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21, Preparation of Acyl-¢xy-trichloro Silanes From Aclds of kromutic Hatare.

benzoic acid silicide is further olgaved to form benzole
~ aphydride and silicon dioxide. 3) The formed tenzoic enhydride
ylelds under the influence of siXioon tetrachloride on uno hand and
of benzoyl-trichlorc silane on the other hend bvenzoyl chloride and
gilicon dioxide. Table 1 .- the rate of the disproportionetion of
aoyl~trichloro silenes; table 2 ~ soyl-oxy-trichloro silenas;
table 3 - disproporticnation products of the aoyl-oxy-trichloro
silenes; table 4 - totra-acyl~oxy~silapes, There ere 4 tables and

8 references, 3 of which are Saviet, ‘]
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These furanidones are crystalline products very unstable in air.
They must be gtored in dark glasses if posaible in ampurified
state., They take a cherry-red color with FeCl, and form green
copper salts with coppser acetate. The absorptzon spectra of
these copper salts in methanol show in the ultraviolet range

- the maxima characteristic of the copper salts of bheﬂdicarhonyl

compounds. The percent content of the enol form ¥as determined

according to K. Meyer (Ref 2) (Table ). The data in the table

show that the ﬁs-ketoaldehydes of the 2,2,5,5-tetraalkyl fura-
8

pidine series well as of the alicyclic series (Refs 3,4) are

a mixture of the formyl and oxymethylene form which is in equi-
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1ibrium. In this case the latter considerably predominates.

The data on the table also show that with the increase of the
radicals in the positiom 2 and 5 of the furanidine cycle the
enolization of the formyl group increases in positior 4. In the
action of the benzoyl chloride on the pyridine solutions of

the compounds (I), (III), (Iv) the corresponding O-banzoates
(viI),(V) and (IX) were obtained. In the case of the action of
the sodium compounds of the same oxymethylene ketones the com-
pounds (VI), (VIII) and (X) were obtained (Scheme 2). There are
1 table and 4 references, 1 of which is Soviet.
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TITLE:

Zhurnal obshchey xhimii, 1959 Vol 29, Nr 6,

pp 1965 - 1969 (ussR)
-nitroselenophene-

ABSTRACT: ‘In'ccntinuation of the previou

2.gldghyde vias ccndensated with compounds containing active
methylene groups which led to 8 geries of S-nitroselenenal—Z—
derivatives. Thus,; in heating S-nitroselenophena—Z-aldehyde
gith acetic & ous sodium acetate -(5-nitro-

selenienyl—Z)-acrylic scid (42%) was obtained. The sace acid

was synthesized by condensation o dehyde with malonic

acid in the presence of pyridine with gubseguent decarboxyla-

_ gion of the formed u~0AXDOXy=|9=~ 5—nitrose1enienyl-2)—acrylic
acid (Scheme‘1).»Thus, the condenaation of 5~nitroaelenophene-

,Z—aldehyde with compounds gontaining active methylens groups
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The Chemistry of Selenophene XVII. condensation of the 507/79—29-6-45/72
5—Hitroselanophcne—Z—aldehyde 7ith Compounds conteining Active Kethylene
Groups

leads to the follovwing Bunitroselenenal-E~derivativesz/1-(5—

~

nitroselenienyl~2)—acrylic acid {in the coniensation with acetic
annydride or malenic scid-scheme 1); c-alkyl- -{5-nitroseleni-
enyl-2)-acroleins {in the concensation witn acetic, propionis
and batyric acid aldehyda-scheze 2);&)~(5—nitroselenieny1—“
nitroetnylene (in the condersntion witn nitromethane-gchen

= e - . Y A = bl ot F - .-~
Z.l%-ninroselansnal-c R AT e

tion with rhodanirs}; 2 phenyl-4-
(in the condensation with hippuric
references, 2 of which are Soviet.
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TITLE:
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1959, Vol 29, Hr 6,

PERIODICAL: Zhurnal obshchey khimii,
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tinued theirrinvestigation on the methyl homo-
Ref 1). They made use of the possibility

tion of the aalenophene and the reduction
r the synthesis

ABSTRACT: The authors con
jogues of salenophene (
‘of a subsequent formyla

of the sldehyds group into the methyl group fo
of the trimet tetramethyl selenophene,

hyl selenophene and of

hitherto unknown. The synthesis of 2,3,5—trimethy1 selenophene
was based ol 2,3-dimethyl selenophens which, by the action of
dimethyl formanide, led to the 2,3-dimethyl selenophene-5"n1~
dehyde, This aldehyde yielded the 2,3-dimethyl selenophene-5-
carboxylic acid in the cate of oxidation with silver oxide. In
the reduction acoording to the goneral method by Kizhner (Ref 3)
the 2,3,5—trimethy1 gselenophene was obtained.
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Cchemistry of Selemophene. (VII1I. Synthesis of the | 50V/79-29-6-44/12
T Teh;amethyl Selenophense

: ~~Isomeric_Txipethy}<Selenqphene a2nd o
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,_‘5 --Be S ) . o » I
3;4~diﬁethy1'sélenophéhovsarVéd as initial'produot-for the ayn-  HEE
ophene. Its foraylation yielded ,l

thesis of 2,3,4—trimethyl selen
3,4-61methyl Selenophene-Z—aldehyde the oxidation of which led

4G the 3,Qidimethyl-selehopbene-Z;carboxylic acid. In the re-
phéne-z—aldehyde 2,},4-trimethyl

duction of 5;4—dimethy1'seleno
hich servedss {nitial product for

In the formylation

selenophene was obtained,; ¥
thyl selenophene-s—

tetranethyl selenophene.

