The extent of use of this reaction is illustcated by the prepara-
tion of derivotives in which the substituents Rt and R? are hy-
drogen, methyl, phenyl and ethexycarbonyl group. The methyl
and the phenyl groups can be introduced starting from_uny" of
the parent compounds | or Il. For monosubstituted denvatl_ves
{iv. RZ = H) formylhydrazine {il RZ = H)_serves o3 starting
compound; as for the derivatives of 1,2,4-\ncz9!e-3-_cc:rbexyhc
acid their preparation from the esters of thioxomlcl acid {I, RY =
= COOQR) is more convenient because the hydrazide of methe-
xalic acid (I, RZ = COOC2Hs) gives low yields.
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SYNTHESIS OF 1,3-SELENAZOLIDINE-2-THIONES AND 1,3.5-
~QOXADIAZINE-4-THIONES FROM 1SOTHIOCYANATES

P, Kristian®, L. Knieio, O. Hritzovd

Depertment of Organic Chemistry P. J. Safarik University,
Kedice, Czechoslovakia

By using the reaction of 2-halegen-ethyl isothyoccyanates with
ethanolic solution of NgHSe, a simple universal method was
eloborated for the preporction of 1,3-selenazoliding-2-thiones.
The intermediary selencthiocorbamate is able to undergo intra-
molecular substitution to give either selenazolidine-2-thione A
or thiazolidine-2-selenone B.

cl r ¢l
R—éH-CHfNCS + HoHSe sr—= R-CH-CHZ
5, NN
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R=CH-CHy R-GH-Cly
§Q§J*H i
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R = H, CHa,CsHs,4~CH3-CsH4,4-Cl.CgHa
Scheme 1

The structure of the products obtained wes proved on the _bcsis
of the Reman, IR and moss spectra of selenazolidine-2-thiones

and their sulphur anclogs, i. e. thiazolidine-2-thiones. These
compound were prepared in an analogous way by using the

reaction of 2-halogen-ethyl isothiocyanctes with NaH$.

The A-substituded benzoyl isothiocyanates react with dicyclo-
hexylcarbodiimide in {4+2] cyclooddition to yield ,35-oxc-
dioring-4-thiones. In cose of benzoyl isothiocyanote alsc the
[2+2} cycloadduct, i, e 2-benzoylimine-3-cyclohexyl-4-eycla-
hexylimino-1,3-thiazetidine, is to be isclated from the reaction
mixture after a shorter reaction time.
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\N-CAE
Cgys~N-CoR-Coy CgHyy » NH=CO-HH-CgHyy

R == CgHs,4-Cid3-Cebla,4-Cl-CeHa,d-CoHs-CoHa

Scheme 2
The structure of both cycloadducts was proved by IR and moss
spectra,
However, benzoyl isothiocyanates react with dipheaylcarbodi-
imide fo give the corresponding substituted benzowlanilides.
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PRODUCT OF A REACTION OF 4-CHLORONITROBENZENE
WiTH 2.CHLORCQPHENYLACETONIERILE IN METHANOLIC
SOLUTIONS OF ALKALI HYDROXIDES

Z, ). Vejdélek®, M, Ryska, I. Holubek, E. Svatek and M. Protiva
Res. lastitute for Pharmacy and Biechemistry, Prague 3,
Koufimska 17

Whereas the recction of 4-chloronitrobenzene with phenylace-
tonitrile in a methanolic solution of NaOH {or KOH) ot 20—
—30 °C and in the presence of o small amount of water of-
fords almost exclusively 5-chloro-2,1-benzisoxazole and thus
apens @ greparatively advantageous appreach to 2-amino-5-
-chlorobenzophenone end the psychotropic 5-phenyl-7-chloro-
-1,3-dihydro-1,4-benzodiozepin-2-ones, o similar reaction of 4-
-chloronitrobenzene with 2-chlorophenylocetonitrile has not yet
been deseribed. It hes ben established now that this reaction
leads to o mixiure of products from which five ciystalline com-
pounds were isolated. Their empirical formulae were determi-
ned by analyses and mass spectra and the products were further
characeterized by the 1H-NMR, UV aad IR spectra, as well as
by some chemical reactions. ,

The desired 2,1-benzisoxazole | {C13H7CIzNG) was obtained in
a yield of aonly 12%. It is apparently formed by cyclization of
the non-isolated clkaline sait of the oxime |l, representing o
type postutated in analogous reactions as the primary product.
Reduction of compound | with iron and acetic ocid yielded 2+
-gmine-5.2'-dichlorobenzophenocae. -
A yellow substance C1aH7CINZO wos isoloted in a yield of 20%.
According to the spectra, it is a condensed aromatic compound
containing the N-oxide ond niteile groups. Strueture It wes
assigned which is compatible with the hypothesis that this com-
pound is alse formed by eyclization of the intermedicte Il Its
reduction with LiAlH; resulted in o mixture of 2-chloro-9-{fami-
nomethylacidan and 2-chloroacridan, The alkaline hydrolysis
of compound lIf gave also two produgts identified os 2-chloro-
acridine.%.corboxemide (containing the corresponding N-oxide)

and 2-chloro-10-hydroxyaeridanone.
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A further isoloted compound {¥5%) corresponds to CaaHisCla
N2zO. The spectra indicate the presence of OCHz € = N — [0}
{oxime) ond CN groups. As the most probable, the structure v
is considered ond it is cssumed thot the compound is formed
from 1 by the action of methoxide anion and a further molecule
of 2-chtarephenylacetenitrile. ]
The main product {25%) is a compound CzoH12CIsN for which
the structure of the indole derivative V was suggested on the
basis of spectral evidence and confirmed by synthesis: it was
obtaired by Fischer reaction from 4-chlorgphenylhydrozone of
2,2'.dichlorodecxybenzoin. In our reaction, it could be formed
via compound IV, .

A minor product (5%) CisHsCINOQ3 was identified by speciro
to be 2.chloro-4'-niteobenzophenone,
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