| OT3: 60-31,678 7 JPRS: 3705

18 August 1960

J
‘t ) A3 . K DN ..v‘ e s
SIXTH UKRAINIAN REPUBLIC CONFERENCE ON ORGANIC CHEMISTRY
'fﬁ‘ﬁL;:=US§R Ty
’ DISTHIEGTION. ETATEMENT BO% o
R lm -
~ lmmveﬂ to;  pusiic 1e Y
s Iﬁ!ﬂiﬂﬁﬁﬁﬁ Unkmited 9
Distributed by:
R OFFICE OF TECHNICAL SERVICES
- - U. 8. DEPARTMENT OF COMMERCE
4 ' WASHINGION 25, D. C.

S it madn W Wngs WD e S — — Mt e s Gt i e WSS CHR Gme D W WS D A et D S S G0 - owt S—

U. S JOINT PUBLICATIONS RESEARCH SERVICE
206 EAST 42nd STREET, SUITE 200
YEW YORX i, No Ve




FOREWORD
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by the UNITED STATES °JOINT PUBLICATIONS RE~
SEARCH SERVICE, a federai governﬁent organi=-
zation established to service the translation
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departments.
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'SIXTH UKRAINIAN REPUBLIC CONFERENCE ON ORGANIC CHEMISTRY
- USSR -
[F'_ollowing is o translation of an unsigned article in
the Russian-language periodical Ukrainskiy khimicheskiy

zhurnal (Ukrainian Chemical Journmal), Kiov, Vol. XXVI,
§o. 2, 1960, pages 273=277.] o '

The confercnce, which was convened by the Department of
Chomical and Geological Sciences and the Institute of Organic
Chemistry of the Academy of Sciences Ukrainian S3R, together with
the Ministry of Higher and Special Secondary Education Ukrainian
SSR, took place in Kiev on 10-14 November 1959, About 300 Chemists
participated in the conference, including workers of scientific
institutes, higher educational institutions, and chemical plants
of Kiev, Kharkov, Lvov, Dnepropetrovsk, Odessa, Chernovitsy,
Shostka, Moscow, and Leningrad. v

At tho first plenary session G. V. Uvarov, the vice~chairman
of the State Committee for Chemistry of the Council of Ministers
USSR, came forward with the report "Concerning the Presont State and
Prospects of the Development of the Organic Chomical Industry."

It was reported that in 1965, 12-13 million tons of organioc
row material will be needed for chemical production. Petroleum
(3-3.5 million tons) and by-product gases (4 million tons) will bc the
primery suppliers of this material. Natural gas will provide 2.8
million tons and the by-product coke industry obout 1 million tonse.
From the waste products of agricultural production and the wood
industry ebout 1-1.5 million tons will be utilized, mostly in the pro-
duction of hydrolysis spirit and furfural. The primary trend in tho
chomical processing of natural gases is pyrolysis into acebylene
and hydrogen, in which the hydrogen is used mainly for ammonia
synthesis, and acetylens for the production of acetaldehyde, acetic
acid, acrylonitrile, and vinyl chloride. ,

Urca production will increase considerably. The high concen-
tration of bound nitrogen in this compound is of great importance
due to the great distances entailed in the transportation of our
fortilizers. Urea will also be added to cattlo foed and will bo
processed into plastics. Of the poisonous chemicals of agriculture,

“the production of organophosphorus compounds will be greatly

increased. Considernble development will also be given to the pro-
duction of herbicides, seed-treating agents, and defoliants (for
tho removal of the leaves of the cotton plent in cotton harvesting).
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-Original reports were glven in. twc parallel sectlons of the
eonference.» Lo G S .