1 selenophene 2,%,4-trine
which in the case of oxidation forned

hene-54carboxy1ig acid, in the case of

-reduction z},4,54etramethyl selenophene (8chene 2). Fron the

tWo isomeri: trimethyl galenophene only 2,5,4-dimethy1_seleno-
2,};4-trimethyl palenophene

phene yieldad,the fH-chloro maercuri-
by means of mercurization; the 2,3,5-trimethyl selenophene did
"~ not enter thiaircaqtion._Thage are ] Soviet raferences.

the synthesis of
of:2,3,4—trimethy
‘aldehyde wes obtained,
'2,3,4-trimethyl seleasp
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: dones-B'(ReaKtsii -4-brom- i 4-01&8:‘.-2,2,5,5-tetraalkil- SRS -
- o furpnidonov-3) ‘ ' S
PERIODICAL: Zhurnsl Sﬁsﬁéﬁéy”khimii;f1959;chL”29, H¥W11»9Q7219°-2‘96 (ussr) N
_tetramethyl furanidone-i is

the A—bromoo2,2;5,5
(in the hydrolysis with sode

¢ KJ), by the thio-
by the

ABSTRACT 8 The bromine in
EONC not substituted py the oxy grouP
soluti_on), by iodine (in the astion © 7
cyanogen &TouP i gssiun thiocyanate)s
amino Group (with armonia); only i the rTeaction Wi
cyanide the gorresponding nitrile is formed i ;
(Refs 1 2). The authors uped ouch halides for tho gynthesis of ]
the condensated gystens which contain furcnidine- and thiazole =
‘rings. In the reaction with crystalline sodiunm sulphide atb
135-11400 only the Afbromo-‘?,z',‘j, _tebroeliyl ﬁ:.ranidones~3 O
easily separatcd EBr, with the condensation paking place ander BN
the formetion of the y-iiketone with WO suranidine rings
(Scheme 1)+ In the nyarogenation of (I) in the presence O
‘nickel the raketone‘(Iv)'resultea [ the di—(2,2,5,5-tetramethyl
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- Reactions of the 4-Bromo- zné 44033;2,2,5,5-tetraélkyl 507/79?29~?f20/33
Furanidones-3 ' A . e o

" “purenidone-3-yl-4)] , which with aniline led to dianil (V) :
(Scheme 2). Already carlier (Ref 3) the outhors used the ~
furanidones (VI) for the synbthesis- of nitrogenous neterocyclic [N
systens with the furanidine ring. BY this method tha compounds
(VII) and (VIIT) werc obtained from 4-0xy~2,2,5,5-tetranethyl-
and 4-oxy~2,2,5,5-bispentamethylene furanidone~3 (Schene 3) '
whieh nro wenk acida. The furonidones (VI) react with ammoniuzm
thiocyanate in melbing (150°) to form furcaidine thiazoles
(1X), (x), (X1) (Scheme'4§4'ﬂ.scheme of the formation of these
compounds  is suggested. Thore are 0 references, 2 of which are N
Soviet. : o
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atetra—alk}lfurqnidony—ﬁ)
Zhurnal obshohey khimii‘,"1959, Yol 29, ¥¢ 1y PP 21Y6-2201 (USSR)
Earlierrkaef:1)' the’authors ghowed ghat 4-ncoty1~2.2,5,$—
: -3 forms in'the'thermal 1uomerization
1 furanidone-os- in

1 ¢uranidone _
) -tetramethy
10 to the

£ 2,29999 v
i ;g method &

of the enol a¢
the present paper vhey tried to_apply;thx
i he nigher homologs of -acetyl—2,2,5,5—tetra-
t wag toun ¢het in passil the enol
i quarvs

nerizes -into g-acetyl-?
\15,&%yie1d)\80neme 1)- wurther in-
i jncreasing radicals in the

a of the products of thermal 1807
merization in t etates of z,?,ﬁ,S—tetraalkyl furanidone&%
\of'the corresponding 4-acety1—2,2,5,5-tetraa1kyi furunidones-j)
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;4Jhcetylnzihji-tetraalkyl Hur&nidonea-} 'SOV/79-29_7-21/85
are abruptly reduced. ¥his method, however, ia still the only
one possible tor tha synthesis of 4-acetyl-2,2,5,5-tetrumethy1
furanidone-5 and of 4-ucetyl—2,§-aime;hy1-2,sfdiethyl furanidone-}
gince other experiments railed. The two oxy-ketones (LI1) and
~;&IV),may,occurwasrpgutomeric vorams of 4-acetyl-2,2,j,5-tetra- -
methyl’furunidone-j(il);'4-acetyl;2;2,5,5-tetramethylAfuranidone—jg K
ja enolized in a nigh degree in the direction of the exocyclic o
carbonyl group; it forms U- and U- derivatives accoraing to the
conditions of acylation. qhe [-diketones of the 2,2,5,9 tetra-
alkyl furanidine geries require much more rigid conditions in
. the reactions leading to the condenssted heterocyclic systews
than the aliphatic or aromatic [-diketones. There are 8 refer-
ences, 2 of which are Soviet.

aitet (Moscow State University)
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5BSTRACT: Invconnection with 28

 (Ret 1) the authors 8yD
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tives of 2—am1no—4—methylthi&zole’obtainea
1atter with g-oxides. Apparently thiazole garivatives with
alkylated “ring-nitrogen"—atoms are not yormed in the reaction
in the manner

' "_"“Qfﬂz—chloro:A:@gﬁhylthiazole with alkenolamines

) : described. here (Héf”j):mByfreactigghpf 2-chloro-4-methy1-

' thiazole with ethanolamine and 2;propanalhﬁinew2-(&-oxyeﬁ7
methylﬁﬁiﬁiole~‘;
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on ‘the Structure of the Froducts of the keaction S0¥/719-29-T-42/85
of 2-Amino-4-methylthiazole with a-Uxides

= S respectively were obtained. A comparison of the constants of

: these compounds and their derivatives with the constants of

the compounds synthesizea by the authors by reaction of Z2-amino-
4-methylthiazole with the corresponding a-oxides {Ref 1) proved
to be identical. This was also confirmed by the identity of
‘the infrared sbsorption spectra of the 2-(B-oxyethyl) amino-
thiszoles obtained by different pethods and the ultraviolet
absorption spectra of their hydrochlorides (reaction scheme)
Thus a-oxides react differently with ?-amino-4-methylthiazole
than with 2-aminopyridine and yield 2-(p-oxyalizyl) amino-
thiazoles, thereby retaining the thiazole structure. There are
1 figure, 1 table, and J reterences, 4 of which are Soviet.
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‘ 7 inea. and AC
oxy~-silanes o .

ghchey khimil,

© pERIODICAL: ghurnal ob
pp 2594 - 2597.(0533)-

1959, Vol 29, NE 8

‘ABSTRACT;'v— 1) the éuthbré'describedjthe acylation of

: ’ diethyl-amlne w ylozy;silanee as & convenient syn-
H-ﬂ-diathylamides of the.sﬁturated monobasic

oI suggeated

(yields 60-90%) : :
NHR ——3 4 RCONR'R" + si(0H),
nd Noalkylamides

(3000)431 + 4
, : , ‘ r N,N-dialkyl- 2
“of thie ao dg in the game Way» and to us® this method for the .
-synthesi ,ﬂﬁﬂ:dlethylamides of %
jo aold, 0 and 0~-%0
€ ug with the ai

especially benzo
The acylation of dibutylamine wgs C
propionic, putyric an

anhydrides of acetiCs
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it Tetrs

