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kulyarnays litiyevaya svyaz' )

PERIODICAL: lzvestiys Akademii nauk 88SR. Seriys fizicheskaya, 1958,
Yol 22, Mr 9, pp 1110 - 1113 (ussn‘

ABSTRACT: In this puporﬁn report is given on the discovery and

the 1n}utigation of the intermolecular 11thius binding
-d ¢ . -4 of -£

‘c-Li ess o L1 4o and -0 P % ST O'fl s which were
based upon the study of the {nfrared spectra of compounds of
the type R - Li an fR - 0 - Li. The interaolecular

1ithium binding -i. eee O - nust be granted special
importance because 1t can be formed without cooperation
of the acceptor-donor interaction. The required compounds
were synthetized and purified according to the aethod
card 1/4 developed by Kocheshkov et al. (Refs 9,10). The spectra
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Infrared Absorption Spectra of Organolithiun Compounds. 507/4‘6-22-9-27/40

Intermolecular Lithiun Binding

were recorded of vapors, solutions and powder in vaseline
oil (FPigs 142) A comparison of the spectra ond the
analysis of the nature of the oscillation of the molecules
ermit to determine the frequencies of the valence
osoillations of free and of C-Li groups taking part in
the formation of the 1ithius binding (Table ZS. The

P £ +§
intermolecular 11thium binding =C o« 11 - ia stabdle

A ‘
(-—3‘; . 12 - 19%) notwithatanding the fact that it 1s
produced without cooperation of the aceo?}or—don?r inter-

action. Even more stadle 1thhe bi?ing 11 ... O =. As

was mentioned before, the ~Li ... C- binding is forped
without the cooperation of the acceptor-donor interaction.
in this connection the problem of the nature of this bond
arisess It io known that the electrostatic interaction
{s unabtle to explain completely the foraation and the
properties of such molecular conpounds. The explanation
card 2/4 of this phenomenon can probably be sought in the particular
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Infrared Absorption Spectra of Organolithiun Compounds. 80V/48-22-9-27/40
Internolecular Lithium Binding

nature of the lithium atoms, It is possidble that in the

case under review the nature of the 1ithiua bond can
principally be explained by the immediate interaction

of the electron frea the lithiua atoa, which is in a

p-state together with the “free part of the electron density"
of the carbon atom and partly also by the dipole inter-
action. There are 2 figures, 2 tables, and 14 references,

11 of which are Soviet.

ASSOCIATION: Piziko-khimiocheskiy institut im.L.Ya.Karpova (Institute
of Physiocal Cheaistry imeni L.Ya.Karpov)
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5(2,3)
_ AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:

Card 1/%

Rodionov, A. N., Shigorin, D. Hey 80¥/20-123-1-30/56
Talalayeva, T. Y.y Xocheshkov, K. A., Corresponding Menbder,
Academy of Sciences,

Infru'ed. gpectra of Yrganolithium Compounds (Infrakrasnyye
spektry litiyorganicheskikn soyedineniy) Interzolecular
Lithium Bond (Meshmolekulysrnaya litiyevays svyas')

Doklady Akademii nauk 855R, 1958, Vol 123, &r 1,
pp 113 = 116 (USSR)

The investigated absorption spactra were taken from the
mentioned compounds of tyje Alk-Li and Ar-lLi. In particuler,
methyl-, ethyl-, butyle, dodecyl~-, phenyl-, p-and o-

tolyl as well as a=naphthyl 1ithiua were ptudied. They

were prepared and i{solated according to a asethod pre-
viously degsoribed (Refs 1,2). In the spectrus of nmethyl
1ithium (Pig 1), 6 =main frequencies are recorded,
corresponding with the oscillation theory of this kind

of molecules. The bdand with the fregquercy 1052 ca”?

1s assigned to the vnlence oscillation of the group
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Infrared Spectra of Organolithiua Compousds. Inter- 80Y/20-123-1-30/56 -
nolecular Lithium Bond '

card 24

£ of

C « Li. The accuracy of this assignaent is in accordance
with the apectral analysis of ethyl., butyl-, and
dodeoyl 1ithium, Thus, the frequency of the valence
oscillation, being /1050 cm~!, fe specific for the
respective series of compounds. Purther proof of this
fact 1s presented. The variation of the mentioned fre-
quency of the C-Li group on the transition from the
vaporous state to the solid and to solutions is
apparently related to the fact that the C.Li groups in
orystals and gsolutions take part in sone intersolecular
reactions. This in particulsr is shifting the C-Li-bard
in the direction of the lorg -aves. Thus, the spectra
show definitely that the mclecules of the organolithiuz
compounds in oryetals and rolutions are associated under
complex foraation ( in conformity w th the references
3~8f. If in the orystals the existence of chains is

poasible, in solutions with non-polar solvents the for-ation
of associates under reduction of the eatire dipole
interaction is more favoratle. This oan be attaired by
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© Infrared Spectra of Organolithiun Comjourds. Inter- S0V/20-123-1-30/%
molecular Lithium Bond

the formation of various cycles as well as by variation
of character and length of the chain. It 4in possidle
that different types of associatea are exiating in the
solutions which are passing 4into one arother on
dilution, heating and under the influsrce of light
in an atmoaphere of nitrogen(in accordence with the
results of oryoscopy ,Boferences 4, 6-8). In the solutions
of ethyl 1ithium in hexane, cyclohexane, and cyzlohexene
the portion of those molecules which do not take part
in the association {3 larger than the portion of molecules
associated . The type of ansociation in the mertioned
golvernts ig different from that in arosatic hydrocarbdons.
The spectra are given in figure 3. Bxtent and character
of association of the molecules R-Li Lave to depend
in the resjective solutions_.to a conaiderable extent upon
the length of the cardon chain. With a prolongation of
the chain the probability of the fornation of cyclis
associntea might decrease, whereas the poscibdility

card 3/% of a fornation of the linear complexes must increase.
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Infrared Spectra of Organolithius poupoundl. Inter- S0V/20-123-1-30/56
molecular Lithium Bond

An excoption is methyl 1lithium. Apparently, the
variation of the character and de;gree of asaociation

of the BR<Li polecules greatly affects the dipole

moment, accofding to the nature of the conmpeund,

the concentration and the temperature. It can be assumed
that the dipole moment of ethyl lithium is approaching the

dipole moment of a free molecule in dilute hexane
solutiona (as confirned By com=on studies with V.M.
Vasil'yeva), The authors have found that benzene does
not particijate directly in the associntion of ethyl

lithium, Acoosrding to the results the authora concluded

that assacintions of organolithiun compounds by an

internolecuiar 1ithiun linkage are existing. Pinally,

cases of such interactions are diccusced. There are

3 figures and 10 referencesz, 3 of which are Soviet.

SUBMITTEDy  July 5, 1950

Card 4/4
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5(2), 5(4) 30v/20-123-2-24/50
AUTHOES: Panov, Ye. K., Locheshkov, K. A., Corresponding NMember, AS USSR
s ROGRe
TITLE: the Resotion of Direot Lead Introduction (Resktsiys
plyunbirovnntyn)

PERIODICAL: ?oklldy Akadenii nauk 3S3R, 19%8, Vol 123, ¥r 2, pp 299-297
gssk)

ABSTRACT: Althoug the resction of the direct {atroduetion of metsl atoss
{rito an organis solecule (for Bg Ref 1, for Au Bef 2, and for
71 Ref 3) had beén known already for a long tise the "leading®,
{.¢. the direst lead iatrodudtion has hitherto not bgen de-
sorided. THe duthors investigated the lesding as aa intersetion
Between salts of erganic scide of the 4-valent lead and ihio-
phens. The use of lead tetra-isedbutyrate (Ref 5) seemed to be
sspécislly well suited for this purpode due to several favor-
ablé properties. The leading was observed under the following
oiroukstances: After s smooth dissolution of the lead tetra-
isobutyrate in an excess of thiophene s sasple taken after
several days! standing at roos tesperature did not shov a re-
action typleal of the presence of 4-valent lead in the hydro-
1ysis. This shows that the lead tetra-isodbutyrate is gradually

Card /3
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The Reaction of Direct Lead Introduction S0Y/20-123.2-24/50

removed. The di.uw-thienyl-lesd<diisobutyrate can be isolated
and identified under the conditions aeationed in the experi-
mental part. It 1s a white crystélline sudstance. The probdable
rdadtions df 1ts foraation are glven: first an unstabdle thienyl-
18dd-trilsobutlyrate is formed by a direct reaction of “leading”
(T) whioh further on dispropsrtienates (11). The analyeis, the
detetsiination of the numder of acid groups, and the transforsa-
‘tion “intd the di-o-thienyl-léad-bismono-chlioro scetate prove
thd¥ progoded formtla of the ccapound (I1). The place of en-
trancd "™ which {s oharscteristis of thiophene in its metal-
T1%8410n by salts of other metals is also proved in the case of
1ead. Herd ‘the process is sloved down consideradbly as compared
%o .the fapld merdurisation and thalliation. In the first foot-
AEtd od. pagt ‘295 the authors point out that R. Criegee ot al.
(Wat 6) had overlooked the discevery and publioation of the
method ot syntissising the urbx, olass by the authors (Rer 7).

There are Y references, $ of which are Soviet.

ASSOCIATION: Pisiko-khimicheskiy institut is. L. Ya. Karpova (Paysical ansd
Card 2/3 Chemical Institute imeni L. Ya. Karpov)
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AUTHORS: Abranova, L. V., Sh.'t_rdlr;a, ", 1., 301/20“25“'29/53
Kocheshko¥, K. Aes Corrasponding Mezber, Acadeny of Sciences,
U8sSR '
TITLE: Investigations in the Meld of Randiatlon Cheristry of Organo-

metallic Compounds (1ssledovaniya ¥ oblanti radiatsionnoy khimid
aetalloorpanicheskikh noyodineniy) Ganza Radiation in the
Reaction of Metsllic Tia with Hnlogen Alkyls (Gan:a-i:lnchoniyn
v reaktsii meshdu metallicheskin olovoa 1 galoidnyni alkilaai)

PERIODICAL: Doklady Akademii nauk 888R, 1958, Yol 123, Xr 4,
pp 601 - .684 (USSR)

ABSTRACT: The problens pentioned above are more or less completely un-
kxnown. The authors have {nvestirated these probless systesati-
cally and atudied the {nteraction reaction ol halogen alkyls

and aryls with various setnls. The reaction mentioned in the
gubtitlo is exprensed by the gennral ej-ation 2RBrsSn -ﬂﬁzsnhrzn

This reaction.probnbly takes place according to a mors coaplex
mechanisn (see below) and doed not take place at nornal,
card 1/3 temperutures; it only bagins at 200° (Ref 1) or 300-350" (Ref 2)

»
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Investigations in the Field of Radiation Chealstry of 30Y/20-125-4-29/53
Organonetallic Compounde. Gamna Radiation in tho Reaction of Hetallie Tin
With Halogen Alkyls

(Pootnote: With the exceytion of Kakhut, 1860). Due to the un-
favorable conditions of the reaction the final product is ine
purified by amounts of up to 25% R,SnX and sisilar impurities.
Heavy explosions also ocsurred. Bozides, the said reaction

is restrioted by low alkyls (nethyl, etnyl) (Ref 5) snd there
are still other difficulties. Therefore, the organic salts of
Di-n-butyl tin (e.g. maleate, or laurate, which have the best
effect in the stadilization of chloro-vinyl gynthetics) vere
produced by the authors in an indirect way. The dlaproportions-
tion of tetraalkyl tin compounds according to reference 6 was
made use of:(c439)55n+5nc14 — 2(6‘39)2Sn01. Although the yields

are close to the quantitative onesa the production of tetrabdutyl
tin was necessary first. It was therefore of interest to find a
new way of dirsstly procdueing dihaloid-alkyl tin at noranl
pressure and temperature using new encrgy sourcea. Yor this
reason the y-radiation was used. Bxperimentally,tds was sucess-
ful. The yields went up to 55 mol/e¥, as related to the halagen
Card 2/3 alkyl. The reaction mechanism is asguzed to be one of chain

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-"



CIA-RDP86-00513R000723510011-1

i

T

"APPROVED FOR RELEASE: 09/18/2001

Investigations in the Pield of Radfation Cheaistry of  850v/20-123.4.29/55
Organometalliio Compounds. Gamna Radintion in the Reaction of Netallis Tin
With Halogen Alkyls

character with the fornation of free rndicals R* and further.

more with an intermediato for-ation of an organo-tin radical.