The sessions of Sectlon I were devoted to questlons of the
reactivity of organic :compounds ard the mechanism of organic reac-~~

tions, organophosphorus ocompounds,’ the shemistry of monomers: and

polymersy I V. Smirnov-Zamkov end G, A, Pigkovitina i(Kiew) : .
reported : that the .storic -orientation of the addition of hydrogen NS
bromide to unsaturated compounds depends on the nature 'of the -
solvent and the temperature. More acid solvents and low temnerature\s
favor cls-or;entation., Addition mecording to the cis-scheme is - :
possible in two ways: through the ppen or through the riag complex.
F. M. Vaynshteyn and Ye, Ao Shilov (Kiev) studied the kinetics of =
1od1mt10n and determined the kinetic isctope effect for a serles )

_. of primary, secondary,. and tertiary aromatic amines -anditheir - v o
i derivatives. ‘These reactions proceed as trimolecular reactions :

with the partic;patlon of the one or the other base as the prorton
acceptar, The iodide cation acts as the iodizing agent,’ and molecular
iodine in the case of tertiary amines. In the report of R. V.- Vlzgorc
and Ya. P. Berkman {Lvov) the dependence,of the reactivity of aryl

' sulfonates on the structure of reagents in nucleophilic. substitution-

resctions was examined. A. F. Rekasheva and I. P. Semchenko investi-
gated the hydration of acstylene in the presence of mereury: salts

in heavy water and indicated that the hydrogen atom on the carbon
atom of the aldehyde group does not lose its bond with the:carbon, ' ;
wherees the formation of the methyl group of the acetaldehyde is’
accompam.ed by the partial substitution of. ancther hydrogen atom

of the acetylene molecule with, deuterium,: I, P, Gragerov and .= =

Ls F. Lovit (Kiev), reacting. Caro acid on-eniline, o-anisidine e.nd
p-mtroanilj.ne in 018, esbablished that the nitroso.and azoxy ..
compounds formed do not gontain excess Hzole .This means that ‘tshe
oxidation tekes glace with the help of a heterolybic mechanisms -
Heavy woter Hy ol wes also used by Le V. Sulima (Kiev) in order to .©
determme the hydroxylat:.on mechanism of allyl alcohol with hydrogan-
peroxide in the ‘presence of tungstio, molybdie, or selenic acid.
From the. der:.ved data it follows that the resction proceeds’ ‘bhrough
the oxide form.. B. G. Yasnitgkiy snd A. P, Zaytsev (Kherkov) = -
showed ‘that the exidation of ehloroacetaldehyde with nitric acid .

into monochloroacetlc agid- proceeds through a complex in which

-oxides of nltrogen, nitric’ acz.d, -and water toke.part. A technique -

for the productlon of monnchlor@acetic acid by this method has- beea

- worked out. .8 N. Solodushenkov (Rubezhnoye) showed that the rate-

of hydrolysxe of .trioyanogen -chloride to cyenuric acid-is proportmna“
to the hydrogen ion concentration in the first two .stages. : Forms
were established.for the kinetic equations and the energy parameters
of ‘the reaction. 1In the report of M. S. ‘Malinovgkiy and A: G, o
Yuda31na (Dnepropetrovsk) data were presented on the chemistry of : '
unsyrmetrical . -oxides, based on o study of the reactions of




weekly basic emines {2,4=-dinitroaniline, trichloroan111ne) ‘form

isomerization, hydration-and*formatidnfof1oxaminé§."'L.fMifﬁftvinenko,

N. F, Levchenko, and R. S« Cheshko investigated the kinetiocs of thé’

acylatioh of aromatic amires with pe-nitroberizoyl éhloride and

ploryl-chloride in order to establish how the influsnce '6f the para-~
substitutent is transmitted through the bengers rings- ‘Botund by grou)s
~CHp~CHp, ~CH2CH~-; -CZC- or the hetero-atoms (0, S, Se, NH),

appeared -that unsaturated groups; in spite of ‘the ‘conservation of

theé 'conjugated chain, decreass the effect of ‘the substitutent Just .
as much as the zaturated group -CHz-CHg-. ‘The' ‘cofnective hetero-- f‘ N
atdms even increase the ‘effect of the substitubtent, although in an
optical 'senge they ‘are insulatorss F. F. Krivonos (Sumy) investlgated
the reaction for the formation of hsxechlorane’ by the chlorination *

of benzehe in the presence’ of alkali. A+ V. Dombrovskiy (Chernovits:)
reported. ion the method of produscing’ . y4~arylbutadienes’ and’triaryietky%
lenes by the reaction of sryl diazoniim salts on divinyl and f,1-7
diphenylethylens. 8.’ I. Burmistrov and Ye. X. Titov: (Dnepropetrovsk‘