Acylation of Amines,. Arylhydrazines end Acid Eydrazides With TeiT
gilanes ' :

'suitant substituted amides and hydrazides of tihe acids ob=
tained by the above-mentioned acylation, their yields. and
constants, are presented in the table. There are 1 table

and 29 refersnces, 7 of which are Soviet,
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TITLE: Chemistry-of'Selenophepé,fxxx,_Q;Kééto;sbiéhophénain;thefsi;'a"V‘
gynthesis of a- and [$aKeto«a1dehydes-in the'Selenopﬁéne'” N
Series o :
PERIODICAL: Zhurnal'obshchéffkhiﬁii}“1959, Vol 29, Wr 8,
pp 2597 - 2601 (UsSR) : :

the authors

ABSTRACT: 1n addition to tneir previous papers (Refs 1-4),
: used, in the present paper: the a-acyl-selenophenes for the
gynthesis of the a< an ’dicarhonyl”oompounds in the sele-
nophene series.. 1B this way, they obtained by oxidation of
2-aceto-selenophene with seleniun dioxide the gelenienyl-2-
glyoxal, & xeto-aldehyde, the bright-yellow color of which
ig due to & conjugation of the double bonds of tvo carbonyl
groups*and of the gelenophene nucleus. The ultraviolet ab~- Bk
sorption gpectrun of the selenieny1-2~g1yoxal (Fig 1) hes !
,hwofﬁéximafatikf275Man§A519ug _The compound is casily con-
densed with o-phenylene diamiié]”ﬁnd*forma~quantitg§zx§}y
the 2~(selenienyl By the action

card 1/2 -21)-quinoxaline (Soheme 1)
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Cnesigtry of Selenophéne,UXIX, 2.pceto-pelenophene in sov/79-29-8-31/81 8
- the Syntheais of a- and 3 -Keto-aldehydea in the Selenophene Seriss i

of alkali lyes on its monosemicarbazone and monothiocsemi-
carbazone, water is splift off and, accordingly, the 3-oxy-
and the 2-mercapto-5-{selenienyl-2')-triazine-1,2,4

(Scheme 2). On condensation of 2-aceto-selenophene with the
ethyl ester of formic sacid under the influence of sodium;
the sodium alcoholate of oxymethylene-(selenienyer)-ketone
is obtained which is of dark-violet color in the thiophene
series. Its absorption spectrum is characterized in figure 2
by ocurve I, the one of its intramolecular complex compound
with Cu** by ourve II. There are 2 figures and 4 Soviet re-
ferences. :
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Investigation in the Series of Furais ) 507 /79-29-9-30/76
1. synthesis of the H-(a-Oxyalkyl)—furfurzl pmine

ASSOCIATION:
SUBMITTED:

picrate nelts 2
1ts jnfrared ab
jnstoad of the

y 127-128%; its refractive index jg higher.
gorption gpectrum confirms its gtructure:
1acking frequencics ghich are characteristic

‘of “the ﬁaﬁabsnd,&hgge,;q a broed band characterizing the
group o-f1. Wo crystalline hydf&chtari&e wae,obtgineﬁ in

the passage of hydrogen c¢hloride through tha chloroform
gsolution of the preparation.In the reactiom with thionyl ohlo-
ride the nydrochloride of di-H-?B-ethyl ohloride)-furfuryl

amine resulted which yielded R-

2m£urfury1)-thicmorpholine

under the action of sodium gulphide (2 Schemes). The given
data which confirm tne structure of di-ﬁ-(B—oxyethyl)-furfuryl
amine show that G. prefanl snd K. X8 (Ref 5) pistook this
compound for another one.§ith a~-0X rfuryl amine
forms ﬂ—(B-oxyalkyl)-difurfuryl apines in high yields(Scheme 7},
There are 9 referenced, 4 of which are Soviet.

Hoskovekiy gosudaratvennyy universitet (Boscow State taiverdty )

July 14, 1958
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TITLE: Investigation in the gepion of Furafs
11. Reaction of Compounds of the Furan geries With thoe

Diethyl Ester of Azodicarboxylic hecid

PERIODICAL: Zhurnal obshchey xhimii, 1959, Vol 29, Wr 9, PP 2954-2960

(uUssR)

s of a number of papers quoted in references
1-30 the aunthors jnvestigated the reactions of the diethyl
ester of azodicarboxylic acid with furan, 2-methyl furan
(silvane), and furyl alcohol. After the experiments were
finished, P. Baranger and J. Levisalles (Ref 8) published
a paper describing the failed experiment jn which the attemnpt
had been Ra 2-methyl furan, and 2,5-dimeﬂmi
furan to reacl The mentioned research
workers did not succeed in isolatinsg the formed adducta and
in carrying out an alkall end acid hydrolysie of the reaction
products. In the experiment described the reszction of furan
and 2-methyl furan with the above ester was found %o proceed
l1ike a diene gynthesis in which compound (1) and, accord-

card 1/3 ingly, (I1) result qualitatively. & large quantity of ether

ABSTRACT: On the basi
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TITLE: Tatraacyloxysilanes i{n Organic Synthesis .
£XIV. Reaction of Tetraacyloxx&ilanes gith Organomagnesium-
and Organocadmium Compounds

PERIODICAL: %hurn31 obshchey khimils 1959, Vol 294 KT 9, pp 2960-2964
USSR

ABSTRACT: Two kinds of reaction are characteristic of acyloxysilanes:
(1) Reactions taking plece under the decomposition of the
¢-0-bond; (2) reactions taking place un

of the gi~-0-bond. All acylaetion reactio
gilanes belong to the first kind: acylation of the benzen¢
cycle, oh pyrrole (Refs 1-4), of malonic
ester; acetoaceti e ) a amines (Refs 6,7)
(Scheme 1), In continuation © 4 investigation
data of the papers quoted in references 1-11 the authors
of the present paper'investigated the reaction of tetraacyl-
oxysilanes with orgunomagneaium~ and organocadmium compounds;
theoreticellyy two direct ¢ reaction were possible due
to the decompl vonds, i.e. accord-
card 1/2 ing to schemes ). Taking account of the papers

