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PETROV, A., and SOKOLOVA, E., AS USSR, Moscow

"On the Effect of tert Butylithium on Esters,” a paper submitted at the |fth
International Congress of Pure and Applied Chemistry, Paris, 19%-2k July 1.57.
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Bal'yan, Kh. V; Petrov, A. A.: Porfir&ova, Yu. T. RS RFTRN

Study of Conjugated 3rstems. Part 72, Hydrogenstion «f Alkerylacetylenes
(Issledovariya v oblast! soprvazhenrykh sistem, LXXII. Gldrirovaniye
alkenilatsetilenov)

Zhurnal Obshchey thimii, 1957, vol 27, No 2, pp. 3#5-170 (1'.5.8.7.)

Experiments on the hydrogenation of propenylacetylene (pentrng-3-in-1I),
butenylacetylene (rexene-3-in-I) and isopropenylacetvlrne (2-methyl-
butene-I-in-3) with collodial palladium as catalyst showed that in the
case of the vinylacetvlene hydrocarbons with final acetvlene grouping,
there is a greater selectivity in the hydrogenation process than in the

case of vinylalkylacvtelenes. The chem'cal procesaes occurring during
the hydrogenation of the hydrocarbons described are explained. The
isoprene in the hydrocerbon mixture derived during the hydrogenation

of isopropenylacetylens was determined in the form of tetrabromide and
by the product of its condensation with maleic anhydride. It was es-
tablished that pipervlene and hexadiene-1,3 were “ormed during the hy-
drogenation of propenyl- and butenylacetylenes which enter into reaction
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Study of Conjugated Systems. Part 72. Hydrogenation of Alkenylecetylenes

of further hydrogenation (up to olefines) in a much lesser degree than
the very same hydrocarbone obtained during the hydrogenation of vinyl-
methyl and vinylethyl acetylenes.

A similar selectivity was also observed during the hydrogenation of
acetylene alcohols with final acetylene grouping. It wvas discovered
durino the hydrogenation of the hydrocarbons that the entire surface of
the catalyst, capable of hydrocarbon adsorption, was occupied by acetylene
groupings of alkenylacetyleres up to the moment of almost complete con-
version into diene hydrocarbons. After the surface was liberated, the
hydrogenation of the diene hydrocarbons began with a considerably greater

rate, The differences in the behavior during catalytic hydrogenation are
explained,
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Pel 1y
USSR/Physical Chemistry - Moleti.e, “hemicai Bond. B~

Abs Jour: Referat. Zhurnal Khimiya, RO 2, 1958, 257--

Author ¢ A.A. Petrov, G.I. Sem=nov, N.P. Sopov.

Inst :

Title @ Stulles in Region of Conlugnte Systems. LXXIII. Questlor
of Order of promine Addition to Vinylacetylene.

orig Pux: . owshen. khimii, 1957, 27, No b4, 929-933.

Abstrach: The ir.frared spectra of 1- 8nd 2-br-.mo‘autad.‘lenﬁ-l.3, 1,2-¢ibromo-

butedlene-1.3, h-chlo:‘o‘mxtad.iene-l,Z and two rein fractions of

v oylacetylene dibromides were atudied. It wes shown that in
cage bromine acted on vinylacetylene, all the 3 possible didbre-
midas were forming, tke allene (I) and the 1,3-diene dibromides
prevailing. This confirms the conclusions arrived at earlier
basing on chemical data (Petrov A-A. and otbers, Zh. obshch.
Khimii, 1950, 20, 708). The content of I in the mixture rises
at the expense of II at the bromination of vinylacetylene, if

Card : 1/2 -36-
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PETROV, A.A.;lPORFIR'YEVA, Yu.l,; SEMENOV, G.I.

BRegearch in the fiald of con‘uganted systems. Part 7&: infrare-

spectra and renctivity of vinyl acetylana hydrocarbons. Zhur.ob.
khim, 27 no.5:1162-1176 Ky ‘57, (MLRA 10:R)

l.Leningradskiy tekhnologicheskiy institut imeni Lensoveta.
(Acetylene compounds--Spectra)
{(Vinyl compcunds)

APPROVED FOR RELEASE: 07/19/2001

CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001

"3 2 ae el

CIA-RDP86-00513R001240410011-7

A Tie e i s N

PETROV, A.A.; PORFIR'YEVA, Yu,l.: SEMENOV, G.I.

Research in the fisld of conjugated systems. Part 79: Reaction
of propargyl bromide with aliphatic aldehydes in S.N. Reformatskii's
conditional reactions. Zhur.ob.khim. 27 no.5:1175=1178 My '57,

(MLRA 10:8)

l.hani:wrudskiy takhnnlopgicheskly institut imer! Lensov~ta.
(Propyne)  (Aldehydes)
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reaots with diazomethane as s conjugated sygtem Bitro g,
diazomethane i8 connected Only to the A-un.e binding, -
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of vinyl acetylene and to tne nuclenpny ..

diazomethane.
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Petrov, A. A., Mingaieva, K. 5., Kupin,

Lipolar Mcments and Reactivity of the Vinyi Acety.ene Hyirs-
carbons (Dxpox'nyye momenty 1 reaktsionnaya sposabn st’
vinilatsetilenovykh uglevodorodov

