The mechanism of dihydrooxazine formation with ethyl p-chloro-
benzimidate {5 discussed. The kinetics of the quaternization re-
actions of N-methyl- end N-benzyl-tetrahydrosxazines were in-
vestigated. The preferred conformation of some of the abave
¢is-fused heterocycles was determined by 'H- and 13C nm,r,
analysis and by X-ray study,
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FREPARATION OF XANTHENE DERIVATIVES BASED UFPON
THE REACTIONS OF ALKENYLPHENGCLS
P. 5. Belov, V, R, Melikyan, B. P. Tonkonogov, E. M. Lvova

The Mescow Institute of Petrochemicel end Gas Industry named
diter 1. M, Gubkin

We have studied the novel synthesis of some xanthene derivat-
ives by the reaction of phenols with 4,789 — tetrahydreinden
catalyzed by cationexchange resin ,KY-2". The phenolic com-
pounds used included phenol, ortho-, meta- and para- cresals.
As o result ofF the reaction a number of substituted xanthenes
was obtained, These compounds had the general structural

formule of:
L]

It has been found that the oddition of phencls takes place
ot five-membered ring double bond of 4,789 — tetrchydro-
inden.

The phenol addition proceeded to position 1 of 4,7.8,% — tetra-
hydroinden, while six-membered ring double bend migrated
from position 5 to pesition 6

Phenols, treated with 4,789 — tetrahydroinden, alse formed
the phenolic compounds,

The obtained products were identified with the help of specira
and elementary analyses, IR- and NMR- spectra were consis-
tent with the assigned structure,

It has been discovered that the xanthenes yield depends en po-
sition of CHi- substituent in phenols.
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CYCLIC ACETALS BY 3,5-DI-TERT-BUTYL-
4-OXYBENZALDEHYDE

M. R. Skurke, P. 5. Belov

Moskow Petroleum Institute, named after | M. Gubkin, USSR

The condensation of 3,5-di-tert-butyi-d-oxybenzaldehyde with
1,3-di- and pelyoles was lead to correspending steric hindered
phenols which contain o cycloacetal group, The inflvence of
glycols structure on director of this recction was stodied ond
the optimol conditions of synthesis were determined. The deri-
vatives of pentaerytrite and 1,1,1-trioxymethylalkanes . give a
maximal yields in the line of obtained substances.

The correlation betwen 9 and 9 parametres and spectral cho-
rasteristics of steric-hindered phencls allowed quantitavly to
vafue the influerice of different substitates in heterocyclic frag-
ment en physical-chemical properties ang steric structure of
molecules.

The rodical polymerization of several oleffine esters ot the pre-
sence of synthesized substances hos been studied and their
inhibition effect has been estimated.

It wos established that all of the obtained 2.(3,3-di-tertbutyl-
-4-oxyphenyl) -1,3-diexacyclanes are ontioxydants and value of
rote constants of individual oxydation reactions were calculated.
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REACTION OF 1-(X-PYRIDYL)-3-(2-THIENYL)-2-PROPEN-1-ONE
WITH MALONONITRILE AND ETHYL CYANOACETATE

A, Attio*, M. Michae!, S. A, Zayed
National Resecrch Centre, Dokki, Coiro, Egypt

1-(X-pyridyl)-3-(2-thienyl}-2-propen-1-one (1) react with malona-
nitrile and with ethylcyano acetote in presence of ammoniuvm
acetate to give rise cyanopyridiaes of the type Il and It resp.
in good yield (olways axeeding 75 %),

Cleveri )
S HCHE "
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\CN \CN
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Rz 2-thienyl
RE2-3- or4pyridyl

Hydrolysis and gringard reaction on the cyane group were car-
ried qut. The structure of the resulted compounds is inferred by
spectral data.
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SILICON-FUNCYIONAL FURYL- AND THIENYLSILANES
E. Lukevics, N. P. Erchak, Q. A, Pudova, M. Dzintara

Institute of Orgonic Synthesis, Academy of Sciences of the
Latvion SSR, Riga, USSR

Furgllithium reacts with hydrochlorasilenes to give furplhydio-
silanes. Concurrently, substitution of the 5i-H bond takes place
and in the case of trichlorosilane this process becomes prevai-
ling. Organomagnesium synthesis provides considerably higher
viglds of 2- and 3-furylhydresilangs and 2-thienylhydrosilanes
(30—909%).

3-Furylmagnesium chloride reguired for the reaction con be
cbteined from 3-furyllithium ond mognesium chloride.

Furyl- and thienyihydrosilanes are readily added to the double
bond of 1-vinyl-2,8,9-trioxa-5-aza-1-silatricyclo(3,3,3,01.5) unde-
cane to form g-isomers. The rate of hydrosilylaticn in the pre-
sence of platinum cotalysts increases paralle! to the number
of heteryl greups in the molecule.

Furyl- and thienylhydrosilanes need ne cotalyst to undergo
dehydrocondensation with amine alcohols. The reaction rate
grews with the increase in the number of heteryl groups and
it diminished in the following order: 2-furyl } 2-thienyl ¥ phenyl.
2-Furylhydrosilanes are more reactive as compared to the ap-
prepriote 3-isomers. The rate of their dehydrocondensation with
aliphetic alcohols in the presence of organic bases is augment-
ed along with the increase in electron.accepting capocity of the
substituent in the alkanaol.

The use of pletinum catalysts in the dehydrocondensation re-
oction is a suvitable method for the production of trifurylalkoxy-
silanes. The corresponding di- and trialkoxy- derivatives of 2-
~(3-}furyl- and thienylsilanes were synthesized by alcoholysis
of heterylchioresilanes which were obtained by crganelithium
synthesis from silicon tetrachleride.

The reaction of 2-furyllithium with tetraethoxysilone results in
2- furyltriethoxysilane, whereos in the case of chloromethyltri-
ethoxysilane the reaction proceeds both ot C-Cl and 5i-O bonds.
Linear and cyelyc furyl- ond thienyl(aminoclkoxy)silones were
obtained by means of transesterification of heterylalkoxysilanes
with omino aleohels. The 3-furyl derivatives synthesized exert
significontly higher toxicity then the 2-isomers.