.have synthesized a group ‘of arensulfonquulnonlmlnes and ssters of -
. quinonoximes with arensulfo acids -and with: carboxylic’ acids and have

investigated their reaotions, especially ‘the' formation of 1ndophenolq,
A Yoo Kretov, A. Ye. Syrovatko, and A, P. Moiseyenko (DnepropetrOVSk)
studied the ohlorinstion of isoméric xylols’ in the' side groups to the
dichloro and. hexachloro substituted derivatiwes and produced esters
of didarboxylic acids from the'products of chlorination. S. S. Gitis
(Dnepropetrovsk) presented new data on the transalkylation reactiona:
of alkyl, aryl, and arylalkyl esters of different 'dinitrophénols.”

- One gession of Section I was devoted to- organdphosphorus
compounds. M, S. Malinovskiy and V. V. Alekseyev’ (Dnepropetrovsk)
reported on’' the reactions ‘of alkyl phesphltes with" %hxocarﬁamyl
chlorides and 1sothlocyanates. ‘In the first ease an Arbuzov '
regrouping takes place, in- ‘the .second case th1oamides ‘of the formula
(RO)2POCSNHR! are: prodused. ' In.the work of M. S, Mallnovskly with N
2. F. ‘Bolomko 35 néw'mixéd: annydrzdes which, form’ ‘phosphoric and '~
zanthogonic acids were: synthesized'and the structurd of their mole-
cules. was-‘determineds . Is No Zhmurova (Kiev) studied the reactlon B
of eromitic’ amines with phosphorus pentachlorids and found that 7
trichlorophosphazosryls, -and ‘the more basic amines produce dimsrs 7
of the oomposrtlon (ArNPC ) s differing sharply in their’ propertlec‘
from the monomerd. " Ge I Berkanh (K1ev), reactlng phosphorus B )

pentachloride on  diesters of acylamido’ phosphorlc aoidd,’ produced
C-chloro-P,P-dl-araxyisophosphazoaoyls ‘and investlgaﬁed their reactlorgn
The reactions with hydrogen sulfide’ 1ead1ng to diesters of thicacyla-
mido phosphorié¢ acids, céneernlng which Vi A Shokol (Kisv geve a
report, asre relevant lere. 'Zh: M, Ivanova: (Klev) ‘showed that phenyl -
tetrafluoro phosphorus and its homologs and analogs can be ‘used for N
the productlon of a serles of cdmpounds'w1th the grouplng CJP-F. ‘




Phenyl=-;i=fluoromethyl phosphinic acid, difluorcenhydrides of
p=tolyl and p-chlorophenyl thiophosphinic acids and other compounds
were synthesized. , o . , '

The program of one of the meetings of Section I comprised
questions of the chemistry of moriomers and polymers. The report
of N. K. Moshchinskeya, N. N. Budinskeya, Z. G. Kislitsyn, Z. E.
Krukovskaya, and M. S. Ogly (Dnepropetrovsk) containsd new data
on the condensation of formnldehyde with aromatic hydrocarbons.

S« Ye. Gornostayeva and K. A. Kornev (Kiev) worked out a method for
the aminomethylation of arometic hydrocarbons and esters by the
resction of N-chloromethylphthalemide in mitromethane in the presence
of ZnCly, By reduction of the condensation products the aliphatic-
erometic diemines are produced. The reactions of dicyendiemide with
aromatic aldehydes and cyensmide with oxides of propylene and styrens
were exemined in the reports of A. Ye. Kretov and A. Ye. Kretov and
I. S. Matveyev (Dnepropetrovsk)s Dicyandiamide produces acyl, alkyl,
nitro derivatives and methyl picrabte derivatives. Oxazolidines are
produced from cysnemide with oxides. The polymerization conditions
for ethylene oxide and the properties of the polymers formed were
the subject of the report of M. Kh. Gluzmen, B. I. Dashevskaya, and
V. M, Boden' (kharkov). In the closing session of Section I, V. A.
Bogolyubskiy, G. Pe Gumelyuk, and L. V. Grechko (Shostka) reported
on the synthesis of certain derivetives of hydroquinone. ‘