Doklady Akademii nauk S35R, ' s, Vo. 'O, Nr 2, pp Jant
"USSR,

The 1nvest.gation ol the atdltiorn reactions ol the ', '-en -
hydrocarbonas lesa: to the conclusion that 1n "he moleru.es ot
the viny! acetylene and n-alkyl acetylenes ' [[} the ejeztiron
cloud 18 dispiacea 1n the direction o1 the triple bont fel
However, 1n the case o! the viny. aliyl acetylenes '[.. and
some 18o0alkenyl acetylenes ! [V, a doubie poiarization of their
molecules had to be assumed which 18 1ncreased i1n the one or
the other direction depending on the nature ot the ad:enda: :n
the interaction witn tne nydrogen halides the order of ad<:-
tion proved an electrun dispiacement 1n the direction of the
triple bond .Hef ¢,, however, 1n reactions with brom:ne, water
and alcohols 1t was the direction of the double bond Hefs ',4
This twofold reactivity could have 1t8 cause in the weakening
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of the polarity of the eni:. system due to a rart:al «lectron
displacement in wne di1rection which 18 contrary to the isual

Ty

displa-ement {n the ', *.enin system ./ !.! ., ¥ . 5.ge
physicul properties ! tre vinyl alky! acetylenes tani + sh-w
such a polarization - Scheme . The wuthors mensured the §i;-iar
moments of 7 vin,i «.lyl a etjienes aith the f.lowing HiKyi
groups: Ji, -, CZHS-' C1H7—. SAHQ—. - ‘ N and 0 H
7ell as the 218- ans trans-propeny. uz.tyl.enes, the 1s0-
prnjenyl acetylene and the P~Lvrt.bu1y1~v1njl acely.ene, afl
for the revson of ~ompartisen, aiss the moment ~f the pheny.

acetylene. The [llowin,s results were obtuined: ', The 1:,
moments of ‘he vin, wzethy. in1 18 pr enyl acet,,enes .re
conslderab.y ic#er than that ! ving. acetyj.ene .77, |

by tne e;e-tr.n 113; .acement 1n the oppnBite directiorn t-
non-subst.tuted viny., sncetyjiene was experiments. i, prove!

The 11} (sr mment 1ncreases a [1ttle with the in-oren o 1
‘ne cart-n radica,. but then remains atout ccnstant. ¢ [+ tne
"i8- arl trans-jropeny. acet,ien~s the «.ec'racd ure 1.8;.ace-d
‘nothe same lirec®: o, a3 0 the non-substit.ted Vinis . Hoel, ene

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



0011-7

-8

CIA-RDP86-00513R00124041

¥.menta an: Hen tivie, f

- The rexker-Natan efte.: can Lot be directi; jro. e
fotecuie o1 180pr jwny. AcCelylene. Although ,htethutﬁ Ving & ety
tene has a higher f:torur moment than L8ojropeny . acwt, jene
this 41z1ur moment 8 ¢ e to that st wviny. butyl a.etyiene
‘hus, ‘he measurement results o1 tne d1poiar moments o v.on, .
acetylenes rydrocarbonsg proved tne con<tept .1 the reastion
mechanisa ;! the 1dd1 %100 in the ilaces of tre con ugated
triple an: d.uvle bond, as edar.ler proposed on the bass A1

5

chemica! characteriast: . s. There are 2 tables and 0 refsarences,
7 ot which are Soviet.
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irvestigatinnas of ition reactions to

carbtors in electroprnilic, nucleophilic, and raiical

[Refs “=8),. The sdar%i.n compounds were °,5-dicne-,

und ullene-cimpeuinds. They nll had very charucteristic

it the infrared spectrum: 1500 cm=', 2100 »r 220C cxz=! ...

*35C em~'. For tnx determination of gtructure, asbave all t...
~erce= and defnrmation vitrations of the CH gr-oup werze

Tre addition reaztion of htromine to nonesutstituted vin

tcetylene furnished two addition compounds: one low-

1558 and4 1621 cm~' und 928 and 969 cm") arnd one nng-L,"

cre (1960 c¢m';. The strustures of the twc latter cou. i

.

srmines as Leing CHBr=CBr-CH=CH_ and CHBr=C=CH-CH Br,

trat was confirme: Ly chemicul methods. ALBO s8Eull nuant

i
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oliowing some further results obtained Yy wATller Irv. -
15 (Refs 4,6,7,8) are briefly discussed. Structures
tylene groups at tneir ends may be determined witr
reliability ty means of infrared spectra, because w®ithirn
range ol Ch=valence viirations of this group {3300 mT
tther frejuencies ure found; an identification of allerne

pourds according to tne frejuency 1960 cm-’ is, however,
difficult. Determinaticn of ‘y3-diene compounds urcording
thne frejuencies in the range of 1640-1720 com-! is als- 3
ficult tecause in tnis rurge there lie algo the comp uri:
Ar'e Crmructeristic =f some acetylene compourds., Tnere nr
10 Soviet refaruncoes

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



240410011-7

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"

. addi

tion

el e

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE 07/19/2001 CIA-RDP86 00513R001240410011 7

nve i - ga - e v
70iI. Addition

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



Investigati ns in - Sl

041, Additiom of /4

KD

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7

b TGRS LA APPSR SRV S Sikan Dleeo T
- T ; =

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7

It g T ey

A NSOV U SN2 Sl VO .,

ALt faree-rent
reetra I et

srcin, =ad tr

r v timate

o Tilkgrewy 3o

r.oontonrotaer

1ores o wern nnt

A I B R
D N N NP TRE Y,

maroe cand: oo a1
v in poaition

~rl-oril. intar

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7
B A L D N I Y S o R P S AN S RS

™

of talaera
Loure 7oprnsont
“btnanae s b
snectrn ¢.
irure U Z1%en

nyaposition

sttt oaS littillatg

et oahler ity oo

“toristisc Tartryras

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE 07/19/2001 CIA RDP86 00513R001240410011 7

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7

AR LRSI TIE TSN VERRTIAA 1 B -

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



"APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7

APPROVED FOR RELEASE: 07/19/2001 CIA-RDP86-00513R001240410011-7"



