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AUTHORS: Yakubovich, A. Ya., Pravova, Ye. P, Bogoslovaiiy, H. 4,
Wadniitniutuiioondicd K 7
TITLE: Syntheses of Vinylmonomers. 2. Some Derivatives of & -Chloroacryl-

ic’Acid(Sintezy, vinilovykh monomerov. 2. Nekotory e proizvodnyye
o -khlorakrilovoy kisloty)

PERIODICAL:  Zhurnal Obshchey Khimii, 1958, Vol. 28, lir 2, pg. 320 - 321 (USSR)

ABSTRACT: ¥rom the acid halides of o -chloroacrylic acid the zuthors pro-
duced the fluoride of this acid which was hi therto not described.
* The synthesis with a yiold of 45 % was performed accr ding to the
nethod of A. N. Nesmeyanov and E. XKan (reference 1), "rhe attenpts
: to synthesize the acid fluoride by heating (160-17000) of o -chloro-
» acrylic acid with benzoyl flucride or by thre exchange reaction of
the chloride of chlorcacrylic acid with potassium fluoride yielded
no positive results. The acid chlorides of o -chloroacrylic ucid
was not obtsined by dehydrochlorination of the acid chloride of di-
chloropropinic acid (refererc e 2), but dircctly from o ~chloro-
acrylic acid. The beat yidl (40%5 was obtained by the action of
venzoyl chloride upon the acid, When other acid chlorides (pcl,,
30012, CGH €CCl,) were used, the yield of ot ~chloroacrylyl cglor-
’ ide was smglleé. By means of chlorine- o¢ -chloroacrylyl it was pos=-
Card 1/2 sible to synthesize p-cyclohexaphenylether and lN-phenylanide (hith-
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Synthesey of Vinyluoncmers. 2. Some Derivati veg of o¢-Chloroacrylic Aci
erto not described) as well as the ethyl ether of o -chiloroacrylic
acid in the usual manner. According to its proje rtizs ethyl e¢-chlo-
roacrylate did not differ from tihe ether which earlier described
(references 2-4) and which was produced by the authors by mcans of
etherification of ol ~chlorouaerylic acids with ethanol. The above-
-mentioned o -chloroacryl derivetives can give polywmers und co-
polyners vith vinylmonomers. There are 5 rz2ferenes, 1 of which is
Slavic.,
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~ AUTHORS: Yakubovich, A. Ya., Razumovskiy, V. V., 79-28~3-25/61
A ' ~pryayevaT i Ny
TITLE: The Synthesis of Vinyl Monomers (sintezy vinilovykh

monomerov). v

III. Note on the Synthesis of Compounds With a Carbonyl
Group (III. Zamechaniye k sintezu soyedineniy s
karbonil'noy gruppoy)

PERIODICAL: %hurn§1 Obshchey Khimii, 1958, Vol. 26, Nr 3, pp. 680-682
USSR

ABSTRACT: There are hints that in certain cases an easy course of the
Mannichs reaction depends on the nature of the used base,
Thus Levy and Nisbet (ref. 1) noted that 2-acetylfurfuran and
formaldehyde enter 10%Geactions with nalts of dimethylamine
and dipropylamine but never with a salt of diethylamine.
Vannich and Heilner (ref. 2) described the synthesis of the
phenylvinylketone when using the hydrochloride of dimethyl-
amine. Joung and Roberts obtained the same ketone with the
hydrochlorine of diethylamine. The au‘thors synthetized the

Card 1/3 phenylvinylketone with the same salts; they found however,
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The Synthesis of Vinyl Monomers. 79-28 -3-25/61
- III. Note on the Synthesis of Compounds With a Carbonyl Group

that the reaction with the hydrochlorine of diethylamine
takes place considerably slower and that the yield of the
hydrochlorine of dimlkylaminopropriopkenon is gmaller

than with the use of the hydrochlorine of dimethylamine

(63 to 75;5 % correspondingly)o Phenylisopropyleneketone
was synthetized from the hydrochlorine of dimethylamino-~
methylpropriophenon. It turned out that propriophenon and
paraformaldechyde do not react with the hydrochlorine of
diethylamine. A:cording to Mannich also the 2,5~-dichloro-
phenylketone was synthetized anew. The 2,5-dichloroacetophenmn
and its paraform react only little with the hydrochlorine of
diethylamine;easier; however, with that of dimethylamine.
The ketone obtained here easily polymerizes in the
distillation, even in vacuo and in the presence of an
inhibitor. In publications referring to the most simple
unsaturated aldehydes, the acroleine and methacroleine,

only patent data are known on the synthesis of the oximes

of these aldehydeao_The authors synthetized in a new way

the oxime of macroleine by reaction of the meta-macroleine

with hydroxylamine (yield 65 %).
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.The Synthesis of Vinyl Monomers. 79-28 -3-25/61
III. Note on the Synthesis of Compounds With a Carbonyl Group.

There are 12 references, 4 of which are Soviet

SUBMITTED: - January 24, 1957
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AUTEORS s insburg, V. A.. fakubovizh. 4. Ts, 75-28 3-38/64
' , TITLE; The Synthesis of the Element Organi: Cempounds of the

Aliphatic Series According to the Diazo Method ( Sintez
elementoorganicheakikn soyedineniy nlifaticheskogo ryada
diazometodom). VIII, The Synthesis of the Element Orga=

nic Compounds of the Vth Group. Phosphorus Organic Compounds.
Experiments for the Synthesis of Di.- and Trihalide Alkyla
Phosphineas and Some Reactions of the Alkylchloride Derivas
tives of Phosphorus (VIII. Sintez soyedineniy elementov V
gruppy, Fosforvorganicheskiye soyedineniya. Opyty sinteza
di- i trigaloidalkilfosfiunoy i nekotoryye prevrashcheniya
khloralkii’nykh proizvednykh fosfors)

PERIODICAL: Zhurnal Obshchey Khimii, 1958, Vel. 28, Nr 3,
PpP. 728-735 (USSR) '

HE-S 4 In experinents by which the authotrs tried to extend their
cwn discovered diazosynthegins af phesphorus organic com=
pounds of the aliphatic series also to the synthesis of
secondary and tertiary alkylphosphinag,according to the

Card 1/} given scheme 1., they found that the chloromethyldichl oros
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The Synthesis of the Element Organic Cempeunds 79-28 3-38/61
of the Aliphatic Series Aczording to the Diazo

Method. VIII. The Synthesis of the Element Organic

Compounds of the Vth Group. Phosphcrus Organic Coma

pounds. Experiments for tae Synthesis of Di. and Triw

halide Alkylphosphines anl Some Reactions of the

Alkylchloride Derivatives of Phosphorus

phosphine and a-chlorethyldichlorephosphins react with
diazomethanz but that. on the conditiona congidered here,
the di.. and tri(alkylchloride)-phesphines wers lacking.

In their place phospherus cvrgani: compounde of complisam
ted structure wers obtajned which, &s regards their pro=
perties; were gimilaz to the solid by-products fcrming

in the reaction of the aliphatic diazseompounds with
trichloro- and triphosphorus bromide. In the chlorination
of the product obtainsd 4in the mentisned reaction tri
(trichloromethyl)~phosphinedichloride, di-(chloromethyl)-
phosphinic- and phesphoric acid wera separated in form

of aniline salte. Investigaticns are carried out with
regard to ths reaction scheme and the structure of the
mentioned compounds. It was shown that the chloromethyl-
and &uchlorethylphcsphinates a' higher temperature enter
the reaction according to Atbuzoew, the esters of methylaene-
and ethylerediphesphinic acid beiug formed correspendingly

APPROVED FOR RELEASE: 09/01/2001
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The Synthesis of the Element Organic Compounds of the 79~28-5-38/61

Aliphatic Series According to the Diazo Method. VIII.
The Synthesis of the Element Organic Compounds of the

Tth Group.

for the Syn

Phosphorus Organic Coompounds. Experiments
thesis of Di- and Trihalide Alkylphosphines

and Some Reactiors of the Alkylchloride Derivatives of Phosphorus

SUBMITTED:

([
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with triethyl-phosphite. The chloromnethyltrimethyl~ and
chloromethyltriethoxysilane are analogously converted to
the trimethylsilyle- and triethoxyailylemethylphosphinate.
In the chlorination of tri. (chloromethyl)-phosphine oxi=
de with phosphorus pentachloride the tri- (5richloromes=
thyl)-phosphine dichloride was obtained, which in hydro=
lysis converted to tri-(trichloromethyl)mphosphinehydro-
xychloride. This product can not be hydrolized and come
verts with aniline to the oxide of the tri. (trichloro=
methyl )-phosphine.

There are 6 references, 4 of. which ere Soviet,

January 25, 1957.
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79.-20-4~35/60

Yakubovich, A. Ya., Ginsburg, V. 4.

e ——

On the Intsraction Betweer. Hydrazine and Carbon Disulfide
(0 vzaimodeystvii gidrazina s sefouglerodom)

Experiments for the Synthesis of Diicoshiocyanogen (Opyty
sinteza diizcroedana)

Zhurr.al Obshchey Khimii,1958,Vol.28,Nr 4,pp.1031-1035 (USSR)

One of the authors formerly has shown that according to
modified method by Xaluz on certair condtions alkylendi-
isothiocyanates can be obtained. In this work the authors
synthesized by anslogous methnds the simplest representa-
tives of this compcund series - the diisothiocyanogen
SCH--NCS. which waas unkrnown hitherto. The scheme of this
synthesis c¢&n be represented as followy:

NH,NE, + 2CS, + 2NaOH ——————> (NICSSNa), (1)

(NHCSSNa)2+ 20100002115 iy (N"”?scgmz"s)z (2)
1I

i

§

&gi‘i 241
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On the Interaction Betweer. Hydrazine and Carben . Disulfide

19 -20-4+39/60

Bxperiments for the Syntheuis of Diissthiocyanogen

Card 2/3

(NHCSSCO,C,HH, ), pyrolysis .y (NCS),+ 2003+2¢, 000 (2)
(111)

In the interaction between hydruzine and carbon disulfide in
aquecus alkali medium the digsodium salt of the hydrezine-
-bls-dathiocarbonic acid was obtained. In the reaction of
this salt with chlorocarpounis ester and phosgens the

apa i i i3 j. 2 ( e :0 ;
correspsnding dianhydridszs .NHCuZCO2CZI5 and (NHCuz)COCl)2

form. The dianhydride of the hydrazine-bis.dithig¢carbonic
and ethylecarkconic acid changes in heating to 15000 into the
ethyl carboazte of -the 2,5.dfthinl-J,3 4-thiadiazole. The
latter decompeses at 250°C and forms tiae ethyl thiocyanate.
The fermatizn of diisothiocyanogen is not observed in this
case. Also in the decompcsition of the dianhydride of the
hydrazine-bis--dithiocabonizs and chlorocarbonic acid the di-
igsothiocyanogen was not ebtained. It was shown that the
alkyl thiccyunogencarbonic esters decompose in heating and
thereby form alkyl thicecyanates. There are 9 references,

1 of which is Soviet.
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On the Interaction Between Hydrazzine and Carbon Disulfide
. Experiments for the Synthesis of Diisothiocyanogen
SUBMITTED: January 295, 1957
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A Production Method for Fiunrine Derivatives of the Crganc-
metal Compoundis of Siliwon. Pin and Sulfur (Meved polucheniya
ftorproizvodnykh kremniya, olova 1 sery

Zhurnal Obshchey Khimsii,©996.Vel.28, Nx 4,ppo$0}6w1038(USSR)