By comparing their results with those to be found in pudblications

the authors arrived at the following conclusions: 1) Alxyl '

chlorides and tin do not yield any organo-tin conpounds with-

out ocatalyst {n any type of reaction (the reactions proceed

in other directions). 2) Alkyl bromides form such coapounds

with tin under ~radiation and on heating (with the exception

of low radicaln’. Ultraviolet light does not have any effeat,

3)The alkyl iodides, however, yiold organo-tin compounds under

211 influences mentioned above. There nre ! tabtle and 8 refer.

ences, 3 of which are Soviot, .
ASSOCIATION: lauohho-iuledovatcl'akiy ﬂziko-khlaicheekiy institut iam,

L. Ya. Karpova (Scientifyg Phyaico-Chemical Research Institute

imeni L, Ya, Karpov)

SUBMITTED: Adugust 5, 1958
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5(3), 5(4)
AUTHORS:

TITLE:
PERIODICAL:

ABSTRACT:

. 30V/62-59~1-10/38
l.d.’ M, M., ,.1‘1".", k Y.y Xazennikova, a. 'o'
Koch!lhkov. K. A. .
V“

Fluorinated Styrenes (Ftorirovannyye stiroly) Coazunication
I. 2,4-Difluoro Styrene (Soobshcheniye 1. 2,4-Diftorstiroel)

Izsvestiya Akadenii nauk 333R. Otdeleniye khimichenkikh nauk,
1959, Kr 1, pp 65 - 70 (USSR)

In the present paper the authore synthesized 244=difluoro
styrene for the first time. 2,4-d1fluoro-phenyl 1ithiua

was also obtained for the first time froa 2,4-didromo
bensene and n-dbutyl lithium at low temperatures. The initial
g-difiuoro bensene was obtained froa hydrochlorie s-phenyl
diamine. The synthesis wae perforned in several ways (Schesne).
The following variants jroved to be the most favorable:

a) m-difluorc benzene (1) was condensed with acetyl chloride
in the presence of aluaminums chloride in ocarbon disulfide

at 35°, The yleld of 2,4-difluoro-sceto phenone (II)
amounted to 80-85%,(1I) was reduced by the effect of sodiua
boron hydride solution cof 10-15% in aqueous alcohol under
very soft conditions at temperaturcs below 509, The yield

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"



CIA-RDP86-00513R000723510011-1

1

"APPROVED FOR RELEASE: 09/18/2001

Fluorinated Styrenes. Communication I.2,4-Difluoro Styrene 807/62-59-1-10»/}8

of 2,4-difluoro pPhenyl-aethyl carbinel (I11) azounted to

858, which was dehydrogenated by sulfuric acid potassiua

(Ref 11). The yield of 2,4~=41f1uoro styrene (1) amounted to
~70%. in that oage. The conpound represents a 20bile,
colorless and pungent 1iquid. Boiling point 50-519(20 ma).

b) 2,4-81fluore phenylemethyl oarbdinel (111) was synthesized
by way of 1ithium and organc-magnesfun coapounds; 2,4{-d4i-

- fluoro-phenyl 1ithium (¥1) was obtained by the effect of
ether solution of 2,4-¢1fluoro-bromo benzene on the ether
solution of nebutyl 1ithium at #-70°% 1 large quantity of

hyde was added to the transparent 2,4-difluors-

phenyl 1ithium solution at <65 . =709, The yield of o
2y4-d1fluoro phenyl-methyl carbinol (111) amounted to 97%.
The authors tried to oynthesize directly 2,4-44fluore styrene
by the condensation of viayl bromide with 2,4-41fluoro :

henyl magnesiums bronide 1in the presence of cobalt chloride
fin nitrogen) (Ref 17). The yield of styrene (1Y) was nanll:
N 3 - T%(as dibromide). Phere are ! figure and 19 refer.
ences, 1 of which 1s Soviat,

Card 2/}
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AUTHORS:

PITLE:

PERIODICAL:

ABSTRACT:

card 1/}

507/62-59-1-11/38
:&é'. . Haey !ﬂ‘lﬁ’.'.g Te YVey ¥azennikovs, 8. V., ' R

tD‘hg!E&g!zﬁ!L“‘aa—ueﬁwh

Fluorinated Styrenee (Ptorirovannyye stiroly) Comsuniecation
11.2,4-Difluoro-p-Fluoro Styrene and 2,4-Difluorcef,p-Di-
fluoro Styrene (3oobshcheniye 2. 2,4-Diftor-p-ftorstirol 1
2,4-d8ftor-p,p-diftorstirol _

Isvestiya Akademii nauk SSSR. Otdeleniye khizichezkikh aauk,
1959, Br 1, pp 71 - 75 (USSR)

In the present paper the authors described the synthesis of
styrenes which were fluorinated both in the side chain and
nuoleus. 2,4<difluro-f-fluoro styrene and 2,4-difluorc=
pyp-difluoro styrene were synthesized for the firat time
(Diagram). 2,4-d1fluoro-g-fluoro styrene was obtained on

the banis of 2,4-difluoro-m ,i -difluoro-aceto phenone (VI).
This ketone was obtained in two ways by u:ing m-diflucro
bensene and 2,4-difluoro-broac benzene as initial compounds.
The condensation in difluoro acetic acid with 2,4-difluoro-
phenyl lithium (V) at~ <700 proved to te the most favorable.
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Fluorinated Styrenes. Comzunication 11, 2,4-Difluoro- S0V/62-59-1-11/38
p=-Pluoro Styrene and 2,4-Difluoro-f,f-Difluoro Strrene

244«d1ifluoro~-uW -difluoro-aceto phenone was therein od-
tained in a yield of S0%. Furtheramore, (V1) zas resduced
vith sodium boron hydride in which 2,4-41fluoro-phenyl
difluoro~methyl cardinol (VII) was foraed in a yield of
90%. The hydroxyl grovp of (VII) was zubatituted by chlorine
under the influence of thionyl chloride in pyridine. The
yield of 2,4-d1fluoroeg-chloro-p,p-difluoro btensene (V111)
amounted toe80%. Under the influence of zinc dust upon
compousd (VIII) 2,4-difluoro-p-flucro styrene (1X) was
synthesized in acetaside in a yield of 82%. 2,4-difluoro-
pyp-difluoro styrene (XI11) was synthesized in a siailar
way. The yield amounted to 40%. The 2,4-41fluoro-aceto
phenone and m-difluoro benzene uned in the synthesis were
obtained according to the method descrited in Conwunication 1,
. Difluoro acetic acid and difluoro chloro acetic acid
vere separated from correspording sodium salts in a yleld
of 70-80%. There is 1 figure,
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5(3), 5(4) . 50¥/62-59-2-14/40
AUTHORS: Had', M. M., Talalayeva, T. ¥., Kasennikova, G. V.,
Kocheshkov, K. A,

‘.M“ - v
. TITLE: Fluorinated Styrenes (Ptorirovannyye stiroly), Conmunication 3.
gide-Chain Pluorinated Styrenss (Soobshcheniye 5. Stiraly,
ftorirovannyye v bokovoy tsepi)

PERIODICAL: Isvestiya ‘kﬁdouii nauk S&SR, Otdeleniye khinicheskikh nauk,
199, Ar 2, pp 212-217 (USSR}

ABSTRACT: In the present paper the authors present dsta concerning the
synthesis of f-fluoro styrene, 8,8-41fluoro styrens, a,f-d1-
fluoro styrene and a-fluoro-f-chloro styrene. f-fiuoro styrene
and a<fluoro-pfchloro styrene are described for the first time..
The synthesis methods of psf-aifluoro styrene and a,p-difluoroe
styrene devised by the authors deviate from the conventional .
aethods desoribed in pudliocations. For the synthesis of ww-di-
fluoro-aoctophnnons phenyl lithiua was condensed with difluoro-
acotic acid at -70°. The yield vas 70%. Besides dichloro-aceto-
phenone was fluorinated in dry glycerin under ths influence
of potassiua fluoride. pifluoro-acetophenone was obtained in a

Card 1/3 yield of ~v35%. This was reduced under the influence of sodiua

EA
B

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"



"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1
I y :

301/62~59-2014/40

Fluorinated Styrenes. Comsunioation 3. 8ide-Chain Fluorinated Styrenes

Card 2/3

boron hydride to difluoromethyl-phenyl-carbinol (yield 95%).
Purthernore chlorine was substituted for the hydroxyl group of
the carbinol by means of thionylchloride in pyridine wshich
yielded a-chloro-p,f-difluoroethylbenzene (73%). By the aotion

of sino in scetaside chlorine and fluorine atoms were separated
from this compound, with fi-fluoro styrene being formed in a
60-65% yield. B,f-difluoro styrene was obtained in the following
wayst dtfluoro-ahloro-neot:c acid was condensed with phenyl
1ithium at -70°. The W,u,w-difluoro-chloro-scetophenone was
formed (50%). This was reduced by means of sodius boron hydride
to difluoro-chloro-methyl-phenyl carbinol (yteld 90-92%). By

the sotion of thionyl chloride in pyridine the a,f-dichloro-f,f-
difluoro ethyl bensene (78%) was obtained. By the action of

2inc in acetamide 2 chlorine atoms were split off and §,p-d1-
fluoro styrene was foraed in a 60-65% yield. By the influence of
alooholio XOH-solution hydrogen fluoride was split off and o
a-chloro-p-fluore styrene (60%) with a small impurity of p,p-di-
fluoro styrene was formed. a,f-difluoro styrene was synthesised
as followss Froam difluoro acetophenone a,a-dichloro-gp-di-
fluoro-ethyl benszene (85%) was obtained in the ususl manrer. By
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: $0V/62-59-2-14/40
Pluorinated Styrenes. Communiocation 3. Side-Chain Fluorinated Ityrenes

fluorination with antimony trifluoride the a-chlord-a,p,pf-tri-
fluoro bensene (30-40%) was obtained. By the action of 8100 in
scotanide B-difluoro styreae (45-50%) was formed at 123 after
40 minutes. a-fluoro-g-chloro styrene: a,a,f,f-tetrachlore-
ethyl bengsene was obtained by means of phosphorus pentachloride
from dichloro acetophenone (37-40%). This was fluorinated sith
antimony trifluoride to a,a-difluoro-f,f-dichloro-ethyl bdeansene
(46-49%). By the aotion of sinc in scetysmide a-fluoro-f-chloro
styrene was obtained in a yield of ~ 80%. There are 5 rsferences.

ASSOCIATION: H:iko-khiliohoiku institut im. L. Ya. Karpova (Physico-
Chemioal Institute imeni L. Ya. Karpov)

SUBNITTED: April 19, 1957
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Wmm. ¥.A, SALATAYEVA,2.V.; 8000IOVA, Toleg
‘ ' I 0.‘.

ixtures of
Hacromolecular polymers of ethylene obtainad from n

hloride, Yysokom.
1§thine organic cowpounds vith titaniun tetrac
sond, 1 no.11152-156 Ja 99, (MIRA 1219)

. <¥hinicheskiy institut im. L.Ya.Karpava,
! 11131...13' (thh{m organie compounds) (Titaniun chloride)
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5 (3) o
AITHCRS Talalayeva, T. V., Kazennikova, 6. 7., 367/’!9-?9-5-‘39;’75
Kooheshkov, X. A. -
Fluorinated Styrenes (Ftorirovannyye stiralr). . 2,5-0ifluxroe
styrena and 2,5-Difluoro-fi-(uoro-styren? (zv. 2,3=3iftorntirsl 4
2,5-41ftor-peftoratirol)

pEATODICALY  7“hurnal obshchey khinii, 165, Yol 29, "+ 7,

AISTCT ~he method of svntharizing atyvrene derivativan vith Yoo
fluorine atoas on tho nucleus was davigal b7 tho rushwss oft
ihe hasis of 2,t-2ifluoro-styrena (Ref 1), Trr the nrelnetion
of tha conmpounis =entioned in the titla 1,A=1TiTluerp-" 2izene
vaa used as initinl subatarce. This was odtain>3 Irax *he }
hydrochloride of p-phonylene diamine by bis-di~zotizc-lon at
-159 in goncontrated nitrous acid, converalnn inio uine
tianzonium-boron fluoride at tho sane teaporaturs, Mt tharaal
4{ecomponition of the latter compound. In contrast zith the
atetements of other authors (Ref 2) with racpact to
aifficulties in the dis-dinzotization of +he hyiraghl-ride of
p-phanylene diamino, this reaotion could ba perforysd 17 large

Card 1/5 Aosea, if the low tonperature montisnnd <3 maintainel,
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W

Fluorinnted Styrenes. IVe 2,5«Dif1uoro-atyrens and 5'37/79-?9-5-59/75
2,5-Eif1uorq-p-r1uarc-ntyrenn

yroaination of 1,4-4ifluoro-benzenn offors r low yiald of
2,S-dlfluoro-brono~bcnzene. Jeoidos, 7.5-41f1uoro-1.A-ﬂsbrouo-
bensene is formed. Fron 2,5-41f1uoro-brozo-honr2ne the 2,5«
difluoro~phenyl-lithiun =9 obtained in nasrly quentitative
yield with nebutylelithiug {or othyl-1ithiua) in ather o
wolution at =700, Dy condensation with acetaldohyde (nt -707)
2,Sodtfluoro-phenyl-mothyl earbinol was forasd, D ordinary
dehydrogenation 2,5-84fluoro-styrene <na obseined {n the
presence of potagsiun visulfato. The conlens~tien of 1,4~
difluoro-banzene with acatyl chlorise in corban 113ulfite
undar the influcnce of aluainu. trichloride i3 not nocsible.
mha proparatica of the sccond coapound menticncd in tha title
was baged on 2.5-dif1uoro-phnny1-lith1uu, 1y formaticn of
rhich was degeridzd earlier. 1t aas conioanc -+ <T00 =itk
aifluoro acetic acid. The 2.5odif1ucro-cg.ea-’ifluorco
acetophenong obtained was rednaad 1ith soflu-ehoron hydrida
to give 2,S-difluoro-phenyl-Mfluoro-aauu‘.-Aar'@inol. Tho
carbinsl wns tranaforaed by neond of thionvl ~hlorids indc
2,5-du‘luoro-{.p-éifluoro-«,-ch!oroath:.rl‘mnf-.--.nr;-, ~n4 thig wag

card 2/3 roduced by 3ino in acetanide to form 7,9=1i71uovo-f-fluoro-
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Fluorinstcd Styrenes, IV, 2,5«Difluorcesiyrent and WV 1n-ihenain 1
2,S-Dirluoro-p-fluoro.utyreno
atyrene, Tho experimerntal {aseribans th~ pr ootlsns ond

the phyeicel data of the cowmpounis oht~ine*, Yo T oaYC
% refergnuans, 2 of ahich are Ioviot.

