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Spectroscopic Investigation of N-Vinyllactams 77
and Anilides R)
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ISP-51 and PRK mercury lamp were used %o obtain Raman
spectra, and spectrograph SF-4 to obtain UV-spectra.
Spectra of vinyllactams in the double bonds region
showed lines characteristic for C=C and C=0 bonds.
It was found that the presence of the N-atom at the
double bund Influenced conslderably the spectral
characteristics: the frequency of the C=0 bond was
lowered nearly as much as in molecules containing
S>N—C==0 bonds. Values of the extinectién . coefficient
of C=0 bond line in vinylpiperidone and vinylcapro
lactam were quite high, and close to those of vinylamine.
The intensity of C=C line of vinylpyrrolidone was
substantially higher, and that of C—0 line in alil
three vinyllactams was many times higher than in com-
pounds with > N—C=0 bonds. This anomaly in the
intensity of the C=—=0 bormd in Raman spectrum was the
most peculiar characteristic of vinyllactams which
distinguished them from molecules with C—=C—N< and
>N—C=0 bonds. It can be explained by the influence
of the C=C bond, through the N-atom, on the carbonyl
Card 2/3 group (in the bond system C=C—N—C=0). Similar
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Spectrosceopic Investigation of N-Vinyllactams 77082
and Anilides S0V/62-59-12-26/43

relationships were also observed in anilide spectra.

Tt was noted that the alkylation of N in anilides
weakened the indications of conjugation of N with the
benzene ring, and strengthened those of conjugation
with the carbonyl group. It can be assumed, therefore,
that a C6H5NRCO-X molecule loses the coplanarity of the

syatem C6H5-N-C and the system C— N—COX becomes more

planar. There are 3 tables; 1 figure; and 6 references,
1 U.S., 1 U.K., 1 German, 3 Soviet. The U.S. and U.K.

references are R. Bowden, E. Braude, E. Jones, J. Chem.
Soc., 1946, 948; E. Corey, J. Amer. Chem. Soc., 795, 2301

(1953).

ASSOCIATION: N. D. Zelinskiy Institute of Organic Chemistry, Academy
of Sciences, USSR (Institut organicheskoy khimii imeni
N. D. Zelinskogo Akademii nauk SSSR)

SUBMITTED: April 7, 1958
Card 3/3
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sov/62-59-12—33/43
AUTHORS: Shostakovskix&mmh”Eﬂ, prilezhayeva, Ye. N., Tsymbal,
rfzovskaya, v, A., Starova, N. G.
TITLE: prief Communicatlon. Concerning Addition of Nucleophil-
1c Reagents to ( » ~Unsaturated sulfones in
presence of 'Triton B"
PERIODICAL: Izvestlya Akademil nauk SSSR. Otdelenlye khimicheskikh
nauk, 1959, Nr 12, PP 0p3g-2241 (USSR)
ABSTRACT: Addition of nucleophillc reagents (alcohols, mercap-
tans, hydroge sulfide, dialkyldithiophosphoric aclds,
ete.) to QA ~unsaturated sulfones of various

structures 13 catalyzed to a great extent by "priton

B" (benzyltrimethylammonium nydroxide). The addition
reaction starts upon addition of a few drops of "Tri-
ton B" (40-60% aqueous solution, 0.2-0.5% by weight) to
an equimolar mixture of reacting substances. In most
cases the reaction 18 exothermic (temperature rises up
to 80-100°) and is completed within -3 hr, with a
nearly quantitative yield. @, A —Unsaturated sulfones,
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Brief Communicatlon. Concerning pddition 77089
/- sov,/62-59-12-33/43

of Nucleophllic Reagents to a ., |/
Unsaturated gulfones in Presence of "Triton

B"
naving other unsaturated ponds in the molecule (e.g.,
endo~ and exovinyl bicycloheptenyl sulfones, obtained
by reaction of cyclopentadiene with divinyl sulfone),
add alcohol oOT mercaptan under these conditlons only
at the unsaturated bond activated by sulfone group:

1) g
aak 50,CH=CH, + CuHisH 4 $O,CHiCH;SCaHs
(C)lhOH\ e IOC-,H,‘\
ame Al -

=
L‘/+ll _.\ OH

(endo t exo) (endo + €xo0)

Diczulfones, naving two wn
mercaptan molecuies. Tabl
physical constants of the addition produc
card 2/5 them prepared tO the first time)
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Brief Communication. Concerning Addition 77089
of Nucleophilic Reagents to Q, sov/62..59..12_33/43
Unsaturated Sulfones in Presence of "Triton '
Bll
0, 0,
FoRMuLA yico | bpw °C o FOUND Yo oc %,
W P (pressukz Y . ‘
% o 1) Tl s el LS
: LSO H ST+ 83,4 71485 (Y oo | a0 | 7.5 | 36,93 | 80831 .74 | 45T
e Sa, - 99 i os | naves | osi2x | aa2 | 4z2 | 821 | 360
CHLSO.CLSCAL ) 98 - S | s | se2 | 30,57 | 45068 | 862 )} 30,48
e LS0.CLSCICIL 9 90 —~ 56 Sh'0a | o4 | 26010 | 54,06 | G.60 | 26,24
CILSOCaI ST, ) a0 124—125 (0,04) 00 | 520 | 6.0n | 27,88 | 52,44 | 612 | 27,80
LSO Lo 9 — a0 | 5478 | 7o | 2204 | 3476 | 7,69 4 23,20 )
LSOOG ) o1 125—130 (4) - W0 | 842 | 10,0 | 4330 | 8,40 | 10,20
Al SOC G ) ) 89,6 116—116,5 {0,5) — do'ar | o | 10,44 | 49045 | 0,36 ) 10,50
LSO O TLCHLOTE ) 114—116/(0,03) - St | 7 | ames | suse | 774 4 17,60
IRTIRL N JTRAE } 4 188— 190 (0,03) — 39,55 7,5 21,10 | 39,71 7,33 | 21,2
(CALIOCILOIL T Ry s - WB—100 | 3540 | 6,79 | 34,82 | 35,01 .61 | 135,00
(C,”.SOA_‘;".);S *}
. 3—137 _ 43 5 25 3,4
CASOs L IS (OCIL), 34—44 133 —137 (U, 04) 31,48 6,18 3t,43 | 31,35 6,25 31,40
( ConT. ) : : :
card 3/5
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TIBLE 4 (cont:) 77089, SOV/62-59-12-33/43
. ] bp in C | mp FoNlp Yo A %
F‘?K/WM VIELD % Npaessune o ) | (2€) cl # 1S cl 4 15
$0.C;H.OC,Hy ™ oy, 94 | 85—85,5 (0,09 _ 56,9 | 8.06 | 139 | oo |l ocus | e
45—97 (0,03 — 57,58 | 8,01 | 14,04 )
{mao -+ 220}

-
-1

S0,C;HSCeHs ™}
—_— ey — 9 r, : s P -
EE( : <3muw5[ o - 2N ey 6,10 | 21,74
{3130 4 9K30) J - 4 61,32 6,27 21,70 t

55,99 6,66 | 24,92

C.H,SO,CII:CH — CHCILSOLC.IL%) ]4 _ 112113 56,53 6,66 24,81
I
SCHLSC T,

Notes: ¥ Obtained for the first time. ** In the litera-
ture [Lorenz, W., Pat. FRG gFederal Republic of
Germany), 876691 (5/18/1953); Referat. zhur. Khim., Nr
32864 (1955)7] , 1t is described as a compound, liquild
2t room temperature, bp 127-129° (2 mm). ¥*¥ Literature
[Moore, A. H. Ford, J. Chem., Soc., 1949, 24337, mp 36-
380, ¥x¥% Found: P 9.62; 10.00%. Calculated: P. 10.11%.
Tn the literature [Thompson, R. B., Cheniceck, J. A.,
Symon, T., J. Ind. Eng. Chem., 501: 797 (1958)/ it is
Card 4/5 described as "nonvolatile residue .
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Pt Comtinn)enbion,  Concerndng Addlilon 77089
30v/62-59-12-33/03

of Mucleophllic Reagents to ,/)’ -
Unsaturaced Sulfones in Presence’of "Triton
B”

There 1s 1 table; and 6 references, 2 Soviet, 1 German,
1 U.X., 2 U.8. The U.K. and U.S. references are: A. H.
Ford, Moore, J. Chem. Soc., 1949, 2433; J. L. Szabo,

E. T. Stiller, J. Amer. Chem. Soc. 70, 3667 (1948); cCh.
D. Hurd, L. L. Gershbein, J. Amer. Chem. Soc. 69,

2328 (1947); R. B. Thompson, J. A. Cheniceck, T.

Symon, J. Industr. and Engng. Chem., 50, 797 (1958).

ASSOCIATION: N. D. Zelinskiy Institute of Organic Chemistry of the

Academy of Scilences, USSR (Institut orizanlcheskoy
khimil imeni N. D. Zelinskogo Akademii nauk SSSR)

SUBMITTED: May 4, 1959

Card 5/5
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KOCHKIN, D.A.; KOTRELEV, V.N.; SHQSTAKOVSKIY, M.F.; KALINIHA, S.P.;

KUZIETSOVA, G.I.; DBORISENRD, Yripi=sermoneiad

Tin organic polymers. Vysokom. soed. 1 no.3:L4E82-L8h Mr '59.
(MIBRA 12:10)

1,Nauchno-issledovatel'skiy institut promyshlennosti plasticheskikh
mass,

(Polymers) (Tin organic compounds)
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SHOST AKQVSK
';Mé;;l't;enis of sulfur compounds from vinyl ethers and acatylene.
Part 19: Role of thionic complexes in the ionic polymerization
of sulfur-containing vinyl compounds. Vysokom.soed. 1 no.4:582-
582-589 Ap '59. (MIRA 12:9)

1. Institut organicheskoy khimii AN SSSR im, N.D,Zelinskogo.
(Polymerizationg (Vinyl compounds)
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SETY, M.E.; PRILEZHAYEVA,Ye.N.; KARAVAYETA, V.H.

Synthesis of gulfur compounds from vinyl ethers igc.ldace:);ie:g;YI
Part 20: Interaction of mercaptals withAvim:;gsu ides
ethers. Vysokom.soced. 1 no.4:590f593 P .(MIBA 12:9)

1. Institut organicheskoy khimil AN SSSR im. ?.D.Zelinskogo.
) (Sulfur compounds) (Vinyl compounds
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. SHOSTAKOVSKIY. .- MaEe s PRILEZHAYEVA, Yo N,; KARAVAYEVA, V.M.

léene
nthesis of sulfur compounds fron vinyl ethers and acety .
ngt 21: Ionic copolymerization of vinyl sulfides with styrene

, . Vyaok d. 1 no.b:594-596 Ap '59.
and vinylbutyl ether, Vysokom soe (WIRA 1219)

1. Institut organicheskoy khimii AN SSSR im, ¥,D,Zelinskogo.
(Polymerization) (Sulfur compounds)
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Detarmination
zation of viny
Vysokom.s00d.

1, Institut organiches
(Sul7ide) (Styrena)
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PRILEZHAYEVA, Yo N.; KARAVAYSVA, V.X.

y coafficients in copoly=seri-
tyrene and nethylnethacrylate.
159, (MIRA 12:10)
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AUTHORS: ,__,shoa'czﬂ;ovak;;g,,,.zl._._r.9 prilezhayeva; Ye- Nas sov/153=2=-5=22/31
M.