In the saries of t*he glementorganisc corpounds very of ten
ailkoxy groups; which are tound %3 the concerned elemnt, are
by action of scid chloarides sxchanged for chlorine. fThe
possibility of the zuaiogous exchange of alkcxy groups for
fluorine by reastion with arid flucrides has up to now been
investigated ye% speciaily. ine a1tners investigated this
reacticn at aikoxy componade of gtiicon, tin and suifur. On
that oncasicn shawed np that the acid Jinorides of carboxyl-
jc acids, in parcticuier the easlly acceseible actyl fluoride,
renct with the slkoxy compcunds of tlre named elements under
formation of the coxrespanding fluoriden:

v B (0RO . D e 1{0OR? 1
REL{OR I, o CH . COF » 8 EL(OR )y s FHCEC00R

The descrited reastiue Sakes p.ece sasisr it whe seniral atom,

%‘,ﬁé‘ gﬁ

iy p

:
=
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of Silicon, Tin and Salfur

Card 2/4
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1G. 26-4--40/50
+he (Organsme+al Compeunds

o which the alkory griips are seund , .8 an slschropositive
element. Thus alkoxy compounds +f tir exchangz the alkoxy

in the ¢01é for flucrineo.
»f silicon and sulfu%jtbe
In ail zases *%hs iluv%jne
By altera®ion of the TEIQ

groups on 4L¢anith wf raacticn with aletyl

fisaoride slready
At tne corre .ponding compounds
exchange tak+s piace &t heating.up.
sorprunds form mith high yield,

~C the resziicn partnecs in the

case of polyalkoxy wozposunds nit enly one but alse a higher
numbey of aikosy grours can be axchangele 30, 2.¢. f03 di-

-
ethyidiethoxy tin z ponc-
of tetraethoxy win in

vessigatad at the sxanpie

arnd a difiuoride can be obtaineds

wage of surplius 3f acetyl{lusride
sagily forms sin tetrafluw
Phe reaction of asstyl fiacr

wiltn aikoxy eilanes was in-
of tetmabutokyeilane. In this case

forms in case of heatiag up tc 180" tributoxyflnorsilane
with = yield of 60 .. 70 %. The reanticn of tetraethoxysilane

with benzoyl flucride was

investigated alraady before by

Peppard, Brown and Jchnsoa (Ref 2}, but these authors could
not observe any sxchange 5% the alkoxy groups for flucrine.
Polyfinoraiianes ara obtalnod more paeily by Grigrard's re-

ection from siltcon tstrafizoride,

tioh was obgervad by

2l I
9 e

2
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79-28~4-40/60

A Production Method for Fluorine Derivatives of the Grganozetzl Compeunds
of Silicon, Tin and Sulfur

Card 3/4>

the authors already before in the synthesis of ethylsilane~
fluorides (Ref 3)1

RMgX ,
3 =623 R,81F,
The reaction of acetyl fluoride with a.koxy conpounds of sulfur
was investigated at the exanple of dimathyl sulfate. On thet
occasion formed the nethyl ester of the fluorsulfonic acid
with a yield of 60 % at conduction of acetylfluoride vapor
into boiling dimethyl sulfate. From th2 experimental results
comes out that the reaction of the carboxylic acid fluorides
with alkexy compounds of various elements is & commonly
appliable inportant method for the synthesis of the con-
cerned fluorine compounds. A8 the initial products - alkoxy
cnmnonnds of the concerncd elemants end carboxylic acid
fluorides =~ in general are casily accespible compounde, the
described method earns general preparative interest.
In an expepimental part exactly are described the synthesis
and the properties of diethylethoxy t.n {luoride, diethyl tin

s1F, BMEX 3 gsiF
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: 79-28-4--40/60
" & Production Method for Fluorine Derivatives of the Jrganometal Conpounds
of Silicon, Tin and Sulfur

fluoride, tin tetrafluoride, tributoxyfluorsilane, diethyl-
difluorsilane, ethyltrifluorsilane, and of the methyl ester
+f the fluorsulfonic acid. There are 3 references; 1 of which
g Soviot.

SUBMITTED: Pebruary 22, 1957
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AUTHORS:

PERIODICAL:

ABSTRACT:

Card 1/3

-}T B BES RRUR RN ITEALS 2l YA ST PRRIEAR RS SN Bty
T L R R NS

Motsarev, G. V., Englin, A. L., 79-28-5-51/69

Yakubovi Aemi®sncUapenskays, L. N.
ova, N. G.

On the Catalytic Chlorination of
Methylchlorosilanes in the Liquid-Phase

(0 zhidkofaznom kataliticheskom khlorirovanii
metilkhlorsilanov)

Zhurnal Obshchey Khimii, 1958, Vol. 28, Nr 5,
ppe 1336-1338 (USSR)

The chlorination of organosilicon compounds in the
presence of azodinitrile of isobutyric acid is not
described in publications. It was therefore of interest
to try this method of chlorination in the synthesis

of chloromethylchlorosilane. It could be expected that
such a chlorination of the methylchlorosilanes had to
take place at the given chain mechanism and had to lead
to the formation of all kinds of substitution products
in the methyl group. It was actually “ound that in
chlorination on the given conditions (see table)/in

APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513Rg%019%2(‘)§i0015-6
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on the Catalytic Chlorination of the 79-28-5-51/69
Methylchlorosilanes in the Liquid-Phase

dependence on the mol ratio of the methylchloresilane
and chlorine,the whole range of chlorine derivatives

CH3SiCI , (CH3)281012 and (CH3)35101 with the chlorine
atoms in the methyl groups can be obtained as is the

case in the photochlorination of the methylchlorosilanes.

As it must be taken into account that the chlorine of

the methyl group of silane increases its further

substitution velocity in chlorination, the catalytic
1liquid-phase chlorination for the purpose of the synthesis

of the monochlorine derivatives must take place in such a

way that a sufficient amount of the methylchlorosilane

which had not entered reaction remains. Thus the reaction liquid-
phase chlorination of methylchlorosilanes- CH3Sicla,

(CH,),SiCl, and (CH ),5iCl was jinvestigated in the
372 2 373

presence of azodinitrile of jsobutyric acid and it was

found that in this case, dependent on the mol ratio of

silane and chlorine, a whole number of chlorine derivatives
card 2/3 containing chlorine in the methyl group can be obtained.
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On the Catalytic Chlorination of the 79-28-5-51/69
Mathylohlorosilanea in the Liquid-Phase

There are 1 table and 7 references, 4 of which are Soviet.

SUBMITTED: September 8, 1957

Card 3/3-
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PITLE:

PERIODICAL:

ABSTRACT:

Card 1/3

Yakubovich, 4. Ya., Ruzumovskiy, V. Y. S0V/79-28-7-25/64
ostrukhina, Z. M.3 Rozenshteyn, S. .

Syntheses of Vinyl Monomers (Sintezy vinilovykh monomerov)
IITI.0On the Syntheses of the Vinylesters From Acet- and Chloro-
nercuroacetaldehydes, and on the Mecharism of These Reactions
(II1.0 sintezakh slozhnykh vinilovykh efirov iz atset-i khlor-
merkuratsetal 'degidov i mekhanizme etikh reaktsiy)

Zhurnal obshchey khimii, 1958, Vol 28, Nr 7,
pp- 1930 - 1936 (USSR)

The method of the reaction of acetaldehyde with the chlorine
anhydride of the correcponding acid in the medium of a tertiary
bage described by A.M.Sladkov and G.S.Petrov (Ref 1) could

not be proved by the authors in any cate. In using pyridine,

for instance, neither the vinylbenzoate, vinylacetate nor the
vinyl esters of butyric-, caproic- or chloroacetic acids were
obtained although the conditions mentioned in carrying out the
reaction were strictly followed. Begides, the crystalline de-
positions occurring in this reaction are not mentioned. The vinyl

=

APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86 00513R001962010015 6"
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B Syntheses of Vinyl Monomers. III. On the Syntheses of SOV/79#28-7-45/64
the Vinylesters From Acet- and Chloromercuroscetaldenydes, and on the Hechanisa B
* of These Reactions '

esters of the phosphoric acids could be obtained by the reaction
of the ncetaldehyde with their chlorine anhydrides in the
presence of triethylamine (Ref 3), the yield of vinylbenzoate
amounting to 15% (Ref 3). In view of these facts another method
of synthesis was tried (Ref 4) according to which the vinyl esters
of o series of acids could be synthesized in good yields. Con-
cluding the following results may be siated: In the synthesis
of the vinyl esters of the carboxylic acids from acetaldehyde,
acylchloride and pyridine only the chlorides of u~acyloxyalkyl-
pyridinium could be obtained. In using triethylamine (instcad
of pyridine) with benzoylchloride a vinylbenzouate (yield 155)
was obtained. By the direct coupling of the halogen anhydrides
of the pcids to the aldehydes the following conpounds were
synthesized: a-chlorethylacetate, u-chlorethylbenzoate,chloro-
methylmethacrylate, brozometliylmethnerylate, and a-chlorethyl-
methacrylate., This reaction is of general preparative charaecter.
By the reaction of mconochloromercury pccetnaldehyde with the

Card 2/3 halogen anhydrideos of the acids the vinyltrifluoracetate and the

15
©

CIA-RDP86-0
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Syntheses of Vinyl Monomers. III. On the Syntheses of SOV/79-28-7-45/64
the Vinylesters From Acet- and Chloromercuroacetaldehydes, and on the Meckanisgs
of These Roactions

vinyl-p-cyanobenzoate were synthesized. There are 20 referencec,
.8 of which are Soviet.

SUBMITTED: June 3, 1957

1. Vinyl esters--Synthesis 2. Acetaldehyde--Chemical reactions
3. Chemical reactions--Analysis

Card 3/3

33
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AUTHORS: Takubovich, A. Ya., Bogoslovskiy, N. A., 80V/79-28-8-62/66
“TQ@W”VE;"Y?T”PTT‘szenehteyn, 8. u,

"TITLE: Syntheses of the Vinyl Monomers (Sintezy vinilovykh monomerov)
IV. Fluoro-Substituted Acrylates (IV. Ftorzameshchennyye akrilaty)

PERIODICAL: Zhurnal obshchey khimii, 1958, Vol. 28, Nr 8,
pPp. 2288 - 2291 (USSR)

ABSTRACT: The number of the fluoro-substituted acrylates known is small (Ref
1). The authors synthesized an entire series of fluorinated
acrylates. Starting from f-fluoroethyl alcohol and 1,1,1-tri-
fluoroisopropyl alcohol and the chloroanhydride of methacrylic
acid they obtained by ordinary synthetic means the trifluoro-
isopropyl and P-fluorcethyl methacrylates (these are only
mentioned in the patent, but are described in detail in the
experimental section). The attempt to synthesize fluoro-
methacrylate by replacing the halogen atom in chloro- or
bromo-methaorylate with fluoride from potassium fluoride
was unsuccessful. Attempte to use the synthesis described
in reference 5 were also unsuccessful. Of those acrylates
which have fluoride in the acid part of the molecule the

Card 1/2 authors synthesized the methyl-a-fluoromethylacrylate

1 =

APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6"
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Syntheges of the Vinyl Monomers. IV, Fluoro-8Subatituted 807/79-28-8-62/66

Acrylates

SUBMITTED:

Card 2/2 -

and the a-difluoromethylaorylate and their derivatives.

The synthesis of these compounds was ocarried out according

to the procedure already mentioned. All intermcdiate products
(oyunhydrina, a~oxypropionio aocid and ite esters) which

had fluoromethyl and difluoromethyl.groups were separated

and olagsified. The starting materials, fluoroacetone and
difluoroacetone, were obtained by reacting chloroacetone

and dichloroacetone with potassium fluoride in diethylene glycol.
There cre 5 references, 2 of which are Saviet.