LEASE: 09/19/2001  CIA-RD
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petraacyloxysilanes in Organic Synthesis,v 507/79-29-9-32/16
ZXIV. Reaction of metraacyloxysilanes with Organomagnesium-
and Organocedmium Compounds

quoted in references 12-17, the reaction of gilico-acetic

anhydride with alkyl megnesium halides was investigated; in
all cases tertiary alcohols were obtained in yields of
58-68,5%, tetraalkyl gilanes (51-72%), and fractions with

a high boiling point (zpparently giloxanes). All these data
as well as the absence .of silicic acid show that the reac-
tion of tetraacyloxysilanes with Organomagnesium compounds
takes place under the decompogition of the §i~0-bond accord-
ing to scheme (V). The stability. of this bond decreases with
increasing acidity of the.organic acid in the ailico—acetic '
anhydride which resulis in & hkigher reactivity of tetrsacyl-
oxysilane towards the organcmagnesiun compound. Fetones

~ (20-46%) and silicic acid resulted in the reaction of silico-
acetic anhydride apparently under the decomposition of the
c-0-bond according to scheme (IV). There are 28 references,
13 of which are Soviet. ) A :
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AUTHORS : Shoherbakov, A.4., Tur!yevs Yo.K. s0V/80-32-2-25/56
., Yurtyev, Too7r

i - PITLE: The Effect of Preliminary'Processing of Plant Raw Material by
R ' Organic Solvents on the Formation Dynamics.and Yield of Fur-
. furole (Vliyaniye predvaritel‘ndy obrabotki rastiteltnogo A
B o syriya organicheskimi rastvoritelyami ne dinamiku obrazovaniya @ N
’ 4 vykhod furfurola)

. PERIODICAL: - ghurnal prikladnoy kKhimil, 1959, Vol XXXII, Nr 2,
< G - PP 374-382 (USSR§ N ‘ ' .
; ABSTRACT: The preiiminafy processing of'pentosan-containing raw materi-

a#ls by verious solvents increases the output of furfurole by
preventing reginification during hydrolysis. In the experi-
‘ ments hydrolysis was carried out by & 12-% solution of hydro-
chloric acid. Table 1 ghows that the pentosans in corn cobs,
- barley husksj oats chaff, etc are most eesily hydrolyzed. The |BE
preliminary greatméent of the raw materiels by alcchol, ether,v’l
chloroform; benzene, gasoline, 0014,»etc has 2 coqsiderable'
effect on the surfurole output as well as on the dynamics of
o its Tormation. If tho rav meterial is preliminarily.treated'
Card 1/2 - by vaseline oil, diescl fuel, etc and then hydrolyzed by &
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Phe Effect of PreLlnlnary PrOC°591ng of Plent Za¥ Hateriel bY Organic Solvenfs
on the Formetion Dynamics and Yield of furfurole

10-7 soluuion of gulfurlo ac1d, tne output of Iurfuroie in-
creases by 43 4p in comparison Hitﬂ the yield without the

golvents. :
fhere are 2 tables and 11 references, g of which are Seviet,

1 Americany 1 English, and 1 German.
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Investigations In
gurana) e The SynthesisVOf Symmetric 2,5-bia—(dialkylamino—
" methyl)-furan - mpe trichnykh 2,5—bis—(dia1kilamino-
netil)-furancy

TITLE:
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(USSR)
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amine and diethylamine, piperidine, and morpholine were added
to the reaction. Thus 2 5-bisé(dimeﬁhyl-aminomethyl)-2,5~
bia~(diethy1aminomethy1$, 2,S-bie-(piperidine-mcthyl), and
2,S-bis-(H-morpholine-methyl)ffurap were produced. The constents
corresponded to thoge produced by means of another method

(Ref 1)» The rociprocal gotion hora doscribed of 2,5-bis-
chloromethylfuran with sacondary amineg, up fo now hatt hoon

the only comfortable way producing the corregponding symmetric
amines of the furan gseries. There are 3 refererces, 1 of
which is Soviet.

Hoskovskiy gosudarstvennyy universitet im. M. V. Lomonogova

 (Moscow State Dniversity imeni M. V. Lomonosov) *f:f

Merch 5, 1959, by A. N. Hesmeyanov, Academician

February 28, 1959
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In the present paper the catalytic method of {nterchangeable
trangformations of heterocycles discovered by one of the
authors (Ref 2) was applied. The furanidine was caused to
paas over aluminun oxide in the monosilane flow at 379 , §thus
(4%) end di-

obtaining simultaneousiy tetramethylene silane
tetramethylene silane (1.5%). The latter is the tranaformation

product of furanidine under the acC ]

tion of the teirameithylene
gilane formed. gubsequently; 2 mixture of gyranidine and
ggeed over alumi

tatramathylens gilana wag P num oxide, and

ditetramethylene silane (4.5%) waa formed. A similar trans-

formati on of furenidine under the action of athyl silane proved
tter completely deconpoaes at

%o be impossible gince the le
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the contact with aluminum oxide a® 350°. Tetramethylena silana
was also obteined by a common catalyfic dehydrogenation of
butanediol-i.4 and monosilane under the asame conditions. In
the case of action offhydrogen_sulfide on tetramethylense
gilane or tatrameihylene dichloro silane the cyclicelly
pound silicon atom ia replaced by sulfur, thus forming
thiophane (14% and 4% respactively). Tetrahydropyrane trans-
forms to pentamethylene gilene (9.5%) under the actign of
: ponosilane at the contact with aluminum.oxiie..a.t.i'ls . Under
! the same conditions.pentame.thylene. ailane is tranaformed
to tatrahydrothiopyreane undar the action of hydrogen gulfide.
There are 7 references, 5 of.,uhich...e.na.‘i}mnie.t.
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1959, Vol 129, Fr 4,

Polarographic:

TITLE:
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ABSTRACT: Tha authors ascse a influence exercised by the gubstitu-
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2.Nitrogelencphene Derivativas
e study of the raactivity of the substi-
further pol&rogrephic mesgurenents are

naecessary in this case. The influence exerciged by the substi-
tuents over an additionsl group ~CH==CH- in the gide chain is q//:

in genersl not high. The reduction of S-nitro furfurol proceeds
in & characteriatic o are 1 table and
16 references; 9 of which are