ASSCCIATICH Fiziko-khinicheakiv institut ixni L. '.‘f.. PR R
{Institute of rhysical Chenigtrr izanf L. oo 000

SUSMITRED: April 2, 1958

Card 3/3
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5 (5)~ 'LodOOhnixo'.’ v. 1oy Panovy, Ye. Moy Wv/79*29'7'52/°,

4UTHORS!
Kooheshkovy

Class Aerx3 (p-l;fttx'nyyc

p-l.phthyl Derivatives of the
klasss erbX,)

1959, Yol 29, B¢ s

Xocheshkov (Ref 1),
of the class Arszxz are rormed sccording

), — Ar PbL00CCH,), *
this metbod

T1TLE!S

proxsvodnyyd o
Py 229%-2255 ‘USS‘)

PERIODICAL! 7nurnsl obsnohey xhimidi,

ABSTRACTs As waS proved by | W
organo-lesd compounds

to the schemé 2 Arzng 4+ rb\ooccn,
as nynthosucd 134

+ 2 ArHgOOCCH,. Among the compoun
; n contained & B-naphthy}

' hic

only di-B-nnpnthyl-Load diacotate ® e
blications. Recently (BB )

BT o fo desorined o van 1::1131 reagents, of & molar ratio,

that the Yy U
T:::°:: i::n:o-pounda ArPbX,, which werse identical with the
btained bY another
ressntatives of this class (Rer 3) ©
::%hod. 1t was of gnterest tO syntheaise the sult: R~
5-01037Pb{000n)3 acoording 0 4145-naphtnyl aereury

¥, Nad' end K. A

card 1/3
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p-Napnthyl Derivatives of the Class ArPbX, sov/19-29-1-32/85

gomplete data on the 5-nnpnthyl compounds of
ent paper the triacetate and tripropionats
hthyl pluadie acid vere

to obtain more
lead. In the pres
of +napnthyl lead as well as [-nap
synthesised. 1t was shown that the latter may serve as sn

intermediate in the substitution of en organic acid rasidue
by another one. The gospounde Aerx’ are the first stage of

arylation of the sslts of organic soids of tetravalent lesd

sccording to the above scheme} further
enter the resction with Ar2B¢ under the formation of Arszxz.

errhxz {s thus formed in two stages. The triacetate of

Menapnthyl lead with ai-f-naphthyl mercury yields the diacetate
of di-l-naphthyl lead. The sams Teaction was ovserved by :

R, Crigee, P. Dimroth, R. Schespf (Ref 4) in the rorastion of
the diacetate of diphenyl 1ead. The co:ponndsd&-c‘oleb (oocn)’ :

are formed more slovly. They fora orystals more difficultly
than the corresponding denaphthyl derivatives shich were
described earlier by the authors (Ref 5). Acetates are the mont
convenient lead salts. There are 1 references, 5 of which sre

. Card 2/}
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p-Hapnthyl Derivatives of the Class AerX, S0V/79-29=T=52/63
Soviet,
ASSOCIATION: Pisiko-khimicheskiy inatitut imeni L. Ya. Karpove i ‘

Sverdlovakiy gosudarstvennyy meditsinskiy inat{tut, o
(Physiocchesical Institute faeni L.  Ya. Karpov and Sverdlovsk
State Medicsl Institute) '

SUBMITTED:  June 12, 1958

Card 3/5
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5(3) S07/20-124~3-31/67
AUTHORS ¢ gheverdina, N. I., Abranova, L. Vo, Yochaghkova Ke stes
Corresponding Menber, Acadeny of gciences, USSR

TITLE! Cryatalline Mixaed Organic “inc compounds (Kristallicheskiye
gneshannyye teinkorganieheskiyo noyodinoniya)

PERIODICAL! ?oklagy Akademii nauk 888R, 1959, Vol 124, Kr 3, PP 602-605
V3SR

ADSTRACT ! On the dissolution of R,Zn in other (R = orgsnie radical)
and the addition of an e uivalent quantity of zine halide
(also dissolved in athorg, the compound RZnX (X = halogen

ig formed, This compound 1s precipitated by the addition

of dioxane, and the composition of the orystalline complex
compound RZnX.C,Ha0 is investigated by means of elomentery
analysis. The nﬁng aoapound {s obtained from the dircot re-
aotion of the alkyl halide with sinc, digsolution in ether,
and precipitation with dioxane. In the saze way, gine aryl
conpounds are treated, in an ether solution, with equivalent
quantities of sinc fodide, crystalline coaplex compounds of
the fornmula uznx.(czns)zo veing formed in thia proceas

Card 1/2 (_Ar - aryl radical). Thae paper ;iven a detailed recipe for the

APPROVED FOR RELEASE: 09/18/2001
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Crystalline Mixed Organic Zino Compounds 50V,/20-124-3-31/67

preparation of 1) 02H5ZAJ048602 from zino diethyl and sind

jodide, 2) the same compound from zinc and ethyl lodide,
3) the compound °6HSZ"J(C2HS)2° fron szinc 4iphenyl and zino

{odide. The reactions of those coapounis with benzoyl chloride,
with the formation of ethyl-phenyl ketone and benzophenone,

respectively, are alpso given. There are 7 references, 2 of
which are Soviet.

ASSOCIATION: “auchno-isaledovatel'skiy fiziko-khimicheskiy institut ia.
L. Ya. Yarpova A
(Physiooe-Cheniunl Foientific Research Institute izeni L. Ya. Karpov)

SUBMITTED: August 20, 1958

Card 2/2
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5(2, 3) -
AUTHORS gheverdina, ¥, 1., Paleyevd 1. Yooy 301/20-125-2-50/64
‘pelinskaysy Ye. Doy tﬂch“hkO', Ko Aoy
Corresponding Hendef %) U!BK"""“‘
PITLEs Crystalline cuAninnporcsnio Compounds of the RC4X-Class
in the Aiphatio geries (!rt-talliohcokiyo xadni organicheskiye
RCAX ¥ tlif;ﬁiohoako- ryndug

coyodincniya klasss
] 1959, Yol 125, ¥r 2, PP 34"350

PERIODICAL! Doklady Akedenii nsuk 888R

(ussn)
ntioned 1in the title,

golutions in ether of the compounds me

obtained from sxchange resotions of cadnius eslts and

‘orignard's reagent, are fairly extensively used as an

oxonllunt.rosgont for ketone pro&notion (Ref 1). Vhen

dissolved in @ her, the oudntun-or:.nio compounds sré

considered as dislkyl compounds (Ret 2). Hovever, oadmius-
4 never been 1s0lated

organio compounds of o nized type ha
The authors vere the tirst

in an individual crystalline state.
to succeed 1n effecting this {golation sfter the reaction
botvoun‘dinlkgl cadmiunm snd the csdmius salts on the

(1). The resction occurs in an

equation nzca + cuz—-’ 2RCAX

ABSTRACTs

APPROVED FOR RELEASE: 09/18/2001

CIA-RDP86-00513R000723510011-1

Crystslline Cadnium-organic Compounds of the sov/zo~125.2uso/54
RC4X=Class in the Aiphatio gSeries

analogous vay in the ar

purpose dehydrated cadmius halogen

vere employed. Contrary to ad anslogous resction;

by the suthors on an earlier coossion {sinc-orgenis gompounds,

Ref 3), they had ue to the ether insolubility
y the lpproprhn

of the oadmium halogenides - to emplo
ds (odbtained

suspensions. The mixed csdmium-organio ocompoun
gor the fire alline powders

that do not nelt, 000. They are

energetioslly deconposed Y water and aloohol. Atmospherio
ta their rpontenecus

oxygen oxidises them)

i1gnition. With the exosption of n-butyl-eadniu--hronido,

which 18 goluble in ether, 81l the compounds of the ethyl

series are insoluble in aromatio h:drocarbonl, hexane, end

ether. Unlike in the aznx (Ref 3), 0O stable cosplexes

(e, g, vith ether or dioxsne) of the coapounds congeraned
n of the sadividusl

have been observed so far. The {nteractio
4 vith the halogen

ondniunporgnnic compounds desoride
anhydrides of the acids occurs on the equation

G

=g A—— -
ey A S e oA - -
- AT SRR
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) (2, 3)
AUT&ORS! Sheverdina, %. 1.y Abramova,
TITLE: Organosine Cupmh of the
PERIODICAL:  Doklady Aksdemii sk 355R,
~ ABSTRACT: The suthors proved for

of the 1ZnK olass
in parely erystalline state
(5. Gvosdov, Ref

an etherate znx,-z eth. has
oomplexes as well. The
paper 444 not
the

ether and dicxane,
The perfection of

APPROVED FOR RELEASE: 09/18/2001

the first tine
(X - halogen

4, oomld not isolate

was done by the wathars). All halogen salts of 2n produoce
dioxanates sccording to data of

{odide. 1 wms nOW swwtigated whether
gine diaryls
yield corresponding
following complexes could,

c‘(ns)zzn-o‘n‘oz; (p-cn3csn‘)zzn.c‘naozs (d-c,ox.,)zznc‘%q'
fhese 4ioxanates are white orystalline substances, solubls in
insoludle
the mathod of preparing

Le Yoo 307/20-126-2-27/59

Kocheshkov, K. A., Corresponding Member AS USSR

Ar,Zo Class and Their Dicxanstes
pp 320-322 (USER)

that sincorgsnic compounds
) nay be isolated as cosplexes
ether or dioczane (Ref 1)

¢, HqZ0d parelyi this

1959. Yol 120, ir 2,

with

publications (Ret 2), whereas
hitherto been known only for sime
the zinc aryls produce such
described in the present
etherates. ¥ith 1,4-410xane,

however, be {solatedt

petroleus ether,
1nitial sine

in bentene and
the

CIA-RDP86-00513R000723510011-1"
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CTULIITS Liell T d

-126-2-21/%9
Organosine Compounds of the Ar,Zn Class and Their s0v/20
Dioxanstes :

1th the °
becsme neoessary in connection w |
“mhﬁ(g.trzzuotion of dioxanates (as well :l‘:o:f(!?::tm of
e anoun lt’ the ArZnX olsss, Ref 1). This ne tiog of
aLp oum;n.zrm with metallis #ind without solnn;) ;““’.“"
bty ous was improved by K. A. Xocheshkov, A, ..“““ ”
T e e i e e e
) e A
pdet e ?t:n:;xoﬁn:ht:a;?unda vgh one substituent 1o :l::
bk pi ‘lhig method has the disadvantiage that the ;:'e':uh‘
m;ott.;.;ynthuu depends on the state of tte z:x;z;.“d s
. ino wool® should be preferred, The muthors p et 6y Tho
:ud'lithiu aryls to avoid vacuul u-tnl‘:u:‘ et 2.,
;ottor roduced by the method of 1. ¥, Talalwy iy
‘oh 'nhaav (Ret 7) (exohange resotion X - M) pr;ou 1y
b :1 ao alaryls, or enly 11ttle quantities o 1 .‘h.“““
::lxn:on of pure diaryl sins by crystduznta:ﬂ: )
obtainaed without d%;;ilz:tioz;gip:::il(:;c; zﬂ A
di-o- b0y e ( 1) we ‘P—odnood in this u&, the two }
ard 2/3 ?:E‘::h’;o:i?:r(tm) fz:: ?‘uo. White orystslline precipitations
c

i
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Orgasozinoe Compounds of th
D1 Eeaos1no p ¢ ArpZn Class and Their

80Y/20-128-2.27/59

of oomapondiic dioxanates are se

parated in the dissolution
of diaryl sine in dioxane and
part of the solvent. ﬂu:o nrom reforanees. tyion

of the major
Soviet. T references, 4 of which -r:‘
ASSOCIATION s :‘“;h“’;““‘“z;i_:l'lku f1siko-khinioheskiy inetitus ia
o Ta. Karpova (8Sofentifi . ‘
fneni't. Ta, Karpov) o oochenioal Research Institate
SUBMITTED:

June 16, 1959
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Lt (2,3,4)
AUTEORS! Rodionov, A« N., Talalayevs, 7. Vo sov/zo-tze-4-26/65
ghigorin, D. ¥., Kooheshk '

ov, K. Ao
Corresponding ﬂapﬁ?!'!!'ﬂ!!ﬁ ———

TITLE: The Infrared Specirs and Structure of Aromatic Ouanoluhtu‘
(¢apoundn _
PERIODICAL:  Doklady Akadenii nauk 8888, 19%9, Vol 128, ¥r 4, PP 128 - 151
(USSB)
ABSTRACT: There are very few experimental data on the compounds pentioned

in the title (Refs 1,2). To olarify the gtructure of these sub-~
stances, ‘he infrared absorption speotrs of phenyl=-, O~ and
p-tolyl~, sesityl-, p-diphenyl-, p-chlorophenyl-, p-bromo=
phenyl-, p-iodophenyl-, as well as a- and g-raphthyl 14thiua
were measured. These arozatic compounds are orystalline sub-
stances, and not soludle either in hexane or bensene, Therefore,
the spectira of their powders were measured in vaseline- and
‘fluorated oil. Table 1 shows that in these spectrs geveral new
bands appear which are in s certain connection with the ¢~1Li
bond., The data in table 1, as well as & aomparison with spectirs
of aliphatio compounds previously descrited by the suthors
Card 1/4 (Ref 5), lead %o the conclusion that the band in the Tange of

APPROVED FOR RELEASE: 09/18/2001
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The Infrared Spectra and Structure of Arosatic 80V/20-120-4-2€6/65
Organolithium Compounds

10451060 on“’ is apparently connected with a free C-Li bond or,
at least, with one poorly plrti?ipottng in the association., The
lower frequencies (870, 970 c¢a™'), howsver, may be related with
the C-Li bonds participating in the asscciation. These fre-
quencies characteristis of the vibrations of the C-Li groups

in the spestra of aromatic and aliphatic organolithium com-
pounds, as well as their close position, speak much in favor of
a covalent charaoter of the said dond in the twe classes of
compounds mentioned. Therefore, the assuaption of an Lonlc
charaoter of the C-1i bond in aromatic organslithiua coapounds
found in publications ie incorrect. The authors investigate the
dspendence on aromatic ocompounds responsidle for the cozplex
formation of aliphatic aor jounds of this type (formation of an
intersolesular 1ithium bosd and dipole interaction). In the
present paper, they study not only the effect of the purely .
steric faotor on the strergth of the 1ithiua dond but also that
of the change in the general polarity of molecules. Por this
purpose, they introduce other polar groups or atoms into the
organioc rest of the molecule, On conparison of the spectrs of
phenyl-, o~ and p-tolyl-, biphenyl~- and mesityl lithiusm, 1%

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"
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The Infrared Spectra and Structure of Aromatic 807/20-~128-4-26/65

Organclithium Cozpounds

appears that the degree and type of assocciation of these sub-
stances are different. The ,cn’-group in orthoposition has little

effect on the degree and charaocter of association, The same
group in paraposition ip-tolyl lithium), hovever, changes 3he

spectrur considerably

Fig 1). A conplication of the nonpolar

substituent in parapoeition equale an extension of She aarbon
rest. This reduces the degree of asscciation. The scoreening ef-
fect beocomes most distinct in the spectrua of ameeityl lithiua.