June 3, 1957

1t
019
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AUTHORS: Yakuboyich,—Awy—-Razumovskiy, V., S0v/79-28-8-63/66

Rozenshteyn, S.

TITLE: Syntheses of the Vinyl Monomers (Sintezy vinilovykh monomerov)
V.Syntheses of the Cyano-Substituted Acrylates (V.Sintezy
tsianzameshchennykh akrilatov)

PERIODICAL:  Zhurnal obshchey khimii} 1950; Vol. 208, Nr 8,
pp. 2292 - 2295 (USSR)

ABSTRACT: . Among the great number of esters of acrylic acid and
methacrylic acid described in the literature the esters
of the cyano-substituted alcohols have been little inves-
tigated. The syntheses of the smaller nonomeric esters
(Refs 1-3) and their properties have been insufficiently
treated. The authors investigated these esters at great
length and synthesized according to known methods the
a-cyanoethyl, a-cyanobenzyl and the p-oyanophenyl esters of
methacrylic acid hitherto not described. Also synthesized
as side products to these esters were the previously unknown
cyano-sub.tituted metylamide of methacrylic acid,
caz-c(cr{B)comacach, by reacting methacrylic chloride with




"APPROVED

lvii’,é—‘ J..-t}!) B IRk

FOR RELEASE 09/01/2001 CIA- RDP86 00513R001962010015 6

JUELE ISR OV ARMERES IRET LMY CREEEY

Syntheses of the Vinyl Yonomera. V.Syntheses of the SOV/79-28-8-6}/66
Cyano-Substituted Acrylates

. Card 2/3

APPROVED FOR RELEASE: 09/01/2001

the free aminoacetonitrile in acetonej; and the derivative of
a-cyanoacrylic acid, vinylidene cyanide and the methyl

ester of this acid. The methods suggested in the literature
were modified somewhat. The literatura data on a~cyanocacrylic
acid are very scanty and are given in only two patents

(Ref 7). Methyl-a~cyanoacrylate was synthesized with the

help of two methods described in the patents. In one case
methylcyanoacetate and chloromethylacrylate were used as
starting materials, while in the other case methylcyancacetate
and formaldehyde were used (see both reaction diagrams).
Nevertheless, the monomeric methyl-g-syanocacrylate indicated
in the patent was not obtained, but iastead the reaction

gave a somewhat solid, partially polymerized product. In order
to obtain the monomeric ester it was -1ecessary to warm this
product with phosphorous pentoxide in order to depolymerize it.
The second method is more practical and also gives better
yields of methyl-a-cyanoaorylate., There are 11 references,

3 of which are Soviet.

e 2o
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Syntheses of the Vinyl Monoxers. Y. Syntheses of the SOV/79-28—8-65/66

Cyano-Subntituted Acrylates

SUBMITTED: June 3, 1957

Card 3/3
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. ' AUTHORS: Motsarev, G. V., Yokubovich s befasn SGV/79-26-10-22/60
ttad A P = e
TITLE: Halogenciion of sromatic Silznes (Galcidirovaniye arona-

ticheskikh silanov)VI,Synthesis and Properties of the
Chlorine Derivetives of p—(Trichloro-Eethyl)Phenyl Tri-
chloro-Silane (VI.Poluchcniye i svoystve khlorproizveo nyeh
p-(trikhlormetil)fcniltrikhlorsila:l)

PERIODICAL:  Ghurnal ohshehe; vhimii, 1958, Vol 28. liz 10,
pp 2727 - 2732 (UssR)

ABSTRACT: Earlier che authors showed that the introduction of
the oriented methyl group into the molccule of phenyl
trichlorosilane lendo to a cartain activation of the
aromatic nucleus (Ref 1). It wag of interest to find out
in which way other oriented groups in the molecule
of phenyl trichlorosilane, ag for insteance, CCl3 and CF5

would reazct to its chlorinztion. The chlorinztion
of p—(trichloro-methyl)phenyl trichlcrosilane and
p-(trifluoro-mcthyl)phenyl trifluorociline was carried
cut for the first time. As it is ¥nown, the CCl, group

Card 1/5 . is a meta-oriented substituent. As tle meta-oriénted

SEALUSE ENEE St A I A e PO i O i R GRS
APPROVED FOR RELEASE: 09/01/2001  CIA-RDP86-00513R001962010015-6"
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" Halogenation of Aromutic Silanes. VI.Synthesic and S0V/79-28-10-22,%¢c
Propertice of the Chlorine Derivztives of p—(Trichlcro-Methyl)Phenyl
Prichloro-Silane

substituents bring the benzene nucleus into a passive
position it could be expected that the presence of tuo
meta-oriented substituents in para position in the
p-(trichloro-methyl)phenyl trichlorosilane would

deactivate it in z high degree. Actun’ly the chlorinztion
of this silane takes place without cauelyst alsn in L
the case of a longer uction of excess chlorine at'190—2200.
Mono- and dichloro derivatives were oatained on the

action of chlorine on p-001506H4SiCI5 in the prescuce

of FeCl,. The derivatives of this compound that are
tri- ané tetrachloro substituted in the nucleus could
not be maintained beczuse of the cleavarze of the

¢-5i bond, It was found tnat the monochloro derivative

X of p-CCljc6H4SiC13 is a mixture of 2-chloro- and 3%-chloro-

4-(trichlord-methyl)phenyl trichlorosilane.
p—CF306H4SiF5 does not react with chlorine even at

Card 2/3 boiling temperature znd in the preserce of FeCl,. Methyl
7
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Halogenaztion of Aromatic Silanes. YI. Synthesis and SOV/79-28-10-22/60
Properties of the Chlorine Derivatives of p-(Trichloro-ﬂe:hyl)?he:yl
Prichloro~-Silane : ‘

magnesium iodide yields the 4,4-di(trimethylsilyl)tolan
dichloride with p;CClBCGH4SiCI3. The table shows the

influencé of the reaction conditions on the composition
of the products obtained in the chlorination of
p-CClBCGH4SiCIB. Phere are 1 table ard 10 references,

4 of which are Soviet.

SUBMITTED: July 6, 1957

Card 3/3
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YAKUBOVICH, A.Ya.; SMIRNOV, K.M.; DUBOV, §.S.

Synthesis of vinyl momomers, Tuoroacetylene, its preparation

1661 '59,
and properties, Khim,vauka i prom. 4 mo.b:3nl-552 (ug?u 13:8)

(Acetylone)

i
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AUTHORS s Yakubovioli; A, Ta.; Motsarev, G. V. 807/79-29-6=11/12
m
TITLE: . Laetter to the Editor (Pis'mo v redaktsiyu)

PERIODIGAL:  Zhurnal obshchey khimii, 1959, Vol 29, Nr 6, p 2100 (UssR)

ABSTRACT: In our recently published report Zhurnsl obshchey khimii, 1956,
Vol 26, p 568, the synthesis and the properties of dichloro-
and trichlorophenyl-irichlorc silanes have been described. When
repeating these synthesis using large quantities of initial
products, we found, that the isomeric mixture of the dichloro-
phenyl-trichloro silane boils at.127-130° (100 am) and d45522,

nD2° 1.5652, and that the isomeric mixture of trichlorophenyl-

trichlore silane boils at 112-—115o (1 mm) and melts at 65—670.
¥hen re-crystallized from ether the melting point is 76-69%. In
the described tests commercial phenyltrichloro silane was used,
which was rectified beforehand in a laboratory rectifying col~

umnj its boiling point was 79° (10mmj, dzgo, 1.3265, np20 1.524%

in the tests, carried out earlier, the phenyl-trichloro silane
was obtained in the laboratory by organo-magnesium synthesis
—Sewd=2f> from 81Cl), end bromlne benzene Aioiling point 7R73° (7mm),

20
d 20; 3151/,
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AUTHORS: Yakubovich, A. Ya., Motsarev, G. . s0v/79-29-1-65/83
el ST ™ - 3 —id

TITLE: On the Problem of the Catalytic Halogenation of Phenyltrichloro-
gilane (K voprosu kataliticheskogo galoidirovaniya feniltri-
khlorsilana)

PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, 'r 7, pp 2395 - 2400
(USSR) '

AB3TRACT: In previously published reports on the catalytic halogenation

of sromatic silanes (Refs 1-4) the authors indicated that the
Si(‘:l3 group had the character of a meta~orienting substituent,

whereas later investigations showed the trichlorosilyl group %o
behave anomalously, with orientation tovards the ortho- and
para-position. In connection therewith aind with opinions given
in roferences 5-7 the authers considerei it necessary to find
a new method of determining tha atruotura of the ghlorine and
bromine derivatives of henyltrichlorosilane. R. A. Benkeger
and A. Torkelson (Ref 8 found that phenyltrimethylsilane was
gplit by bromine even under standard conditions in the follow-

ing manner: 06n531(cn5)3 + Br, ——> CgHgBr + (cn3)351sr. In
Card 1/3 the present paper it was shown that also n- and m-chlorophenyl=-

%
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On the Problem of the Catalytic Halogenation of S()7/79-29-7-65/83
Phenyltrichlorosilane

trimethylsilanes reacted similarly, forming n- and m~chloro-
bromobenzene respectively in high yields as well as trimethyl-
bromosilane. On chlorinating phenyltrichlorosilane in the pres-
ence of iron to give the monochlorophenyl derivative, two fra~-
tions were obtained, bolling at 98-107° and 108.5-112° (11 wm)
consisting ,of monochlorophenyltrichlorosilane according to ana-
lysis. Exhaustive methylation of the low-boiling fraction yield~
ed chlorophenyltrimethylsilane. Bromine split this compound in-
to (CHB;BSiBr and. chlorobromobenzene, & liquid orystallizing

at -26°. As demonstrated in the diagram, the freezing point of

the chlorobromobenzene mixture (-26°) was practically identical

with that of a mixture of 9%5% meta- and 5% para-isomer (-25.7°).
Infrared spectrosoopic data indicated the same composition. On
splitting the higher boiling methylated fraction of chloro-
phenyltrichlorosilane, ywhich correapondad to o-chlorophenyltri-
chlorosilane (Ret 5), o-chlorobromobenzene was obtained. Thus,
the structure of the product was verified as that of o-chloro-
phenyltrichlorosilane. From the above data, and from data given

Card 2/3 in the experimental part of the paper it followed that the

!
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On.the Problem of the Catalytic Halogenation aof SOV/79—29-7»65/83
Phenyltrichlorosilane

chlorination of phenyltrichlorosilane in the presence of FeCl3

proceeds with the formation of a mixture of m-, o-, and n~-
ohlorophenyltrichlorosilane at a ratio of 75:21:4, which is
congistent with data given in reference 5. These results agein
confirm that in the above reaction the 81.013 group behaves

anomalously, orienting towards the ortho- and para-position.
There are 1 figure, 1 table, and 15 refe:rences, 9 of which are
Soviet.- :

.