Karavayeve, Yo

TITLE: synthesis 8nd Polxl_nerizatio:‘x\ of Vinyl Sulfides 1
PERIODICAL: Izvestiya vysshikh uchebnykh gzavedeniy. ghimiye i xhimicheskaye
tekhnologiyas 1959, Vol 25 ¥r %, PP 161 - 768 (USSR)

ABSTRACT: At the Laboratory for Vinyl Compounds of the Institute in which
the authoTs work, the aynthesis methods &nd the chemioal changes
of vinyl compounds, which contain, uble bonds such V¥//

hetero atons B8 0,8,

yearss The present

ayn £ monomer

gheir resct the polymer d the copolyaerization.

A general metho theais was developed (Ref 5) based on &

modification of th tion reaction according %o L. Ye.

Favorskiy and X kiy (1) (Bef 6). An excess of

acetyls stil : condition. The vinyliza-

tion of percaptanes ¥i tages (Refs T,9510) ¢

From alkylcmercaptanes ,12) 1t 18 possible

to obtain the corres i (Equation (3)s
card 1/3 Table 1) &b 30-50°C, in ence of

/ /
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) 67037
Synthesis and Polymerization of Vinyl sulfides SOV/153=2~5=22/31

2-3% of KOH. The authors developeds jnstead of the acid hydro-
lysis to the acetaldehyde and & titration of the latter, the
splitting of the vinyl sulfides by an alooholic gublimate solu-
tion as a method for quantitative determination (Befs 7,8) (4)-
This reaction (4) is also suited for alkyl-thio-butenines
(Refs 11,12). The authors also established the conditions of
the selective gulfur oxidation in vinyl=-alkyl gulfides in which .
vinyl sulfoxides or vinyl sulfones form 2). These can be Lr/
used as starti for polymerization (5). The intro-
duction of the su ages the dielactiric properties of
the polymer (Ref 19) and its thermoplasticity (Ref 16). By in-
troducing thae gulfone groups; the venzo-resistance increases
(Ref 20). It was observed that vinyl sulfides have less inclina=
tion to kationic polymarization under the influenca of metal
halides, but thoy essily form polymerxs under the influence of a
su;sable fres-radical i{nitiator. The best yleld of ionic poly-
mals was ocbtained in the presence of triwboronefluoride~ethyrate
(Ref 21). The polymers are viscous oils. For the determination
of their molacular weight, titration of the thio=-vinyl terminal
groups by sublimate was uged besides cryoscopy (see also above).
gard 2/3 Good accordance confirms the gtructure of the terminal groups
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Synthesis and Polymerization of Vinyl Sulfides SOV/153-2&5=22/31

ASSOCIATION:

to be ~CHwsCHSR. Table 3 shows the fractionation of a sample

of polyvinyl-ethyl gulfide. Tables 4 and 5 illustrate the condi-
tions of polymerization of vinyl sulfides in the presence of
free-radical initiators and the properties of the pelymers obe
tained. The best ylelds were obtained with dinitriie of the azo-
igobutyric aold. Benzoyl=-peroxide cannot be used in this case
(Ref 23). No thione groups form on introduction of a free radi-
cal and the terminal groups of the polymers have also the cha- q//
racter of a thio=-vinyl (7). 12 pairs of monomers containing

vinyl sulfides were -studied on copolymerization.~The properties
of the copolymers are also gstudied. Table 6 shows the polymeriza-=
tion of the vinyl-ethyl sulfone. The rules established can be ex-
plained in view of the reciprocal influence of the CO=a=C linkage
and the sulfur atom ir the vinyl-gulfide mclecule. There are

6 tables and 31 references, 24 of which are Soviet.

Institut organicheskoy khimii AN SSSR im. N. D. Zelinskogo
(Institute of Organic Chemigtry of the Academy of Sciences,
USSR imeni N. D. Zelinskiy)

card 3/3
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AUTHORS: ShgﬁﬁakoxskiggwmﬁmE.v Bogdanova; A. Ve sov/153-2a5a23/31
AO

T Chekulayeveés
's

PITLE: Synthesia of New Monomersg OR the Basis of Acetylene and
piacetylene

PERIODICAL: 1zvestiya vysshikh uchebnykh gavedeniy. Khimiye 1 khimicheskays
tekhnologiyes 1959, Vol 2s Nr 5, pp 169 ° 115 (USSR)

ABSTRACT: From acetylene and diacetylene; 28 m compounds con= ﬂ//

bile hydrogens monomers thar) with
-vinyl- and 8 diene group © The com-
pounds with mobile hydrogena&einpaxticular: alcohols of various
gtructuré; amino alconols; mercaptanes; phenols; gilanolsy agtc.
According %0 the method of A. Ye. Favorskily and M. Fe shogtakov=
skiy different types of vinyl compounds with & total formula
CH2~HCH=XR can be obtained wher® X = 0,N;S,5% and R is an alkyl,

aromatic, hydroaromaticv The most in-
tereating among the recently ated compounds on
acetylene basisg ino alcohols

(Refs 5,6). They Bay be use erials for geveral
nitrogenacontaining macromolecular products including soné with
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RELE :
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Synthesis of New Monomers on the Basis of Acetylene SO0V/153-225-23/31
and Diacetylene

& three-dimensional structure (to be used as ion-exchanger re-
sins). At present diacetylene becomes interesting because it may
serve as a starting raw material for various syntheses, and be-
cause it has both a ascientific and a practical significance. In
the laboratory for vinyl compounds of the Institute in which
the authers work, the hitherto neglected chemistry of the di-
acetylenes concerning the interaction with compounds containing
mobile hydrogen has been systematically studied, By the reaction
of diacetylene with alcohols (Ref 8) and mercaptanes (Ref 10)
(constants of the reaction products in Table 1), as well as with
amino alcohols (Ref 10) organic compounds with a simple ether
(also containing nitrogenoand with a thio-ether-group in the
conjugated system of the double and triple linkages (I) can bve
obtained. Additionally, butadiene-a-ether (I1), «;6-di-thio~
ether (III) and mixed «;8-thio-ether are obtained, The synthesis
method of the 1-alkoxy-butadienes<1,3 on the diacetylene and the
alcohol basis makes possible the production of several repre-
sentatives of this class which contain alkyl- and cyclic radi-
cals (Ref 16), The alcohols react with diacetylene under the in-
Card 2/3 fluence of alkali and on heating. In this reaction, ethyl-vinyl-

APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"



£7038
Synthesis of New Monomers on the Basis of Acetylene SOV/153-2-5=23/31
and Diacetylene

ether (I) and acetals of butin-2-sl-§(see Scheme) are formed.

The reaction of the diacetylene with mercaptanes occurs gradual-

ly. Unlike the reaction with alcohols, the 2-mercaptane molscule
adds itself to the threefold linkage and di-thio=-alkyl (or

phenyl) of the butadieme=1,3 is formsd (Scheme), The compounds pro=
duced szre highly reactive., The authors rscommended a new method )
of synthesis for the 1-alkoxy-butadiene=1,3 based on partial 4
hydration of the ethyl-vinyl-ether (Table 4). Tables 2,3,5, L*/
and 6 list the constants of additional products synthesized.
Finally, they established the conditions of the synthesis of

vinyl ether of ethanol amineg/of various structures, and ex=

amined their properties. There are 6 tables and 18 references,

13 of which are Soviet,

ASSOCIATION: Institut organicheskoy khimii AN SSSR im. N. D. Zelinskogo
(Institute of Organic Chemistry of the Academy of Sciences,
USSR imeni N. D. Zelinskiy)

Card 3/3
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SHIKHIYEV, I.A.; SHOSTAKOVSKIY, M.F.; KAYUTENKO, L.A.

Investigations in the field of the synthesis and transformation of un=
saturated silicon organic compounds. Dokl .AN Azerb.SSR 15 no.1:21-23
(MIRA 12:3)

' 59,
1. Institut organicheskoy Khimii AN SSSR i Institut pefti AN AzerSSRH.

Predstavleno akademikom AN AzerSSR Yu.G,Manmedaliyevym.
(Silicon organic compounds)

A "
PPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"



"APPROVED FOR REL
Dbl EASE: 08/09/2001  CIA-RDP86-00513R001549920001-0

2721k
s/081 61/000/014/011/030
B103/B217

AUTHORS: Shoztakovskiy, M. F., Vlasov, V. M.
; e

e

TITLE: Synthesis of some trialkyl gilanols

PERIODICAL: Referabivnyy zhurnal. Khimiya, no. 14, 1961, 257,

abstract 14}{289 (Sb. nauchn. rabot Yaroslavsk. med.
in-ta, 1959, VyP. 22 511-514)

QEXT: Pure R,R7SiOH (Ia-b; here and in the following @ R = CH

37
= ;s DR =C H , R = CH ) suited for optical studies were ‘
Cof 5’ 275

synthe31zed as follows: R R” SlCl (II) + ethylene oxide (111)
— R,R Si0CH, CH, c1 (Iv) =—1 + HOCH, CH,OH (V). A weak streanm of III is

conducted througn the ethereal solution of Q.1 mole of ITa up tC the

required overweight (20 - 25 °¢) and (here and in the follow1ng9 the yield

is given in ¢, and the boiling point in C/mm, n2 D, ) 93, Tt "2/39,
1.4260, 0.9469 of 17a are isolated. Similarly 91.8, 7 68/13, 1.43%6;
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s/081/61/000/014/011/030
B103/B217

Synthesis of some trialkyl silanols

0.9478 of IVb were obtained from 0.1 mole of IIb and III. 5 % NaOH ard
3.4 drops of phenol phthalein are added to the ethereal solution of 18 g
of IVb, and the mixture is vigorously gtirred for 1 hr. 72, 61-62/30,
1.4204, 0.8456 of Ib are isolated from the ethereal luyer by the usual
treatment after 3 hr when the color of the indicator has vanished).

V was separated from the aqueous layer in a yield of 66.1 %. 86, 58/50,
1.,4070, 0.8335 of ITa were obtained from 0.1 mole of IVa under similar

conditions. [Abstracter's note: Complete translationg v><
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AUTHORS:  __ Shostakovskil, . F., Fomerov, M. V. sov/74-28-6-4/5
Shikhiyev, 1. A.