The sessions of Section II were devoted to the chemistry of
dyes and intermediate products, adsorption spectra of organic com-
pounds, and the chemistry of heterocyclic compoundss

I. A. Troyanov (Rubezhnoye) reported on a very simple method
of synthesizing thioindigoid dyes by means of sulfuring arylmethyl
kotonos. As a result of the selection of aeppropriate conditions,
excellent yields were successfully produced for thioindigoids in a
series of derivativeg of benzene, nephthalene, anthracene, acenaph=
thene, and heterocyclic nitrogen compounds. I. S. Dokunikhin and
Yu. Ye. Gerasimenko (Rubezhnoye) synthesized a group of symmetrical
and unsymmetrical derivatives of thioindigo, containing substituents
in the benzene nucleus. It was shown that substituents, increasing
the polarity of the molecule of thioindigo, deepen the color of the
dye; and substitutents which lower the polarity, on the contrary,
heighten it. A group of new dyes was produced by I. S. Dokunikhin
and Ya. B. Shteynberg (Rubezhnoye) by the condensation of quaternary
salts of N-methylbenz-(c,d)-indolin-2-thione with 3-oxythionaphthene,
indoxyl, acenaphthene and with the gueternary salts of heterocyclic
nitrogen compounds combaining active methylene groups. V. M. Kraso-
vitskiy, N, S. Dokumikhin, and R. M. Matskevich (Kharkov) obtained
new direct diazo dyes from 1,3-diaminodiphenyl derivatives of
 thiodiaszole and oxadinmzole. Isomers of these dyes with meta-locations
of the azo groups are less deeply and substantively colored. "N N
Vorozhtsov and S. M. Sheyn (Rubozhnoye) found that «: -napthol in
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conditions of alkali fusion is cleaved, forming benzene, naphthalene,
toluene, acetic acid, o~toluic and * -o-tolylpropionic acids. V. Le
Plakidin and V. V. Reznichenko {Rubezhnoye) nitrated naphthalicde,
3-oxynaphthalide, and 3-acetoxynaphthalide and produced mononitro
derivatives which form dihydronitrohaphtholene benzimidazole on
condensation with o-phenylene dismens. .G. T. Pilyugin and Ye. N.
Opanasenko (Chernovitsy) condensed p-methoxydiphenylemine with
peraldehyde and with vinylbutyl ethers Perchlorates of l-phenyl-6-
methoxyquinaldine end p-methoxyphenylquinaldine were separated.

From these cyanine dyes are produced. I. K. Ushenko (Kiev) reported
on the radical digplacement of hydrogen stoms after Meerwein in the
benzene rings of 2-methylbenzthiazole, quinaldine, 2-methylbenzoxazole,
and 2-methylbenzimidazole to unsaturated functions. Amino derivatives
of these heterocyclic compounds were diazotized and the diazo compounds
vere processed with cinnemic, p-methylcinnaemic p-methoxycinnamic,
“:=thienylacrylic, piperonylacrylic, sorbic and other unsaturated
acids ‘and their esters, also with coumarin and acrylonitrile. As a
result more than 40 bases with unseturated residues on the benzene
rings were produced, and from the quaternary salts of these bases ==
cyanine dyes. It was shown that the introduction of unsaturated
substitutents strongly displaces the adsorption zone into the long
wave portion of the spectrum. M. A. Al'perovich, Yu. A, Naumov,

and I. K. Ushenko (Shostka) reported on the separation by means of
chromatography on aluminum oxide of the cis-and transisomers of
2-methyl-5-styrylbenzthiazole synthesized by them. The adsorption
maxima for symmetrical cerbocysnonines derived from these compounds
were determined. - Z. I, Miroshnichenko and M. A. Al!'perovich
(Shostka) synthesized 2-methyl- ~thionaphthenthiezole (cyclization
of 3-thioacetaminothionaphthene after Jacobsen) and 2-methyl- -
thionsphthenthiazole (from 3-smino-2-oxythiazole and PZS5). From
the quaternary salts of these heterocyclic compounds cyanine dyes
were obtained. L. M. Yagupol'skiy and V. I. Troitskaya (Kiev)
reported on the synthesis of intermediate products and dyes con-
taining trifluoromethyl and trifluoromethylsulfonyl groups in the
benzene nucleus. Imidocarbocyanines containing trifluoromethylsul-
fonyl became éffective sensitizers.. Dyes were also produced from
2-methyl-5, 6-(difluoromethylendioxy)-benzthiazole.