SUBMITTED: April 14, 1958
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Yakubovich, A., Gogol!, V,, Borzovae, I. S0V/80-32-2-45/56
~—

Accessible Method for the Synthesis of Trifluorocacetic Acid
(Dostupnyy metod sinteza triftorouksusnoy kisloty)

Zhﬁrnal prikladnoy khimii, 1959, Vol XXX1I, Nr 2,
pp 451-452 (USSR)

Prifluoroacetic acid is prepared from 1,1,1,3-tetrachloro-
propane. The different stages are: the preparation of tri~
fluorodichloroantimony, the fluorination of tetrachloro-
propane, the preparation of trifluoropropene. The wanted sub-
stance is obtained by oxidizing trifluoropropene using an
alkaline solution of potassium permanganate. The yield is 80%.
There are 10 references, 1 of which is Soviet, 5 American,

2 English, 1 German and 1 Belgian.

June 6, 1957

& =
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S/629/60/000/003/004/011
D202/D305

AUTHORS: Losev, I, P., Gordon, G. Ya., Smirnove, 0. V., and Ya-
, kubovich, A. Ya. ' -

TITLE: Polycarbmates

SOURCE : Vsesoyuznoye khimicheskoye obshchestvc imeni D. I. Men-
deleyeva., Uspekhi khimii i tekhnologii polimerov, sb.
3, Moscow, goskhimizdat, 1960, 47-66

TEXT: An extensive survey of the above new thermcplastic materials,
based exclusively on Western work. The authors describe the start-

ing materials for preparing polycabonates, methods of synthesis,
properties and possible applications, stating that most of the
available data refer to products based on 2,2-bis (4-oxyphenyl) //
propane and its homologueas. 27 compounds of this series are cited

and their melting and softening points, structural formulae and me-
chanical properties are tabulated. There are 7 tables and 35 non-
Soviet-bloc references. The 4 most recent references to the English-
language publications read as follows: K. J. Thompson and K. B.

card 1/2
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8/629/60/000/003/004/011
Polycarbonates D202/D305

Goldblum, Ind. Plast. Mod., 10, no. 5, 40, (1958); H. Schnell, Ind.
Eng. Chem., 31, 157, (19595; C. V. Schulz and A. Horbach, Macromol.
Chem., 29, 1-2, 93, (1959); E. F., Fildler, W. F. Christopher and T.
R. Calkins, Mod. Plastics, 36, no. 8, 115, (1959).

Card 2/2
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printed.
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. R we Zi.: Loh. LUvove; Teeh. Bd.: R.A. Nukhisa.

UK gi:ii&!’iiﬁln&’%’?‘ﬂ:

end shamical plaxts, fur comciles of de naticasl ecaacmy, planaing orgraliationg .

and seloatifie Tessnreh lastitates eagaged i chamical processisg aad large-
seale wtilizstion ef petreleum stoek for the yrofactiom of syntdetic prodacts.

COYERAGE: The Book &ascrides importsat commereial methods of protacing hydrocartran

potraleun end gas stock sad coal stock for the mamifacture of alcohols, aldehydey
, ocida, ® » Y € fIdere, sad syatdetie ridder. Tlow sheets
are iacladed, and the Yasic equipeent of the petrochamical industry 1s descrived.
The phyvicomieni=al yoperties and use of {sterwedinte and end syRthetie products
' arw alse dsecribed. N state of the prtrechenical imdastry outaide the USIR
and proepects for 138 éevelopment are covered. 0§o perucmalities are meatioued.
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Fundamentals of Synthesis Technology (Cont.) 80V/4659

3. Catalysts 556

4. PFlow sheets of the process 562

5. Synthesis products and their processing 569

V. Nitroparaffins [I.N. Sergeyevskiy and A.Ya. Yak\ﬂ)ovich] 574

1. Properties and use of nitroparaffing 575

' 2. Nitration of paraffins in a 1liquid phase STT
3, Nitration of paraffins in a vapor phase 578

i, Technology of nitroparaffin production 581

" Ch. X. Synthetic Rubber [0.B. Litvin] 591
8ynthesis of moncmers 592

I. Divinyl~ 594

1. Technology of divinyl production fram ethyl al:chol 594

2, Technology of divinyl production from butanes and butylenes 597

II. Isoprene 617
III. Styrene 620

1. Production technology of ethylbenzene emd styrene 621

2. 8eparation and purification of styrene 628
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AUTHORS:
TITLE:

PERIODICAL:

-

ABSTRACT:

SUBMITTED:

[
i

77900
S0v/79-30-2-51/78

.. Yakubovich, A. Ya,, Makarov, S. P.

Synthesis of Vinyl Monomers. VII. - (Vinylethynyl)-
Ethanol and jy-Hydroxybutyronitril .

Zhurnal obshchey khimii, 1960, Vol 30, Nr 2, pp 606-607
(USSR)

The reaction between vinylagetylene ard ethylene mddeinﬂ%gd
ammonia yig&ded fgg(vinylethynyl)-ethanol (b,p. 63-64

at 8 mm, ng~ = 1.4932) which on hydrogenation was con-

verted to n-hexanol. A similar condenstion of sodium
salt of acetonitrile with ethylene oxide in liquid
ammonia yielded ~hydroxy-butyronitrile (b,p, 235-
240 © Cc). Evidently the reactions are general and can
be used to obtain en-yn-ols and ~hydroxynitriles.
There are 4 references, 1 Belgian,’ 2 Soviet, and 1
German.

.December 29, 1958 Card 1/1

APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6"



"APPROVED FOR RELEASE.: -09/01/2001 CIA-RDP86-00513R001962010015-6

23 KW STIRERIER vl R IS B ISHAS DRt ER R A Y T NN SRR R e

5.3400

' AUTHORS:
TITLE:

PERIODICAL:

ABSTRACT:

‘SUBMITTEDZ

ATFRENE
. ?

7790
SOV/'9-30-2-52/78
Yakubov};p{mﬁ:, Grobman, Ye.

Synthesis of Vinyl Monomers. VIII. Alkenvl Esters of
Trimesic Acid

%hurn%l obshchey khimii, 1960, Vol 30, N2 2, pp 607-608
U3SR

The article describes synthesis of triallyl trimesate and
trivinyl trimesate. Triallyl trimesate (b.p. 210-212 °c

at 2 mm, nEO = 1,5230) was synthesized by the authors by
treating tgimesyl ¢hloride with allyl alcohol. Treatment
of trimesyl chloride with chlormercuriacetaldehyde gave
trivinyl trimesate which was not previously described

in the literature. While the triallyl ester 1is a

1iquid, the trivinyl ester is a crystalline solid (no
m.p. given). There are 6 references, 4 German, 1

Soviet, ‘and 1 U.K. The U.K. reference is: Brit.

Patent 754537 (1956).

.December 29, 1958 Card 1/1
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g Vinyl Monomers e IX. Anhydr:

, —
TITLEs The Synthesis o
j Acid
gnurnal obashchey xhimid, 19605 Vol. 30, NO« 4, PP 1214-1216
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ATTEORS: Englis, ¥, 4., NMakarov, 3. P., Dubor, 3. 3., Ugssrousor
L. 4., asd Takubovich, Ae Is. .

TITLE: Fimorinatien of t2e Compled of :.::::u/qzu Soron Tri-
flmoride

PERIODICAL: ZIburaal sdsheley kiimii, 1963, ¥ol. 30, ¥o. 7, ppe 2371-2374

TEI?: On the bdaeis of Relfa. 1-5, the adove ,ncon:un eas carrield out sith
dilute flwerine 18 & epper reaciion vesssi At recs iesmparalure. w.xu. amunhu

aunn. ané tos mes preducts wers separated by distillation {omof ibea

beoiled at lnu..uf.u.n- the otler at L.z.qonu {a nddition to a sorsideratls
quantity of unshanged seetonltrile. Dde firet produat, a colorlesa gus, i@
ssspletaly decompesed by aleodaolie alkaly lye, does nol separsie azy lodiae
from alcehelio petassiam tadide solution, is eeslly soludle in crpanle
solveats and d1fficaltly 1a sater. Its eleaentary coxpositlon asd melecular
weight serreepond te e Zeraula nun»-du. Iw structure,vhich 1w probadly

M""Aoﬂ\uovo flusrinatie= >* acetenitrile, can be poeridly represented by

il

the isomerio fermalas (I}, (11), (IZI):
ﬂ.u!ﬂﬂnﬂn- nuuunwl-d- nﬂn»
(1) {11) » (1.

¥s oonfirs the siracture of thfs prodmol ite {nfrared specirum vep ez~

amined. There ia & band clarscterimtic of the C-E Yond. Oae dazi greap

1o osused Wy vidraticas of the C-P %ond. 4n iatense band may de asaigned ;

16 stretching vidrations of the X.P.besd. “hess resalis and furtber

spectrosacpic dats (Ref. €) fndfcated izat the structures (1) sad {11} of

1he produst € unu are 20t aonfirmed speatroseoplcally, which fast speake

ia faver of s 12 {I11). Thts sssuaption is alao supported by ite pre-
of twe bands iz the infrared, shich say be regurded as dslforzation

Tivra e of a thres-sendared ring. The structure of the producie dis-

esssed may de that of fluorinmaved wikylene imine. The second produet with

. Ahe welecelar waight 117 does not dsgolorize the squecus-alkaline nHuou

solution. Its molecular weight and elemsnlary composisioa serrespoad

te the fermala C -w-d . Ia i1is lnfrared spectrus thete are absorptics
Yande sbich may m- :w:‘n to the J-P ani C-H donds, sad & bani group
appears wiich 1s due to C-P vidratfons. All these properiies indtcate

obnn.»\u

... shat the mtrmeisre yuggested for the product i thal ef a,8, ¥, B-tetra- )

flnore ethyl amize.fOm fluorination of the complex nmunu.nnu =it} slesens

tary flsorine, 36% of scetonitrile reasins anchanged. The ylelds of the
Llunorinatica predusis referred to the initial acetonltirile are the fol-
lowiag: for =u - 6.9%, aunﬂv -~ %%, nmunnuuu - 3%, nuun!u.~n=~ - 2.9%,

CB - 1. There are 12 referscoes: Soviet,.T US, 3 Britieh, ) Cermaz,

CKP.
1 umou-.f and 1 Pelgiaa,
ST July 1, 1939 &\
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s/o79/60/050/007/036/039/xx

B0O1/B066
AUTHORS: Yakubovich, A. Ya., Englin, M. A., and Hakarov, S. P.

N A V\
TITLE: Fluorination of silver and Potassium Cyanates
e oM

PERIODICAL:  Zhurnal obshchey khimii, 1960, Vol. 30; Fo. 7, pp. 2374-23T7

potassium cyanates. The initial cyanate was mixed with calcium fluoride
and treated with elementary fluorine diluted with nitrogen at 295-55 C.
The fluorination of silver cyanate gives carbonyl fluoride COF, (72%) and -

carbonic acid (24,5%). No nitrogen-containing producte were detected,
which may be due to the conversion of cyano-nitride to elementary nitrogen;
1t was difficult to confirm the presence of the latter because of the con-
siderable dilution of the initial fluorine with nitrogen. Silver cyanate
is quantitatively converted %o silver difluoride. On fluorination of po-
4agsium . oyanate, trifluoro methyl-hypofluorite,(F30F (80%), and nitrogen

trifiuoride, NF,(60%), were peparated in addition to potapsium fluoride
and small quantities of carbonic acid and carbonyl fluoride. The expected

Card 1/2

TEXT: The authors descrive the heterogeneous fluorination of silver and l/
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Fluorination of Silver and Potassium Cyanates S/073/60é050/007/036/039/XX
. B001/B06

hypofluorite FOCN could not be detected in the fluorination products,
which may be explained by a further fluorination on the C=N bonds accord-
ing toFthe formula F

F
MeOCH——> [Foc=1] Y fFOCFQNFz —_—2 FOCF; + NFy. This formu-

1a is in accordance with the fluorination of potassium cyanate, but not

with that of silver cyanate. Thus, another formula had %o be found for the
fluorination of the cyanates. The authors have previously found that in a//
the heterogeneous fluorination of the complex']CHxCN'BFz fluorine adds

chiefly to the C=N bond to form CHachNF2 (Ref. 9). Trerefore, the above

fluorination takes place presumably according to the formula

, C F F )

: MeOC=N ~—2-> [MeOCFzNFz] ——-2——9[MeOCF5] + [NFQ] . ks a result of
further conversion of the trifluoro-methylate of the motal, which is
formed asan intermediate, carbonyl fluoride or trifluoro methyl-hypo-
fluorite may be formed. There are 12 references: 2 Soviet, 12 U3, and
3 German.