Institut organicheskogo aintaza ikademii nawk Latvesk (Institute
of Organic 8 thasis of the hAcademny of Sciences of the fatviyskaye

8SR). Eoskovskiy,goaudaratvqnpyy univeraivet ime M. Ve Logonosova
(Moscow State University imeni M. V. Lomottogov) , ,

July 21, 1959 ' s
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tuted furens. However,

enner (Scheme). There
Soviet.
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Rx(a'o)YSi(ocoa")4_x,y,
1ike aminoacyloxysilanea

j1anes RxS

alkoxyacyloxysi
gilanes CIBSiOCOR.
(alkylthio)
first acyloxys
only 15 papers

lanes
and acyloxytriohloro compounds
(uug)xﬁ(ocon)4_x and
r e dey when the

-acyloxysilanes
ilane -
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Acyloxysilanes s/074 60/029/07/01/¢04
, . T . B020,/B068
" dealing with these compounds had been published;.while during the last
40 to 12 years'more than 100 theoretical and practical papeTs have
appeared on this subject. This jg due to their growing practical
importance. A review of pethods used for the preparation of tetra-
acyloxysilanes,and acyloxytrichlorosilanes, alkyl- and arylacyloxy-
silanes, alkylalkoxyacyloxy- and alkoxyacyloxysilanes, as well as of
B the’reactionsrof—these compounds is given. Yu. N. Voltnov, G. B.
Yelyakov, V. P. Yolkov, Be N¢ Dolgov,; N. P. Kharitonov,~m.,c. Yoronkov,
I G. Knaskin, Vs P. Davydova, K. De Petrov, M. I. Ttkina; Ye. S.
Lagucheva, A. N. Nesmayanov, Ee Go Perevalova, A. N. VysokosoV, K. Ae
Andrianov, V. G.:Dubrovina, and T. N. Ganina are mentioned. There are
151 references: T4 Soviet, 28 US, 18 British, 18 German, 7 French, 2
Italian, 1 Austrian, 1 Swedish, 1 Indian, and 1 Japanese. ﬁ

' ASSOCIATION: Khimicheskiy fakul'tet MGU im. M. V. Lomonosova
S (che,micalrnepe.rtment of Moscow State University imeni
M. ¥ monogov) T - ;

" Gard 2/2
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ABSTRACT:

77358
S0V /79-30-1-19/78

yur'yev, Yu. K., Zaytéeva, Ye. L.

PR

' Chemistry'of Selenophene.»XXIV. condensation of 5-

Nitroselenophene—E-aldehydejand -(S—Nitroselenienyl—'
2)—acrolein_w1th Hydrazine Derivatives '

Znurnal obsheney khimil, 1960, Vol 30, Nr 1, pp 98-101
(USSR) ' : o

Condensation of 5-nit phene-z—aldehyde and [Zf
(5-n1troselenienyl—2) n with nydrazides of
cyanacetic; furanCarboxylic, and 1sonicotinic-acids

_ yields'the following compounds, not described in litera- YHQ
tures 1—(5—nitrose1enenal—2)é% cyanoacetylhydrazone, -

ol1 -2429; 1-(5—n1troselenena162)-2-(2—
1 )h jeld =z 100%, mD 066-267 (decomp,
from alcohol); —(S—nitroselenienyl—z)-allyl%dene

- ~2—cyanoacetylhy {eld £~ 100%, mP 219-221

(decamp,'f'om alcohol)s 1 —(5«nitroselen1enyl—2)—
allylidene 02-(2~furoy1)h atazone, yleld 96%, mp 225~
0p70 (decomp: rrom alcohol); 1—(5~nibrogelénena1-2)—hn
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chemistry of Selenophene.VXXIVi o 77358 1
, R - 50v/79-30-1- -19/78

yield 91%, mp ol 3- —oiy® (decomp,

—2)a11v11dene I

from alcohol); 1-
-2~ isonicotinoy]hy hzone, yleld gL%, 244~ 2450
Snnitroselenophene-

lsonicotinOJ]thrayone,
ég -(5- nitroselenienyl
alcohol). Reaction of
5= (nés ~hydroxyethy
o

(decomp, from
emioxamazide and
xamagzones, nobv

2~a1dehyde with s
semioxamazide yields the following S€
_(5-nitroselenenal- 2)semioxama—“fﬂ

,described in liierature. 1

zone, yleld &2 100%, mp 522530 (decomp, from alcohol),

and 1- (5-nitrosplenena -2)-5-{ —hydroxyethyl)—semi-
90%, mp 251-2 30 (gecomp, from alcohol). |

oxamazone, ¥
AILNNHCOR - - m 7 _ ’
, O'N—\Se /—(Cll.—.-_Cll).-—CH-—:NN HCOR \
[ an o
0= _(cH=CH)—CHC
m N +u,ymu'oc0mvnn. ‘ ) \
0N—_ e/—(C“-'.:C“).—-C“r-ﬂNN“COCON“'N"'

(1384

C‘ll’O, C‘H‘Nn (It n=0; R = H, CH,CH,0H).

Gn=08n:in =vo‘8 i nucu,_cs,

APPROVED FOR R “09/19/2 |
E »
LEASE: 09/19/2001  CIA-RDP86-00513R00196322
0015-2"



"APPROVED FOR

2 b

SELESETRIN Je —

RE :
/2091 CIA-RDP86-00513R001963220015-2

228 it

R

Chemistry of Selenophene. XXIV V 77358
4 . , : o : : sov/79-3o;1-19/78 7
B ~ Gondensation of §.nitroselenophene-2-aldenyde and f3- |

(5-n1trose1enienyl—2)-acrolein with ]-aminohydantoin

and l—amino-Z—thiohydantoin yields the following com-

pounds, nob described in literature: 1-(5-nitroselen-
S—aminohydantoin, yield 81.5%,mp 263-264° (decomp,

tj* enal-2
. from alcohol); 1- - 5—n1troselenienyl—2-allylidene i
aminohydantoin, yi€ld 4%, mp 0622640 (decomp., from <

alcohol); 1—(5-n1trosglenenal-2)amino~2—thio dantolin,

yleld 95%, mp olB-250° (decomp., from alcohol); and
1~£é2?1-(5—n1trose1enienyl~2)allylidehe] amino-2- -
thidiiydantoin, yicld 93%, mp 265-2679(decomp., from o
acetone), respectively. ‘ '