Adsorption spectra of organic compounds made up the program
of one session of Section II. ‘A. I. Kiprianov and V. A, Shrubovich
(Kiev), continuing the study of steric hindrance, synthesized simple
and quaternary salts of 2-  -naphthylbenzthiazole, 2~} -naphthyl-
benzthiazole, and 2~(9'-anthranyl)-benzthiazole. In this series the
steric hindrence increases to the extent that the distinctions in
the adsorption spectra of sulfate and methyl perchlorate disappear
in 9'-anthranyl benzthiazole. Yu. S. Rozum(Kiev) reported on a
spectral method developed by him for the quantitative determination
of isomeric quaternary salts formed in the reaction of dimethyl
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sulfate on substituted phenazines, and also of isomeric. N-oxides
obtained by oxidizing derivetives of phenazine with hydrogen:
peroxide. This made it possible For the reportér to establish
the orientation of substituteats in a series of phenazines. N. Ye.
Grigor!yeva (Kharkov) investigeted the effect of solvents on the
pyridine dyes of Koenig-Zincke, ard noted in this respect the e
difference between dyes that contain and do not contain a hydrogen
etom on nitrogen. U e e

At another session of Seotion IT stidies on the ohemistry of
heterocyclic éompounds were reported on. N. M. Turkevich, Ye. V.
Vladzimirskaya, and O. F. Lymar {Lvov) reported on mew condensations

~ leading to derivatives of thiazolidine. . The reaction of ethyl urea

with chloroacetic acid in the presense of aromatic aldehydes yields
f=arylidene ‘derivatives of 2y 3-ethylenpseudothiohydantoin, Analogous
reactiong with mercaptobenzimidazole lead to tricyclic compounds «
Among the products obtained were compounds with pharmacological
activity., 8. N. Baranov and N. Ye. Tarnavskaya (Lvov) condensed
o-phenylens dimaine with ‘ =thiokets acids and produced quinoxalines
which were subjected to methylation, nitretion, and were. oxidized to
N-oxides. S. N. Baranov and T. Ye. Gorizdra, by condensing 2-thio-
4,5-diemino pyrimidines with aryl pyruvic scids, synthesized .a group
of thiopteridines which are analogs of thiopurines, possessing. ‘
anti-tumor properties. F. S. Babichev (Kiev) reported on a con-
venient method for the synthesis of tri-, tetra- and penta-methylene
thiazole salts, consisting in the condensation of thiolactams with :
“.~halogen ketones. Fifteen quaternary salts of thiazolé were
produced, and from these some thiazole cyenines.” 'S. A. Fedorova
ond 8. I. Burmistrov (Drepropetrovsk), by the reaction of aryl =
Thicsmmeslines (arylfz,4-diaminohexahydrofl,3;5;triazin46-thiones).

A+ Do Grobenko, R, G. Dubenko, P. S. Pel'kis, M, Z, Peretyashko, and
L. 8+ Pupko (Kiev) reported on the synthesis of new drivetives of
thiocarbanilide, 1,4-dipheny1-thiosemicarbazide, 1,5=diphenylthio=
semicarbazide, 1,6-dirhenylhydrazodithiodicerbonamide and aryl .
emides of dithiocarboxylic acids. All of these compouncds are capable
of being alkylatéd on the sulfur and give colored complexes with =
metal cetions. . Some possess anti-beoterial activity. K. A, Kornev

-end L. Do Protsenko (Kiev) synthesized aryl ethylene triemides-and
-acyl diethylene“triamides_of phosphoric ecid and ethylene phosphor=

amides which contain four and six ethylenimine'grcupsi"Alliof these
compounds show anti-carcinogenic effects. In the report of 0. Kh.
Vlasove (Dnepropetrovsk) dete were presented on the synthesis and
properties of phthalic acid esters and phénylearbamic ‘esters of

aryl oxyethenols, of ‘interest as potential herbicides. .
. Discussed and coordinated at special sessions of Sections I~
end II of the conference were the plans for scientific work for