The symnetrically arranged cn,-groupl render the association

rather diffioult. Therefore, only the band ¢f the free C-L1

group ad about 1082 on”!

is more or less distinotly visitle,

Pigure 2 shows the speotra of p-ohdoro-, p-dbroms-, and p-odo-
phenyl 1ithium. 2 dipoles each ~ C-lLi and C-Hal - are present
in every oase. They inoreass the general polarity of the mole-
cule, This brings about an intensification of the dipole iater-
aotion between the molecules. The p-chlors-phenyl lithium {s
most intensely and completely associated. The specira of a- and

Card 3/4 f-naphthyl lithium are differents from all other spectrs dis-
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The Infrared Spectra and Struoture of Aromatic 807/20-126~4~26/65
Organolithium Conpounds

oussed, The band 1s nmost intensive at 943 ca”! whilae 1ittle

{ntensive bands are present at 1050 ca"’. In orystals, these
two substances are apparantly in s gainly associated state.
There are 2 figuras, 1 table, ard 5 references, 3 of which are
so'i@to

ASSOCIATION: Fauchno-igsledovatel'akiy £1ziko-khintchoskiy instisut 1=,
L. Ya. Karpova (Boientific Physicochemical Researsh Ingtitute
1meni L. Ya. Karpov)

SUBMITTED: June 16, 19%9

e . - _

A "
PPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"



"APPROVED FOR RELEASE: 09/18/2001

CIA-RDP86-00513R000723510011-1

v “
66484
S{ayi)- 5. 3b30 50V/20-129-1-30/64
AUTHORS Glushkova, V. P., Delinskaya, Ye. .. Kocheankov, K. Ay
Corresponding Meamber, AS USEH —
TITLE Metallization of Polymers

PERICDICAL: Doklady Akadeail nauk gSSR, 1959, Yol 123, &r Y.
pp 109 - 112 (ugsr)

ABSTRACTS The introdaction of metallio atoms into polyuers (called
ngetallization") may plsy a sertain role in the invastigation
of the atructure of polyaers (or copoly:ers) as well as 1in

the change of their properties. {r, the prenent paper the
authom describe & fen reactions fnvolvirg =ercary and thalliun.
The thiophene ring takes up thalliuz very resdily. Thallium-~
triisobatyrate (Ref 1) .was osed a8 reagent. Xetsllizatlon of
polyuaers is difficult. Higher polyners are solid substances.
In solations they can be metallized by only a few solvents,
which cannot be easily metanllized themselves nor react other-
wise with She metallizing agent. Investigatiors wera earried
oat of1 1) The jntroducticn of thalliun into poly-a-vlnylthio-
phene in benzene| 2) introd.ction of Hg intc the sane compoand
in benzeney and 3) introdiction cof Hg inte yolysiyrens in
nitrobenzene (also in polyvinylfurane inic @ position). Mercury
card /%, diisobutyrate was used as the aetallizing agent in mecurization.

APP
ROVED FOR RELEASE: 09/18/2001 CIA-RDP86-005@3R000723510011-1"

¥etallization of Polymers 3071’20-129-1-50/64

Reaction (1) is cospleted within 15 minates (1). Resction (2)
needs several minutes. The two reaction produicts are yallovish
powdars insoluble in benzene and other organioc solvents, POlYy«
g-vinylthiophere 18 easily coxbinable with 1ithius (sccording
to 1. K. Yiktorova). The choice of experizmental conditions and
‘the solvent is nore difficalt in the case of reaction (3). Thue
R. N. Smirnov {Ref 2) obtained only 50-60;, of the theoretioal
mercury oontent by mercurization of styrene in scetic acid.
‘Hitrobensene 18 8 suitable nedius. The firal jyroduct is a
yellowish powder. It can be dissolved in nitrobenzers if 8 small
qaantity of isobutyrio acid is added. The namber of atoss of
the ahesorbed metal was! resotion (1)1 0.94-1.0 of thallium per
1 member of polyvinylthiophonu| resction (2)1 ! sercury stoa
per 1 member of polyvinylthiophene;‘reaction {3)1 0.96 atozs
per 1 aromatic nucleus. The position attained by Lercury was
not proved by the authors. Probadbly, it is the pars position.
Mercury atoms can be sabstituted oy halogens in the polystyrene
molecals by means of the effect of vrosine. O. A. Paieyev is
pentioned in the text. There are 2 Soviet references.
ASSGCIATION Nauchno-isale0011tol'skiy fiziko-khimicheskly tnetitat 1o, L. Ta.
Karpovu(soientific Phyaico-chemicnl fesearch Institate izeni
card 2/§ L. Ya. Karpov)
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5/062/60/000/0C9 /004,021

u.a590 2205, 1M =~y B023,/3064

AUTHORS: Vasil'yeva, V. B., Talalayeva, T. V., Gur'yanova, Ye. K.,
and Koo

TITLE: Dipole Moments of Organolithiux Compounds of the Aliphatic
Series '

) icheskikh
PERIODICAL: Izvestiya Akademii nauk 33SR. Otdeleniye khin
nauk, 1960, Fo. 9, PP 1549-1552

peasured the dipole moments of ethyl 1ithius, n-propyl 1ithiuz, n-hu:yl
14thius, n-amyl lithium, and n-dodecyl lithium in hexane. Noasuresments

were carried out at concontrations as low as possible, for which an ton v
association was unlikely, and concentration values at which associat :n n:
determined by means of the eryoscopic method. Since all theae coapounds :r
extremely unstable, their syntheses, the preparation of the solutions an
the measurements of the dipole moments were carried cut in pure nrgog .
atmosphere. The authors describe the preparation of the soclutions nnl e
determination of their concentration by means of titration. The dipole

TEXT: On the basis of published dats (Refe. 1, 2, 3. 4, 5. ), the mthorlj

. ] Es e R gt F 2 g e B TR oas S R R S PR ‘ = o """; ”"’-g’j;
APPROVED FOR RELEASE: 09/18/2001 IA-RDP86-00513R000723510011-1" §
e — s
Dipole Moments of Organolithium Compourds of 8/062/60,/000/609/004 /021
the Aliphatic Series BO23/B064

moments were measured at 25°C with the help of the pulastion method. The
concentration of the solutions was 0.094-0.66 nole®X., Tables ! and 2 show

the results. Table 3 shows the results of the measurezents made at .
0.6-7.%5 moleX. The dipole moment x was deterainad by the formula M

. 0.0127.10"18 V'iq)-PE,T (Pz = electron polarization of the substsnce).

It was 1.1 D for ethyl 1ithium concentrations of 0.12-0.62 mole%, for
butyl 1ithium concentrations of 0.13-0.36 scleX, and for anyl lithiua
concentrations of 0.13-0.66 mole¥. Prom the linear depandence of the
dielectric constant of the solution on concentration (Table 1), and %he
constancy of the dipole moment value of all three compounds, it is con-
oluded that in this range of concentration monogmeric aclecules are ccon-
cerned, and that the value of the dipole moment for the comptunds men-
tioned refers to the moment of the moncmer. A deviation from the linear
dependence is found when measuring the dielectric constant of alkyl 1lishium
solutions in hexane at higher temperatures. The greatest deviation la
observed in the range of concentration of from 0.62 to 3.27 soleX. Thin
deviation and the reduction of the dipuale menenta $3, i{n the authors'
opinion, caused by the asrociation of *he mrlesules and the foreation of

“ard 2/§

2
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Dipole Mdments of Organolithium Compounds of 8/062/60/000/009/00¢ /521
the Aliphatic Series _ B023/8064

cozplexes. This 18 in agreement with the pudblished data (Refs. 3,4, and 5).

If the chain of the aliphatic radical 1s extended fros ethyl to aszyl, the
degree of association of the alkyl 1ithiur compounds decreases. This
dependence will be subjedt of further investigations. The dehavior of the
alkyl 1ithium ocompounds in benzene solutions differs froo the behavior of
these compounds in hexane. The authors measured the dipole moment of

ethyl 1ithium in benaene at 25°C and obdtained 0.87 D in the concentration
range of from 0.094-0.49 mole¥, Apparently, lithiua forms stadle complexes j
in benzene solutions also in the case of comparatively low concentrations.
There are 3 tables and 6 references: 3 Soviet, "2 US, and 1 German. |

ASSOCIATION: Fisiko-khimioheskiy institut im. L. Ya. Xarpova (Physico-
chemical Institute imeni L. Ya. Karpov) '

- SUBMITTED: March 7, 1959
Legend to Tadbles 1 and 31 ¢ - concentration of the Aissolved substance in

noleX; £ ~ dlelectrio constant of the solution; d - density of the solution.
1) determination in hexane at 25%¢, 2) cthyl lithiuz, 3) n-azsyl lithium,

Card 3/'
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8/020/60/133/01/49/070
S5 2P2) _ 3004/‘;01
S. 3700 _ :
AUTHORS, ’thr‘ﬂ. De oy R «» Taleleyeve, %, V.,
ooheshkov, Kk, A., Corresponding Neader A8 USSR
TITLE: An Invutiuuot_: of the Nature of Secondary Chemicsl Bonds

PERIODICAL: Doklady Aksdemii mauk SSSR, 1960, Yol. 133, Fo. 1,
pp. 178 - 181

TEXTs The authors defined the forsation of secondary (less strong)
chemical donds as an additional intersction of the valence electrons
caused by a change in the energy-state of the eleotrons in the total
systes of cheaical bonds of the molecule. The formation of secondary donds
thus does not depend solely on the nature of the atom entering into the
moleoule, but also on the properties of the molecular system and on the
distridbution of eleotron density in the moleculs. The suthors investigated
the infrared spectrs of luhln-orn?io oonpoundsTand acetylene |
derivatives, The infrared spectrus of R-L{ and Ar-Li compounds shows s
charscteristio frequenoy of the valence oscillations of the free C.Li
group at 1050 - 1100 on-', Measureaent of the dipole moments of R-Li /

Card 1/4
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An Investigation of the Nature of Seoondary 3/027/60/153/0!/49/070
Chemical Bonds . B0O04/BOOT

oompounds in hexane gave the eleotric moment of 1.1 - 1.2 D for C-L1i. The
existence of oscillation frequencies and the lov dipole moment indicate
the covalence-character of the C-Li bond. In bensene- and hexane solutions
of lithium-organic compounds as well as on their orystals, additional
bonds were found, which laok in the vapor spectra, and which are due to
coaplex forsation. Like the oompounds of Be, B, and Al, also the 11ithium-
organic compounds fors oomplexes by way of a seoondary Li-dond. This 1s
explained by means of the properties whioh these elements bave in comaon:
free energetically low p-ordits; the possibility of changing the energy
state of the valence eleotrons in the direction s -—» p with only little
energy. In this way, polycentric molecular sleotron ordits can de formed.
These elements form chemioal bonds not only dy means of their valence
sleotrons, but also by ceding free ordbits to eleotrons which participate
in the primary bond of other molecules. In the dimeric complex of 11thium-
organic compounds every C-atom of the carbon bridge with 2 Li-atoans 1is
able to form a tricentral orbit (two eleotrons in the field of three
nuelei). This orbit is more stable than the ususl C-Li dond. For the
initiation of the polymerisation of ethylene and its derivatives under
participation of R-Li or AI(R),, the formation of a complex'(1) is

card 2/4
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An Investigation of the Nature of Secondary s%?g/so/t 33/01/49/070
Chemical Bonds ‘ BOO4/PO0T

assumed on the basis of thess conoeptions. Together with V. 1. Sairnova,
the suthors proved the formation of radicals in the resction of nm‘

wvith R-Li by means of eleotron paramagnetioc resonance. The formation of
oomplex (I) is proved by the colored complexes of ethyl 1ithium with
styrene, a- and f-methyl styrene and other unsaturated compounds, which
are charaoterised by an intense absorption band of the Cel dond. The
suthors discuss the formation of seoondary bonde under partioipation of
undivided eleotron pairs in the complexes R-Li...X (X = 02, %, eto.)

4 -
the o,x-0conjunotion -2 0-020- in the compounds of bdensyl lithium and
fluorenyl lithium as well as the partioipation of the 0-Li group, O-il
group eto. in seoondary bonds in acetyl scetonates under formation of
quasiarcaatio rings with participation of :-ohotrou.’] Aoccordingly, there
exist various types of seoondary chesiosl bonds, whloh manifests 1tself
in the physiocal properties and in the reaotivity of the compounds. There
are 13 references: 10 Soviet, 1 British, and 2 German. L’/

Card 3/4
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An Investigation of the Wature of Second 8/020/60/133/01/49 /070

Chenical Bonds i 1004/4804 /01/ /

A380C1ATION: rlltko-khiliohoohly institut ia, L, Ya, Karpova (Physise-

chemiosl Institute iment L, Ya, Karpov)
M

SUBKITTED:  Maroh 25, 1960
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SHEVERDINA, Nol.; ABRAMOVA, L.V.\ XOGHESHKOV, X.4.

