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Other organophosphorus insecticides such as mala-
thion, parathion, methyl parathion, fertthion, fenitro-
thiorn, methyl demeton when sprayed with the above
reagept failled to give this uniaue coloured spot.
Similasly monoerotophes, extracted from biological
mat:rial with cther,’ also responded to the above
teagent. Since inhe above spray reagent is sensitive
to detect 10 pg of monoctotophos and 1s specific, 1t
can be used as a routine treagent in the laboratory.

The authors are tharkful to Dr. B. N, Matioo,
Director, Forensic Sgience Laboratofies, Bombay,
for his keen interest in this work.
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THE trace analysis of quinine 1s of particular interest
to toxicologists, pharmaceuvtical and forensic chemists.
Many of the commonly employed methods ate indirect
and time consuming, Desirable sensitivity of determi-
nation is achieved by the use of acidic dyes which form
extractable ion pair complexes with the basic alkaloid.
Generally, triphenylmethane dyes are used for the
determination of quining'™®%, Very few azo  dyes®
have beer emplisyed for us determination, During
the Invesugations on the use ol diazo dyes of solo-
chrome serwes for the guanbsation ol various atluloids
the suthors found thar Solochrome  Green ¥V 150
forms exatractgble 1on yaur complex with  guinine,
The dye is not exiracted itself into the solvents studied
and thus the problem of regegent blank, which is
common with most of the triphenylmetiuine dyes, has

been eliminated. The present report describes a very
sensitive and rapid extractive spectrophotometric
method for the determination of quirine applicable

tc 0-4 pg/ml,

Experimental

Reaeents

Solochrome Green YV 13Q {Fig, 1) was supplied by
ICI, Calcutta. Absorbance measurements wete
carried out using a Bausch and Lomb spectronic- 20
spectrophotometer. Waldole and Clatke and Lubs
buffers were used, All other reagents used were of
analytical grade.
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Results and Discussion

Aqueous solution of the dve Solochrome Green
Y 150 has a maximum absorbance at 490 nm. Change
in pH of the solution does not affect the max of the
dye. The dye as such i not extractable into chlore-
form, dichloromethane and dichloroethane at any
pH in the range 1-11. The meolir gbsorptivity of the
dye is 7500 lit. mol~* cort, The alkaloid quining
forms an ion pair complex extractable as pink
coloured specics into chloroform, the pH of maximum
extraction being 6, The jon pair has a maxipum
absorbance at 510 nm, Of the three halogenated
solvents, chlorofotm, 1,2-dichlorocthane and dichloco-
methane, chloroform has been found to be the best
extractant, Aboutl one minute of shaking is sufficient
for the complete extraction of ion-pair, The colour
of the extract is stable for 2 hours, The DBees law
is obeyed in the runge 10-310 gg with the miniprum
amourit of determination being 04 pe/ml. The molac
absorptivity of the ton pair complex is 16,220 lit,
mol-! ¢m™t,  Since it is the dye alone that contributes
to the absorbance, the compesition of the lon pair
complex fromr molyr  absorptivity study 13 1 52
(Alhaloid ¢ Dye). This is confirnted by Job's conti-
AUOUS variation and mole 1atla towethods. Fivc-fold

excess of the dye {3 gved in the eaperiment, Concen-
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trated <olution of the dye tesults in emulsion {orma-
tion. The accuracy of the method has been found
to be + 1-5%°. based on quadrupficate measurements.
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SYNTHESIS OF SOME
2-ALKYL CYCLOALK-2-EN-1-ONES

VUAY SHANKER SINGH anNDp S. M. L. GQupTa
Chenmical Laboratories, Agra College, Agra, India