TITLE: Silanols (silanoly)
bERIODICAL:  Uspekhi khimils 1959, Vol 28, Fr 6, FP 741 - 171 (USSR)

ABSTRACT : The present paper describes the nethods of gynthesis and the
properties of silanols. silanols are compounds containing hy-
droxyl groups directly pound to the gilicon atom. Owing to

particular affinity of the siiicon atom to oxygen, there are
gilicon-organic compounds #ith one, two and three hydroxyl
groups with the silicon atom. In this connection, they are
S1assified into alkyl (aryl) silanols with the common formula
R3SiOH, silandiols R251(03)2, and silantriols RSi(OH)E. of the

mentioned compounds, the trialkyl (aryl) gilanols are best in-
vestigated. They are highly reactive compounds and have great
practical and theoretical importance. 1n contrast to silicon-
-organic alcohols, there are & number of common methods of
synthesis for silenols. For some representatives of this class,
there are quitespecial methods of synthesis peculiaT to them.
Of the methods of synthesis, the following were described:

card 1/4
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the hydrolysis of halogen silanes (Refs B, 10-63%), of elecoxyi-
/ -~

silanes (Refs 25,35,64-75), of acetoxysilanes (Refs 10,75=5110, -
of aminosilanes (Refs 10,21,82—90), the magneSium-organic syn=-
thesis (Refs 91-95), the cleavage of siloxanes (Befs 95-10% )
the cleavage of tetrasubstituted silanes (Refs 102,104-124),
and the hydrolysis of hydride silanes (Refs 55,60,84,128—132}.
Besides the mentioned general methods of obtaining silanols,
specizl publications describe many other methods which ars
suiteble for the gsynthesis of compounds «ith a certain gtruc~-
ture (Refs 5,24,31,102,103,111,124,135—147). The physical pro-
erties of many silanols have not yet been fully characterized
(Table). For somne representatives, tre physical constants are
contradictory. In spite of this, certain rules referring to
their physico-chemical properties can be determined fron the
data indicated in the table of the coapounds of this class
(Refs 32,148-155)+ prialkyl (aryl) gilanols remind of tertiary
alconols as %o their structure. gilandiols and gilantriols
have no analoga anong organic compounds. 3ilanols are, in
generel, girpilar to the corresponding organic elcohols, bub by
the presence of the silicon aton their properties attain &
Card 2/4 character peculiar to them. This brings about that in many ca-
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ses they yeact Aifferently fron glcohols. Some of these react-
iong were considered closely and compared with the correspond-
ing reactions of organic analoga: action of metals and lyes
(Refs 8,12,31,43,60,68#%,9&403,203,205—222), dehydration of si-
janocls (Refs 4,24,26,53,35,3'1,46,47,60,63,68,190,224-226), in-
teraction with halogen gilanes (Refs 11,21,128,227,230,251),
action of nineral acids (Refs 31,62,228,232,233), interaction
with acid anhydrides and halogen anhydrides (Refs 22,31 , 41,61,
223,227 524,235), interaction with alcoxysilanes (Refs 21,230,
236—2393, reaction with vinyl etheT (Refs 52,80,87—9C,226,240~
oa4), action of Pischer's reagent (Refs 169,245), interaction
with isocyanates (Refs 37,51,183,246), pydration of gilanols
(Refs 37,247). AS mentioned before, gilanols are highkly react-
ive substances which are capable of undersoing various react-
jons. Scme of these reactions were described (Refs 37,21,49,53, ~
81,102,139,167,169,172,206-209,223,249—264).Sil:nols sre used
in industry for the production of various resins (Refs 257—265%
heat-resisting coats (Refs 205,200), bvectericide substances
sﬁef 265), adhesives (Refs 267,265) water-repellent agents

?
(Refs 210,268), foT imprecnating papey (Ref 27C), 28 aiffusiocn

APPROVED FOR RELEASE: 08/09/2001

CIA-RDP86-00513R001549920001-0"



"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0

b D A oS e R L | | e TSP Ao T

Silanols

3CY/74-20-6-2 /5

llquld., (Ref 237), for lubmicat: n; 0ils (Ref 237) uud e
;ound fo

s ) for aome
: _f subgtances., There are 1 table and 27C refovena.s £ 2

whieh are Soviet, R e

ASSOCIATICN: Tn-+ imij
R (;P, Oﬁgg?lchfSrO) khlmll im. ¥. D. Zelinskogo Al SSSR
stitute of Croanic o cendgtry
ot imeni I, D. Zelinsii-, A5 75Sp°
=L LIS1 ), AD L-Jsl‘.,
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ATTHORS : Shosteakovekiy, My F., Bogdanova, A. V., 507/74-28-9-3/7

TITLE: Diacetylene and Its Derivatives
PERIODICAL: Uspekhi khimii, 1959, Vol 28, ¥r 9, pp 1052-1085 (USSR)

ABSTRACT : In the present paper the authors give a survey on the actual
state of the chemistry of acetylene and its derivatives.

First, the methods of obtaining these substances are described:
the synthesis of fhe diacetylene derivatives from acetylene
and other substituents among them dimerisation of mono-
substituents, acetylenes,(Refs 1-27)3 magnesium-organic
synthesis (Refs 28-31); dehalogenation of halogen derivatives
(Refs 32.37). The methods for obtaining diacetylene can be
subdivided into three groups: The syntheses of the first group
based on the oxidative dimerisation of metallic salts of the
acetylene have, ab present, only 2 ristorical value (Refs 34,
38-41). The second gTOUp comprises methods using the effect
of an electric discharge on various hydrocarbons (Refs 42-48).
The third group comprises the syntheses based on & gradual
splitting-off of elements of the halegen hydraci®~ from the

card 1/4 halogen derivatives of the butane series (Refs 4y-T1). The
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physical properties of diacetylene are treated according to
references 31, 32, %9, 40, 45 75-90, and its explosive
properties according to references 39, 42, 47 91-95. The
purification and the analyticael determination of acetylene are
described according to the references 45, 48, 57, 59 60, T2,
97-100. Then follows the description of the chemical properties
of diacetylene and its derivatives. Diacetylene is the first
member of tie homologous polyine geries with conjugated triple
bonds. The gseparation of first acetylene compounds from
vegetable products stems from the year 1892 (Rref 101). Since
that time ab of such compounds have peen obtained.
References 17, 18, 102-107 are devoted to 2 close jnvestigation
of the separation and of the synthesis. The informations
contained in publicatl the properties of diacebtylens

and its derivatives chiefly

gubstitution and addition. Among th

reactions with magnesium—organic compoun i

55, 98, 108-115); with metals (Refs 51, 543 57, ,

#ith halogens (Ref 31) with carbonyl compounds (Refs T

48, 117-122), end with methyl olamines: The field of additions
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to diacetylene covers: tre addition of hydrogen (Refs 123~127,
29, 32, 55), of halogens (Refs 29-32, 128-132); of nitrogen
aioxida (Refs 133-135); of water {Refs 665 99, 136); of alcohols
(Rofs 48, 57-59, 62, 65-67, 137-140), of glycols (Ref 137); of
rorcaptans (Refs 62, 141), of emino alcohols (Refs 48, 63, 122);
of scrylonitrile (Refs 142-144); of HCN ERef 145), of thio-
cyanogen (Ref 146) and of dialkylamines (Ref 48). Purthermorse,
the oxidative dimerisation of the diacetylenes is described
(Refs 1, 4y 6y T¢ 17» 18, 29, 33 101, 105-107, 147, 148)' The
following section of the paper is devoted to the ethinyl
compounds. The physical properties and the spectra of the
ethinyl vinyl ester are described, as ascertained by the
authors. Among the chemical reactions of the ethinyl vinyl
ester the substitutions of scetylene hydrogen end the addition
are the most investigated. Substitutions were investigated in
reactions with metal (Refs 57, 11), with ketones (Ref 149), and
with the magnesium-organic compounds (Refs 150-151). Additions
to ethinyl vinyl ester were investigated in reactions with -
alcohols (Refs 58, 59, 62, 65, 66, 91, 137, 138, 150-153) with
mercaptans (Refs 62, 156-158); with water (Refs 57-60, 64, 159)3
Card 3/4 witn carbonyl-compounds (Refs 48, 5T, 124, 150, 160-162); with
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acetals of sncetaldehyde (rRefs 163, 164); with bromine

(Ref 59). Furthermore, the addition of hydrogen (Refs 59, 158,
165-173) and the dimerisation of ethinyl vinyl ester (Refs 17,
21, 148, 174) were investigated. Finally, ethinyl vinyl
thicester (Refs 62, 156-158, 175); ethyl vinyl ester,
containing ¥ (Refs 63, 67) and ethinyl vinyl ester, containing
Si were produced. The table contains a list of some of the
functional diacetylene derivatives. The following Soviet
authors are mentioned: ¥. I. Yegorova, O. M. Kuznetsova,

¢. I. Plotnikov, I. A. Chekulayeva, L. Ve Kondrattyev, I. I.

Strizhevskiy, M. D. Ohekhovich, Zh. L. Totsich, E. S. Shapiro,
and L. InSummﬂgaThxemsjﬁﬂﬂaamdﬂ?é references, 33 of which are

Soviet.

ASSOCIATION: In-% orgunicheskoy khimii AN SSSR, im. N. D. Zelinskogo
(Institube of Organic Chemistry AS USSR imeni W. D. Zelinskiy)
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The affiliation of alcohols, silanols, and organic acids to

the y—silicon~containing vinyl

jnfluence of acid catalysts
in agreement with

Markovnikov's rule.
orgzanosilicon alcohols and gilanols,

ethers takes place under the
according to the jon mechanism,
On their reaction with

hitherto unknown acetals

were obtained, containing silicon atoms in both alcohol radi-

cals. The reaction of these

ethers with organic acids can serve

as a basis for the synthesis of a new class of organosilicon

compounds, i-e. organosilicon acylates.
hydrochlorination of the y—siliccn-containing vinyl
There are 3 tables

nation, and
ethers were investigated.
references.

ASSOCIATION:  Institut organicheskoy

for Organic chemistry of the Academy of Sciences,

SUBMITTED: November 5, 1957
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gformation of gubstituted

Products Obtained in

nthesis and Pran

n in the Field of the Sy
gin-like

9. Formation and Hature of Re
of Phenols

Investigatio
Vinyl Ethers.
the Vinylation

yield in resin

: phenol. The
The jnvesti-

jene contonte
y the aid of chemical

re mixtures

etylene
methyl acety
n fractionsd

on the ratio methyl ac

increases with rising
£ the distilled resi

gation O
and spectroscopic methods has ghown that they a
of the products (1 - 111).
CH H OH
3 T 3 l 3
-O—C=CH2 -O—C=CH2 —0-u=uH2
~—CH, -
C=CH2 Yo 2

CH
(1) (11)

z at 110-115o §3mm) represents the o-iso-
II). This wes confirmed by

by the determination of the
Fractions that

(111)

The fraction boilin
propenyl-isopropenylphenyl ether
clemantary analysis, hydrolysis,
molecular fraction and by spectral analysis.

Card 2/3

APPROVED FOR :
RELEASE: 08/09/2001 CIA-RDP86-00513R001549
920001-0"



"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-

30V/79-29-5-30/175
Investigation in the Field of the Syntheais and rTranaformation of Subatituted
Vinyl Ethers. 9. Formation and Nature of Resin-like Products Obtained in

the Vinylation of Phenols

are distilled at higher temperatures are mixturea of the poly-
mer (III) of different polymerization degrees with the mono-
mer. Ultraviolet and infrared spectra were taken at the
opticheskaya laboratoriya IOKh AN SSSR (Optical Laboratory
IOKh AS USSR) by B. V. Lopatin. There are 13 references,

3 of which are Soviet.

ASSOCTATION: Ins$itut organicheskoy khimii Akademii nauk SSSR

(Institute of Organic Chemistry of the Academy of Sciences,
USSR)

SUBMITTED: March 12, 1958
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spikhiyev, I. Ae ggggfgggzggggi_};_z;,
KOmaTov, is . Aslanov, 1. A.
Investigations jin the Field of Synthesis and Transformations
of Unsaturated Organo-germaniun Compounds (Issledovaniya v
onlnasti ginteza i prevrashcheniy neprclel'nykh
germaniyorganicheskikh soyedineniy,. I. synthesis of lono-,
Di-, ond Trisubstitntod Tertiary T—Qermanium rcetylene
Alcohols (Sintuz odno-, gvukh- i trckhatomnykh trctichnykh
*rmnniyntsetilenovykh spivtov)

r-5°

“hurnal O
np 1549-1

pshchey knimiis 1957 Vol 29, it 91
551 (US5R)

or (Ref 1) the reaction of qi-rwagnesium-
(Totsich Rnagent) with

various alkyl-(aryl)-chlc?csil inveatigated. In
oriler to explain rurther the renction process with this
reagent, its influence upsn nethyl-, dimethyli-» and trimethyl
germanium promides was inves+iguted. The preaction was found
to proceed with the formetion of tertiary 7=germanium
containing hols nccording to the following

scheme:

In =2 previous pay

ﬁibromoﬁiﬂcthyl-ethinyl carbinel

amas Tas

acetylene alco
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Investigations in the Field of Synthezis ani SOV/79—29-§—31/7)
Transfqrnations of Unsaturated Organo-gerzaniu gomnounds. L. i
Liono-, Di-, and Prigubstituted Tortiary ruGarmanium rteetylene Alacheols

(CH, ) Cese Clzoy 0T, 33UT
— . 3 - 0 ; 3
1aC=C-CON(CL — I ——
(CH5)3CeC__C COL(Cu5)2 C 5)2 \\\c=cw-wr ey

- OH,G [CEC-COK'CE' . =0T
& ; 3)2]\5 2% 1 —

The occurrance of hydroxyl grouuys was confirmai by ks ~¢getic
pcid derivetive of bis-(2-methylbutin-3-ol—2)—dimethyl
germanium. Further reactions of organo-garmanium elgohcls
end theilr derivatives will be described in later papers. The
experimental part presents the physical dato of the initial
gubstances, the dstails of the synthesis, and’ the analysis
of the compounds obtained. The =zuthora prepared: (2-methyl-
butin-}-ol—Z)-A-trimethyl germanium, bis-@AMNhyl-hutin—B—oléﬂ-
j-dimethyl germanium, tri-(2-methy1-butin-3-ol-2)—A—methyl
cerd 2/3 gernmanium, and bis-(2-methy1—butine-§-aoetoxy-2)—4-dimethyl
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AUTHORS: shikhiyeVv, I.A Shostakovahiy,wﬁa}?q Kayutenko, L. A.

