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SOME NEW ORGANOXY(ALKYL)ETHYNYLSILANES

O. G. Yarosh UDC 542.91: 547.11128

Ethynylalkoxysilanes enter into the transetherification reaction with the higher alcohols and phenols
(1, 2.

In the present paper is described the acid-catalyzed reaction of dimethylethynylmethoxysilane with 1, 3~
dichloroisopropanol, 4-iodophenol, and 3, 5-xylenol, and also of methyl(vinyljethynylmethoxysilane with ethanol
and n-propanol, as well as the reactions of methyldiethynylmethoxysilane with ethanol and methylethynyldi-
methoxysilane with n-butanol.

ROH -+ CH,0(CH,),8iC=CH - RO(CH,),8iC=CH " (I) — (III)
R = (CICH,),CH (I), 4ICeH, (IT), 3,5-(CH,),CeH; (III)
ROH -+ CH,0 (CH,)Si(CH = CHy),-, (C = CH), —
—> RO(CH,)Si(CH=CH,),_(C=CH), (IV) — (V1)
R = CH; (IV), (VI), C;H; (V); n =1 (VI), (V), 2 (VI)

9C,HoOH -+ (CH,0),8i(CH,) (C=CH) —
— (C;H,0),81(CH,) (C=CH) (VII)

The structure of the obtained compounds was confirmed by the IR spectra, in which are present the fre-
quencies of the ethynyl group at 2045-2050 (C= C) and 3285-3290 em~! (= CH), the SiC bond at 800-850 and
1250-1260 cm~!, the SiOC bond at 1020 em-! (compounds (IT) and (IIT), and 1080-1100 cm™" [compounds (IV)-
(VI)], the aromatic rings in (II) and (II) at 3070, 1580, 1475, 720-725 em-!, and the vinyl group in (IV) and
(V) at 3050, 1600, 960 cm™t,

TABLE 1
Com- B\Q. S}g” % 2 %Q%Eiil___d, ° |Empirical
pound Formula Eg g | “ 2cu a;e = [formula
B AE
@ | cremycrOCHISIC=CH *  [66,5 90 20) | 1,457 1,4033_23_% ;l—% -:g—g% CrHuCLOSI
(D) | 4-ICH.OCH)SIC=CH T 62,410k 1) |1,5580 1,4890%:%% ?;—Z% ?9—;—3 CioHusSITO
(IID) | 3,5-(CHs)CoHsO8I(CH:C=CH  [63,1]104 ®) | 1,492 0,9113(‘)‘%;-% Z,-;—g %:%2 CesHiS10
(V) | C:H,OSI(CH)CH=CHC=CH [62,8/120 (740)|1,4220 0,3551-2—2% gf;"zzs %g—ﬁ—g CyHSI0
V) | CoHOSHCHNCH=CH)C=CH 68,1| 60 (48) |1,4262 0,8446%-:523% g—-‘z-g -i-%-g—g CHuSI0
D) | C.HOSHC=CH).CHs a6,1]125 (745)] 1,4212 o,ssea-’éﬁé—iz—g % -zg—gg CoHSIO
(VID | (CHy0)SICH)C=CE 68,0l 7 ) {1,483 c,seae%%’%-g iggz % CuHLS10

*Found C1 33.64%, calculated C1 33.58%.
‘tFound 1.42.11%, calculated I 42%.
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EXPERIMENTAL
The IR spectra were obtained on a UR-20 spectrometer as a thin layer,

1, 3-Dichloroisopropoxydimethylethynylsilane (I). A mixture. of 6.3 g of 1, 3-dichloroisopropanol, 8 g of
dimethylethynylmethoxysilane, and 0.05 g of p-toluenesulionic ‘acid was refluxed in the pot of a fractionating
column, and the liberated methanol and excess dimethylethynylmethoxysilane were distilled off. Distillation
of the residue gave 7.0 g (66:5%) of (I) (Table 1). '

Compounds (II)-(VII) were obtained in a similar manner (Table 1).

CONCLUSIONS

Some ethynyl(organoxy)silanes were obtained by the transetherification of CH;0(CHj;),SiC = CH with 1, 3-
dichloroisopropanol, 4-iodophenol, and 3, 5-xylenol, of CH;O(CH;)Si(C= CH), with ethanol, of CH;0(CH;)Si(CH=
CH,) (C= CH) with ethanol and propanol, and of CH;(CH;30),8iC= CH with butanol.
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ELECTROPHILIC REACTIONS OF
3-HYDROXYISONICOTINIC ACID

L. D. Smirnov, L. G. Stolyarova, UDC 542.91; 541.42; 547.826.1
L. V. Shirokova, and V. P. Lezina

A study of the electrophilic substitution of hydroxypyridine acids is of interest for elucidating the effect
of the COOH group on the reactivity of the hydroxypyridine ring and the direction of electrophilic reactions.
The data given in [1-6] testify to a different reactivity of the @-, B-, and y-hydroxypyridinecarboxylic acids.
Besides this, the position of the COOH group also exerts a substantial effect on the ease with which electro-
philic substitution progresses. Thus, the electrophilic reactions of 5-hydroxynicotinic acid proceed only in
the 6 position [5]. At the same time, 5-hydroxypicolinic acid also forms the bis-substituted derivatives when
iodinated [6].

We studied the electrophilic reactions of 3-hydroxyisonicotinic acid (I) and its ethyl ester (II). The
halogenation of (I) was studied on the example of iodination, which was run in the presence of bases.

It proved that, depending on the reaction conditions and ratio of the reactants, either the mono- or diiodo
derivatives of (I) can be formed. Thus, the iodination of (I) at ~20°C in aqueous ammonia solution leads
mainly to iodide (IIl). 2, 6~-Diiodo-3-hydroxyisonicotinic acid (IV) is formed in high yield when () is heated
in Na,CO; solution with excess I, and KI. The iodination of (II)-under these conditions is accompanied by
saponification of the ester group. The structure of iodo derivatives (IlI) and (IV) was established via the NMR
spectra. . :
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