIR=Ry=CH3, Rj=H

FR=CHj
bl R:C2H5

Q) R=CHn
b} R—TC?HS

The reaction was carried out by refluxing equimole-
cular  quantities of the e.g., (l2) and
¥i:drazine hydrate in alcohol solution for § hr. Dilu-
tion with water afforded a colourless crystalline com
pound (Ilz), m.p. 147-49°, Its molecular weight
(mass spectrum) was found to be 323 and the ele-

reactanty,

mental analysis corresponded  with  the mﬂlecukr
formula C,aH,;0.Ng . H,O. It u.v. had AMe '
215 nm (log €4-39), 290 nm (log € 4-37)

3900m (log €4-21). In the ir. spectrum the lactone
band. which in the original dompound appeared at
1765 cm-1, was completely absent. Further, the
spectrum showed a NH, band at 3400 cm”!, whereas
the ~ C=N band appeared at 1610 emy-l. The
am.r.  spectrum  (CDClg 8)  of the compound
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integrated for hfteen protons and showed the follow-
ing signals :

NH,), 770~ 8-0 (m, 7H, aromatic).

From the above evidence the compound was
assigned the structure (lla). The latter is consistent
with the observation that on boiling it with eithet
acetic anhydride or with dilute hydrochloric acid the
original compound (Jl4) was obtained in
quantitative yield.

The formation of Ils may be due to the opening
of the coumarin nng in (Is) by a strong base like
hydraline hydrate giving the hydroxy hydrazide as an

inteI'mediate which recyclizes to give back the result-
ing compound.

almost

The reaction also succeeds with other 4H-1-benzopy.

rano {3, 4-4d) oxazole-4.one derivatives. The com-
pound (I1&) had m.p. 158-60°. However, a similas
hydrazide formation is not observed with 4H-1-benzo-
thiopyrano (3, 4-d) oxazol-4-ones.

The same reaction occurs also in the case of the
known®  3-methyl- and  3-ethyl-4H-1-benzopyrano
(3, 4-d)-isooxazol-4-ones giving the corresponding
hKydrazones 1Va, m.p. 148-50°, 1V6, m.p. 114-16°.

In our procedure for the preparation of the two
sooxazolb-ones, which s somesbhar diffepet from
that reported 3 the oximes of 4-hydroxy-acetyl- and
4-hydroxy-3-propionyl were acetylated to
vield the corresponding unknown acetates of the
oximes, m.p. 183-84° and 128-30° respectively. The
oxime acetates on boiling with pyridine afforded the
required isooxazole-4-ones in 50-60% ields.

With a view to smudy the general applicability of
the reaction we studied the reaction of hydrazine
hydrate with 7-hydroxy-3-ethyl-4-methylcoumarin. In

this case the reaction failed and the original coumarin

coumatring

was obtained back. The reaction  was unsuccessful
with 7-hydroxy-6-ethyl-3, 4-cyclopenteno- and
7-hydroxy-6-ethyl-3, 4-cyclohexenocoumarins, The

reactions also failed to give a pure product with

4-methoxy-G-methylcoumarin. I, therefore, seem*s that

the presence of an oxazole or an isooxazole sing 10

3, 4 positions is verdy necessary for the reaction  to

occur,
All

analyses.
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AMINOPHOSPHINE COMPLEXES OF
COPPER(II), COBALT(I) AND NICKEL(1)
COMPOUNDS, iIn

which tervalent phosphorus being
bound to the nitfogen directly and also forming co-
ordinate bonds with metals, have been little investi-
gated so far. These amino-phosphines cleatly. serve as
potenual ligands for many metal ions!-6. The
present paper records the synthesis and characterisa-
tton of some aminophosphine complexes of copper (1),
cobale(1I) and nickel (1I) phthalimides.

The aminophosphine used in the study is diphenyl-
pyridylphosphine (A) and has been obtained by the
te€atment of diphesdylchlorophosphine with pyridinse
in anhydrous ether, followed by crystallisation. When
treated with copper (II), cobalt(IT) and nickel(TI)
phthalimides, it vyields blue and pink coloured com-
plexes, the structures of which have been resolved on
the basis of elemental analysis, conductivity, magnetic
susceptibility and electronic spectra.

(¢} Dipbhthalimido (diphenylpyridylphosphine)
. Copper(II)

Found C = 67-90%; H —= 3:2%%;: N = 6-95¢.

Caled. C = 67-35¢3, H = 3-909: N — 7-10%
(i)  Diphthalimidobis  (dipbenylpyridilphosphina)

Cobalt (11,

Found C = 73-62%; H = 4-90¢4; N = 7-20%.

Caled, C = 73-4494; H = 4-65%; N — 6-98%.

(i:12)y  Dapbthalimidobis  (diphemyIpyridylpbosphina)
nickel (I1).
Found C = 74-0094; H = 4-92¢4: N = 7-54¢%.
Caled. C = 73-49%%; H = 4+70¢%; N = 7 02%.

The conductivity of the complexes was measured 0
nmtrobenzene on a Philips PR 9500/90 magic eye type
instrument,  Magnetic susceptibility was obtainad by
Gouy’s method, at room cemperature while the elec-
tronic spectra were measured in the form of sohid
samples on a Cary 14 recording iostrament,

The molar conductances of the complexes are in the
range 05075 mhos in oitcobenzene and induste
the acutral nature of the complexes, Te thus appeurs
that the two phthalimide (phth) fons besides oevcrw
lising the charue of cthe merdals are also coordinacad to
it. and the formulas of the complexes caa be repre
sented as [Culphth) AL, and  {Co or Ni(phth), A}