TITLE: Invesbigabions in the Field of the Syntheuis and the Trensfor-
mations of Unsaturated Organo-silicon Compounds (Issledovaniya
v oblasti sinteza i prevrashcheniy nepredel'nykh kremneorgad-
nicheskikh soyedineniy .
1TI. Synthesis of the gilicon Hydrocarbons of the Vinyl Acetylene
gseries (II. sintez kremneuglevodorodov vinilatsetilenovogo ryade

PERIODICAL: zhurnal obshchey khimii, 1959, Vol 29, ¥r T, PP 21%7-2139 (USSR)

ABSTIRACT: The synthesis of acetylene alcohols , their hydrogenation
and dehydration (Refs 2, 3) as well @
various compounds to the triple vond (Ref i high
theoretical and practical interes i the
orgeno-silicon acetylene alcohols we i
comparative inv i £ their properties.
authors elaborad hesis of momo- Ref 6), bi-
and trivelent (Ref g) yesilicen and K:germanium substituted
(Ref 9) acetylene alcohols. In the present peper the dehydration
conditions of some ¥= i tstituted aitertiary acetylene
glycols a8 well as the catalytic hydrogenation of the

0
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Irvestigations in the Field of the Synthesis and the SOV/79ﬂ29-7—7/83
Transformations of Unsaturated Organo-silicon Compounds. II. Synthesis of the
Silicon Hydrocarbons of the Vinyl Acetylene Serles

silicon hydrocarbons obtained were investigated according to the
afore mentioned scheme. Thus, the synthesis of vinyl acetyleme
silicon hydrocarbons was elaborated by the dehydration of the
corresponding ditertiary yesilicon substituted acetylene
glycols in the presence of x¥Hs0,. The following compounds ¥were

obtained and characterized: bis—(‘2-methy1—mtene-1-in—})-ethyl
silane; bis-(2-methyl putenc-1-in-3)~diethyl silane;

bis~(2-methyl butene-1—in—3)-dimethy1 silane; bis-(2-methyl
butene-1-in-3)—methy1ethy1 silane, and bis-(2~methy1 butene-i~
in;})—methyl propyl silane. BY catalytic hydrogenation of
pig-(2-methyl butene-1-in—3)—diethyl silane the corresponding
saturated silicon hydrocarbon, diethyl diisoamyl silane, vas

Card 2/3

APPROVED :
FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"



"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86 00513R001549920001 0

* Investigations in the Pield of the Synthesis and the 50Y/79-29-7-7/83
Transformations of Unsaturated Organo-silicon Compounds. II. Synthesis of the
Silicon Hydrocarbons of the Vinyl Acetylene Series

synthesized. The silicon hydrocerbons synthesized are more
exactly characterized in the table, There are 2 tables and
9 references, 8 of which are Soviet.

ASSOCIATION: Institut organicheskoy khimii Akademii nauk SSSR i Ingtitut
neftelhimicheskikh protsessov Akaderii nauk Azerbaydzhanskoy SSR
(Institute of Organic Chemistry of the Academy of Sciences USSR
and Institute of Petrochemical Processes of the Academy of
Sciences of the Azerbaydzhanskaya SSR)

SUBKITTED: July 3, 1958
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AUTHORS: §hpstakovskiy, M. F., Bogdanova, A. Tey
Plotnikova, G. I.

SOV /20-124-1-30/69

TITLE: Investigation in the Field of Diacetylene Derivatives {Issle-
dovaniye v oblasti proizvodnykh diatsetilena) Interaction
Between Diacetylene and Phenols, Thiophenol and Benzyl Alcohol
(Vzaimodeystviye diatsetilena s fenolani, tiofenolom i benzilo-

vym spirtom

PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 124, Hr 1,

pp 107 - 110 (USSR)

ABSTRACT: The authors had earlier reported on syntheses based on di-

acetylene with aliphatic and hydro—~aromatic alcohols as well
as with ethyl mercaptan (Refs 1,2). In order to introduce the
corresponding aryl derivatives into the substances available
the authors tried to add phenol to the diacetylene. These two
substances, however, did not react together according to the
usual scheme under conditions suitable for alcohols. The
authors wanted to investigate the reaction mentioned in the
subtitle. They wanted to eliminate the influence of the

Card 1/3 benzene nucleus which is caused by the oxygen atom. This
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Interaction Between Diacetylene and Phenols, Thiophenol and Benzyl Alcohol

was expected to be changed by means of the sulfur atom in
thiophenol and by the distance of the benzene nucleus from
the oxyzen. In fact, both reactions proceeded smoothly under
gentle conditions (1). The junction of the second molecule
of the benzyl alcohol or of thiophenol forms the next stage
of the reaction and can also proceed independently. In the
case of benzyl alcohol, this stage proceeds according to

the ionic mechanism. Butinal-dibenzyl-acetal

CHB—C=C—CH(OCH20635)2 (111) is formed. In the case of

thiophenol the second stage of the interaction with di-
acetylene proceeds mzinly under the influence of radical
initiators. Dithio derivatives of butadiene-1,3 are formed.
Thus, either thiopherol or ethyl mercaptan is added to

eth"1 vinyl thiophenyl ether yielding dithiophenyl- and
thiophenyl-thioethyl-butadiene-1,3 (2), respectively. This
reaction is accelerated by KOH, hzo—1sobutyr1c acid-nitrile
or by increased temperature. The yield of the end prcducts
depends on the temperature and on the initiator. Dithiophenyl-
and thiophenyl-thioethyl-butadiene-1,3 undergo the diene
synthesis with maleic acid anhydride, forming adducts that

APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"
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Interaction Between Diacetylene and Phenols, Thiophenol and Benzyl Alcohol

lose two mercaptan molecules and forming phthalic anhydride
(Refs 2,6). An experimental gection (not designed as such)
ensues. There are 3 tables and 6 references, 4 of which are
Soviet.

ASSOCTATION: Institut organicheskoy khimii im. M. D. Zelinskogo Avademil
nauk SS85R (Institute of Organic Chemistry imeni N. D. 7elinskiy
of the Academy of Sciences'USSR)

PRESENITED: May 17 1958, by B. A. Kazauskiys Acadenician
P .

SUBMITTED: May 15, 1958
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New Oxygen-Contalning g11icon (Cont.) sSov/4989

coatings, silicon I lubricants, and hydrophobic and glulng
materials. The book als the new oxygen—containing
organosilicon compounds such 1licon alcohols and
silanols, simple vinyl ethers and their derivatives, and organo-
silicon acetals and acylals. The production and properties of

chlorosilanes are described priefly. B. N. Dolgov,
K. A. Andrianov, and A. P. Kreshkov are cited as Soviet writers
on the chemistry of organosilicon compounds. References acc¢ompany

each chapter.
TABLE OF CONTENTS :

Introductlion

ch. I. Alkyl (Aryl) Chlorosilangs
1.  production of alkyl (aryl) chlorosilanes
A. Organometalllc synthesis of saturated alkyl (aryl)
chlorosilanes containing chlorine directly at the

gilicon atom
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78083
sov,/b2-60-1-29/37

Shostakovskiy, M. F., Gladyshevskiy, y. A., Baykova,
R. I.

Briefl communications. . Stepwise syntlhsls of Poly(vinyl
Isopropyl Ether)

Tovestlyd Alcademt L nauk S95R. otdelenlye khimicheskikh
naulk, 19060, Nr 1, pp 136-139 (UasR)

Stepwise polymerization of vinyl 1sopropyl ether was
gtudied. The reactlon proceeds ag follows:

g+t 1) CHy=CH—OR -» CH,CH [CH—CH1,CHCH
NoR | | o
. OR OR .
[ LA .y ".‘).' (,- Vet G -

_Tpiisopropozybutans (1)
ﬁo 0.8600, was obtained at

H
« B
[T O8]
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Stepwise Synthesis

poly(Vinyl Isopropyl i her

priefl Communications.

0

oL

45° from diisopropyl acetal

in the presence of 5
) (15%)

isopropoxyhexane (1T
o}
d;o 0.8¢87,
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78083
SOV/62—DO—1-29/3T
and vinyl 150proDpy L z2ther
1,1,3; ~Tetra-—
2
_ pp 115° (2 mm), n20 1. 1220,

D

was obtained under the same conditions as

T, from L and vinyl 1sopropyl ether. 161,3,5,K—Pentaiso—
propozyoctane (11I) (12%), bp 167-1639 (1 mm),

20
nBC 1.4300, dio 0.6940, was

game conditions as I, from

TI and vinyl isopr

also obtained under the
cpyl ether.

The above polyethers were hydrolyzed with NaOH. The

criont of hydrolysis wis 9" 7-90%. There are 1 table;
and 4 Sovien references.