SUBMITTED: July 1, 1959

Card 2/2
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AUTHORS: - Yakubovich A. Ya., Bogoslovekiy, N. A.o Pravova, Yes. Poj
Belyayeva; L. Noy Razumovskiy, V. V.

TITLE: Synthesis of Vinyl Mbnomars. 11. The Synthesis of

«~Chlorohydroscrylates and a-Chloroacrylates 1

PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, Ko. 8,
pp. 2496 - 2498

TEXT: The authors report on the following syntheses: a-chloro-p=hydroxy
propionitrile (1) from aqueous solution of aorylonit:ile oy introduction
of chlorine gas at 16°C. The compound was extraoted -tith ether. Yield:
; 38, 5%. a~chloro-p~acetoxy propionitrile (2) from I by heating with VX{
, acetic anhydride and sodium acetate over the water bath (yield 55.8%) .
Methyl-a-chloro-ﬂ-hydroxy propionate (3) by ohlorinating methyl acrylate
(yleld 23.5%). Methyl-a-chloroacrylate (4) a) by dropping 3 into & mix-

ture of H,S0, and Cu,Cl, (yield T4%) heated to 125-130°C; b) by dropping

3 into a mixture of 1’205 and Cu,Cl, (yield 64%). «~chloroacrylonitrile (s5)

card 1/2

APPROVED FOR RELEASE: 09/01/2001

CIA-RDP86-00513R001962010015-6"



7R K H3SEH

"APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6

-

357

82678

Synthesis of Vinyl Monomers. 11. The Synthesis 8/075/60/030/008/001/008
of «-Chlorohydroacrylates and a-Chloroacrylates B004/B064

by heating I with sodium bisulfate. Phenyl-a-chloroacrylate (6) by addi-

tion of triethyl amine solved in benzene to phenyl-a f~dichloropropionate

solved in benzene, filtering off of the triethyl amir.e hydrochloride

precipitate, distilling off of benzene and the excestive triethylamine,

fractionating the residue in the presence of phenyl-fi-naphthyl-amine \)(
20

(yield 49%). In 6 the authors found the refractive index np to ba

1.5325, They consider this value to be more ocorrect than that of 1.5808
given in Ref. 3. There are 4 non-Soviet references.

SUBMITTED: July 31, 1959

Card 2/2
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A0THCRS: Cinedurg, V. A., Frivesentoevs, ¥. P.., Shranakiy, ¥, A,
Bodign

TITLE: Reactioa of Ealogens, Fitrogen Oxide, and Polyflusrinmted
H;nucvc-._nb Titraviolet Light. Synthesls and j:erzal
Jecosyositioa of Polyflucrinated Aliphatic ¥itrcso
Conpounds

PREIQUICAL: Thurnal odehchey Xhiaii, 1360, Vol. 30, ¥o. 7, —x
Poe 2003 - 2415

TIXT: 1In continuatlos of thelir sarlier japer (Ref. 1) the suthors
studled the reaction of polyfivorinmted etiyleme vitk XO and balogen iz
ultraviclet light, They assuzed that atoalo ehlorite or broaine would
4180 lead to the formatioz of S-Balogen nitpogafeozpouads. In fact, the
selbvie w2 U3 pid Py 1% fhe wesaliam af eiseass)
edloride with syasetrical diflmoro-dichloro sthylene, 1,2-diflucrc-
142,2-8richlorconitroso ethade results in good yields. This cozpound

Card 1/3 Qv

proved sufficleatly stadle and could be isolated (eozjound € in the
Tadle). The expericents abevod, as bad been theoretically expected, that
i1 al}! ca: the correspozdiag nitroso elkanes were cttalned tn suf~
fielent ylislds om irreiiation of the gas ziztures O nwu or 50 o o,

_ with polyfluorinated etiylenes {such ae tetrafiuoros,trifiuoro-chloro-, V;f\\

or $rifluoro ethyleze at the ratis clefin : 5C 3 gn «1tt:1/2)

(Zable). These compouzds have aa fntensive Mlue color, asi are stable
1iquids. Besides thes ales the correspozding alkylene dihalide well
as p~aitrogen balide coapounds are aleays sejarated frca the reaction
masr. Prodadly they are produdts of a partial cxidation of the nitress
coapounds. In redacing the nitroeo cospounds obdtained frem triflucro
ethylene by means of Rydrogen fodide the eorresponding fluorides of the
ohloro~diflusro- and Bromo-difluorc-acetohydrozemic acids are foraed
which indicates t2e adfition of the halogea ta the n~n group of the

olefin 1in ike reactica betwesan 210, ulwu. and elefin, The prrolysis of

Card 2/3

the nun~no~nn° and -ounnun~u-o aitroso nnnuwgu. at aolCoo Jields the
polyfiuvorinated ethyleaimines CICZ,IP.W o nudnnnn and uounwnnﬂu - \A
Y - n~a--on. respectively., There are 1 tadle and 8 refereaces: 3 Soviet,
1 U3, and 2 Cerman,

SURXITTED:

June 4, 1359
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8/019/60/030/007/018/C20

1
m..Vdooc 3001/2067 82300
AUTHCRS: Simsdburg, ¥. d., Privesontaevs, ¥. ?,, Redicasvs, K. P.,
NPov, 3. 8., Kstaroe, S, P., Takubovieh, A. Y.
S
TITLE: 2eaction of Bilregea Cxides Tith Polyfiuorinated
LEPP—h Syathesis and Reductice of Polyfiucrinated
Sitromso Coapounds
FPe 2406 « U3

EXT: Ia coutisuaticn of the papers {Refs. 1-7) on the resciicne of
Ritrosyl Baliges with halogeasted olefins the authors studied the reac-
t10a of -MOu with polj fluorinated ethylenes wiere nitroso ‘oapounds

might have been expected as 12 the cane vith zon-fluorinsted unsaturated
soRjounds. ia \ne reacbive -e n~Uu 3o N4 gR323IT3 gtate LY tetvaflunrn
ethylene al rocm temperature s 11quid of deep-dlue color, 2-mitro-1,1 2242 !

tetrafluoro-titroso-sthene, 19 readily formed (Refu. 6,7). Bsaides title .
aais produst {yleld more thsa 600) & dinttro derivative of tetrufluore

PERICDICAL: Durnal obtakchey khiafl, 1960, Vol. 30, No. T v‘ w
3
|
3
3

card 1/3 o

eathylene azi s saall essxat of non-identified high~doilicg products is
Zorssd. 12 the mane way a chlorine-containing nitro-aitross coapound is .
forned from wuou and triflusro-chloro ethylene. The nitrceo coapcunds

synthesined Ty the authors and scze other scisatists {2020, 3,8,9), a»
well othes polyfinorinated nitroso cozpounds, are rather stable, ani K
Zorn Bo disers. In the infrared specirus the nitroso coszounds obdtained ¥
froa tetrafluoro ethylene sdow characteristic frequencies of the valence
widraticze ¢ the Yonde ¥ = O and € = K at 6.2 » and 12.25 » wiich
practically agres with the frequencies observad in anale-eia rampannds

by J. Xason {Ref. 10). The sase 81trosd casposnda are foraed in the re- .
aotion of ¥0 with tetrafluorc- or triflmoro~chlore ethyleae oa irradis-
44ca with sltraviclet Iight, The reduction of the nitro-aitroso c¢oa-
pounds with Bydriodic azid ia ether nediua yields the acid fluoride of
Bitro-difincro-acetohydrozasiz acid which vas separated as atherate
n-o~n-n~n=ov. The stracture of the nitrosnitross comjcusd ehich wap

obtatned from nuov and trifluaro~chlora ogrn.‘_-uc- =zt iz tde

Card 2/3

reagtion the silitica of nnou takes vunnr tn such & way that the nitrose

group {m linked with the carbon atoa whieh %aa a higher electron density.
There are 17 references: 4 3oviet and 4 Cerman,

SURMITIRD: June &, 19%9 \
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GINSBURG, V.A.; ZELENIN, G.Ye.; DUBOV, S.S.; MAKAROV, S.P.; YAKUBCVICH,
. 818, '

Synthesis of osters of t?ioazocnrboxylic acids,
30 no.B8:2689-2692 Ag 60.

Azo compounds

Zhur.ob.khim,

(MIRA 13:8)
(Acids)
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GINSBURG, V.A.; VASIL'YEVA, M.N.; DUBOV, 5.8.; YAKUBOVICH, A.Ya.

Reactions of phosphites with azo compounds, Zlmr. ob, khim, 30
no.9:2854-~2863 § '60. (MIRA 13:9)
(Phosphites) (Azo compognda)
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87526
s/o’.'9/60/030/012/012/027
S .33%00 B0OO1/3064
AUTHORS: Wand Volkova, Ye. V.
TITLE: gynthesis of Vinyl lMonomers. XI. Reaction of Vinyl Acetylene

Wwith Nickel Carbonyl: 1-vinyl cyclohexene—}—dicarboxylic
Acid-1,4 and Its Derivatives

PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No., 12,

pp. 3972-3978
TEXT: The authors found already previously that in the reaction of some )
alkyl acetylenes with nickel tetracarbonyl in alcohslic media, u-alkyl
acrylates form by the Markovnikov rule. Therefore, in the reaction of
vinyl acetylene with Ni(CO)'4 in alcoholic media the formation of a-vinyl

acrylates was to be expected: 4CH,= CH —C =CH + Hi(CO)4 + 2HC1
coolt

+ 4ROH —>4CH,= CH—C =CH, + Nicl2 + H2. The authors, however, found
that instead of the esters, their dimers form. Esters of dicarboxylic acid
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Synthesis of Vinyl Monomers. XI. Reaction of  5/079,/60/030/012/012/027
Vinyl Acetylene With Nickel Carbonyl: 1-vinyl BO0O1/3064
cyclohexene-3-dicarhoxylic Acid-1,4 and Its

Derivatives

c H10(COOH)2 were the resulting rcaction products. By determining the

parachors [Abstracter'a note: the coefficient P is meoant in the empirical

formula vgl-gﬁﬁ—él]vof the individual ester dimers and their dihydro-

and tetrahydro derivatives, the dimer was clearly identified as a cyclic
derivative, Since, however, the calculated values of this kind for
compounds with six- and four-membered cycles and their difference are
within the experimental error limit, the structure had to be chemically
confirmed. A number of chemical oxperiments showed that the ester dimers
obtained which are formed in the resction of vinyl acetylene with Ni(CO),,
are derivatives of vinyl cyclohexene dicarboxylic ac:d, and that this 4
reaction into alcohol media is accompanied by the formation of the esters
of 1-vinyl cyclohexene-3-dicarboxylic acid-1,4 (I). In a paper (Ref. 3)
published after this paper had been finished, the structure of «-(4-
-carbethoxy cyclohexene-j-yl)-acrylic acid is wrongly ascribed to the
final product of the above reaction. This error is proven by the identity
of vinyl cyclohexene dicarboxylic acid obtained by the authors with the
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87528

Synthesis of Vinyl Monozers. XI. Reaction of $/079/60/030/012/012/027
Vinyl Acetylene With Nickel Carbonyl: 1-vinyl B001/3064
cyclohexene-3-dicarboxylic Acid-1,4 and Its