Complexes of the serfes of sromattc

olass ArZaX. Dokl,AN S38R 134 “.::’g;;f;;;c goq;z:?do of the

1. Muiko-khintcheskly fastitus 1 (WA 1319)

korrespondent AN 'm’“" “::‘::;;irn-hwon. 2, Chlen-
(2400 componnds)
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Loy 8/062/61/000/003/013/013
5 3700 2209 3117/B208

1t
AUTHORS a0 ‘3&huhkov, Ko Aoy Panov, Ye. M., and Sorckina, R. 3.

TITLE: Organolithius vinyl bensenes halogenated in their side
ohains, ani their resctions

PERIODICAL: lsvestiya Akademii nauk 8SSR. Otdeleniye khiaicheskikh
nauk, no. 3, 1961, 532

TEXTs In the present "Letter to the Editor", the authors report that they
have been able to obtain organolithium vinyl benzenes halogenated in their
side ohain at low temperature. The synthesis was achieved by an exchange

resotion CX, e cx06n4nr + 04119!.1 — CX, ~CXCH,LL + Cﬂl,lr (X beirg either
P or C1) in ether, and some of their reactions have deen studied. This was

exenplified dy the following novel conversions of Arlis 1) cardbonisation
of ArLi gives ArCoOH (Ar denotes (ClF crc ~), melting point 1650.1660¢C.

Pound: C 49.49; 49.%59: B 2.26: 2.32: C1 16.13; 16.39 €. Calculated:
C 49.43; B 2.29; C1 16.25 €. 2) Reaction of ArlLi with HgbBr, yields ArHgBr,
melting point 2219-2239C, Pound: Hg 44.80 %; the sum of cf and Br 24.96:

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"
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Organolithium vinyl bensenes halogenated... 3117/3208

25.18. Caloulateds Hg 44.16 %s the sum of O1 and Br 25.40. 3) Reaction
of ArLi with (0 a,) SnC1 gives Arsn(CyBs)s, bdoiling point 1709C (4 mm).
Yound: 8n 51.121 37.15¢0 €1 9.761 9.90 £. Caloulateds Sn 31.28; €1 9.36 %.
4) Trom the resction with acetaldehyde a corresponding divinyl bensens
results, whioh is halogenated in one of the vinyl groups. Low tenperatures
(about -70°C) were necessary for ocarrying out the afore-mentioned reactions,
as well as reactions with halides of other elements or elemental-organic
compounds. This nev type of aryl lithium is capadble of all the manifold
resctions of organolithium compounds. The resultant sonomers are pcly-
merisable. It is pointed out that a rise of temperature or retardation of
the reaotion during the synthesis of the new ArLi type yield polycordensa-
tion products of the (--cx-cxcsnr) type which are of specisl interest to
the authors. Abstracter’'s note: This 1s a full translation from the
origmnl_].

ASSOCIATION: Piziko-khimioheskiy institut im. L. Ya, Karpova (Physico-
chemical Institute imeni L. Ya. Karpov) "’

SUBMITTED: January 19, 1961
Card 2/2
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Synthesis of fluorinated ketones by use of organolithium compounds
and N o8 of fluorinated acids, Isv.AN 888!10’;‘%)
t

pauk  20,51871-835 My 161,

1. Hsiko-khinicheskiy institut im, L.Ya.Xarpova,
(Ketones) (Lithium organic compounds) (Amides)

ZAYTSEVA, M,A,j PANOV, Yo.N.j KOCHESEXOY, K.A,

CIA-RDP86-00513R000723510011-1"
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KAZENNIKOVA, O.V.; TALALAYEVA, T.V.; ZIMIN, A.V.; SDONOV, A.P,; KOCHESNXOV, K.A,

Synthesis of side ebain fluorinated vinylnsphthalensse, Isv.AN SS8R,
Otd khim,nenk no,51835-838 My 161, (Mars 2415)

1. FMsiko~khimicheskiy institut im, L.Ya.Karpova,
(Mphthalene)
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Pluorinated styrenes. Report. ..

| I}
conpounds obiained were talen. The atyrenes
A. Y. Zisin et al. {Dokl. AN sssh, 126, 704

B referendest 2 Sovietr-bloe and

1. Organ. Chem, 1. 400 {19%
corley, J. Polymer. Sei. 20, 489 {1956)s *.

{1959).
ASSOCIATION

}
z SUBMITTEDS Aprid 1, 1960

Card 3/
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sere snalysed by the nethod of Lo L
(1997)). Thers are Y teble and ,
oc. YThe 3 references to
English-langusre putlizatisns read 08 1) P, Tarrant, b. A. Warner,
J. Amer, Ches. 500. 16 1074 x19' ;; pat. USA 2004484 (19570 2) . Viaen.

s 9. 1. Livingsten, P M. Lanath, B, .
Q. Bary, J. Polymer Sea. 31 51

6 non-Sovietobl
folloesy

1. ts. Rarpeve (Pryesco-

rliit04lllllaboclly institut s
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L,muz
87052764 /030/006,/004/010

S 34o0 B118/B220
/
AUTHORS) Kazennikova, G. V., Talalayeva, T. V. . 2imin, A. V., and

Kochaahkov, K. A.

TiTLE: Plucrinated styreres. Report &, a-Difluacra.mathyl ~%vrenes
ani x-trifluoro-gethyl styrenesn

PERIODICAL: Akademiya nauk 58SR. lzvestiyn. Otdeloniye klizicheskikbk
nauk, ns. 6. 1961, 1066 - 1069

TEAT. 7Tre bivseoni BAPEr Jeaid With ihe synthesin of o difivorc-cethyi
styrane, {-v.fiudro-metryl-p-rethyl ostyrens, o-diflucrc.nethyl-¢ rothyl i
styrans e¢-tririuoro-meepyi styrere, and o.trifluoro-xethyi-p-fiutro- :
styrene according to Lns equationt \L

CHP CafF,

' Y ' Vs

o - :
ReCoM, .p-CHC(B, 0-CH,Cob,
Card 1/3
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Stariing from pheny. magnesiun breside and p-{iuore.phenyl magnedtos
bronidae, f-triflvcen-mathyl styrerne andor triflunre-aethyl-p-flunti-atyrens
neve outained by ueing ‘viflucro-azetcne {#in *re -atvinol atage . [Fhe
ms3t consenieat metnod proved to be the use <! s-tryl lithium and !
W-dif) orc~-acato-plenonen or o iriflucro-a.e-ophescaes which are eanily
acceasible ‘or syntlesis and cLtained from L. srd fluorirnated acids .or
their diethyl amides). The sondensation of methvl lithiuz witk fluorinsted
acetophenones is effected at temperatures betsneen -2C and -25 C irn ether,
resulting In tertiary carbincls with yields betweon &0 and 9. The
dehydration of the 3arbinols 1is effected by thosphorus pentoxide {yinld of
65 - 857). Moreover, p-chloro-siyrene #as aynthesized. There are 0
references: 4 Soviet-bloc and 6-non-Soviet-tlocz., The referentes to
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5002
‘ s/oe;/sx/ooo/oos/004/01o
Fluorinated styrenes. Report... B118/B220

English-language putliocations read as folloss 1) P. Tarrent, R. E. Taylor,
J. Organ. Chem. 24, 238{1956) . 2) x. T D..shard, R.Levine, J. Amer. Chen.

- §o0. 12' 2260(195 )' 11' }65681955)' 1. D. 2ark, R. E. Kodle, I. R, Lacher,
J. Orgsn. Chem. 23, 1396(1956)1 "+ A. Rausch, A. M. Lovelace, L. E. Coleman,
A. M. Lovelace, J. Amer. Chem. Soc. 19, 4963(1957)4 J. Organ. Cheam. 21, 1328
(1956). 3) T. No.Oroth, R, Levine, J. Amer. Chen. Soc. 17, 3656(1955) .

ASSOCIATIONS Piaiko-khinicheskiy institut fm. L. Ya. Kerpova (Physico-
chemical Institute imeni L. TYa. Karpov)

SUBMITTED: June 1, 1960
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TAW!EVA. TV RDDIGIOV. Ao"lz EOCWOV. Ko

Solutions of aromatic organolithium compounds in ethers. Igv. AN :
. 888R.0td,. khim.nauk no.11:11990-1996 N ‘'6l. (MIRA 18:11)

1. Msiko-khinigheskiy institut im. L.Ya Karpova.
(14thium organic compounds)
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é??i? 61/000/012/011/012

1

5 3100 AL
AUTHORS 1 l_oohuhkov, K. A., Panov, Ye. M., and Zemlyanskiy, N. K.
TITLEs Stepwise formation of the elementoxane chain in the presence

of diaxo alkanes

PERIODICALs Akademiya nauk 8388, Isvestiya. Otdeleniye khinicheskikh
nauk, no. 12, 1961, 2255

fxﬂ‘: In the present “Letter to the Editor", the authors report on the
reaction of elemental aganio compounds with diazo alkane. They point out
that the usually practiced hydrolysis, @.g.. of n23n(oocn)2, rceults in a ‘X

mixture of organic tin compounds, In the case oxamined, an increase of
the elementoxane chain takes place whoredby, during tho individual stages,
pure produots are i1solated and the RCOO end groups arg prese ed, such as
for (n-c439)28n(000083)2. Monomer (boiling point 142° - 145°C (100 ms g))

- dinero(nelting point 58° . 60°C) —3 tetramer (nslting point
138°% - 139°C) —> octamer (decomposition at above 200°C), etc. The

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"
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30170
8/062/61/000/012/011/012
Stopwise formation of the... B117/B147

reaction is shown by the example of two elements (3n, Fb). The suthors
concluded, however, that the reaction may be extended to other elemental
organic compounds conprising at least two saponifiable groups in the
elemont (e.g., R281(000ﬂ)2 or nn(oocu)z. etc.). With diazomethanes

(a) 2R,SnX, (1) = X(R)zsn-O-Sn(R)zx (11). (11) 1s 020342055112 having .X
a molecular weight of 591. (b) 21(3)23n-0-8n(n)21 (11) —>

——> X(R),8n-[0(R),8n] ,-X (II1). (III) 18 C,H. 0.8n,, molecular weight

109. (¢) 2x(n)23n-[b?n)28q]3-x (111) —> x(n)zsn-[b(n)ZSq]7~x (1v).

(IV) 1s c68“1500113"8’ moleoular weight 2156. In each case, R = n-C

and X = ooccn,. (d) 2R, PbX, (1) =—p X(n)sz~0-Pb(R)2x (11). In this

case, R = c635 and X « ooccn(ca,)z. (11) 1e 03235405Pb2 decomposition at

240°¢, (11) was nlso obtained with diasoethane and diazobdutane.
Abstracter's notes Essentially complete translation.] There is 1 Soviet

roference. ; / »
Card 2/' /)Afl(;.u e :‘v"l rE t‘:ﬁ’ﬂ(}‘l’ "-’"."; 'U( M‘ - d:f( s
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8/020/61/136/002/024/034
B016/8060 -

AUTHORS: RO‘iQﬂO" Ae B, r.l.l.’."' T. A\ I Shigorin, De Roy and
&l:uhkov, K. A., Corresponding Meaber AS USSR

TITLE: Study of the Btructure of Complexes of Organoclithium
Compounds With Ethers by Infrared Spectira

PERIODICAL:  Doklady Akademii nauk 88SR, 1961, VYol. 136, No. 2,

pp. 369-372

TEXTs The authors wanted to clarify the effect of ethers upon the
structure and the character of complexes of organolithiua compounds with
the ethers. For this purposs they took infrared absorption spectra in the
tvo-beam spectrometer type M -800 (N-800) featuring a HaCl prism. The
following compounds vere exaaineds methyl-, ethyl., n-dutyl, phenyle,

0~, m~, and p-tolyl, p-Cle and p-Br-phenyl-, mseityl-, and fluorenyl
(n-c4n9)20. and (1.0-058")20. Table 1 gives the vidbration frequencies

1ithiun as well as the etherss

s

Card 1/3
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Study of the Structure of Complexes of 8/020/61/136/002/024/034
Organolithium Compounds With Ethers by BO16/8060
Infrarsd 8pectra

(on") of the C-14 bond in fresh solutions of the mentioned organolithium
compounds in the five ethers. Soxe of the former were synthesiged directly
in the respective ethers. The authors compsred the spectra with the data
obtained from their previous studies (Ref. 1) and in this nanner assigned
the absorption bands to the vibrations of the C-Li...0 groups. The con-
olusion is dravn from an analysis of the data in Table 1 that almost all
of the fresh solutions of the 11 substances pentioned display & similar
spectrun in the same ether. The replacenent of one ether by another has &
renarkable effect upon the position of the C-Li...0 group bands (Pige 1 8).
The analysis of the speotra proves that the more cosplicated the radicals
used in the ethers, the farther the C=Li..,0 bands will be shifted in the
region of shorter vaves, It 1is inferred from results obtained that during
the dissolution of organolithius oospounds in ethers the primary come
plexes are deformed and decompose due to an scceptor-domor interaction

and & dipole interaction with the ether. Subsequently, nev coaplexes
according to the scoeptor-donor type

Card 2/3
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Study of the Structure of Cosplexes of 8/020/61/136/002/024/034
Organolithium Compounds With Ethers by 3016/3060
Infrared BSpectra o

R R R R ) |

1 1 1
Li/ >L1 + O< - Li/ >L1'0\/ —R-Lices O/ + R-14.