LOn00T AT LOMH: M. D. Zelinskly Institute of Orgzanic Chemistry, Academy
ol Snlenceed, USSR (Institut organicheskoy khimii imeni

M. D. ol inckoro Akadomil
SUTMTTTED:
ey 0/
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s/062/60/ooo/006/020/025/xx
B020/B060

Acetylene-diene Igcmerrzation of
1,4-Dichlero Butane-2 and Syntheses
Performed on Its Basis. Communication 1-
sction of Water-methanel - and Methancl
golutions cf Potassium Hydroxide on 1,4~
Dichloro Butyne-2

methancl to 1.4-dichloro butyne-2 (I) in the presence of KOH at a V/
temperature below 50°C was likewise cbserved. When an aqueous KOH solutien LA
is added tc a methanol sclution of (I) at about 65°C. diacetylene is
obtained as the main product. The structure of the resulting
2.chlorobuten-1-ine-3 vas confirmed by the spectroscoplic analysis made by
Lopatin. A description is given of the methods applied %o confirm the
structure of the remaining isolated compounds. Producticn, characteristic
reactions, and identification of compounds (I) to (VIII) are also
discussed. On the strengih of results obtained, a mechanism of
acetylene-allene-diene isomerization of 1;4-dichlero butyne-2 in water-
methanol~ and methanol KOH solution is suggested. V. R. Skvarchenko

(Ref. 7), Yu. S. Zalkind. and . L. Ayzikcvich (Ref. 9). as well as v, I.
Yegorcva and 0. 1. Kuznetsova (Ref. 10) are mentioned. There are 13
references:; 8 Soviet 4 German, and 1 British.
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ASSOCIATION it .
G I?ffltlt organicheskoy khimii m, N, 9, Zelinskogo Akademii
nauk SSSR (Institute of Organic Chemistry imen£ ; D_a emi1

_.Zelinskiy of +he Academy of Scienses USSR)

SUBMITTED: November 18, '9s58
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81935
Studies in the Field of Chemical Transformations S/062/60/000/06/06/011
of Unsaturated and High-molecular Compounds. BOZO/BO61

14. Copolymerization of Trivinylglycerol Ether
With Methacrylic Acid and Its Methyl Ester

methacrylic acid and its methyl ester were used. On the examination of the
conditions of copolymerization of trivinylglycerol ether with methacrylic
acid, the following reactions may be expected: a) formation of copolymers
containing free vinyl groups, b) formation of branched copolymers, and

¢) formation of three-dimensional copolymers insoluble in organic solvents,
From this it follows that the copolymerization of trivinylglycerol ether
and methacrylic acid takes place in several directions, and a complicated
mixture of copolymers is formed. No formation of three-dimensional
copolymers was found on the copolymerization of trivinylglycerol ether
with the methyl ester of methacrylic acid. The copolymerization of tri-
vinylglycercl ether with methacrylic acid and its methyl ester is precisely
described in the experimental part. The yield and composiﬁion of the
copolymers of trivinylgiycerol ether and methacrylic acid|(Tabvle 1), and
of methylmethacrylateW(Table 2), are given., There are 2 tables and

5 Soviet references. J&

!
Card 2/3 f

APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"



IIA
PPROVE : OR RELEASE: 08/09/200

bobip s rAoEe

513R001549920001-0

s/oaz/so/ooo/oo7/014/017/xx
B004/B064

LGTHORS: "Shggigggxskiy$wiﬂ F.. Bogdanova, L V., and
Ushakovea: T- M.
TITLE: Vinyl Compounds in the Diene synthesis Communication 3
synthesis ana Properties of tne Ethers of the Series
of Bicyclioheptene and Di -endome®thylene Qctahydro-
naphthaiene Containing Arcmatic Radicals 4

PERIODICAL: Izvestiya Akademii mnauk SSSR. Otdeleniye® khimicheskikh
nauk, 1960, No. 7, PP 4286 ~ 1290

TEXT: The present papeT sontinues the authors’ spvestigations on the

alene synthesls by means of vinyl compounds of the CH2=CH~XR type. The

guthors report &n the reactions of cyclopentadiene:\and hexachloTo

YySioPE e
with v1ny1~§-naphthyl-; vinylphenylv; and vinylﬂp—tertv

cyclogentadiene
butyl phenyl =ther. The condensation of the j}nyl aryl ethers vith
cyclopentadiene proceeds according tc the gcheme: (1 1

Card 1/5
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Tinyl Compounds 1n the Diene Synthesis.
Communication 3. Synthesis and
Properties of the Ethers of the Series

of Bicyclcheptene and Di-erdomethylene Qe

Aromatic Radicals

5/062/60/000/007/014/017/XX
B004/B064

tahydronaphthalene Containing

The Tatic between the forming adducts may be wvaried ©Y the initiel

ratic of the somponents

ps in the case of the viny: alkyl etheTs
aiso with the vinyl aryl aethers the second stage of reaction may

be

carried out by means of hexachloTrc cyclopentadiene; ether and di -

hydraldine result from this reacticn:

(2).

With hexachloTo cycio-

pentadiene the reaction Proce is under the formation of ethers of

(3)

hexachloTo bicycloheptene:

These compoands could be eesily

hydrogenated on the platinum oxide catalyst; the saturated compound

of bicyclcheptane or di—endomethylene—decaline regulted. The guthoT
describe the syntheses of: III and vi (Z-B-naphtho~oxy-bicyclo—(2,2;
heptene-? and 1‘4}5,B-di-endomethylenevZ:G~naphthoxy~I_2,3:4,43;5;8,8

1

\-
J
a-

sota-hydro na;hthalene) by reactist cof viny1~B~naphihv1 ether with

cyslepentadiene in the autoclave at *T09C;

11 and V (2—p~tert«butylf

phenoxybicyclow(Zfz,l)mheptenevS and 1‘4,5;8—d;~endomethylene—Q—p—
tert~b“+ylphenoxy-1;2;3,414a;5 8,Baeoctahydrcnaphthalene andsr the

“
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ASSOCIATION: Institut organicheskoy khimii im. N. D, Zelinskogo
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{instltute of Organic Chemistry imen: N. D. Z=lipak-~
5f the Academy of Sciences USSR) ’
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5/062/60/000/007/016/017/XX

<700 2206 1153, 273 B004,/BO64
AUTHORS: Komarov. N. V., =and Shostakovskiy, M. F.
TITLE: Synthesis of Primary y-Organo Silicon Acetylene Alcoh0151

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh
nauk, 1960, No. T, PP 1300 - 1302

TEXT: The authors studied the synthesis of acetylene alcohclsq
containing silicon or germanium'|(Refs. 1 - 3). In this paper. they
report con the syntnesis of primary y-organd silicon acetylene alcohols. O(

The reaction proceeded according tc the followirg equation:

RSSiCl + BngCEC«CHZOMgBr'““? R3
The stru-ture of the alcohols was sonfirmed by hydrogenation or

1ization The =zathors des-ribe: 1) The synthesis of 3 -trimethyl
(033)331020-0*&203 in the water bath by means

1 maguesium bromide 1n etheric solaution, dropwise addition of
al-skol and; finally. addition of CuCl2 and trimethyl zhloro

SiCECvCHQOH; (R= alkyl oT aryl).

+
14

a
L

propin-E-Ol—i (A);

APP :
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85666

Synthesis of Primary }3Organo s/062 60/000/007/016/017/XX
Silicon Acetylene Alcohols B004/B0O64

silane., After cooling down the reaction mixture is diluted with ether,
¢ HC1 is added, and the compound extracted with cther; the yield is
30 . 2%. 3-triethyl silyl propinw2m01=! and dimethyi phenyl silyl
propin-2-c.-5 were synthesized in the same way- 5} The synthesis of
3.¢rimethyl siiyl propine»zmbutyl acetal
~ = i (CH
ocHzc~csl(c 3).3

originazed from a mixture of vinyl butyl ether and compound & ©o which
1 drop of concentrated HCl was added. Then the substance was heated to
799C. Vacuum distillation is carried out after neutralization with
enhydrous potashj the yield is 71%. 3) 3-trimethyl 511yl propanol-i.
whose physical data are in agreement with the pxblished ones, was
sbtained from A by hyirogenaticn in ethanolic solution on the Raney
nicksl catalyst. There are 1 table and 9 Soviet referenc=2s
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Synthesis of Primary /-Organo S/C62 60/000/007/016/037/1x
Silicon Acetylene Alcohols BO04/B064

ASSOCIATION: Irkutskiy institut organicheskoy khimii,
Vostochno~Sibirskiy filial Sibirskogo otdeleniya
Akademii nauk SSSR
(Irkutsk Institute of Organic Chemistry,
Eastern Siberlan Branch of the 5iberian Depariment
of the Academv of Sciences USSR)
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AUTHORS : ﬁéﬁhgs&akoxskiyywmnwEa, Bogdanovay A. V., and plotnikova, G.L.

TITLE: On the Diene Synthesis of 1,4—Dithioethyl 1,3-Butadiene
with Cyclopentadiene

PERIODICAL: Izvestiya Akademii nauk SSSR. gtdeleniye khimicheskikh nauk,
1960, No. 8, PP- 1514-1516

PEXT: This is 2 prief communication on the diene synthesis of 1,4-di-
thioethyl 1,3—butadiene with cyclopentadiene. The ratio of the initial
substances and the time OT reaction were varied i riments. The
synthesis procee addition products being formed which con-
tain varying num adiene molecules DeT dithioethyl—buta—
diene molecule. The ratio of these addition products depends on the
ratio of the jnitial substances and duration of heating. Three addition
products ¥ tion mixture. The first, formed by
reaction of on i i molecule of the diene
investigated, reacted readily with an alcoholic sublimate solution with
quantitative formation of ethylmercapto mereury chloride and HCl, which
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can be easily titrated with 0.1 N NaOH. Thig indicates the presence of a
vinylthioethyl group. (I) may therefore be assigned the structure of a
2-thioethyl 3-vinylthioethyl bicyclo(2,1,2)-5-heptene. The second product

(II) contains two cyclopentadiene molecules per dithioethyl-butadiene
molecule, Neither it nor the third product react wWith alcoholic sublimate
solution. The second product may be regarded as bis[?—thioethyl-bicyclo VX(

(2,1,2)-5-heptenej, According to its composition and constants, compound
(I11) is [ﬁ,4,5,8-diendomethylene-2—thioethyl-3-(2'-thioethyl)-bicyclo
(2‘,1',2')—5'-heptenq]. The preparation of analytically pure samples wag
rendered very difficult owing to the formation of c¢yclopentadiene polymers
which are very soluble in the addition products, The 1,4-dithioa1kyl(aryl)
1y5-butadienes prepared from diacetylene, which give the typical diene
reaction with maleijc anhydride, exhibit dienophilic properties in the

diene synthesis with cyclopentadiene. There are 1 table and 6 Soviet
references.

ASSOCTATION: Institut organicheskoy khimii im. N, D, Zelinskogo Akademii
nank SSSR (Institute of Organic Chemistry imeni N. D,
Zelinskiy of the Academy of Sciencss USSR)

SUBMITTED: January 19, 1960
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AUTEORS: .§h9$§3E2XEkiX;ﬁE;m§' and Khomutov, A. M.

TITLE: studies in the Field of the Chemical Conversicns of
Unsaturated and Highmolecular ompounds . Communication 15.
Copolymerization of Some Divinyl Ethers With Methaerylic
Acid

PERIODICAL: Tzvestiya Akademii nauk SSSR. Otdeleniye xhimicheskikh
pauk, 1960, No. 9, PP 1681-1686

TEXT: In continuation of their previcus papars (Refs. 1 and 2); the
authors studied the behavior of some representatives of vinyl ethers in
the copnlymerization with methacrylic acid. The following two cempounds
were used: CH, = CHOCE - CH, (I), CH, = CHOCH,CH,0CHE = CH, (I1). The ether

(1) rather tends %o reactions with radical pochanism (Ref. 3). It
polymerizes readily when stored and in the presence of initiatoers (benzoyl
peroxide and dinitrile of azoisobutyric azid). The esier (I1) does not
polymerize under the action of the mentioned initiatoers, but dees sc

Card 1/4

APPR :
OVED FOR RELEASE: 08/09/2001  CIA-RDP86-00513R001549920001-0"



"APPBOVED FOR RELEASE: 08/09/2001

Rl P L G S DIt )

_ CIA- -
R R i

R

OR |

gtudies in the Field of the Chenical
of Unsaturated and Highmolscular Com
Communication 15. Copolymerization 0
Ethers With Methacrylic Acid

readily in the presence of iron chloride (Ref. 4). The authors assume thatl
these divinyl ethers, 1ike the vinyl alkyl ethers, anter a copolymerization .
reaction with methacrylie acid and form acylals at the same time. The
first experimental series of the copolymorizution of (I) with methacrylic
acid was carried out in %the presence of Dbeazecyl peroxide. A+ an increast
of the amount of divinyl ether in the reaction medium, the copeclymer
yields decrease€, while the number of the chain links in the ether rises
(Fig. 1)}. The second experimental gseries was carried ouv in the prasence
of dinitrile of azoisobutyric acid. Fig. 1 shows the data on the dspen-
dence between yields, compositions, and molar soncentraticn of the initial
monomers. At an increase of the divinyl ether concentration ir the reacticn
medium, the copolymer yields decreasSe first, then increasé, and the

number of the chain 1ipks of diwvinyl e-her increases. Aeylals (III) WELE
found in the copolymer forming in censequence of competing reactions.