: ‘ HN—-?O
o councoggg ' = O(l, CHq
‘ ; , o,N-ke jqcn:cn).-cu:-n—lu/

I ¢ ¢ : aw




"APPROVED FOR RELEASE 09/19/2001 CIA-RDP86-00513R001963220015-2

LTI R S m 1B S S SR SIS B Y PR R RS o

’éhemistry of Selenophene. XXIV 77358 '
misbry emopmene. A S0U/79-30-1-19/78
) HN—CO 1
' . s«': éu. -
“WWWWWWleﬂwmwQM e
w

i. IVEVn0&t,

fThere are 4 references, 2 Soviet, 2 Japanhege,

| 7 ASSOCIATION: Moscow State University (Moskovskiy gosudarstvennyy
. ' . universitet) ,

SUBMITTED: ~ January 5, 1959

. Card U4/4
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5.3600, - ' 17860
e | ;  sov/{9-30-2-11/78
B AUTHORS: yur'yev, Yu. K., Rozantsev, E. G. : : L1
5 - Il L SRR o B
3 TITLE: ',,Catalytic'Converstqnn of Heterocyclic Compounds., . -
g ' Synthesls of'2,5-Dlmethyl—3—Alkyl— and‘?,sﬁnlmethyl-
K 3—Ary1thiophanen -
S PERIODICAL: Znurnal obsheney khimiti 1960, Vol 20, Nr 2, PP 406~ <
' , 410 (USSR) : : I -
" ABSTRACT: The authors converted'2,5—d1methy1h3-a1ky1furanidines &,
- into corresponding 2,5+dimethy1-3—a1ky1thiophanes a
(alumihum oxlilde or thorium dioxide vere used 28 catalysts
for the reaction,which was conducted.at ?30°; the space :
velocity of hydrogen sulfide was 0.3 br” ). constants B

and ylelds of tne obtained (new) products are 1isted ir e
Table A, (1) Name of the compound; (2) bp (pressure in £
mm);  (3) round; - (%) calculated; (5) Yield (in %); (6 :
;wﬁgsults“of analysis for sulfur. (1o %);‘(7) 2,5-Dimethyl-
F=putylthi Jane;- (8) 2,5-Dimet yl—i-lsobutylthiophane;

RELEASE: 09/19/2001 CIA-RDP86-00513R00196322001
5-2
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B catalytlc conversions of Heterocycllc gompounds . 77860
Ly, Synthesls of 2,5-D1methy1--3~Alky1—r—md o SO‘J/'{9-30~2~11/'{8

2,S—Dimethyl~§—Ary1thlophanes
_isoamylthiopheane; (11) 2,5‘Dimethyi-}- clohexylthlophane;
{ 2,5-Dimethyl-

cy
(12) 2,5—Dimet‘ny1«3-pheny1thiophane; 13%)
benzylthiophane . :

Table A. Constants-and yields of 2,5—dimethy1—5-a1ky1- R
(or aryl)-thiophan€s. - .
) 20| a2¢] R0 i
T T . _ _ o ‘!-— 2‘ no ‘ d“ 3 A “ N ::
iy 2R 31 —211°. | 1.4757} U890 54.40 | 54.18 1
148 1. ol Inckaint SO B 13 1 -
8 znsﬂizﬁn 14740} 0,8022) 54.27 | 54.18 36 :gzﬁ. T e |
{754 1 _ i
7 s s | Lo ossos| 5899 | 5880 | 22 1696, | 17.20
: {765) , 16.97
o |- 114736 0.8562] 5007 1 58801 19 1641, ] 17.20
I R Y] i 16931 e
/| 147118 115510 fotu] 6208 | 6170L 35 1&23, 16.46 B
{10 5.4 . O
12 z)s—g)u 1.5650] 1.0260] 61.05 | 6020 11,20% 1‘?.'.'1[), 16,87 *
4 _ ‘ ; b
/3 m(—)nz 15300} 6.9783) 65.15 | 64.86 24,41¢ 11235 1554
on alumina (25% of Tnog).

th
1s thorium oxlde

TARESONT SRS,

APPROVED FOR RELEASE: 09/19/2001  CIA-RDPS6-00: .
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Culuiybie Converslons of Héterouydlle & 0 0 ((uuo o : .
S oampounds. LV, Sjﬂtl’l(_.;i’l ol 2,5-DL-" . SO.’/()-;O 2-1 1/{d ‘
methyl-s=Alkyl- and 2,5-Dimethyl-Z-
ﬂ."yl’lx Lophanes

It was noted Lhnt— the gpeed for Lhe (_‘dtaljtic reaction of -
oy H-dinetny I=s-putyrruranidine o™ onty halt—that—Tor the———— ',s-
2,5- dimethvl~--p{opylturdnidlne This 1s explained by
sterle hindrance caused by the. longer. bubyl radical In
the (b -pouttion to the Pneunidine cyele and In trans-
position to the & -radicul (see Flg. ). Due to the
side reactions (dehydration and elimination of H,3 from -
the intermediate 1,4 mezcaptooxy’(,ompound) the ylelds

Kf of" 2,5-dimethyl-7- arylthlophane.) are very low. For these
‘ . compounds (see note to Table A) thorium oxide was found
g to glve better ylelds than alumina. There are | (lgures;
- | tdble, and_ 14 references, 12 Soviet, 1 Japanese, 1 U.S5. == K&
. : - The U.S. t'ei‘ereme is: D. Rank, N. Sheppard, G. Szasz, A
M Card 3/"3 J. Chem: Phys., 17, 831 (1950). ' § |
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Yur'yev, Yu. K;L_?eflvovl N.S.,Shteynman,h. A.,'Ghreviqh,

an-Sewleuiwﬂill,drﬁuaction of

B TITLE—
- PERIODICAL:

ABSTRACT:

 Card 1/5

~and 2-Ethylfuran

m 7

—with-Mesityl Oxide

2-Methyl-

Zhuvnal'obshchel khimii, 1960, le 30, Nr 2, PD 411~

15 (USSR)
The authors synbhesiied'1,1—d1methy1—1—(5-methy1fury1-2)
putanone-3 (1) and 1,1-dlmethy1e1;(5-ethylfuvy1-2)

oxide with 2-methyl-

-3 (II) by reacting mesityl
respect}vely, demonstrating that the

L withfa, é}-dimethylvinylzgroup of
ted ketones (see scheme A) ‘

butanone
and 2-ethylfuran,

furan ring can reac
the U ~ ,B—unsa‘cur-a

i

43
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Study of the Furen Sertes. III. Re- o oqTeer A
action of 2-Methyl- and 2-Ethylfuran SOV /79-30-2-12/1¢ b
with Mesityl Oxide , '