CycLOALKANONES like cycloheptanone* have been used
as insect-attractants and their alkyl derivatives ag
Ravourmg agenis®>. With this aim in view, a number
of 2-alkyl cycloalk-2-€n-1-ones have beent synthesised
starting from simple cycloalkanones by the action of
sodamude, followed by an alkyl halide in benzens by
refluxing. The 2-alkyl cycloalkanones, so obtained,
were acted upon by sulphuryl chloride?, when chlorine
sntered the 2-position, The 2-alkyl-2-chloro-cyclo-
alkarnones, dutring preparation of their 2,4-dinirophenyl-
hydrazones, in dilute sylphuric acid gave rise to 2 4-
dimtrophenyihiydrazones of the corresponding 2-alkyl
tycloalk-2-en-l-ones (l),. obviously by dehvdrohalo-
genabon. The characterisation of latter as well as
those of 2-alkyl-2-chloro cycloalkanones could be
possible, as the 2-methyl or 2-n-butyl cyclohex 2-en-1-
ones are already kuowp3,

The tolowing 2-alky]l eycloalk-2-en-1-ones were
syntbesised, and charagterised by elemental analysis

and 1afrared spectra of their 2:4-dinitrophenyl-
hydrazones.
O
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(1)
EXPERIMENTAL

) Synshesis of 2-Atkyl Cycloalkanones

These were prepared by refluxing either eyclohexancne
or cycloheptanone () mol) with sodamide () mol) in
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benzene for 8 Wy, Sollowed by addition of corresponding
alkyl halide (I mol) for 10h. The reaction mixture

Was poured into cold water and upper benzene laver
Separated, washed with waler and dried over an.
hydrous sodium sulphate. Removal of benzene gave

4 liquid, which was distilled under vacuum. The

2-alkyl cyclo-alkanones were obtained in 60709
yield, They were characterised by the preparation of

2: 4-dwnitrophenylhydrazones or semijcarbazones.
(1) Symihesis of 2-AVyi3-Chioro C veloalkanones
They were obined by reacting 2-alkyl oyclo-

alkarones, (1 mol) with sulphuryl chloride (I mol) in
carbontetrachloride at room temperature and stirring

for 3hr. Removal of the solvent, followed by distillz.
tion

under
Cycloakanones.

vacuum,  afforded  2-alkyl-2.chlorg

(i) Synthesis of 2-Alkyl Cycloalk-2-en-1-ones

Ot treatment of 2-alkyl-2-chloro cycloalkanores, with
Z: 4-dinitrophenylhydrazire in dilute sulphuric acid,
the corresponding 2 :4-dinitrophenylhydrazones free
from chlorine were obtaived, The m.p.s of the DNP
() n=3, R=CH, nCH, (after crystallisation
from alcohol) were 206° (lit. 206%); 134° (lit. 134°),
which confirmed that chloripation accurred in 2-gosi-
tion und the DNPs formed were those of the corres-
pondirg 2-methyl and 2-n-butyl cyclohex-2-en-1.ones.
The rest of the 2-alkyl c¢ycloalk-2-en-l-ores were
characterised by satisfactory pitrogen estimation and
infrared spectra {for 1, 2 =3 or 4, C=N, C=C and
R) of their DNPs (I, n =3, R = C,H;, myp, 15¢°:
R = H-C3H7, m.p, 93{’; R = H'-Caﬁlh m.p. 208°;
R =ise-C.Hyy, mp. 147°, a=4, R = Cy. nvLyp.
177°, R = n-C;H,, m.p, 250°).

The authors are thankful to the State C.8 LR, Up,
for providing necessaty grant and a Jurior Wesearch
Fellowship to one of the authors {¥.S5.58.) and 0 the

Principal, Agra College, Agra, for providing laboratory
facilities.

June 17, 1981,

— e el

1. Schneider, V., Z. Vergleich. Physiol, 1957, 40,
841 ; Hutner, 8. H,, Kaplan, H. M, and Ensmann,
F. V., Am. Nuturalist, 3937, 73, 575.

2. Flament, Ivor, Swiss 540, Q16 (CL, A 23, 1}
A286, 1973, Appl., 3368/71), 1971, pp. 9.

¥

3. Poul Nedenskov William Taub and David
Ginsburg, Acta Chem  Scand., 1958, 12,
1405,