When comparing the copolymerizahion of the divinyl eater with methacrylic
acid in the presenc? of benzoyl peroxide and the dinitrile of azcisobutyric
acid, the authors found that the kind of the initiator exerts 2 considerable

card 2/4
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Studies in the Field of the Chemical Conversions s/062/60/000/009/016/02z
of Unsaturated and Highmolecular Compounds. BO23/B064

Communication 15. Copolymerization of Some Divinyl

Ethers With Methacrylic Acid

influence upon the yield and the composition of the copolymers (Fig. 1)
The copolymers have in toth cases a thres-dimensional structure and the
number of the chain 1inks of divinyl ether (1) amounts to mere than

50 mole%. The vinyl alkyl ethers, forming linear sopolymners with meth-
acrylic acid, give, however, a maximum of 50 mols? of the chain links.

The copolymerization under the participation of ethylene glycol divinyl /
ether (II) with methacrylic acid takes a courss differemnt from case (I),
and is similar to the reactions with vinyl alkyl ethers. Copolymers with
more than 15% chain links of divinyl ethylene glycol, have a three-
dimensional structure. A relation exists between the compositicn of the
copolymers, the yields and concentrations of the initial monomers (Ref,7).
This dependence is linear (Fig. 2). The copclymers were subjected to
hydrolysis to determine their compesition. Ths -ontent of acylals in
these copolymers 1s considerably higher than in copolymers with (1). This
may be explained by the fact that (II) tends less toward reactions of the
type of a radical mechanism than (I). There are 2 figures, 4 tables, and

7 references: 6 Sovied and 1 US.
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ASSOCIATION: Institut cz/'ganicheskoy khimii im. N, D. Zelinskogo Akademii
nauk SS3R {(Institute of Orgarisc Chem’stry imeni N. D.

Zelinskiy of the Academy of Scien:ces USSR)
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SHOSTAKOVSKIY, M.F.; BOGDANOVA, A.V.; PLOTNIKOVA, G.I.; DOLGIEH, A.N.

thoformic
Method of synthesizing merdaptoles and tritiated esters of or ;
acid, Izv. AN SSSR Otd. khim, nauk no.10:1901 O %60, (MIRA 13:10)

1. Inétitut organicheskoy khimii im, H.D.Zelinskogo Akademii nauk

SSSR,
(Orthoformic acid)
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AUTHORS: Shostaggzggizi_gl_flj gsidelikovskaya, Fo P., Kolcdkin, F. L.
TITLE: gynthesis and Polymerization of N-Allyl Lactams

PERIODICAL: Vysokomclekulyarnyye soyedineniys, 1960, Vol. 2, No. 12,
PP 1794~-1800

TEXT: The preparation and properties of N-allyl o -pyrrolidone, F-allyl

¢ -caprolactam and N~2llyl A-piperidone are described. N-Allyl &-capTo-
lactam was prepared by reacting sodium derivatives of the lactam i
small excess of allyl brcmide in xylene at 100~130°C, N-allyl ¢-capro-
lactam is a very mobile 1liquid with a weak amine smell and a density of
approximately . T+ ig miscible with water, alcohol and ether. The infra-
red—,ultravioletu,andﬂaman.spectnaof the compound were taken. The Tesults
are listed in Tables 1 and 2. The presence of a carbonyl group and 2
terminal vinyl group was established by these spectra. In their studies on
radical-initiated N-allyl pyrrolidone and N-allyl caprolactam polymeri-
zation, the authors found that K-allyl lactam is not activated by benzoyl
peroxide, but that 5 - 10% azodiisobutyronitrile causes stepwise poly-
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Synthesis and Polymerization of N-Allyl 5/190/60/002/012/006/019
Lactams B0O17/B055

merization with formation of dimers and trimers in low yield, Table 3

gives a survey of the synthesis of N-allyl lactams. The ultimate analysis

and properties of N-allyl pyrrclidone (1), N-allyl piperidonme (II), and
N-allyl caprolactam (III) are given in Table 4. The authors investigated

the copolymerization of N-allyl pyrrolidone with vinyl acetate, methyl v//
methacrylate and methyl acrylate, obtaining copolymer yields of up to 69%. —
The spectroscopic analysis was carried out by B. V. Lopatin and T. N.
Shkurina, collaborators at the optical laboratory of the authars!

institute. There are 6 tables and 14 references; 5 Soviet,

ASSOCIATION: Institut organicheskoy khimiil im. N. D. Zelinskogo AN SSSR
(Institute of Organic Chemistry imeni N. D. Zelinskiy of the
Academy of Sciences USSR)

SUBMITTED: May 13, 1960
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AUTHORS: shostalovskliy, M. F.o, Rahinovich, M. Se, precobrazhenslaya,
Ye. V., Zykova, G. N.

TITLE: Investigpation of the Synthesis of Precursors and
gtpructural Farto ol Antiblotics. I. 0. -Aminoadipic
Acid

PERIODICAL: %hurn%l obshchey khimili, 1960, Vol 30, MNr 1, PP 67-T1
USSR

ABSTRACT: The (. -aminoadipic acid can be synthesized by the
following two methods: (1) by condensation of
~/_promobutyronitrile with I»I—acetylaminomalonic ester

followed by hydrolysis and decarboxylation; and

(2) by amination of diethyl ester of (L -bromoadipic
acid with subsequent hydrolysis. The yield of

@ -aminoadipic acid prepared by the first and second
methods is L4g (based on starting '}’—bromobutyronitrile)
and 82% (based on diethyl ester of (. _bromoadipic acid),
pespectively. The technical @ -aminoadipic acid is
purified by dissolving in 1 N NaOH and treatment with

APPRO :
VED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"



"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-0

T :
40 %“&mﬂmmwwﬁ%m‘qﬁ

0513R001549920001-0

S

SRR

Tnvestigation of the gynthesis of 7351
Precursors and Structural Parts of S0V/79-30-1-12/78
fintibiotics. I. O ~-iminoadipic Acid

activated charcoal (pH 3.0). Upon acidification
(pH 3-3.5) of the colorless filtrate crystalline
 _aminoadipic acid precipitates (yield 94%), mp 173~
171 (decom). Heating of diethyl ester of G ~bromo-
adipic acid in absolute alcohol saturated with gaseous
ammonia in the autoclave at 100-110 (pressure 7 atm)
for 12 hr yields amide of U, (. '-piperidonecarboxy-
lic acid, mp 168-169°. When Q —aminoadipic acid is
recrystallized from water, about 50% of it 1is converted
into 4, @ —piperidonecarboxylic acid. Esterifica-
tion of a -aminoadipic acid by heating with isopropyl
2lcohol in the presence of HC1l ylelds {sopropyl ester
of a , Q_'—piperidonecarboxylic acid, mp 65.6—66.50.
This was verified by parallel synthesis of this esfter
from piperidonecarboxylic acid. The Q -aminoadipic
acid was also synthesized in the following way:

Card 2/l
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CHa=CHCIi,Dr —i—‘l%'-» BrHLCHLCH,Be E‘l“l‘o%» BrCHal HyCH,CN——>
® (an @D
(COOC,HL),CHNICOCLH, COOLsH; . ha CHCHCO0 e

CahoNR (lv/C”gm"'“u’N T Gencoot -

NGOG

COOCIL; NI, - HCH
uv) (v)
CHLCILC00 1

|
Cll,—CHCOOH

Nils
(vi)

The authors wish to thank A. S. Khokhlov and Ye. M.
Kleyner for samples of ¢ -aminoadipic acid, and F. M.
Meller for performing elemental analysis. There are

10 references, 2 Soviet, 5 U.S8., 3 German. The U.S.
references are: Schwenk, E., Papa, D., J. Am. Chem.
Soc., 7O, 3626 (1948); Bun Hof, Demorsman, J. Org. Ch.,
18, 649 (1953); Waalkes, T. P., Fones, W. S., White, J.,
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7. Am. Chem. Soc., T2, 5760 (1950); Derick, C. G.,
iess, R. W., J. Am. Chem. Soc., 40, 547 (1918); Brown,
¢. B., Baker, B. R., Bernsteln, S., Safir, S., J.
Org. Ch., 12, 162 (1947).

ASSOCIATION: All-Union Scientific Research Institute of Antibiotics
(Vsesoyuznyy nauchno-issledovatel'skly institut
antibiotikov)

SUBMITTED: December 29, 1958
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AUTHORS Rablnovich, M. S., hostakovdesr,' M. F., Preobrazhen-
sltaya, Ye. V.
B
TITLE: Investigation of the Synthesis of Precursors and Struc-

tural Parts of Antibiotics. 1%. Separation of O -
Aminoadipic Acid Into Optically Actilve Forms

PERIODICAL: %‘nurn%]. obshchey lhimii, 1960, Vol 30, Nr 1, pp 71-75
USSR

ABSTRACT: Acyl derivatives were used in this work for separation
of optically actilve forms of (L -aminoadilpic acid.

M-benzoyl- , d ,» @ —aminoadipic acild, not described
in lilterature, was gynthesized 1n the following wWay:
To the mixture of L , d » @ _aminocadipic acid (16 g),
sodium bicarbonate (90 g), and water (300 ml), after
heating for 1.5 hr, add penzoyl chloride (42 g) with
vigorous stirring. Continue stirring for another 4
nr, remove excess sodium bicarbonate by filtration,
acidify filtrate with HC1l up to ~~ pH 2.0. Recrystallize

Card 1/4 the obtained acld from water, yield 18 g (68%),
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Tnvestigation of the Synthesis of Precursors 77352

and Structural Parts of Antlbiotics. II. S0V/79-30-1-13/78
Separation of ~Aminoadipic Acid Into

Optically Active Forms

mp 183-184°. Separation of N-benzoyl- 1, a,a -
aminoadipic acid into optically active forms was carried
out with brucine, 1 —threo—l—p--nitrophenyl—E—amino~
propane—l,’j-—diol, and d,l-threo-1l- ~nitrophenyl-2-amino-
propane—1,3—diol. In all cases the followlng optically
active forms of N-benzoyl- 1, ¢ , & -aminoadipic acild
were obgalned: N~benzoyl- , @ —~aminodipic acid, mp
177-179°, [Ca_l, + 17.2-1@.30; N-benzoyl- d, Q =
aminoadipic acid, hp 178-1807, [ a p—16.o to 18.6°.