-1

i
T - . oo B R

0 i “(‘0"“ R .”‘ o - . '!- .
-4 W Chy B — T e
e=ei-C~0ily £ K 5T ISCLTHSC-0iy + a-lﬁﬁp == C R
CHy” : oy : 07 - o N
- Ciy . |
~ H . i 4.
::a_(\ik ' W RQ(‘)—CKz—CO—CH} " +
C{CH;) - CH=C—CHy CHs . 1o
{ta-11} ) ky
i . e R=CHy (115 Cals (o) . -
Scheme A -

This reaction wWas conducted in & round-bottom flask o
- provided with a mixer and a vefllex condenser., The
reaction mixture (the veagents were dissolved in hydro-
guinone) was heated for 8 hr on the water bath. The
reaction mass wWas then diluted with ether, washed with
sodium carbcnate and water, and drled over CaCl,. “The
pest catalysts were found to be concentrated sulfuric
Card.2/5 acid and boron trifluoride etherate. Repeated distill-

[t

CIA-RDP86-00513R001963220015-2"
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77361

. gtudy of the Furan series. III. Re-
adtion,of72<Methy1~ and 2-Ethylfuran o SOV/79-30—2—12/78
with Mesibtyl oxide '
oducts. Cha?acteristlcsfof

elded the>addition nr
thyl—l—(5-methylfury1—2)butanone—j (1): bp 100-
J107° (15 nm); nD?O 1. 4{00; du2° 0.9(2%; 1t semicarba-
white 1eallets, WD 136—137 s &,u—linltrophcnyl—
11ow needles; ' 5H-1107, was charac-
pured spectium, The 1 1ﬂgimethyl-1—
2)butanone -3 11): bp 14¢ (1% mm);
ydrazone,

ation yi
1,1-dime

wone,
pydrazone, Ve
terized by inf
(5—ethy1fury1~

20 4 pEan 20 L ame .
n 1.4682; du_, 0.9571;

D
mp 90,5~91

E,H—dlnitrophéhylh

" orange needled; 0,'chara¢tevtzed py iafra-

ped spectrum. Reacbions_of prepared ketoncs were studled

on example of 1,1—d1methy1—1~(5—methylfury1—E)butanona-3.
the reactants and the products of the five

Scheme B shows
reactlions studied.

iy $OE fuies

CIA-RDP86-00513R001963220015-2"
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f the Furan Serles. III. Re _ oL o
irt;‘éc‘ignoof 2-Methyl- and 2-Ethylfuran S0V-79-30-2 12/78

“with Mesityl Oxlde

'cu.cnquc(cn‘),mnu‘nu')" - {
R o : ) Ty o 7 o
- X o cu,—E §~'c-~cnrcu«cn, w - A
) m"l\u)ﬁ‘“c"awwt M I o (A e
CHy S M X i A - - L
N CHy :
. 9“: . (;'H3 c?“;k/s/ ‘Gg\”.k oHg ) ; ‘E"CH;‘?H"CH; ] p ‘ |
VE) Ry~ g/ —CH G- OHy - O i
. cH, oM ‘ - Chy , )
o o Scheme B ' ) _
The constants of the derived comgougdso'(lgocl,l?g,iiéth . 1.
methyllevulinic acid (1IT): mp 76-76.5 668 zlo’mm) e 2% :
1-(5-methylfuryl-2)butanol-3 (Iv), bp 1 » 0p )

1.4770,. df? 0.9690, characterized by infrared spectrum;r

(%) 1,l—dimethyl—l-(5-methy1furyl-2)ég—éminobuﬁané (v),
bp 10%-105° (10 mm), nD‘*O 14580, 4,°° 0.8814; (4) 1,1-

hl

¢ érd L /5

2 R
e R s ) : SRS
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8tudy of the Furan Seriles. IIL, Re- [1onl - .
. actign of 2-Methyl- and Z-Ethyliuran ‘ _ SOV/79-56-4~1_/7“
® with Mesityl Oxlde o | - S

'--d.ime‘:hylwiié(S-methyli’u:*yl~2')butane (vijs bp 75767 (20 me),
b 1 N
3

[l - ':}O CYrr <Y . -\ s . STy *I;;_ S iyl -
nD“O 1529, 4,70 0.8733; (5) 1,1,3-trimenyl-1-{S-metys

o} kY 2() . |-g o
furyl-2)butanol-3 (VIL): bp 89-90 {6mm), np 1.4800,

dueo 0.9703. The authors thank L. A. Kazigtsyna for

4 d 2
measurement of spectra. There are 8 references, 5
Soviet, 3 German, 1 Freunch, 1 U.S. The U.S. reference

is Ch. A., 47, 1744k (1953).

‘ ASSOCIATION= Moscow State University (Moskovskiy gosudarstvennyy
o _universitet} : : ~ R :

B susviTTED: | February L, 1959

B card 5/5 | «
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] i ‘ . : : 7786{-} o ‘
5-3”00 x5-3“(|0» ’5-3(0[} SC‘//'(g—BO‘E‘l.":,'/(B |
- LT . o . R ‘ V. A
r o 1yalkovid 4. V. Kostmtshij, P. ’
ey, Y. K., BLIJJLO 1, y
AUTHORS: Yur Jav, .

“?vckvf*yEVT"ﬁf’IT‘

| | 1y v latd
Tr’iacyloxyboranes and Tet.ra_acetooxyger'manj.um 1q Acylatlon
TITLES - of Benzene and Thiophsne - o

‘ “ 5 O
€ shey lkhirld 1960, Vol 30, Nr «,
AL: Znurnal obshchey kh s
?ERIODIC . pp 415-420 (USSR)

i 1ty of mwl
udied relative acyrlatin? alzil j‘, el
nic acids (acetic, propionit,
Al(OH)3, ge (OH), ., anf

med with the

: wed
. . he authors st n
ABSE[RAC'D H rgnhydrides of various or'ga

putyric) and 1porganic acids, B(O}{)3, ‘
Si(OH)u.‘ The acylation of benzene Was perfor

acld ¢ the
P h 81t d pganic acld and ¢
. Pormed in situ from the 0 ~ac?
ir’?};g;?i&% the ;onmetals (boron bromidaﬂa,l%éﬂagézga—
"éz‘trdchiobide; aluminum chloride, and )D‘ié oo St s
chloride) in benzene golution 1in presenc
aluminum chloride.

if the latter 1s absent, the mixed
anhydrides,can be i1solated.

