September 2009

Trade Science Ine.

Volume 5 Issue 3

CMISTRY
A Tndéian Yournal

A

CH

=== Short Cormmmunicetion

OCAIJ, 5(3), 2009 [363-365]

Synthesis of 9-chloro-4-ethyl carboxylate-5-imino-3-thiomethyl
benzothiazolo[2,3-c]-1,2,4-triazole

Vijay N.Bhosale*, Sambhaji P.Vartale, Jagannath S.Jadhav
P.G.Research Centre, Department of Chemistry, Yeshwant College, Nanded-431605, N.S.B.College, Nanded (INDIA)
E-mail : bhosalevn@r ediffmail.com
Received: 28" June, 2009 ; Accepted: 8" July, 2009

INTRODUCTION

A survey of literaturerevelsthat very littlework has
been carried out on the synthesis of pyrimidine con-
densed with benzothiazole system. Nair Mohan D. et
.al.W synthesized pyrimido [2,1-b] benzothiazol e by
cyclisation of which in turns obtained by refluxing 2-
amino benzothiazoleswith diethyl ethoxy methylene
malonate. Thesederivativeswerefound to haveantivi-
ral activity. The benzothiazolo derivatives'® arewdll
known to possessvarious pharmacologica properties.
On other hand some of thederivativesof 1,4-benzodi-
azepines? 2 are psychotropic agents possessing weak
andgescactivity. Synthes sof somethiazol otriazepines
has been reported, 2627 which were found to possess
CNS depressant activity psycho sedative and tranquil-
izing properties. A survey of literaturemadeit evident
that very littlework hasbeen carried out for the prepa-
ration of fused benzothiazol o-1,2,4-triazipined?®* sys-
tems. Thereported methodsfor the synthesisof such
compounds are tedious, time consuming and require
uncommon starting materia. Inview of this, recently
our group reported™® synthesisof fused benzothiazolo
triazepinesystem.

RESULT AND DISCUSSION
In present work we report one pot synthesis of 9-

chloro-4-ethyl carboxylate-5-imino-3-thiomethyl
benzothiazol 0] 2,3-c]-1,2,4-triazepine. The parent com-

pound was prepared by the reaction of 6-chloro-2-
hydrazino benzothiazole with ethyl 2-cyano-3,3-
bisthiomethyl acrylatein presenceof dimethyl formamide
and catd ytic amount of anhydrous potassium carbon-
ate. The required starting compound 6-chloro-2-
hydrazino benzothiazol e was prepared by heating 2-
amino-6-chloro benzothiazolewith 80% hydrazine hy-
dratein presence of ethyleneglycol. The structure of
thiscompound was assigned on the basi sof ana ytical
and spectral datai.e. IR, NMR and Mass spectra data.

EXPERIMENTAL

All meting pointsweredeterminedin capillary tube
and uncorrected. IR spectra were recorded in KBr
pelletsonaBomen, MB 104 FT infrared spectropho-
tometer. TheIH-NMR wereobtained onaFT Gemino
60 (60M Hz) spectrophotometer with tetramethyl silane
asaninterna standard. Mass spectrawere recorded
onaFTVG-7070H mass spectrophotometer using El
techniqueof 70ev. Microanalysiswasperformedona
Heracus CHN-Orapid anayser. All thereactionswere
monitored by thin layer chromatography carried out on
0.2 mm silica gel-Gplate using iodine vapors for
detection.

2-Amino-6-chlor obenzothiazole

A mixture of P-chloro aniling(12.7gm)and acetic
acid 20-30 ml and potassium thiocynate(32gm)was
taken in two necked round bottom flask. In another
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conical flask brominein acetic acid(20ml)wastaken.
Temperature of both reaction mixtures was main-
tained at 0-5° by keepinginice bath. Then bromine
mixture was added drop by drop with constant stir-
ring for 2-3 hours. Theflask waskept for overnight.
30ml of acetic acid in 100ml water was added with
stirring for half an hour. Themixturewastransferred
in 500ml beaker and neutralized by adding ammonia
by maintaining temperature 0-5°C. The separated
product wasfiltered and recrystallised from DMF
ethanol mixture.

m.p.192°C, Found; C,45.62; H,2.70; N,15.20.
C,H.N_SCI Requires, C,45.65H,2.72; N,15.22.

6-Chloro-2 Hydrazino Benzothiazole

2-Amino-6-chloro benzothiazole(1.92gm,0.001-
mole), 4.5ml of hydrazine hydrate in 5-10ml of
ethyleneglycol wastakeninaround bottom flask.2ml

Scheme:

NH,

+ Br,in CH3COOH ——

of concentration HC| was added with constant stirring.
Thereaction mixturewasrefluxed on ail bathfor 2 hours
mai ntai ning temperature and poured inice cold water.
The separated solid product wasfiltered, washed with
water and recrystal lised by ethanol.

m.p.268°C , Found; C,42.20; H,2.99; N,21.08.
C,HN,SCI  Requires; C,42.21; H,3.01.;
N,21.10.1.99gm (0.01mole) Of 6-chloro-2-hydrazino
benzothiazole and 2.21gm(o0.01mole) of ethyl - 2-cy-
ano-3,3-bisthiomethyl thioacrylate

9-chlor o-4-ethyl car boxylate-5-imino-3-thiomethyl
benzothiazolo[2,3-c]-1,2,4-triazepine

A mixtureof m.p.156°C, IR(cm-1,KBr) 3398cm-
1 (NH), 3323cm-1 (=NH imino group), 1701cm-1
(c=0), 1257cm-1(C-O)stretch). Found; C,47.85;
H,3.96; N,15.93. C ,H ,N,O,S,Cl Requires;

14' V422

C,47.86; H,3.98; N1595
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