Derivatives

acid obtained (Scheme 2) by saponifying the diene condensation product of
2-cyanobutadiene (Ref. 4). In the catalytic hydrogenation of the esters of
1-vinyl cyclohexene-3-dicarboxylic acid-1,4, 2 hydrogen atoms are added

to the latter in the first stage, and derivatives of 1-ethyl cyclohexene-
3-dicarboxylic acid-1,4 form. In the following, more difficult, hydro-
genation two further hydrogen atoms are added so that finally, derivatives
of 1-ethyl cyclohexane-1,4-dicarboxylic acid resuit. Esters, acid chlo-
rides, amides, and other derivatives described in the experimental part
were cbtained from the acids. There are 9 references: 4 Soviet, 3 US and

2 German,

SUBMITTED: January11, 1960
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87529

s/o7s/6o/030/o12/013/027
£ (3.0 BOO1,B064

AUTHORS: ginsburg, V. A. and Yakubovich. A. Lit-

TITLE: On the Problem of the Reaction Betwesn Aldehydes and
Trialkyl Phosphites

PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. 12,
PP. 3979-3987

TEXT: It was published in soviet papers (Refs. 1-£) that in the reaction
between aldehydes and trialkyl phosphites the aliphatic and aromatic
aldehydes form esters of a-alkoxyalkylphosphinic aoids (Ref. 1), whereas
o B-unsaturated aldehydes form addition products in the 1,4-position
(Refs-z, 3). The esters of phenylphosphinic acid r2act analogously

(Ref. 4): RCH=0 + (c2H50)3P~———a (02H50)2P(0)CH(R)30235 (1)

= - = - =
CH,=CH CH=0 + (02350)39-————>(czﬂso)ZP(o)CH2 CH-CBOC,Hg (), The struc-

ture of the compounds obtained was mainly determined by phosphorus
analysis end from the values of molar refraction except for the product
which is obtained by reacting trialkyl phosphite +ith acrolein and from

card 1/3
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87529
on the problem of the Reaction Between 5/079 60/030/012/013/027
Aldehydes and rrialkyl Phosphites B0O1/BOEA

which phosphone propionaldehyde is obtained by hydrolysis. The authors /
regard these data as jnsufficient. pProceeding from triethyl-, tripropyls 7\
tributylphosphite ted aliphatic and o
aromatic aldehy {f phosphorus compounds
(Table). The el i . onts of the products
obtained show that only the reac g with aromatic aldehydes

(except for salicylic aldehyde) correspond to the structure shown in

gcheme (1). The composition of the reaction product obtained from phos-

phite and acrolein corresponds to scheme (2). The conposition of the reac-
tion products of trialkyl phosphites with aliphatic aldehydes essentially

differs from those calculated according to soheme,(1). The chenmical,

hydrolytical, and spectroscopic gtudies of the products Ho. 2, 3y 4

showed that their hydrolysis products have the structure of schene (3)-
CH3CHZCHZCH[QCH(OR)CHZCHZCHB]PO(OR)Z

CHlCH CH CH%;H)P(OH) 42929;.291_03 cH,CH CH(OH)Po(ég? , CH,CH,CH,CHO+ROH
3vher e 2 3V 2 2 3vEprTRY

card 2/3

APPROVED FOR :
RELEASE: 09/01/2001 CIA-RDP86-00513R00196
2010015-6



"APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6

i i = 2o g T R ez ¥t e
Y FASHRSRTEAS S T Bt T R B R R 2 AP R M SR AR SIS B TN RN PULERSHTS R AR ?}.k.!

87529 .

On the Problem of the Reaction Between 5/079/60/030/012/013 /027
Aldehydes and Trialkyl Phosphites BOO1/E064

According to this formula two different alkoxy groups are bound to phos-
phorus and carbon. This was confirmed for products No. 2, 3, 4. Besides
the reaction products of trialkylphosphites with excess amounts of alde-
hydes (1 mole phosphite ; 2 moles aldehyde) also a certain amount of
higher-boiling products corresponding to formula (RO, )P+3R'CHO is formed.
Thus, only the aromatic aldehydes (benzaldehyde) fors the addition product
R!'CH(OR)PO(OR), in the reaction between trialkyl phosphites and aldehydes,
Acrolein adds %rialkyl phosphite in the 1,4-position. The aliphatic satu-
rated aldehydes form addition products of two or threz molecules of the
aldehyde: to one phosphite molecule. In the former case the structure
R'CH[OCH(OR)R']PO(OR)2 was proven. There are 1 table and 11 references:

9 Soviet and 2 German:

SUBMITTED July 31, 1959
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87530
5/079/60/030/012/014/027

52630 B001/B64
AUTHORS : Ginsburg, V. A. and W
TITLE: Addition of Trialkyl Phosphites to Acrylic Systems

PERIODICAL: 2hurnal obshchey khimii, 1960, Vol. 30, No. 12, pp.3987-3992

TEXT: 1In continuation of earlier papers (Refs.1-4) the authors found that
the most simple ketones, such as acetone, do not reasct with triethyl
phosphite under the conditions studied. A violent reaction, however, takes
place between triethyl phosphite and diphenyl ketone already in the cold.
This is not the case between triethyl phosphite and diethyl oxalate con-
taining two conjugate C=0 bonds even at temperatures up to 170 C. The
acrylates and methacrylates served as initial substences when studying the
reaction of the trialkyl phosphites with compounds sontaining the carbonyl t)(
group in a carboxyl group conjugated with the C=C bond. In these cases a
reaction was also possible in the conjugate C=C-C=0 system or in the

C=C double bond according to Refs.4 and 5. The reaczion of trialkyl
phosphites with esters of acrylic and metagrylic acid was inhibited al-
ready at temperatures between 140° and 160 C in the presence of hydro-
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87530
Addition of Trialkyl Phosphites to Acrylic s/o79/6o/o3o/o12/o14/027
Systems B001/3064

quinone which prevents the polymerization of the acrylates. On hydrolysis,
the main reaction products of triethyl and trivutyl phosphite with methyl-
acrylate (colorless, transparent oils) form the same tribasic organd-
phosphoric acid which 1is jdentical with the acid described in publica-
tions (Refs.6-8). The infrared gspectra of the esters synthesized indicate
the presence of a carbonyl group. The spectroscopic data, the elementary
analysis for c,H,P,0R (three alkoxy groupa), the mclecular weight, and
the comparison of the constants of the products oblained with published
data, clearly ghow that the compounds obtained are t¢riethyl and tributyl
esters of phosphone propionic acids (RO)ZP(O)CﬂchQCOOR'(Refs.9,7,12).

!

Priethyl ester of phosphone 1sobutyric acid (RO),P\0 CH.,CH(CH,)COOR is
2 2 3

formed in similar way by reacting triethyl phosphite with methyl-
methacrylate. In the reaction with acrylonitrile, the ester of the
nitrile of phosphone propionic acid (RO)QP(O)CHOCH?CN whose properties

correspond to those described in publications (Raf33,11) are formed. Thus
it was proved that the phosphites containing acrylic systems mainly react
with the C=C bond. It is assumed that the above reaction mechanism 18 8

card 2/3
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Addition of Trialkyl Phosphites to Acrylie 5/079/60/030/012/014/027
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free radical mechanism, In the reaction between triethyl phosphite, and
methyl acrylate also higher-boiling products are formed, They consist of
two even three acrylate molecules which are addeq te one phosphite
molecule, p-diethoxybenzene is formed at the same time., V, g, Abramov,

G. Kamay, and V. 4. Kukhtin are mentioned. Furthermcre, the authors thank
S. 8. Dubov for the study of the infrared spectra. There are 26 references;
15 Soviet, 7T U8, 3 British, and 1 Gernan,

SUBMITTED; July 31, 1959
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S/661 61/000/006,/022/081
%02

D205/D
AUTHORS : Motsarov, G. V., Englin, A. L. and Yakubovich, A. :
TITLE: Liquid-phase chlorination of aliphatic and fatty-aroma-

tic silanes in the presence o’ azo-bis—iso-butylnitrile

SOURCE: Khimiya i prakticheskoye primeneniye kremneorganiches-
kikh soyedineniy; trudy konferentsii, no. 6, Doklady,
diskussii resheniye. II Vses. Konfer. po khimii 1 prakt.,
prim. krenmneorg. soyed., Len. 1958. Leningrad. Izd-vo
AN SSSR, 1961, 110-112

TEXT: Recently, dimethyl dichlorosilane was chlorinated in the
presence of azo-bis-iso-butylnitrile Yielding 90% of (CH3).(CCI3)
81012 and (0013).(CH012)81012. These are of interest as starting

monomers for preparing special silicon rubbers. For preparation of
the hexachloro-derivative other conditions are necessary. The syn-
thesis of (06H5).(0013).Si012 was achieved by the chlorination of

Card 1/2

\

APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6"



"APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6
g ot s o e s e

i— R ET:

ot

' 5/661,/61/000/006/022/081
‘Liguid-phase chlorination ... D205/D0302

(06H5)(CH3)81012. Ye. P. Mikheyev (Moscow), S. A. Golubtsov (los-

cow), V. F. Mironov (IOKh, AN SSSR, Moscow) and V. 5. Chugunov
(IXhS AN SSSR, Leningrad) took part in the discussion concerned
with comparison of thu two methods of chlorination of dimethyl
dichlorosilane, the one using azo-bis-iso-butyinitrile au the in-
itiatior and the other employing light. Ye. P. Mikheyev considered
‘1light initiation to be usually more effective. G. V. Motsarev dis-

agreed.

<
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RODKIN, S.A.;
UBOV. S.8.: GINSBURG, V.A.; KADINA, M,A.; RODIONOVA, N.P.; , Suhu;
DU MAKAROV, S.P.; PILATOV, A.S.; YAKUBOVICH, 4.,

TAKUBOVICH, 4.18.

Appearance of the azo ‘group in vibration and electron spectra.

Zhur VKHO 6 10.53596~597 '61. (MIRA 14:10)
(Azo co.pounda-fﬂpeetra)
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YAKUBOVICH, A.Ya.; SOLOVOVA, O.P.; DUBOV, 5.5.; CHELOBOV, F.N.; STEFANGV-
SKAYA, N.N.; GINSBURG, V. A.

Structure and polymerization of compoundg containing a trifluoro-

vinyl group.

Zhur. VKhO 6 no.6:709-711 '€, (MIRA 14:12)

(Vinyl compound polymers
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YAKUBOVICH, A.Ya.; STEFANOVSKAYA, N.N.; WIKHAYLOVSKIY, L.P.; FAYERMaN, S.L.;
——"GOLOVOVA, O.P.; ROZENSHTEYN, S.M.; GILNSBURG, V.A.

Structure and polymerization of compounds containing & trifluoro-
vinyl group. Zhur. VKO 6 no.6:712-713 '61, (MIRA 14:12)
: (Vinyl compound polymers)
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YAKUBOVICHg AnYi._L ZALFDSSKHQ V.Tu. 170 :',_,{
' { the Tu
ectrescepic analysis with the use ¢ X
:"asgtigncsmrce and differential filters. Zav.lab. 2%
ne.6:713-720 °61.

(X-ray spectrescepy)
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.YAKUBOWIOH, A.Ya.; GINSBURG, V.A.; MAKAROV, S.P.
Y

n of fluorine' derivatives of phosphorus, Zbur,ob.khim.

freparatio 161, (MIRA 14:5)

31 1Do,5:1517-1518 My

(Phosphinic acid) (Fluorine compounc's)

R Tt 2 S Py = 2%

e 2 ¥
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_ | 5/079/61/031/006/005/005
S 3bev S D223/D305

AUTHORS;‘ Yakubdvich _A.Ya., and Rozenshteyn,S.H.