The L -form of amine produces a crystalline salb of

d ,N-benzoyl derivative, and the d-form, the crystal-
ine salt of L N-benzoylaminoadipic acid. Hydrolysis
of optically active forms of N-benzoyl- G -aminoadipic
acid j&éields , O -aminoadipic acid, mp 134-185°,
+25.5° (with 1.3, G_N HCl) and 4, ¢l -aminoadipic acid,p
mp 153-1549, [a], -25° (with 1.3, 6 N HCl). The
aubnors, bogether wiln T. P. Verkhovtsavoy (VNIIA),
csiablished that the microorganism Renicilliim chrysa®En separates

A "
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Tnvestigation of the Synthesis of Precursors 77352

and Structural Parts of Antibiotlcs. II. S0V/79~30-1-13/78
Separation of Q. -Aminoadipic Acid Into

Optically Active Forms

?,,d s 0. -—aminoadipic acid into two optically active
forms. During its life 1t cons.umes only the 1L -form
of @ -aminoadiplc acld. The authors succeded in obtain-
ing 4 -form of ~aminoadipic acid (C c,:]p -25.99)

from the racemate in which the above microorganlism was
cultivated for 5-6 days. The work devoted to the

separation of racemic amino acids with optically active
forms of L —threo—l—p—nitrophenyl—2—aminopropy1—1,3—
diol is to be continued. The authors thank M. A
guberniyev for his interest in this work. ‘There are

8 references, 3 U.S., 1 German, 1 French, 1 Italian,

1 Swedish, 1 Belgian. The U.S. references are: Borsoon,

H., Deasy, C. L., Haagen-Smith, A. L., et al., J. Biol.
ch., 176, 1386 (19u8); Greenstein, P., Birnbaum, S. M.,
et al., J. Am. Chem. 350C., 75, 1994 (1953); Adams, R.,
Binder. L. O., J. Am. Chem. Soz., 63, 2773 (1941).
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ASSOCIATION: All-Union Scilentific Research Instilitute of Antibiotics
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A nols and Amines.
Reaction ol Butadlyne Wwith AmiQO“A%CO“%%Z“iLEaWino)-
TITLE: I Sonthesis and Conversions Of _L—\B— iethylam
. Synth d Con
etnoxybut-l-en-3-/0€

ihimi] Ge 1 30, Nr 1, pp
I roprnal obshchey khimii, 1960, Vol 30,

DICAL: Znurnal CODSNCNES
FERIODT =-&1 (USSR)

- ety ino)-ethanocl
PSRN R e 35 ¢ with -—(d]_(_,cn'/ 1am...
A 2SS TR : action of butadlyne
ARSTRACT: <

i ¥ ieids (80-90 ())
rocm temperature without catalyst yle_LCZ.I)( bpjcg
U—éiietbylamino)—et‘noxybut—l—en—B—yne , bp 9

20 1 4832, Wnen corpound I is nydrolyzed
50, 5-tri vibenzene {yield
HQSOM it yields l,3,3—tr_acetdibe1 (v

Co 1d sitn aliphatic
jetion i COI mnd I WLti
Reacéiqurdi"flio“ holling under vacuum
v - = ~ 4 =2
iy i ST rassium
) for 6 nr in the presence ’sT, POt

under rlgorous
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© I with 8 (rxle,lk/iu"l_wo3 ethancl yield
dietiy llerueinu“J)—buta—L,E -diene ( )
n

ie
20
D

1 O O Fue

LS

np 1519 (&4 mm) 1.4819. Compound II can ailso contain

some 1,4-di-{/Q-diethylaminoetioxy _buta-i,3-diene (ITa).
som > J

=C—CH=CHOCH,CH,N(CpH

3 r/2

- b T
OCH Cdgh\chi)g (1I)

2

(CDHB)2NCH2CHEOCH=CH—CH=CHOCE2CHZN(CEH5)2 (1Ia)

2 -
10 mm), n2d 1.4542,

Reaction of I with butanol ylelded (50-60%) tne acetal
( D

of but-l-yn-Lk-al (III), bp 138-140°
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containing an admixture, a product with an allene
stpucture. The yield of putcxy - ( —dlet'ljlanll10
ethoxybuta-1,3-dlene (1Iv), br 153-155° (7 mm),
1.4570, in this case, was only 10-25%.

0C;,Hy

GH.,C=CCH HoC uOCH—:CH—CH::CI-IOCI-IeC}IZN(02}I5)2

] \ow cH N (C HS)
(1 II) (1V)

During the reaction of ethyl vinyl ether with alcohols
thepe occurs, evidently, not only the iscomerization that
causes migration of the trlrﬂe bond, but acety lene -allene-
dienic isomerization of reaction pI‘OduCtS as well, wnicn
ieads to the formation of di-alkoxybuta-1,3- dle“eb
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Reacticn of Butadiyne With Amino Alconhcls
and Amines. I. Synthesis and Conversions

3 -“([g“Divu~Jlam*PO) -ethoxybut-l-en-3-yne

- \,
HO=C~CH=CHOCH, CH,N(Colig )y + HOR——>HCEC—CH,CH _—

OCHQCiQN(C2H )2

N1y
CH

3CEC—CH(OR)OCH20H2N(CEH5)2
CH2=C=CH—CH

OCH,CHyN (C,E- ) CHé:C(OR) CE=CHOCH CIEN(CEH5)2

R=04H9 and CHQCHQN(02H5)2

When the reaction of I with @-(diethylamino)—ethanol

1s extended from 6 tc 22 hr, the addition product of two
molecules of aminc alconol witn one molecule of ethyl
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Reacticn of Butadiyne Wito Aming A.LCOD is NSz
3uj Amines I Syntnesis and Conversions 3G/ T2-30-1-1=/(%
211l ALz . RIS~ i L
ot ‘—(B _Dlethylumine)-etnoxyvubt-l-en-3-yne

vinyl ether 13 obfained. The ssructure of this comp?ur\(i
ts 7 or Vo (vased on spectral Jﬂllj:lo) and 1ts physica

—~
oy

. R -0 2 1 LEGE
constanto are: bBp 17o-179, ip 1.4600.

CH=C—CH,CH [E)CHQCHEN { CoH:

>
Z <

CHQCHQN(CgHE)g

v)
CH3C=CH-CH E)CH CH N (C,H 3)2]

o

~ Al )
OCH,CH M (C,H )

52

o B
with ethylmerc ap-,un at 70-80¢ for O nr
0%) etnylmercapto- ﬁ-aLCanldmlno etnoxy )-
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L) or {VIa), bp 152° (7 mm
40, Tne attempl To prepare corpound VI
5is rom l-ethylmercaptobut-1i- en—3—yne ana 1-
yout-1l-en-3-yn e failed. Oniy di-(fQ-dietnhylamins-
noxy )-buta-1,3-dlene (II1) was cbtaine The formation
I1 in this case can be ef:plaxred by oispropo*’tiona—
ion of butoxy- (/3-aLethlammoernoxy) -buta-1,3-diene

V) into symmetPlec dialkoxybuta-1,3-dienes.

o -

ot

—~ct O O oL

b b bty

2CHEC-CH=CHOC, Hy + 2HOCH,CHoN(C,ES) 522 HQ-C'J—CH=CI—1CCLP1 _>
OCH,CHN( 02

APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0"



"APPROVED FOR RELEASE: 08/09/2001 CIA-RDP86-00513R001549920001-0

M

i o P P T YA

I3 € 71 o £
anslysis of the prepared compounds. There are 11
ret'erences, 5 Soviet, % German, 1 U.S. The U.S.

eference 1 Copenhaver, J. W., Bigelon., M. H.,

e L en L35
Acetylene and Carbon Monoxide Chemistry, 305 (1¢4y).

~e Academy of

ASSOCIATION: Institute of Organic Chemistry of t:
s«£oy kKhimii Akademiil

Sciences, USSR (Institut organiche
nauk SSSR)

SUBMITTED: October 15, 1958
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< valiayo, N yrachevi
Kul 'bovskaya, N. Ko, G s

3 L e OL
5t i . of Svnthesis und Converslor
vestiration ob ayuihc: 9
i?; i I%;“““ X Sventhesis and Convew sions
vy ISR . T
Isopropeuy!t Pheny! anl{iden

-l 1 1
Ziurne chey wnlmll 1900, Vol
PERIODICAL: 7Zhurnal obsheho s

ABS Rp, !’ R(} [ ’ on O1L ‘1 ()l)‘ 10 Jlttl nldLl [ § 14
[& 1 11 X ld&, ‘t ,’ l(,( e !
’ ne d Lu n iell v Ill Ll.t S O‘ 150‘ l‘:)r) ”Jl ‘)ﬂen

. (BT &:2:_} ;- i'O'-_ any,
LY Uq—UQ (& mm), ')U)OAO

’D ,
(11), bo 111-113° (20 mm), ng

CHa—f—SCsHs

i Cliy
CallsH 4 Cllg—=0H o

M GHCH=CIISCslls (2
an

card 1/0
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Investigation of Synthesls and Conversions or 17554
[nd

Suhstituted Vinyl Ethers. X. Synthesis and SOV/T9—30-1—15/?8
Converalons of Isopropenyl Phenyl Sulfides

The reactions (1) and (2) are nueleophilic additions.
Sterlcally directed addition of thiol in reactilon (2)
results ln only one stereolsomer. This was confirmed LY
oxidation of propenyl phenyl sulflde yleldlng only one
crystballine propenyl phenyl sulfone, CH7_'CH=CHSOL_.,C6%{;-= (111)

(yield 77%), mp 69.5—'{00. Isovrbpenyl phenyl sulfide wos
converted into isopropyl phenyl sulfone (Iv) for iden-

tife t .
flcatlon. . o sCH; —22% CHly=C—50:Colls Mt (CHy)CHSO0,CoH

CHj Clly w

tion of 136[31'05)23(15!1 phenyl su%fide yields ’(53%)
onenyl phenyl sulfone, bo 142° (4.5 mm), ”50
0]

In contrast to crystalline sulfones ottained
m propenyl phenyl sulfide, the isopropenyl- and
sopropyl phenyl sulfones are oil-like substances. The
zbsorpbion maxima of i{sopropenyl phenyl and propenyl
henyl sullides are at 1,420 em~t and 970-960 cm-1, re-
Hydrolysis of propenyl and iscpronenyl
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Tuvestionvion of Srynthests and Converslang
Substiiuted Vinyl ihers. K. Svnthestis and
Conversions of Isopropenyl Pheuyl Sulfldes

yilelds proolonaldehyde und ceotone

Decompos ition of tre obtalined ‘“1PU

solxtlon of mercuric chloride indie:

;ion can be u“ed for the gquantitaitiv
deLevm*nat' isoprovenyl phenyl sultide on-;.
mixing of isopropenyl phenyl sulfide wlth a mercur
chloride aoluuion. phenylmercuric chloride precin
20 seconds and 953 HC1 1s recovered by tltration
hours, Reaction ot propenyl and isopronenyl phen
tf'ides with thiophenol in the presence of a free

atalyst ylelds (32%) the same compound in both

l,E—Hipgenx1mulcantoovonang. €L SCH,CH(CH, )SC
1y7-193% (7 mm), n“o 1.0218 Wlén uhvlmeECapLo
it reacts with gI dnd (II) t f'orm compound (VI)
319, bp 12 ) 130 mn) 718 and compound
vield 52% 1342 ; (s R (=

Tesne
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Investigation of Synthesis and Conversions of 77354 .
Substituted Vinyl Ethers. X. Synthecis and SOV/79-20-1-15/75
Converslons of' Isopropnenyl Phenyl Sulfides

(1) + CoHi;SH — Czﬂ5SCH,—(;,HSC°H5

CHg
(vn
(11) 4 C,H;SH — CeHzSCH-—CHaSCaHs
GHj
(Vin

Isopropenyl phenyl sulfide behaves similarly to its
analog, 1isopropenyl phenyl ether. In the presence of
catalyst (802) it reacts with ethylmercaptan ylelding

isopropenyl ethyl sulfide, bp 112-114°, ngo 1.4755.
i w0 ‘(;113 sc,,u,-.] ’ i . .
X SH — 3 C — CH =C——bC3"5 TCQH&SH
(M + GHlaSH -’[cu_) <sc,.u5 R

CHy

Hydrochlorination of ‘isopropenyl phenyl sulfide vields

@ -chloroilsopropyl phenyl sulflde. Since @ -chloroiso-

propyl phenyl sulfide is an unstzble compound, it was
Card 4/6 converted into tertiary-amyl pheuyl sulfide, bp 96-93°

CIA-RDP86-00513R001549920001-0"
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Investligation of Synthesis and Conver- ions of
Substituted Vinyl Ethers. X. ynthesis and
Conversions of Isopropenyl Phenyl Sulfides

Card 5/6

ASSOCIATION:

(9 mm), 0% 1.5387.