Np B, Ny R, & \p,
are formed (depending on the structure of the radicals of the two com-
ponents) betwesn the molecules of the ether and the organmolithium com-
pound. In this connection, the polarity of the C-1i bond is increased vith
inoreasing stability of the new cosplexes. In the authors' opinion, this
is bound to express itself in & change both of the resotivity of the
organolithium compound and its stadility in the eolution., This oircumstance
is believed to bde the oause of the high aotivity of ethyl lithium in many
reactions in the ethereal medium as vell as of the poor stadility of thie
substance in the same medium. There are 2 figures, 1 tadble, and 8 ref-
erences: 4 Boviet, 3 German, and 1 Britieh,

ASSOCIATION: Pisiko-khimicheskiy institut im, L. Ya. Xarpcva (Physico=
chemical Institute imeni L. Ya. Karpov)

SUBMITTED: September 14, 1960
Card 3/3
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8/020/61/136/003/018/027 . '
3016/8052
AUTHORS ; Simonov, A. P., Shigorin, D. ¥., Talalayeva, ¥. V., and
Kocheshkov, X, A., Cargesponding Meader AS USSR
TITLE: Examination of the Struoture of Lithium Alooholates by

the Method of Infrared Adsorption Speotra. O0—L1...0 Bond

PERIODICAL: Doklady Akademii nauk 88SR, 1961, VYol. 136, No. 3,
pp. 634-637 -

TEXT: The authors examined the struoture of R-=0--Li bondse:
tert,.-C n,onx. cB,OLi, cznsonx. u.c,n7onx, and n-c‘ﬂgoLi. By measuring

various properties of tert.-OyHgOL: (under the collaboration of V. X,
Vaeoil'yeva, V, A, Dubovitekiy, and O. V. Nogina) the authors found that

the O~L1i bond of tert.-C Hg0Li 1s of & oco-valent oharacter, and the latter
assooiates already in weak solutions. Thie was proven dy infrared specira
in orystallised state and in solutions (Table 1). In hexane, CCly,
cyclohexane, dioxan, di- and triethyl amine, these spectra hardly om-m
from those of the orystallised sample. Therefrom, and froa the

Card 1/3
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Examination of the Siructure of Lithium 8/020/61/136/003/016/027
Alooholates by the Mathod of Infrared 3016/B052 o
Absorption Speotra, Oe=Li...0 Bond . _
{ndifference of tert.-Cy4HqOLi tovard sotive solvents and tonporaﬁutol
hé authors conclude that its cosplexes are very ——

betueen ¢+ 70 and -809C

constant. They attempted
as follows! 1. .thrse-center
to the fact that the Li atos
electrons which take part in the O—1i
Conaequently, one
two O-=11i...0 donds

sets in during which

of tert,-C4HqOLi (orystals and

orbit of the ground state into
system is excited by

studied, were spectrosoopically exaained

Card 2/3

‘40 explain the existance of such
intermolecular eleotron orbits are
of & molecule gives the fres p-ordit to those
c-bond of snother molecule.

pair of valence eleotrons
(see soheme Ia); 2. an soceptor - donor
the unshared pair of p-electrons of
uses the free p-ordit of lithium in another molecule and
intensifies the intermolecular bond (I b). Prom the luminescence spectra
solutions in hexane), the authors coanclude
s the multi-center molecular

the exoited mnlti-center orbit, or that the
the passage of one eleatron of the unshared pair of

that either one electron changes over fro

the oxygen atom into the aulti-center orbit. The four other

g011d complexes
formed due

takes part in the formation of
interaction
the oxygen atom
thus additionally

alocoholates
in orystallized state (paste in

TR T T

TN Tt ¢

fma?vzp FORIRELEASEar0 %l 8{ 20Q
A oholates by the Method of Infrared
sorption Spectra, 0—14.,,0 Bond o

vaswline or fluorinated o
agssociated, the authors ::2:2
:liphatio radicals are even more
o neoludility or low nolubility in
S soluble. The authors a

# ' alcoholates to the

. A more accurate as

1 signm

! investigations. There .::'. hovever,
British, and 2 German,
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ASSOCIATIONS Pilikookhiliahonkiy inastitut iam,

: N chemical Institute iment L.
SUBMITTED: y 1960
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closely assootated. This explains their

solvent
PProxinmately ...l‘n:digh:hioh tert.-C HoOLL {» easily '

complex oso{llations of
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2 tadles and 21 references: 4 Soviet, 1 18, 3.
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COLDSHTEYN, I.P.§ GURVYANOVA, Ye.N.j DELINSKAYA, Ye,D.; KOCHESHKOV, K.A.

Dipole moments of organotin chlorides and their complex~forming
ability., Dokl.M 8SSR 136 1no.5:11079-1081 P 61,  (MIRA 1435)

1, Fisiko-kiimie institat in, L. Ya,Xarpova, 2, Chlen-korrespon-
dent AN 888R (for hkov).

(Tin organis compounds-—--Dipole moments)
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LY o:ya: 138/004/013/025 |
3201 i

5.3100 3103

AUTHORS s Gol'dshteyn, 1. P., Paysi, X. Rh., Slovexhotera, ¥, A.,
M b Xt Xoy Viktarova, 1. W., and Xocheshkov, K. &.,
Corresponding Nesder AS USSR

o -

T

2a

TITLES Complexes of dipheryl etnylere with 114 tetrachleride and
' nrasnn.tin nhlorides

i PERIODICAL:  Akadesiys nauk S53R. Doilady.. v. 138, nt. 4, 1761, 839-842 ¢

¢ TEXT: The suthors stadied cosplexes of n-y:QQ!ran diphenyl ethyiese (o7%)
i sith anﬂ‘. csassacz,. and (csu,)zsucxz. Tre catalytie aotivity of 8asl, x

ts explained sith the foraation of s-ccapletes sith 3orcmers wilheatl aver
i ; slarifying the nature of these conplerss. The suthers strdied then by {1)
, infrared speotra, (B) eleotron epecirs, and {C) dielsotrir polerizaticn.
In previous papers (I, P. Gol'dshteyn et al., Mof, &3 DAN, 136, %o. 3
: : (1961)) 1% had been found 57 method (C) that the senticned sompounds forsed
] i a series according to their oapability of foraing eosplexas vith diovaney

: : Snm‘)canss-ncx,)(csl,)zuclz; The suthors 1ried to find out shether or .
E ; card 1/3 ;
]
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L2
8/020/6/138/004/043702)
Complexes of diphenyl ethylens #ith tin... P103/¥:00

not this seriew waw alec saintaired in Jceplerees *i\h wonomers. The
following syatens were studied; (a) anCI‘ + DPR, (o) céxsar.n, * TP,

() (c(,n,)zsncx? + DPE, (4) Snﬂ‘ s DPE » DPE-1iaer, acd (¢} csxjsnc'., 19+ 2

» DPE-dimer. (A) The specira were takesn with @ split-tesn specirephotometer
1-900 (K-800) sith fluorite cuvettes ans Tefion tnserVians (20 4). The
niztures were prepared in an airtight oLamver (n 4ryritrogen end filled
Into cuvettes. anl‘ and OGH,&cl, in D?E xive greesn aslutljons eith en

absorption band 610 mp and an intensive adscrption belce 50C ma. (3) The
electron spectra were taken oith an Ld-4 (8P-8) spectrophotometer iz
benzene solution. Results of (A). a» sompared sith tre sestra of pure
DPE, the spectrs of systeas (a) and (d) shoe consideratle crancess (1)

The tande of the region 1612, 1420 - 1400, and 1335 ~x"' &1eappear, the
fntensity of the band 1578 ca*! decreases strongly. They are all corneoted
sith \ho’doubh tond in the aclecule of diphenyl ethylere. The dand

1615 ¢cn™  belongs to the strelching vidraticns of the Cw Cdouble dand vhose
frequenocy {s ruu?cd owing to the conjunsticn sith phenyl rings. 7The dands
1400 and 1330 on~' belong to the deforsation _vibrations of the sethylesne
group on the doudle bond, The band 1576 as” bdelcngs to the vidratdiors of

Card 2/5
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313554

? .
uozd}e 1/138/004/013 /023 .
’ Conplezes of diphenyl ethylene with tin... 2103/5203 :

re—

the phenyl ring. 1ts iIntensity increases sirongly due Yo the interaction
11th the oconjuzate doudle bonde, (2) Xen tande tgf'lr in the regione i
1376, 12%0, and 1220 on°l. (3) The band 1605 om*’ ¢f the denzene ring ! :
N vibration is slightly ehifted, and its intensity inireases. DBesides, the
! authors measured the specirum of the zolution of the D7E dixer in T to
prave that the adove.mentioned changes (1)+(3) are not connecied oith the
appearance of the dimer in the above syetens. This speatrua shows e
ajdditionnl bands shich areadsent in tie speetrus of ihe montmer. The dand
1665 ca=! belongs to the atretohing vibrations of the Ce Clond in the
dimer. The band 1285 oa-! posaibly belorgs to the CH defcraatton vibrao
tions on the double bond. None of these tso dands appears in the epecirs

e s s

of aystens (a) and (b). The authors acneider this f10t e & proof that ke ;
} changer ‘1)-(3) in ihe infrared specira are not caused by ke dimer but ¥y : .
! the intermediates 9f the interaetton of DPE »ith the tin haljdes. Jurther :
' speciral dats -u:g-nt.thli thé diser also forms complexes sith 8:6!‘ and :

csnﬁsncl,. (c).fhu suthors measured the dipole soment of D78 in beniene
soiution with excess '"013' and obiained the value 1D, Thus, 1V lles by

. q
; 0.7-0,8 Dhigher than the dipole womert in bensene. JFor these reasons, tke ;
§ Card 3/9 a !
]
L
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21052
8/020/61/136/004/013/023
Complexes of diphenyl ethylene with tin.,. »103/3203 .

authors think that the band 480 mp (contrary 1o statesents made by ‘
4. C Evans et al, (see belce)) cnanot be explained sith carvenius ions.
Yhe abaorption band tn the region /10 su may be asoriled ta 1he s.complen.
According to A. N. Terenin ot al. {Ref, 101 Optika i spektiroskopiya. 3.
480 {1357)s Izv. AN S8SR, OKAN, 1758, 1100), the fresaency of \Le valenoy
forcation deareases by 115-195 aa~' in the ccaplex formaticn fros tyolo-
hexane and 8n61‘; besides, abaorption bands appear in the region 1400-1340

and 1200 en~'s The hlnq)152§ o' in systess (4) ani (¢) 10 macridved to

the reduced (by 140 om"') frequency of vibrations of the doudle tord in the

e e

v-anaplex of the diser with the tin halides. In cchtrast to sysiess {s) . .
and (d), the authors had not found any indications of & foreation of . B
t-complexes in ‘syetes (o). 7The solutions of the latter in benzene are N
colorless, and no changes sere observed in their infrared spectirus oo ’
cozpared #ith the specirs of components. Thus, the aathore proved thal the
above-aentioned order was also saintained $n \he case of complexes with

sonoaers. They conolude that GGISSncl, can alen be & catalyel for the

H polyserisation of olefins whereas ilis cannotl be expected for (°s'))z‘“°‘z‘
i There are 3 figures, 1 table, snd 1C references: 5 Soviet-dloo and 5 none

Card 4/% {
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Complezes of diphenyl ethylens with tin... 3103/3208

Sovietsbloo. The 4 references to English-language publicetions resd ae
follosst Ref., 11 P. K. Plesh, Caticnic Polimerisaticn and Related
Complexes, london, 1353¢ Ref. 61 N. Shappard, D. M. Simpoeon, Quarst, Rev,,
6, 1 (1352)5 Ref. 8y 4. G. Evane #t al., J. Chens. 83¢., 2979, 1357, 105
1956, 2;;7; 1958, 1524 Ref. 95 0. B. Costes, L. X, Suncu, J. Ches. Boo.,
1942, 567.

ASSOCIATION: Pisziko-khimlcheskiy institut is. L. Ya. Rarpove {Pnysico-
ohemiasl Inetiftute iseat L. Ta. Karpev)

SIDMTIED:  Desesber 23, 1960 | Lo

T
i
;

2L
s/ozos/zw 118/004/013/025 . l
{
1
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GOL'DSETEYN, I.P.; GUR'YANOVA, Ye.X.; KOCHESHKOV, K.i.

oular compounds ef tin tetrachloride with orgsaic sulfides.
&.ﬂ 8388 138 100,511099-1102 Jo ‘61, (rama 14116)}

1. Msiko-khisicheskiy institut im, L.Ya.Karpova. 2. Chlen~
korrespondent AN 888R (for Kochesbkov).
(14n organic compounds)
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29017
s/oz$/61/14o/004/o1a/02)
$.3700 B106/B 110
AUTHORS: Talalayeva, 7. V., Rodionov, A. I., and Kocheshxov, K. A.,
Corresponding Member AS USSR
TITLE: Ternary complexes of nethyl lithium

PERIODICAL: Akademtya nauk S8SR. Doklady, v. 140. no. 4, 1961, 847-850

TEXT: Methyl lithium is very stable in diethyl ether and, thus, like the
arozatic lithium compounds, phenyl lithium and tolyl lithiuam, shich fora
ternary complexes of the composition 2RL1~L11'2((:21!5)20 in ether solutions

(Ref. 2: T. V. Talalayeva, K. A. Kocheshkov, DAN, 104, 260 (1955)). The
authors investigated whether such ternary complexes alsc formed in the camse .
of methyl lithium. Crystalline ternary complexes of the cosposttion :
cn,u-urz(czas)eo (X = Br, 1) could be isolated from ether solutions of

methyl lithium which were obtained by reacting 1ithium with methyl chloride
or iodide. These complexes are stable in nitrogen or argon atacsphere.
Primarily the less soluble lithium iodide dietherate precipitates when
1lithium todide exceeds methyl lithium. In case of lithium bromide excess

Card 1/34 ; x
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29017
8/020/61/140/C04/018/023
Ternary complexes of methyl ... B106/2110

in the solution, crystalline precipitates with increasing scntent of
lithium bromide and ether are formed, e¢.g., cu)m-zmrq(czus)zo or

casLbsLﬂr'?(czﬂs)zo. This behavior is sizilar to that of binary complexes

of aliphatic lithium compounds with lithium halides (RLi*nLiX, n from 1.4
to 6), which form in the resction of alkyl halides and aliphatic RLi in
hydrocarbon media. The monoetherate of methyl lithiua, cu,nx-(czus)zo.

could be isolated from the above-mentioned ether solutions of methyl
lithium. This compound contains saall impurities of LiCl which are
probably complex-bound. A fine powder with an IR spectirusm characteristic
of crystalline methyl lithium is obtained when methyl lithiuam is
precipitated from ether solutions by excess n-pentane and the precipitate
dried in vacuo at 100°C (Ref. 7: A. N. Rodionov, D. N. Shigoria, T. V.
Talalayeva, K. A. Kocheshkov, DAN, 123, 113} (1958); Izv. AR 898SR, OKhK, j\
1956, 120; Isv. AN 8S9R, ser. fiz., 22, 1110 (1958); T. L. Brown, M. T.
Rogers, J. Am. Chem. Soc., 19, 1859 '('1-957)). This powder is, however,
poorly soluble in ether even when heated (0.2-0.5 i soluticns), and
contains 6% lithium chloride impurities. Presuzably, zethyl lithium
precipitates in highly associated form on destruction of the ether conmplex
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by n-pentane. Mothylene dilithiua, cnzbiz. a loose, fine precipitate of

axtreme inflanpability in eir, forms on pyrolysis of the resultant powder
at 240°C according %o Ref. 6 (K. Ziegler, K. Hagel, M. Pathelger, Zs. ANOTH
u. sallgem. Chem., 262, 345 (1955))- Methyl lithiua and sethylene
dilithium were used to polymerize ethylene with 'r1014 (v : 1) (Ref. 9: K.