TITLE: Synthesis. and_ properties of trlfluoroacrylic acid
PERIODICAL‘ Zhurnal obshchey khimii, v.31,no.6, 1961 1995-2000

TEXT. The present work describes the’ synthesis of trifluoro-
acrylic esters by dehalogination of o. ~chloro-{~bromo trifluoro-
propionate. The initial d’-chloro-~—bromotriflucropropionic acid
was obtained by potassium permanganate oxidation of 2-chloro-l-

~ bromine-1, 1, 2- trifluo ropentane - % freshly synthetized form perf-
; luorovinyl-chloride, propylene and bromine (Ref -5: P.Tarrant, E.G.
Gillman, J.Am. em Soc., 76, 5423, 1954).

Ko,
cr.mcmxc:q:cucns c“"ggou CF,BrCF CICOON

Y

«u-«-»r».xr

By ‘direct esterliication of chlorobromotrifluoroproplonic acid or ’J< -
its chloroanhydride the authors obtalned methyl, thiomethyl, ethyl

'VE'Cardrl/G' : {
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.Synthesis and propefties of trifluoroacrylic acid
1‘ester3 of this acid. Difficulties were encountered

and pheny .
during dqhalogenation with zinc of alkyl-ag-chloro-ﬁA-bromo-trifhx-{
oropropionate. It appears that when this reaction is carried out

in absolute esters, not conteining alcohol, the halogens removal of
60-70%, yields a8 s main product alkyl-'.—ethyl-% -etoxy-trifluoro-
propionate together with smaller quantities of alkyl trifluoroacryl-
ate (10% of propionate). The formation of alkyl ethyl etoxy-propi-
onate was.due to the reaction of residual ester with intermediately
formed alkyl trifluoroacrilate. The perfluoro acrylic system shows
an unusual tendency to nucleophillic additions which is shown in
the case of reactions with alcohols and phenols which join to per-
fhxxoacrylinitrite under ordinary conditions and in the absence of
alkalic catalystis. (Ref 6: I.L. Xnunyants, B.DL. Jyatkin, Izv. AN
SSSR, OKhN, 1958, 648; Amer. pat 24430243 Ch.A. 42, 1786, 1948). ‘
this property of alkyltrifluoroacrylates, as shown experimentally,
‘rules out dehalogznation with zinc, as for instance methylchloro -
bromotrifluoro—propionate in methanol yields trifluoroacrylate

: Gard’2/6
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Synthesis and pr&pertiQS'of 4rifluoroacrylic acid

methoxy-trifluoropropionate. The bonding of elements of alcohol
(alcoxyl and nydrogen) into the structure and forming alcoxytri-~
fluoropropionate is governed DY the nucleophyllic nature of this
reaction, proceeding to d—hydropropiohate.

which reacts with methanol and the pfoduct'obtained in ¢ -hydro-t - -

. FF,BrCFClCOOR ER0}ig in mﬂ {CF g=CFCOOﬂ]—-——--—~
h ———+ R'OCF,CFHCOOR :

Since alkyltirifl groacrylate does not react with simple esters
even on boiling then it is obvious that formation of -eth _
etoxypropionatew uring the dehalogenation reaction is due to the
formation of zind “chtoride and vromide. These certainly form com-
plexes with estexs, and -C-0 bond of these complexes is more pola-
rized than in frde ester which does increase ite nucleophillitye.
High activity ofifluorinated acrylates towards rucleophyllic add~ .

+ Card 3/6
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Synthesis'and properties.of trifluoroacrylic acid

itions, the polarization of C-0 bond of the ester complex are fur-

. “ther confirmed by the decrease of activation engrgy of ester ad-

_dition, a reaction which proceeds well at 30-35C. The nucleophyl-
1ic nature of the reaction by which etoxyl and ethyl radicals are
added, is also responsible for formation of&;-etoxytrifluaropropio-

nate. ,
#,CH,C : fo o OO -
G s, - LSO g £, 0CF,CF(CHIC00R
CH o1 R )
e Al ] £ F

This new reaction of additions of simple esters %0 fluorinated eth-
ylene compounds in the presence of -zinc halijdes deserves further
study. The correctness of the above stated mechanism of reaction’
and the role of complex formation of zinc halides and esters is
proved by experimental work. The moistening of ester used in the
dehalogenation reaction of chlorobromo—trifluoropropionate decreases
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’Synthesis and . properties of trifiuoroacrylic acid

the complex formations due %o higher water solution tendencies of
zinc halides and hence inéreasec»the yield of alkyltrifluoroacryla—
tes. 1In this way the formation of trifluoroacrylate;from methyl-
chloro—bromotrifluoro—propionate becomes vhe main reaction (yieid
40%) and ethylatoxy-triflouro—propionate - a sid: reaction.
. CF screIcd  +2n S0, cr —_CFCOOR 4 ZnX; - 110

: ' B Non XA nre

The ability of téifluofoacrylate to polymerize with other vinyl

monomers ig given. In conclusion the-authors‘state: 1) By the
zine dehalogenation of «achloro-?-bromotrﬁﬂuoropropionic esters :
.L//

- methyl-, ethyl-, ‘phenyl-, and mefhylthiotrifludroacrylates were

prepared and {nvestigated; 2) It was established that action of
zinc on alkylchlorobromotrifluoropropionate in the ester medium in ;Y\
addition %o tne formation of trifluorocacrylate, produces double PN
bondiny of ester with the final formation of elkyl- < -ethyl-F¢

ethoxytrifluorop#opionate; 3) During dehalogénation of methylchloj

card 5/6
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Synthesis and propefties of trifluoroacrylic acid

robromotrifluoropropionate in methanol, { -methoxy -+ ~hydrotrifluo-
ropropionate is formed as a result of reaction be<ween alcohol and
intermediately formed methyltrifluoroacrylatej 4)~ -chloro- ¢ -bro-
motrifluoropropionic acid and series of its produot were syntheti-
zed and investigated. There are 6 references, 2 Soviet-bloc and 4
non-Soviet-bloc. The references to the English-language publicatims
read as follows: A.L. Henne, Ch. J. Fox, J.Am. Chem.Soc. 76, 479,
1954; J.D. Lazerte, D.A., Rausch, R.J. Kashar, J.D. Park, V.H. Pear-
lson, J.R, Lacher, J.Am.Chem, Soc., 78, 5639, 1956; P. Tarrant,
E.G. Glllman, J.Am.Chem. Soc. 76, 5423, 1954.

- SUBMITTED: -June 3,01960
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YAKUBOVICH, A.Ya.; BELYAYEVA, I.N.

L——

"Methylolhalemalonates, Zhur,ob,khim, 31 no.7:2119-2122 J1 ‘41,
(MIRA 14:7)

(Malonic acid)
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YAKUBOVICH . GINSEURG, V.A.; MAKAROV, S.P.; SHPANSKIY, V.A.;
PRIVEZENTSEVA, H.Fe3 MARTYNOVA, L.L.; KIR'YAN, 3.V.; LEMKE, A.L.

Oxidation, reduction, and disproportionation of polyfluonitrosoal-
“kanes. Dokl. AN SSSR 140 no.6:1352-1355 0O 61, (MIRA 14:11)

1. Predstavleno akademikami 1.L.Knunyantsem 1 ¥.I.Kabachnikom.
(Paraffins) (Nitroso compounds) (Oxidation-reduction reaction)
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MAKAROV, S.P.;__YAKUBOVICHL—I‘\_,_Y,&-.: GINSBURG, V.A.; FILATOV, A.S.; ENGLIN,
Mo P NTSEVA, N.F«; PRIVEZENTSEVA, N.F.; NIKIFOROVA, T.Ya.

Reactions of polyfuorinated nitrosoalkanes with amines. Dokl.
(MIRA 14:11)

AN SSSR 141 no.2:357-360 N 61,

emikami I.L.Knunyantsem 1 M.I.Kabachnikom.

1. Predstavleno akad
(Nitroso compounds) (Anines)

HEESWW

APR 7= R St . AL S l
OVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6"



"APPROVED FOR RELEASE: 09/01/2001 CIA-RDP86-00513R001962010015-6

v.P.
YAKUBOVICH, A.Ya.; ZAYTSEVA, Ye.L.; BRAZ, G.I1.; BAZOV,
- &triaryh%,},s-triazines
, .

' Synthesis of 2,4,
from imncesters.

6-trialkyl- and 2,4,

Zhur JVKHO 7 n0.23:229-230 ! (MIRA 15:4)

jnstitut im. L.Ya.Karpova,

1. Fiziko-khimicheskiy (Triazine) (Eoters)
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© AUTHORS: Zaytseva, Ye.L., Braz, G.1., M_,_ pazov, V.P.,
petrova, L.G., Gitina, R.M.

TITLE: synthesis of mixed 2,0 ,6-trlnlky1-1,},S-triaz!.nes and polymar
triazine compounds from i{minoesters

PERIODICAL: Znurnal vse Soyuznogo khimicheskogo ébshchestva imeni D.I.
Mendeleyeva, V. 7, no. 2, 1962, 232 - 233

TEXT: In contipuation of earlier experiments in which symmetric 2,h,6-
_trialkyl- and 2,4,6-tr1mvy1-subst1tuted 1,3,5‘—trinzine8 viere px'epavcd by cyell-
zation of iminoesters in the presence of catalytic quantitics of their salts,
2,4,6-substituted triazines mixed in an analogous way were orepared DY combined
cyclization with esters of different iminoacids in the pres:nt jnvestigation.

when the paper published earlier was already in press, it was observed, that

#. Schaefer, and G. Peters reported on the same subject (Ref. 2: J. Ora. Chem.,

2%, 2778 (1961)]. If a mixture of ethyl esters of imino acid and imino butyric

acid are cyclisized in the presence of 6 mole® of the chlorohydrate of iminoesters

a mixture of four substituted triazines 1is obtained, namely a) R = R' = CH3 )(

Card 1/2
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Synthoain of mixed ... A057/f\126

(wnere R = positions I and 6, ond R' = position 2 in the symmatric triazine). b)

. R = CHz, R' = n-Cziy, ¢) R = n-C3t7, R' = CHs, R = R = n-2atl7. The composi-

tion of the mixturs depends upon the proport?on of the initial {minoesters. By

distillation over metallic sodium the pure esters b) and ¢) could be separated
and their characteristics determined. 2,4,6-1’.1'15-(6‘-carboe’t.oxybuty'l) _triazine
vas synthesized by cyclization of the diethyl ester of mono-i.minoadipic acid and
specif.‘ied. A structurized polymer was prepared by cyclization of the djethylester
of bis-iminoadipic acid. The polymer is a yellow, crumbling substance, not solub
in common organic solventis, put swalling in benzene. The saTe polymer can be ob-
tained from dibenzylester of bis-iminoadipic acid. According Lo the {nfrared
spectrum the polymer contalns triazine rings, and apparently C = NH groups. A
triazine polymer, can pe obtained also by combined cyclization of diethyl ester of

* pis-imino adipic acld and ethyl ester of imino acetlc acid, There are 1 table

and D references. , 7 \X

ASSOCIATION: Fiziko_khimicheskiy institut im. L.Ya, Karpovd (Physico-chemical
. Ipstitute imeni L.Ya. Karpov) ‘

GuEMITIED:  Decemoer 22 1961
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YAKUBOVICH, A.Ya,; ZAYTSEVA, Ye,L.; BRAZ, G.I.; BAZOV, V.P,

Syntheses im 1,3,5-triazine series, Part 1: Freperation
of 2,4,6-trialkyl (aryl)-l,3,5-triazines from iminoesters.
Zhur,ob,khim, 32 no,10:3409-3417 O '62,. (MIRA 15:11)

1, Fiziko-khimicheskiy institut imeni L.Ya. Kerpova.
- (Triazine) (Esters)
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)] R213]
‘UTHORS: Ginaburg, Ve Aoy Yak“hg_y_i_oh,;_.An.“Yacp Filatov; As 8.