‘Mgl

() ﬁc_', (CH3),C—SCqlls ———> (Cua)a'cscﬂn

¢l k
R=Gallg Gty
1,1~ -Dimethylbutyl phenyl sulfide (yield 19%), bp 33-
840 (2 mm), nﬁo 1.53212, was syanthesized in an analogous

way. There are 16 references, © Soviet, 6 U.S., 1 U.K.,

> German. The 5 most recent U.S. references are: Tarbell,
D. G., Lovett, W. E., J. Am. Chem. Soc., 78, 2263 (1950);
Bordwell, F. G., Andersen, H. M., Pitt, B. M., J. Am. Chem.
Soc., 76, 1085 (1954); Truce, W. E., Simms, J. A., J. Am.
Chem. Soc., 78, 2750 (1956); Truce, W. E., Simms, 7. A
Boudakian, M. M., J. Am. Chem. Soc., 73, 695 (1956);

. Tarbell, D. C., McCall, M. A., J. Am. Chem. Soc.,

(1952).

Institute of Organic Chemistry of the Academy of
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5.3620 77856
SOV/79-36-2-7/78
AUTHORS : Snostakovsikly, M. F., Graci- va, Ye. P., Kul'bovskayza,
N KT
TITLE: Study in the Field of Synthesis and Converslons of

Substituted Vinyl Ethers. XI. Synthesls andPropertles
of Isopropenyl Alkyl Sulfides

PERIODICAL: zZhurnal obshchey khimii, 196G, Vol 30, Nr 2, pp
383-388 (USSR)

ABSTRACT: The authors syntheslzed lsopropenyl ethyl sulfide,
isopropenyl butyl sulfide anc¢ isopropenyl propyl sulfide
by reacting methylacetylene wlth mercaptans in an
alkaline medlum:

RsH + cigc=ctl X224 ch,=c—sR ()

|
ciy

R= C‘_ll’-. (_'3117, (‘flk.

The reactions were performed using the method described
earlier (Zhur. obshchey khim., 28, 1253 (1958)). Experi-
Cavd 1/8 mental conditions are given in Table 1. :
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Study in the Fleld of Synthesls and 77856
Conversions of Substituted Vinyl Ethers. SoV,/79-30-2-7/78
XTI

Table 1.

card 2/8

Key to Table 1. (1) Synthesized compound; (2) quantity;
(3) mercaptan (in moles); (4) methylacetylene (in moles});
(5) KOH (in moles); (6) dioxan (in ml); (7) conditions
of reaction; (8) temperature; (9) duration of heating
Ein hr); (10) yields of reaction products (in %);

11) isopropenyl alkyl sulfide; (12) 1,2-dialkyl-
mercaptopropane; (13) isoprcpenyl ethyl sulfide;

(14) isopropenyl propyl sulfide; (15) isopropenyl

butyl sulfide.

/ 2_ 7 /0 -
3|l4|s |61 & 19 |1 |72

/3 15 13 o3 | — |170—1800] 2 44 9

14 047 | 0904|009 | — |110—120| 15 49 15

/5 | o034 o068 |0068] 30 |120—130] 15 51 8
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Study in the Flela ol Syntnesis and 7765 .
Conversions of Substituted Vinyl Ethers. SOV/79—30—2-{/73
T

Ay

The pressure in the autoclave varied between 32 and 45 atm.
(Dioxan was added to minimize tarring.) By mizing the
obtained isopropenyl alkyi sulfides with additional
quantities of mercaptan, the 1,2-dlalkylmercaptopropanes
arve obtained (reactlon (2)):

Cllo=C—5R -+ RSHL — HSCH,—CH—SI )]

(hh Ciis

R o= (‘215: f_‘gll;-, L“’I‘7
The reaction was exothermlic (temperature rose to 50-600;
synthesis of 1,2-diethylmercaptopropane and 1,2-dipropyl-
mevcaptopropane) Inthe case of 1,2-dibutylmercaptopropane
and l—butyl—mercapto—2—ethylmercaptopropane, the mixture
nad to be heated to 80° in presence of 0.0l ¢ of azolso-
Lutyronitrile. Table 2 pzives the ylelds and physical
constants of the synthesized compounds.

Card 3/8
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Study in the Fileld N2EL Is and (Te26 .
donversions otf Substituted Vinyl Efthers. SOV,/T79-30-2-7/7

PR I
x1

Table

VTl Gy ax7h) L87) SLa8
=1 i G870 .

T o

’x"i‘-— " : [TRERNN SR ATAN

Cellas B20f] W0 27.57

s, | oconys | eene] tos2| 2160
2hst N
A L Gl | ens] oszl 8000
488 1.
BT | CollgSs | ShA6] 048] 3334
8 .

Wint, | CullaSe | S00t] 110} 20.40
T .’-’ " 'PS !)(‘ oy
ol el e RTINS I TN T IR TIRG ] 4
HURAE LR 33008, ey | PYR :

o617 ./ 2298

[URYATIIN R I A 1)

i

XGRS NV S B ROV

DA | R0 ] 6RSY

RIS S BB R AT

. ey e s ntam?
calculation of MRD the authors nhave used zatomlic

refraction of sulfur, found for diallyl sulfide by
Prige and D. F. Twiss (J. Chem. Soc., 101,
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1254 (1912)) and equal to 8.04.
*¥itomle refractlon of sulfur was taken as equal
to 7.921 (Vogzel, A. I., J. Chem. Soc., 1948, 1820).

Tn acid medium iscopropenyl alkyl sult'ides react with
mercaptans (arter dropwise addition of isopropenyl
allyl sultide to equimolar guantity o1 mercaptan
contalnlub 53-8 drops ot HCL, the mixture was heated
to DOO tor 5 min and lef't cvernight; it was then

neutralized, dried over K?(‘O3 and di tilled ) by

an ionic mechanism, the reaction obeying Markownikoi't''s
(Markovnikov's) rule, ylelding 2,2 ~dialkylmercaptopropanes:

Gl RSH = (G108 T,

@3 decompose on ¥
Paszing hydrogen
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Study in the Fleld of Synthesis and 77856
‘snversions ou Substituted Vinyl Ethers. 807/79-30-2—7/78
X1

through isopropenyl alkyl sulfides at -20° resulted

in formation of Q. -chloroisopropyl alkyl sulfide, which
easily decomposes on railsing temperature to 0%, giving
ofr’ HC1 and a complex mixture ol products, Acld
hydrolyslis of isopropenyl alkyl sultides ylelds acetone
as one ot the products. Quantltatlve decomposition

of lsopropenyl alkyl sulrides and 2,2-dialkylmercapto-
propanes by excess of alecoholic solution of mercuric
cnloride (reaction.5)@ith subsequent titration ot

HC1 by NaOH):

Cily =C—SIR - HgCly - 2CH.,0H —> RSHCl + HCL -4 (CH3),C(OCeliz)2 )

2 Cliy

can be used for estimation ot purity of these compounds.
In the case ol sulfides, the reaction mlxture (0.1-0.2 g
of sultide and 5 ml of 20% solution of Hg,Cl2 in

alcohol) was heated at TOO in a sealed ampoule. for 3

Card 7/8 hr, transterred guantitatively into a flask, and
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Study in the Fileld of"Synthesis and 778656
conversions of Substituted vinyl Ethers. SOV/79-30—2—7/78
71

titrated with O.1N NaOH to methylorange end point.
In the case of 2,2—dialkylmercaptoppopanes, the
reaction mixture (7 ml of HgCl, solution was used

tor 0.1-0.2 g sample) was simply left overnight

in a stoppered conical flask. There are 3 tables;
and 12 references, 2 Soviet, L German, 2 U.K.,

3 U.S., 1 Polish. The U.S. and U.K. references

are: P. I. Wiezewich, L. B. Turner, P. K.

Florich, Ind. Eng. Ch., 22, 295 (1933); U.S. Patent
2066191, Ch. A., 31, 1038% (1937), Ch. S., 32, 8359
(1938); T. S. Prise, D. F. Twiss, J. Chem. Soc.,

101, 1259 (1912); A. I. Vogel, J. Chem. Soc., 1948,
1820; F. L. Cairus, G. L. Evans, A. W. larchar, B. C.
McKusick, J. Am. Chem. Soc., T7h, 3988 (1952); T. C.
Whitner, E. E. Reid, J. Am. Chem. Soc., 43, 639 (1921).

SUBMITTED: February 20, 1959
card 8/8
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5/079,/60/030/04/13/050
5 4,4} B0O1/B016

AUTHORS: Shostakovskiy, M. F., Prilezhayeva, Ye. No,
50vokaya, Ve Ay Dmitriyeva, Go Vo

TITLE: Investigations in the Field of Sulfones and Sulfcxidec.
I, Synthesis of Vinyl Ethyl Sulfone and Some of It
Transformations

PERIODICAL: Zhurnal obshchey khimiiy, 1960, Voi. 30, No. 4,
pp. 1123-1130

TEXT: The data available on the reactivity of low vinyl alkyl s.iXmes
(Refs. 1-10) under the influence of ionic and free-radical initiat.cs
are not clear. In order to clarify this problem; vinyl ethyl suiiowe
was taken as initial product. It was synthesized by dehydration of 2=
hydroxy-diethyl sulfone (1) with phosphoric acid at 260-270° in the
vacuum (Ref. 11) according to the scheme

H,O ' H PO4

272 ., 3 . _ .
HOCH20H2802H5 —_— HOCH20H230202H5 5 CH2—CHSOZCZH-,

2
(1) (11)

Card 1/3
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Inveetigations in the Field of gulfones and S/07
gulfoxides. 1. Synthesis of Vinyl Ethyl BOO1
gulfone and Some of Its Transformations

?/60/030/04/13/080
B0O16

The yield in pure gulfone (II) vas 70—75%; it centained N0 gulfoxidese.
The dehydration method 18 far more convenient than the widely used ds~
hydrochlorination method (Refse 192a,3,496910) {Scheme 2). “Iriton B"
was used as the initiator of the jonic reactions of vinyl ethyl gulfon2
(II); the reaction proceeded gmoothly and quantltatively on intense

neating (Scheme K

- 6 rsH
65y (1In) X
47/ ¢ H0F
¢ H.50CH=CHA — (1v)
H,0
> (1)

The attempt of polymerizing vinyl ethyl gulfone under the influenceé of
freewradical initiators gave polymers in fair yield on prolonged heating
(Polymerization Schemes) ¢ vinyl ethyl sulfone shows 2 high dienophilic
activitys and yields adducts with cyclopentadieneg hexachlor? cyclogentam
diene; and chloroprenee The table ghows the polymerization of vinyl ethyl
sulfone at 60° for 60 ho There are 1 table and 20 references: 4 of which

card 2/3
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04/13%/060
I tications in the Field of Sulfonei and gégzagg$é0}o/ 4/13/
N tonia i Vinyl Ethy
jdes. I. Synthesis of hy 1
23%?222 and Some of Its pransformations

are Soviet.

i imi i jemii nauk SSSR
i anicheskoy khimil Aka : .
ASSOCTATION: %giztzl’g’xtzrif Organic Chemistry of the Academy of

Sciences, USSR)

SUBMITTED: June 22, 1959
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 SHOSTAKOVSKIY, M.F.; GUSEYNCV, I.I.; VASIL'YEV, G.S.

Synthesis of compounds of the type of 1-allrylthio-2-oxychlorophosphine—

- -1, 3-butadi . Zhur. ob. khim. 30 no.9:2832-2835 S 160,
3~chloro-1,3-butadienes ur GiRA 13:9)

1. Institut organicheskoy khimii Akademii mauk SSSR.
(Butadiene)
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