A. Kocheshkov, V. A. Xargia, 2, V. Talalayeva, 7. I. gogolova, O. A.
Paleyev, Vysokomolek. goyed., 1, 152, (1959)y J. Polym. Sel., 34, 120 7))

The IR spectrum of CH,L1 {n the range 2000-650 cm-1 1s not sffected by
formation of the ternary complex of CHSLX with 1ithiua halide and ether

(Ref. B: A. N, Rodionov, T. V. Talaiayeva, p. . Shigorin, K. A.
Kocheshkov, DAN, 136, 369 (1960)). The oapability of forning ternary
complexes with ether and 1ithiun bromide is not limited to aliphatic snd
aromatic RLi but becomes also svident in the case of 1ithiuz acetylides.
¥hen pure acetylene 1is introduced into an ether golution of RLi

(R = CHy» 0635' cn,esn‘) containing an equimolecuvlar quantity of lithius

bromide, lithius acetylide precipitates, which contains lithiuz broaide }\
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SIMONOV, A,P.j SHIOORIN, D,N,5 TALALAYEVA, 7.V,; KOCHESHKOV, KA.

Infrared absorption spectra of semo R - 0 - Li ccmpounds.
oon._mssaawno. 1665667 K 161, ’ (MIRA 14:11)

1. Fisiko khimicheskiy institut im, L.Ya, Karpova, 2, Chlen-
korrespondent AN 885R (for Kocheshkov),
(Lithivm organio compounds—Speatra)
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of the Morning session 25 Sep 62.]

REVIOV, (leg A., Toculty of Chexistry, Moscov
gtats University « “On the synthesis of eptieal
sctive allylmegnesius and mquu.u\- eaupounds by
acans of mercuriorganie compounds {Moraipg seesion,
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AUTHORS: Abramova, L. V., Sheverdina, N. I. and Kocheshkov, K. A,

TITLE The preparation of organotin coapounds under high energy
irradintion . .

SOURCE: Trudy 11 Vsesoyuznogo soveshchaniya po radiantsionnoy khi-
mii. Bd. by L. 8. Polak. Mosoow, lzd-vo AN S3GR, 1962,
394-397 .

TEXTs Compounds of the general formula R,SnBr, (where R = n-propyl, -

n-butyl, p-hexyl, ~hoptyl, p-octyl and p-nonyl) were synthenized
by 4° irradiation o powdered Sn with the corresponding nlkyl bro-
mide, at 90 = 100°C, in yiclds of 30 = 165 mol/100 ev with a dose
of 18 = 20 Mr (37 - 74 of theoretical yieldse calculated w.r.t.
RBr), since such compounds may be used to prepare R,inX, (where X =

organic acld radical), used as stabilizers and catalysts in plas-
tics technology. The yields of Q-Buzsnnrz and Q—Przsnﬁr? incrensed

_ with increaging dose of irradiation, to maxima of 744 at 18.3 and
Card 1/2
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69 at 19.7 lir for the butyl and Propyl compounds res ectively. The
energy ylelds ducreased with increasing dose. The coapounds forned
under a certain induction period. sxperinmental detnile ape siven
of (a) above reactions, which involved the irradiation 5¢ pre-
mixed 5n pouder and RBr in an anpoule, and (b) the preparation of
g-Bu,dnBrQ in an apparatus in which n-BuBr circulated fradaslly

“
into an irradinted anpoule containing the Sn, and the reaction preo.
duct and unreacted bromide passed back into the rjany holding the
original Q-Buzsnqu to be mised to 300 - 400 #1100 ov. (here

&
are 1 figure and 3 tatles,

ASSOCIATION: Fiziko-—khimicheekiy institut {m. L., /n. rarpova ( Phy-
8ico-Chemical Institute im. L. fa. Karpova)

" Card 2/2
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SIMONOV, A.P,j SHICORIN, D.N.j TALALAYEVA, T.V.3 KOCHESHKOV, K.A.

socla £,0,H.0LL in the gaseous state, Isv.AN 8380,
&.mﬁfﬂu:t rorte e (HIRA 1518)

o ko-khimiches . institut im, L,Ya.Karpova,
1. Fisikos iy (Lithius butaxide—~Spectra)
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AUTHORS: - Shevend:lnn, N.1., Abramova, L.V., eva, 1.Ya. -

nhnlhkg!1_~:f:.corr-oponding ﬂe:zor of tha -

AS ussn

TITLZ: Preparation of orgsnic salts, of di-p-butyltin
PERIODICAL: Khimicheskaya pfumy-hlennost'. no. 10, 1962, 7-8 '
TEXT: aper r:gorts & new mathod of preparing organio
anl{a of dia? butyltin. suitable for application on an ind uatrial :
scale.

nteraction of SnCl, with gyc g MgCl in (n 12“9

forms (g.canz) SnCl, which on troatment wi h 30% ethano N%OH

gives a prec pitate of (n-C4Hg)Sn0. A slow nddition of this oxide .-
(1.25 moles) to 2.5 moles of & warm o;imic acid. (60-70°C) gives, ‘
after 2 hours, the organic salt (935-98% yieclds). In this way the
dicaprylate, éilauratc, disteanate, and dioleatae of di-p-butyltin

were prepared. The dimaleate and &iacctatc were obtained by adding

1 mole of the oxide to 1 mole of the corresponding anhydride dissol-
ved in toluene (yielda > 95%). There. {s 1 table. .

"~ Card 1A
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KDCHESHKOV, A S

- ' 8/190 62/004/005/016/C26
: BiI24/R1Y8

I P E
AUTHOAS Bokukina, Ae Too tegorova, Yo. 1., Kasennikova, g. Y., [alase
‘_Z}Me}tnmgux. oy Smirnova, T. hey Talnlayevs, T. Yo
TITLRY 37nthesis and polynerisation (copoiyn-rluuon) of flusrone
substituted styrenase 1. Copolyaerization sf flunfens .
]

sgbatltuted atyrenes wilh vinyl sonomers

Fan10DICALS 'gsokssolnulnmn noyedineniys, v+ 4, noe 6, V382. oAy o f
B8 .

.

w3171 This pape? dugaribes Vhe authnre' sgperisenis in the prodweiios -l :
charactarization of (he copolymers of ay As M ~trifluaro slzreas tth o5 .
1inatnyl atyrene and metnryl methacrylate] 0oy 8 and pesmetnyles, f D - lX .
trifluaro styrens aith styrene, € hcurluoro-b'aculoro styrene with '
styrens. and 2,9-4ifluore stytens. The smulsion used for eopc\y-cﬂnum
conslsted of 80 -6% 4 watery 29 ewaleiffer (sodiun stearsie ordeate),
and 0.9 # parsulfate 1aittator. The sononer miztufée which vas adeed drope
wise after hesting 10 80 « 90°C, contained asoisodutyrie aaid dinitrile

(0.9 %) as initiator. Blavea copolymers of the adove RONGBITS were ob-
iained o glven I Tadle 2. The dwmt

Their ¢ giions and Ppr rties
iain ‘7’ [ onpos n ‘ preperties ar

.

-
ey °
“ . i
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. :/ 190/62/004/006/016/036
1

3rynthesia apd polymetrisation ..,

“98istanca of thy topolywers thus
Biyrenm content in the copolymer. Aa oxception
B -ahloro styrens »iih atrrene, the heat rosists
higher than that of polystyrene protuced under o
is probably dae 19 the 1ow
in the copoiymer, nnd to the extrenely lov golec
dued (In) o 0.055. There are 2 tadles.

arer Do Livingetoun, J.
Chem, 3060. 7,. 96‘. ‘,'-,o

AS3GCIATION,
of Highes:legulap Compounds of the

SUBKIT?AD April 11, 1964
Table 21 Copol).ifian
cositiad af the sopolynirs. Legends ) lcnrh
siela, %y (C) composit.in of copolyser (ao\vg §
of the bensene s8lutis:s of Sopolywers at 209¢
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' o
AUT%R%? OZemlyanakiy. K.X, Panov, Ye.M., and lk(_gc_:r_gg_g!v._!’ggg!‘_}“:}.
TITLE: Synthesis of organostannic salts of organic acids

PERIODICAL: 2hurnal obshchey khimii, V. 32, no. 1V, 1962, 291-.9%

tannic
E The authors describe a new method of preparing organos
§:§£§ with orga.‘c acids by an exchange reaction between organic

' tion
lead salts and crganic halides of tin, stating that this reac
t:;es place easily with fairly high yields, e.g. ‘3“)23“Br2 + Pb

(OOOC.Ch3)2 -3 (Bu)28n(000.633)2 + anrz. The lead salts of 1liquid

11~ acida can be obtained by dissolving litharge in the corres-
;§g§?;€ §§1d and may be directly used for the reaction; organgstan- V‘l
nic salts of dicarboxylic acids can be obtained dy direct aotdon
of the acid on tin tetraethyl. The starting Sn organic cglori es 4
were obtained by usual methods. The authors synthesized kgo:nt:nl
3 new compounds and give full details of the procedure. 1) Tr : y
tin acetate was obtained in 77.8 % yield by bolling lead acetate

Card 1/3
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Synthesis of organostannic salts ... 348234535032/001/009/016

w.th*triethvi tin chloride. 2) Pributyl tin acetate fr

;:;; andltr.l-rrx;bua%l tin chloride; yigld - 84.5 %, 3) ;:1:::;1“:;!

o ag ate from PbO in methaorylic acid and triethyl tin ehlori-

tﬁ‘ y ; d - 58.7 %; 4) Tri-p-dbutyl tin methacrylate from PbO in me-
gc:y ¢ acid and tri-p-butyl tin chloride; yield - 99,1 %, &) Di-

g; %dyé tin diacetate from lead acetate and d1-n-butyl tin bromide

ﬁ e . B.glﬁ. 6) Triphenyl tin acetate from lead acetate and tripha-

tg;aé n cd oiide; yield B4.5 %. Physical constants determined for

Thes prp)uc 8 were in very good agreement with data given in lite-

rat r:. 7) Diethyl tin adipate was obtained by heating tetraethyl yA/

h n with adipic acid; yield - 90 «; B.g. 143-744°C. The ccmpound

8 soluble in cold 08013 and in hot benzene, toluene, tylene, 41

chloethane and 0014. 8) Diethyl tin azelate was obtained by heating

tetraethyl tin and azelaic acid. The yield was 7 £

124.59€. Its solubility is sinmilar to  that of the ngbit:fp§)1§1~

:1 ¥y1 tine sebacate was obtained in the same way {rom tetrasthyl

123 andoa 8light r~xzees of aedacic acid. The yield wao €4.9 %; m, )
=1239C. Its solubility is similar to that of the nbdove conpou;l;l;.

Card 2/3
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8/079/62/032/001/011/016
D204/D302

AUTHORS: Gol'dshteyn, 1.P., Gur'yanova, Ye.l.,, and
&Ohﬂ shkov v KA.

TITLE: Polar properties of complexes of SnCl, with unsatura-
ted compounds

PERIODICAL: 2Zhurnal obshchey khimii, v. 32, no. i, 1962, 317-318
TEXT: Dipole moments of unsaturated organic compounds in bensene

solutions with and without Sncl4 were measured by dielectromet:io

titration to determine the nature of the bonds between the adducts,
as such complexes are of interest in polymerization prccesses cata-
lyzed by metal halides. Dipole moments of octene-1, styrol, stilbe-
ne and 1,1-diphenyl ethylune were only increased by 0.8-1D in the
presence of 0.,05-0.1 M Sncl‘. which formed U -complexes with the

hydrocarbons, as opposed to a typical increase of 3.5 D in comple~ -~
xes of the donor-acceptor type. Complexes of SnCl‘ with thiophan

and tetrahydrofuran (class 1) showed marked increases (.. 2.2 and
Card 1/2

8/079/62/032/001/
Polar properties of complexes of ... Dé°490304 32/001/011/016

3.7 D), whilst the dipole moments of those with furan

(class II) were only increased by ~s1.2 and 0.3 D, It :::'t2t2¥::n
fore, concluded that complexes I are of the donor-acceptor type
whilet complexes II utilize the st -electrons. Reduction in the ba-
sic properties of O and 8 in furan and thiophen is ascribed to the
neighboring double bonds. Purther work is in progress. There are 3
references: 2 Soviet-bloc and 1 non-Soviet-bloc. The reference to <=
the English-language publication reads as follows: H. Plesh, Cat. v~
nic polymerization and related complexes, lLondon, 1953, '

ASSOCIATION: Pigiko~khimicheskiy institut imeni Karpova (Physico-
Chemical Institute imeni Xarpov) P (Physico

SUBMITTED: March 31, 1961
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RODIONOV, A.N.j SHIGORIN, D.N.; TALAIAYEVA, T.V.; KOCHESHKOV, K.A,

8tructure of complexes formed by aliphatic or 14 thiwn
compounds, Dokl, AN SSSR 143 no.1:137-139 Hr“'zg.