Shpanakiy, V. A ,’V’f;sova, Yo. Ssy Zelenin, Ge Ye.

TITLE: Production, pyrolysis, and photolysis of polyfluorinatod 820
qompounda of the aliphatioc series

PERIODICAL:  Akademiya nauk S8SR. Doklady, v. 142, no. 1, 1962, 88-91

TEXT: Further methods of synthesizing polyfluore azoalkanes (PFAA) end
their derivatives were elaborated. It was found that PFAA were formed:
(a) when reducing azoxy compounds by PCly vapor in the vapor phase and
PCl
)
°c: - -
in ¥, atmosphere at 100-150°C: RN N(0)R, —> RN NR, + POCly) X

(v) when oxidizing hydrazo compounds containing R NH groups: (Bf-CPB,

CPyH, and others); these compounds are synthesized by reducing azoxy
compounds. AmONg others, the following were used as oxidizers of hydrazo
derivatives: 012, Brz, nitrio oxides, ohromate mixtures, potassium

permanganate in acetic acidj (c) when fluorinating linear uT oyoclic
Card 1/5
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Production, pyroljaia, and «.. B103

azines by CoFsz in a carbon fluoride medium at 90»120°C, or by elementary
F (diluted with Kp) at -10°C; (4) when fluorinating nitriles of
polyfluoro carboxylic acids and HCN in the vapor phase on CoPz at
100-150°C. Some PFAA derivatives wers gynthesized: (e) by cglorinating
in. the vapor phase in ultraviolet 1light (uv) at 300°C, or by fluorinating
hydrogenous azo compounds on CoFy at 50-80°C:

Cla : CoF3
Bf 3 —;;9 BfN-NCH012, or R£N-NCH3'———-7- RfN-NCHFz, and others;
(f) by the usual conversion of functional groups. The initial azo
compounds used in reactions (e) and (f) were obtained ty condensation of
polyfluorinated nitroso alkanes with the corresponding amines. The v)(
constants of the substances obtained are tabulated. PPAA are yellow
liquids or gases which explode when heated, but are much more stable than
their non fluorine-containing analogs. Pyrolysis: It was found that
hexafluoro azo methane was glowly pyrolyzed in a ocoppex tube at 400°C:
C?fbKCFB-——?RZ + CF3 - crj. Similarly polyfluorinated homologs of

hexafluoro azo methane algo decompose. This decomposition can be used as
a method of synthesizing PFAA. At 600-700°C, tetrafluoro methane, tetra-

Card 2/5
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fiuoro ethylene, and lamp black are formed among others. This suggestis
the thermal decomposition of intermediate forming trifluoro methyl
radioals. The low temperature coefficient, E.ot u A5 kcal/mole, proves

the chain radical nature of the decompoeing reaction in a high concentra-
tion of azo compounds. The free radical nature of the PFAA decomposition
was also proved in their photolysis in UV: hexafluoro azo methane
decomposes to form perfluoro tetramethyl, perfluoro hetamethyl hydrazine,
and perfluoro hexamethyl tetrazine. Polyfluorin;tod hexaalkyl tetrazines
are stable and do not decompose below 350-4000: U/r/
(cr,)21!-11((:1!'3)11(c1»3)-nl(clra)2 —> (313)211-11(05'5)2 + crbn-ucrj. When
photolyzing trifluoroc and pentafluoro azo methane, sutstituted hydrazines
and tetrazines were {solated.. Due to a mass-spectrometrio investigation
oarried out by 8. S. pubov and A. M. Khokhlova, and due to chemical
conversions, it was proved tnat the active free radioal in unymmetrical
azo compounds of the CFBN-NB type vas predominantly ascumulated on the i

atom of the azo group next to the less eleotrophilioc group. The free
radiocal nature of the above PFAA conversions 1is proved by their reaction

Card 3/5 .
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in UV in the presence of acceptors of free radicals. Thus, hexafluoro
aso methane, in the presence of chlorine, changes intc trifluoro chloro
methane, when photolyzed, and into trifluoro nitroso pethane in the
presence of nitrioc oxide or methyl nitrite. The aliphatio-aromatic azo
compounds of the nfn-ncsns type are resistant to high temperatures and ov..

Thus, PFAA show & general tendency toward homolytio d<asociation into
free polyfluorinated radicals and into an N, molecule. Thus, E; is

produced in the case of an elentronic impact. Pyrolytiec decomposition of
hexafluoro azoxy methane at 250-3oo°c, however, takes a different courue:\/¥/ ‘

CPNeN CPy > CP,N: CF,NO - CF,N0, + CF, = CF,
CFNaNCF;

There are 2 tables and 5 references: 1 goviet and 4 non-Soviet. The
three references to English-language publications rezd as follows:

Ref. 3: D. Clark, H. O. pritshard, J. Chem. Boc.y 1% 6, 2136; Ref. 4:

J. R. Dacey, D. M. Young, J. Chem. PhyB., 23, 1302 ?1955); Ref. 5: J. O.
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Pritshard, H. O Pritshard, A. F. T?rotman~Dickenson, Chem. and Ind., 1999,
y . ]
564; Trans., Farad. 800., 52, No. 6 (1956) -

PRESENTED: June 1, 1961, by Academician I. Le Knunyaats and M. I.
Kabachnik

SUBMITTED: June 1, 1961
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AUTHORS : Ginsburg, V. Aoy Iaknhgxlgh,_élea., Filatov, A. S« Zelenin,

G. Ye., Makarov, 5. Pey Shpanskiy, V. Ay Kctel'nikove, G,
Py Sergiyenko, L. F., and Martynova, L. L.

TITLE: ' Hetorolytio tranefqrmationa of polyfluorinaﬁod azpalkahee N

TEXT: A number of heterolytic transformations of polyfluorinated azo-
alkanes” was discovered for the firat time. The said azoalkanes, while

being highly reglstant %o oxidizing agents, eanily react with reducers ;
(HI, H,5, H,P) in polar medin (ether, methanol) at low temperatvres, P/V( i

PERIODICAL: VAkademiya nauk SSSR. Doklady, V. 142, no. 2, 1962, 354-3517 . ;
’ |

1
whereby the’azo group is converted into the hydrazo group. Hexafluoro . %
hydrazomethane presents acid properties snd is relatively stable in the ]
golvate form in ether or acetone. The etherate reacts with ketene, and !
the normal diacyl derivative is formed as a resulb. Hydrogen fluoride :
is readily separated from hexafluoro hydrazome thane undar the action of

bases:
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Heterolytic tranoformations of ... B106/B101

2~ (CsHNHh C=N—N=C (N HCeHs)s

CF,NH NHCF.\
CasH “?“"@i c “’FN =C (SCetlsh

GH\N H- '

|
{
3
E
i
'
‘.
|
1

Hexafluoro»hydrazomethnne reacts with aluminum chloride to form the dimer
of tetrafluoro formazine, and, if oxidized in anhydrous nedia
(KMnO4 ¥ CH3COOH), it passes over to the intensively yellow cic-form of

hexafluorazo methane, which rendily takes the almost colorless trans-form
under the action of light, alkali lyes, OT metals., In the reduction of b/x/

azoalkanes which contain the groups CF201 or RfCFz, the corresponding

ounds cannot be jsolated, due to gydrolysis5 The compound
C/1 om Hg), and passes over

Under the action of

hydrazo comp

,CF,NHNHC H can be digtilled in vacuo (b.p.56
der the action of hydrogen iodide.
of polyfluorazo alkanes is able to add one

£ asymmetric azoalkanes, 18 added to the !
e electronegative gubstituent. These .

8 hydrofluoric acid, whereby

dine derivatives. Poly-

to indazole un
strong acids, the azo group
proton which, in the case ©

nitrogen atom ad joining the moT
reactions take place most readily in anhydrou

polyfluorazo'alkanes arc dimerized into benzi

Ccard 2 -
ar Zﬁg

APPROVED FOR RELEASE: 09/01/200

CIA-RDP86-00513R001962010015-6"



. APPROVED FOR RELEASE: 09/01/2001

CIA-RDP86-00513R001962010015-6

BRIl hAR——

L S s/ozo/62/142/m2/ozo/oz9 R
Heterolytio tranaformationa of.se B106/B101 RO

fluoriuated nzo oompounda are particularly aenoitive to nualeophilic
reagents. phe resction rate with amines growse with the emine basicity, R

and the. reactivity in, a0’ oompounda of the typc CFau-tm drops in the o~ ROL R
aoquenoe R-OF}> CF H >CH}.' yith secondary amines, mercaptans, and : .
aulfinio acids, 'ahe az0 oumpounda react 88 folloma. . _ e

e et -

+ HNR
— [CF.NHN (cp.) NR.]——-—» (R.N).c = N - N (cp.) NR.'
[

- H8R A
/ lCF.NHN (CI’.) BR] = —-—-' CP)NHNHCFI + RSSR 3

|essoH | ST CAY
R R et (CF NHN (CF.) SO.CqH.I - CF.-s NN (CF.) SO;QH. Do sy

e AP S "

©. . These converaionn probably begin with the formation of transition ST . t
o complex of the' type of a n-complex, e. B¢y CFsl!;NCFa This asaumption R
o | | HNR,,

L is baoked ‘oy the fuot that the trunaition domple'x, in. the reaction of
-hexafluorazo methane with trialkyl phoephites, _onn be isolated under mild
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4uffoonditiona (cooling with dry ice) On heating, the adduct deoomposea R
" “-to nitrogen, tetrafluoro ethylene,’ ‘diethyl ether, ethyl fluoride, diethyl PRSI
S fluoro phoaphite, and diethyl ethane phosphinate. In analcgy to BN
"'vazodioarboxylic acid esters, hexafluorazo methane with dier.es readily
cields the Diele-Alder addition, reacts with azinea aooordjng {0 -the sohme:

FRURSEEPETEL S

\W::NN::CC . cpu.—_‘Nc; r(CH')‘ NCFs 5., Cohe s s
( H’h"' 1 l ‘ -—C(CH,).—"EQ‘I N i , ;. 3 ‘)/ < g

aoeie -

4

: and with diazomethane as follows' SRR F S ;
N g s i - . . M

Hexafluorazo ‘methane reacta smoothly £ivh organo—magneaium compounds at
o "t.emperatures and forms the hither- : unknown aoid fluo ides of.. :
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‘pdlyfluoz‘o alkyl (aryl)-hydrazine oarboxylio aoida CF N(R)VHCOF, from
.ﬂ,whioh a number -of further darivativea wan obtained R B

1CF0N(R)NHC0NH, ‘ e

*C&N(R)NHOONHCJh LT ey
*CFJHR)NHaxCH.,; G e L
»(‘ . i S, RNHNH’_‘.zco’:I:éHF ¢ ., ..' :' '» e Y; :'.\ - 7:. . :: s ‘__‘.—
There are 1 tablq and 5 referencon' 2 Soviet and 1 non Bovlet.» o ‘/
:June 1: 1961v by . I.- L. Knunyants, Academician, and M. I. T e ;
o 'ﬂabaChnik, Academician AR e ;

sunmrwmmn .June oL 1961 f,v g:_'“f ".',.;- ;;;"’ '

Téble 1.: Gompounds synthesized fpr the first time. L e o
‘Legend: (a) cogpound; (b) boiling p01nt- (c) meltlng point; (d) does not"
melt below 500 c. . D :

Card 5/,’()

'l,(.’ ‘.-.. ‘ N . e . e
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