1960 and the prospective plans up to 1965 with respect to the



following four problems: 1) reactivity, kinetics, end the mechanism
of organic reactions; 2) color and structure of organic compounds 3
3) chemistry of natural and biologically active compounds; 4) chemis-
try of insecticides. . . = . . Co ‘ o ‘

From the Resolubion of the Sixth Ukréinian Répubiicﬁn'Cohférenée on
Organic Chomistry ‘ :

The confefencevnoted the considerable development of T .
scientific work in organic chemistry in the Ukraine, especially in :
ereas related to the solution of tasks assigned in the Seven-Year

Plen. The conference approved the creation of new institutes, - , 1

branches, and test laboratories, and noted with satisfaction the

growth of young cadres and the yearning of young chemists to work

on the solution of concrete problems in the development of the

national economy.
The conference resolved: o , o

1. To consider as necessary the further strengthening of the
ties of sciemtific-research insbtitutions and individual gscientists
with industry, in particular by a considerable expansion of contract
work with industrial and other esteblishmenmts. . . ‘ }
_ 2. To expand work in the field of polymers and synthetic
materiels. o - , o :

3. To develop and amplify theorstical investigations and
research projects, which guarantec further successes in the solution
of practical problems. SRR T

4. To expand work on physiologically active substances, and
to achieve the fulfillment of rosolutions for the organization of
the vast testing of these substances. , , ‘ o

6. To accelerate the epplication of the results of research
work, it is necessary to build large-scale laboratory testing
installations in leading scienmtific institutions. R

6, It is neceéssary to inoroase the volume of output of
chemical periodicals in the Ukraine. The conference turns to the
Prosidium of the Academy of Sciences Ukrainian SSR and the Council

of Ministers Ukrainian SSR with the request to expend the volume of

the Ukrainskiy khimicheskiy zhurnal, beginning in 1960, and to make LS
this journal a monthly. To request the editors of the Ukrainskiy
khimicheskiy zhurnal to accelerate the editorial processing of \

"rticles. To request the Division of Chemical Sciences of ‘the
Academy of Sciences USSR to organize a journal of organic chemistry.
To consider necessary an increase in the output of chemical litera-
ture by Tekhizdat [Tekhnicheskoye izdatel®stvo -- Technical Pub-
lishing House] of the Ukrainian SSR. . R

7. To request the Ministry of Higher and Secondary Special
Education of the Ukrainian SSR to incresse the output of specialists
in organic chemistry and polymer materials. o
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: 8. To improve the staffing of plant laboratories with highly
quelified scientific cadres. To liquidate the discontinuity in

pay of workers of the higher ond lower classifications working in

scientific-research institutes and plant laboratories.

9. To request the Gosplan {[Gosudarstvennaya planoveys
kommissiya -- State Planning Commission] of the Ukreinian SSR to
organize in the Ukraine the production of chemiocal glassware,
gstenderd joints, and thermometers.

10. To request the Gosplans of the Ukrainian SSR and the
USSR to expand the production of pure-and technical-groade reagents,
and to publish catalogs of the pure-end technical~-grade chemicals
produced in the USSR. :

11. In view of the fact that a part of the laboratory
equipment, in particular optical devices, has boen menufactured
according to obsolete patterns, to request the Gosplan USSR to
teke measures for the organization of the production of more modern
laboratory instruments. _ :

12, In view of the fact that in Kiev, and even more in other
cities of the Ukreinian SSR, the assortment of wares in the stores

~of Soyuzresktivsbyt [Union Reagent Sales] and in leboratory equip-
ment stores is trifling, to request the State Committee for Chemis-

try of the Council of Ministers USSR and the Gosplans of the USSR
snd the Ukrainien SSR to take measures to assure e supply of
reagents, chemical glassware, and the simplest instruments for
commercial organizations. ’

13, To spprove the plans, agreed upon in the coordinating
committees of the conference, for soientific-research work in 1960
and the provisional plan for gscientific investigations in the
ourrent Seven-Year Plan. '

14. To convene the Seventh Ukrainian Republican Conference
on Organic Chemistry in tho second quarter of 1961.

5888 - : - END -