(MaRs 15:2)
1, Chlen-korrespondent AN S8SR (for Kocheshkov),

(14thium organic couwpounds)
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|

AUTHORS Panov, Ye. M., Zemlyanskiy, N. N., and Kocheshkov, K. A., |
Corresponding Member AS USSR i

|

)
";,

o
TITLE: Inveatigatiop of the element-oxane bond. Lead oxanes

PERIODICAL:  Akadesiya nauk SSSR. Doklady, v. 143, no. 3, 1962, 603-605

TEXT: A method is desoribed for the synthesis of compounds with lead
oxane bond which may aleo be used for other elements. The compounds
Ar,PbX, and ArPbX, (where Ar is the aromatic radical and X is the residue { ,/”’

of the organio acid) have low m.isture resistance. When left standing in -
air, their melting point drops and impurities insoludle in organiod appear,
During reorystallisation, even with the freshly precipitated compound,
some drops of acid must be added to prevent hydrolysis. Prom a solution
of diphenyl lead diacetate in a mixture of acetone and vater, 15.206 of
the substance will gradually separate in the form of (csns)zrb(ou)-ococn,.

Hydrolysis of Arzrb(ocoa)z in the presence of diasoalkane produces the

lead-oxane bond: o
Card 1/3 . e
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Investigation of the elemente «c. p110/8130 o ‘
”:(Qu.).mooow.)wnw+m.u.-m.co00h;m o
Cotly Cate ;
i

40
-o-CHJm-JD—O—-IL-mk ‘

L
!.

After addition of water 1-2 sl ethereal disscslkane to the acetone solution )5
of Arzrb(ocon)z. tetraphenyl diplumbo-oxané discetate orystsllises out D

within a few minutes. Excess diasomethane produces alsost quantitative
yield. 1In the same waY, tetraphenyl diplumbo-oxane vas obtained with & ‘
yield of 72%. As the reaction does not take place with dry solvents, the | B0
hydrolysis of the organo lead galt is the firet reaction phase. plasoakme
does not participate in \he synthesis of the final product, but only binds

the acid formed during hydrolysis, thus preventing reaction reversal. When
heating with organio acids, the lesd-oxane bond is broken, and the initisl '
product is re-formed. There are 5 references. she modt importent refereme O
tg zt(:sus:x;-hnmm publiocstions is1 ¥. T. Reichle, J¢ Polya. Soi.y 49 !

521 (19 ., :
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Investigation of the element- vos B110
ASSOCIATION:  Pisiko-khimicheskiy ATPO
, ¥y {netitut im. 1, .
Chemical Institute imeni L. Ya, x:'rp::) KArpova (Physico- ”
SUBMITTED:  December 30, 1961 L
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VASIL'YEVA, V.N.}%WHEWW K.A.; TALALAYEVA, T.V.; PANOY, Yo .M.3

RAZEWNIROVA, G,V SONDKINA, R.S.j ILTRIY, O.P.

Dipols moments and structure of some fluorine-substituted
u;:m-. Dokl, AN 8SSR 143 no.41844-846 Ap '62. (MIRA 1513)

1. FMsiko-khinicheskiy institut im, L Ya.Karpova, 2, Chlen=
korrespondent AN 833R (for Kocheahkov).

(8tyrene—Dipole moments) (Fluorine compounds)

2,
osit

APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1"



"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510011-1

G PR EEA BRI FERRS GRS RIRSIT i T e T

SHEVERDINA, W.1.j PALEYEVA, 1,fe,j DELINSKATA, Ye.D.} KOCHESHIOY, Kuhu_.
' and their
Nev organccsdmium compounds of the AryCd class,

1. Fistko-khimicheskly institut im, L.Ya.Karpova. 2. Chlen-

nt AN 88SR (for Kocheshkov).
korre eponds (Caduivm orgsnio eompoinds) (Dioxanate)
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§/020 62/144/005/020/050

, 8119/3101

Aﬁ?ﬁOBS: Col'dahteyn, 1, Ps, Our'yanova, Ye. X., and Xooheshkov, K. hog . :
Correaponding Member AS USSR —

2I7LE: Conplexes of tin tetrachloride with unsaturated compounds

containing heterostons

PERIODICALI Akadeniys nauk g88R. Doklady, Y. 144, noe 3, 1962,
' 569-572 . ' ‘ o

pEx?: The complex torpation of Sn014 with furan, 2.gethyl furan, thiophcnd. :

and d4iallyl gulfide was studied, The results were cospared with those
obtained applying 5n014 to analogous gaturated compounds (tetrahydrofuran,

tetrahydrothiophono, 2,5-dtnothyl thiophane, and dipropyl sulfide). 7The
change in the dieleotrio ;‘conitﬁhtv_ and in the density of SnCI‘ )

colutions in benzene and hexane (0.05 - 0.00 5-noloallitcr) uag measured
with s=zall anounts of the abovc-nontionod subatances successively added.
where appropriate the method of eryoscopio titration was used. (Results
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Speotroscopie investigation of complexss formed by thiophane
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1, PMsiko-khinicheskiy institut im, L.Ys.Kerpova, 2, Chlsp=
korrespondent AN SSSR (for Kooheshkov),
(Thiophene-«Bpeotra)  (Tin chlorides)
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AUTHOR3: Panov, Ye. Msy Borokina, R, 8., Ziain, A. V., and rochestkoy, ~
, © Ky beyCorresponding le;ber A8 USSR ' "““"“'—' /
" TITLE - Fluorine-containing divinyl benzencs

|

FERTODICALY  Akndomiya nauk 538R. Doklady, v. 145, no. 5, 1962, 1066-

TEAT) The synihesis of two hitherto upknown divinyl benzenes containing
tlunrine 1@ desoribedt pe-#j f«difluoro=f-ohlorovinyl styrene and bis-

“yfi-21fluoro-f~chlorovinyl bensene. In both cases the initial material,
n=-t thium-u,{l—d.lﬂuoro-{]-ohloroat:rom, was produced as described sarlfier:
.T:v. AN GO9SR, OXhN, 1961, 332) by a 20-30 min action of buty) 1ithiua on
p-tromo~uyl~difluoro-fl-shlorostyrene in absolute ether at -70°0, This . !
new nrganollthium compound gives all reaotions of ordinary aromatio 3

Jithium compoundo feasible at =70°C, Aotion of acetaldehyde at -70%
yields p-a,fi-difluoro=p. ohlgrovinyl phsayl noth;l carbinol (42% yiold,

bo p. 107 - 11670 (4 ma), ng0 1.5455, 429 1,2600). This tntermediate pro- -
duct 17 dehydrated ip vaouo by Boaung with potassium bisulfate to 200%,  '.
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* P-s-A111u0ro=l-ohlorovinyl styrene (b. p. 66 - 69°C (2 en), ng 1,560, o

dio 1.2563) forma in 50% yield. Polymerization of this product (benzoyl -,
peroxide as a starter, 2.9 hrs heating over a wator dbath) gave a soliq,
transparent produot insoluble in organic solvents and swelling slightly :
in benzeue and xylene. To produce bin-d./)-diflnoro-p-chlorovinyl benzene,
p«lithium-«,p-diﬂuoro -p-chlorouyrono was nixog with trifluoro ohloro- )’
ethylane immediately after its produotion at -75°C, Data of the rcaotion
products b, p. 100 - 105% (5 em), ngo 1.5450: dio 1.4240. This product
polymerizes in the presence of t;enzoyl poroxide at 100°C at about the sane
rate as styrene with formation of a solid, transparent polymer which, un-
like polyatyrene, is not soluble on heating in arcantlo hydiroearbons and
swells _in them only slightly, Tho polymer 1o atable on heating in air up
to 210°C. The two compounds doscribed exemplify the possible combinations
of the groups -cn-cn?, -CF-CFC1, -c(crj)-cn.‘,. eto., aynthesized by the

authors in fluorino-containing divinyl Yenzenes, There is 1 figure, '
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" AGSGOIATIONT Fisikoskhimioheskiy inutituf i-slba Ya. Karpove (Physiooe
chemioal Institute iweni L. Ya. Karpov) '

-
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8/020/62/146/006/010/020
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AUTHORS s Zemlyanskiy, N. K., Panov, Ye., M., Kocheshkov, K. Aoy
Corresponding Member AS USSR S ,

TITLE: Dialkyl tin
PERIODICAL: Aksdemiys nauk S8SR. Doklady, v. 146, no. 6, 1962, 1335-1336

»
TEXT: Ae no reliable method has so far deen worked out for the synthesis )/r
of tin dialkyls, the data pudlished on these compounds differ greatly.

Referring to a reaotion made by C. Wwittig, ¥. I, Meyer, C. Lange (Ann.,

571, 167 (1951)) the authors of this article succeeded in synthesizing
analytical-grade di-n-butyl tin and diethyl-tin by reacting a suspension

of anhydrous Sn012 in a 114 mixture of ether and benszene with an ether ' so-

Jution of n-buty] 1ithium and with ethyl 1ithium, respectively (resotion
tesperature, -10°C) molar ratio between 5nCl, and alkyl 1ithium = 112).
Di-n-butyl tin is thus obtained in a yield o? 63.7% and in the foram of a
dark cherry-red oil readily soludle in hexane, bensene, toluens, sther,

chloroform, and carbon tetrachloride, but poorly soluble in alcohol and
Card 1/2
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5/020/62/146/006/010/020
Dialkyl tin .. B106/B186

of a dark, cherry-red oil which is as soludle as di-n-butyl tin. Both

tin dialkyls oxidize in air and sore quickly in solution. 1In the case of
di-n<butyl tin, a white 8roduct is formed, which, together with HC1, gives
(C4H9923nc12. B.p. 42-437°C. The oxidation of diethyl tin is more cosplex,

Di-n-dutyl tin reacting with bromine in 0014 gives (c489)28n8r2. a. p.

18.5-19.5, in a quantitative yleld. Di-n-butyl tin heated in a sealed
ampgule with an argon atmosphers begine to precipitate metallio tin at
2307C, The tin dialkyls synthesised here are polymers. Their molecular
weights were determined by cryoscopy and ebullioscopy and were found to be
1760 and 1633, respectively, for diethyl tin, and 1921 and 1745, for
di-n-butyl tin. There is 1 table. The most important English-langus
references aret T, Harada, Soi. Papers Inst. Phye. Chem. Res. (Tckyog:
)5| 290 ('9’9)' 3.’.A. K.gQIOQ J. Cb‘.. 300.. 1959; 29’60

ASSOCIATION) Piaziko-khimicheskiy institut is. L. Ya, Karpova (Physico-
chemical Inatitute imeni L. Ya. Karpov)

SUBMITTED: July 9, 1962
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acetona, Diethyl tin is obtained similarly in a yield of 40.8% in the fors -v/(
v
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ZENYLANSKIY, N,N,j PANOY, Yo.M,j KUCHESHEOY, K.A,

© Dialkyltin, Dokl. AN SSSR 146 no.6:1335=1336 0 rsz.(m 15110)
: 11
1, PMsiko=khimiche institut im, L.Ya.Karpova., 2, Chlemw
korrespondent A? ﬁaign for Kecheshkov),
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SEEVERDIMA, N,I.; ABRAMOVA, L.V.; PALETEVA, I.Ye,) KOCHESHKOV, K.A,

Preperation of organic salts of di-p-tutyl tin., Khis.prom,
00,101707-708 0 '62, (MIRA 15:12)

1, Chlen-korress AN 888R (for Kocheshkov).
(T4h organie eompounds)
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SIMONOV, A. y., snmom, D.N.; uuu!m, r.v.; xocmjnav LA,

Study of the lithium alcoholate structure by the method of

absorption speotraj O=li,..0 bond, Isv, AN 8SSR.Ber.fis, 26 no,

1246-1249 0 162, (MIRA 15:10)
(Lithium wlooholate--S8pectra)
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KOCHSSHKOV, KeAs, PALEYEV, O.A., SOOOLOVA, T.I., SHEVERDINA, N.I.,
FALALATEVA. T.V.) RODIONOV, A.N.

Nouvesux composants des 6uu1y|nn de 18 polymsrisation de l'ethylens
dans des conditions habituelles et inhabituelles.

Report subwittad for the International Symposium of Mecromolecular Chemistry,
Paris, 16 July 63
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IOFIE, Savelly Timofeyevichy REEYANOV, Aleksandr Kikolayevieh;
K tv, red.j OKHLOMYSTIK, 0.Yu,, red.;
DOROKHIFA, 1.8,, tekhn, red,

[Methods of the chemistry of organometallic compounds;
magnesium, beryllium, calcium, strontium, barium} VMetody
elemontno-organicheskoi khimiij magnii, berilliy, kal'tsil,
strontsii, barii, Pod obshchei red, A.N. Hesmeiznora i K.A,
Kocheshkova. Moskva, Isd-vo AN SSSR, 1963. 561 p.

(MIRA 16:)2)
1, Chlen-korrespondent AX SSSR (for Kocheshkov),

(Organometallic compounds)
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