The yields of the synthesized
card 1/3 ketones are shown 1 Table 1. o

SRy
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and Tobraaceto-

Triacyloxyboranes
ation of Benzene

srygermanium in Acyl
apd Thiophene

rable 1.

+ 7802 :
SOV/79‘30‘2"13/78

Key to Tabl
Ketone C6H5COR/(1n %) ;
conatant of inopganic ac
Boroanhydr
Silicon aphyd
(F) Alumipum t

riacetate;

garda 2/3

e 1: (A) Acylating agen

(c) The fir
id of the mixed
ide of organie acld (

ride of organic ac
(G) germanium tpiacetate

5; (B) Yield of the
st dissociation
anhydride; (D)

poran triacetatels (E).
1d (silicon cotraacetate) s
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vTriacyloxyborabes and Tetbaécétdf 77862
oxygermanium in Acylation of Benzene 50vY/79-36-2-123/75

and Thiophene

ASSOCIATION:

SUBMITTED:
Card 3/3

4 R

(o]

It can be seen that the'acylation capaclty of the mixed
anhydrides decreases wlth decreasing acidity of the

inorganic acid: : ;
- BO T, >Si{0H) AN O >Ge(OH),

Phiophene was acylated by borvanhydrides of acctle and

butyric acids and by germanium tetraacetate (yilelds of
acetothlenone and propyl-2-thienyl ketone were 68,5%)
using stannic chloride ad catalyst. There are 2 tables
and 20 references, 5 Soviet, 6 German, 1 French, 1 Finnish,
1 U.K., and 6 U.S. The 5 most recent U.K. and U.S. re
referdhces are: D. Tarbell, J. Price, J. Org. Chem., 22,
o5 (1957): H. Anderson, J. Am. Chem. Soc., 74 2371
(1952); Chem. Abst., 41, 5481 (1947); H. Cook, J. Tlett,
B. Saunders, G. Stacey, J. Chem. Soc., 1950, 3125;

J. Johnson, J. Am. Chem. Soc., 73, 5888 (1951).

Moscow State University (Moskovskiy gosudarstvennyy
universitet)

February 9, 1959

imtas &t

CIA-RDP86-00513R001963220015-2
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5.3600 | | 78270 g
Sov/79-30-3- 21&/09 sl
v AUTHORS ¢ -bYur NAASR Yu. K., 7eflrov, N. S. ’;J,;
L E 7 ,v et SRRy SO e . i -
TITLE: ' Investigation of Furan Serieo. Y. Synbthesls of ey

Derivatives of N-Trichloromethylmarcaptolmide of
3,6-Endoxohexahydrophthalic Acld

PERIODICAL: Zhurnal obshchey khimii, 1960, Vol 30, Nr 3,
~ pp 855-859 (USSR)

ABSTRACT: The followlng two methods were used in the synthesls
of the above derivatives, 7

g o - . R €
N S Ko 6L, 30 (g‘ N
) / ) /
R co R 4 £o

Rl ‘fffl Q
(15 3, un

CO\ KOH CO\
": M T ‘,: /st
€0 : co
‘3 Rl

R
)] (v

’ J ' = o - =
Card 1/3 |;m fatts 11 Ro, K= n Al i cn,,x pe, A=n; A n.ns:u,,
o AT OR000tH (g M)0 Ry
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Tnvestigation of Furan Series. V. 78270
. , * 80V/79-30-3-24 /65

alkaline solution of ‘the imideof 3, 6-endoxyhexahydro-
- phthalic acid or 1ts derivatives 1s preferred

because of a high yicld (80-90%) of corresponding

N-trichloromethylmercapto derivatlves (without
"~ forming the amlde saltg. The following compounds were
synthesizedt N-trichloromethylmercaptoimide of
exo-3,6-endoxohyxahydrophthal1c acld, mp 157.5-158";
N—trichloromethylmercaptoimide of exo-3,6-eadoxo-

Ab'—ﬁetrahydrophthali«: acid (yileld 83%)», mp 132-132.50;
N—trlchloromethylmercaptoimlde of exo-i,5-dibromo-~

e The reaction of perchloromethylmercaptan with an

184-1859; N-tpichloromethylmercaptoimide of exo-
4,5,-dichloro-3,6-endoxohexahydrophthalic acid (yield
81%), mp 169.5-170%; N-trichloromethylmercaptoimide
of 3~methy1-3,6rendoxohexahydrgphthalic acid (yield
85%), mp 148.5-1499; N-trichloromethylmercaptoimide
of ,5-dichlor—3—methyl-3,6—endoxohexahydrophthalic
Card 2/3 acld (yield 83%), mp 514-215°; N-trichloromethyl-
. mercaptoimide of 3-acetoxymethyl—3,6~endoxohexa—

[
|
i
3,6-endoxohexahydrophthallc acid (yleld 87%), mp
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SUBMITTED:

~hydrophthalic acid (yield 78%), mp 158°.  There ' }
|

78270 -
. B0v/79-30-3-24/69

are 17 references, 13 U.S., 2 Soviet, 2 German.
The 5 most recent U.S. references are:; Qroxall

“'W,, Shropshire, E., Lo ¢,, J, Am. Chem. Soc.,

75,
5420 (1953); Stoltz E., Rogers C., Ch. A., 48, 9085
1954); Kittleson A., J. Agr. Food Chem., 1, 677 '
195? 3 Berson, J., Swidler R., J. Am, Chem. Soc.,
76, 1060 (1954); Kwart H., Burchuk J., J. Am. Chom.
Soc., T4, 3094 (1952).

Moscow State University (Moskovskiy gosudarstvennyy
universitet)

‘March 12, 1959
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Yurlyev, Yu, K.,

g

Zaytgeva, Ye. L,

Chemistry of Selenophene. XKV, h-Nltro-2-Acctoseleno-

phene and 4-kiltroselenophene-z2~Carboxylic Actd

I}

Zhurpal  obshebey ehtmil, 1950, Vel 30, N T 859+
86l (ussr)

Nitration of 2-acetoselenophene ylelds a mixture of twio
products: Loniiro~2-acetoselenophene (yield 50%), mp
123-123.5° and 5-nitro-2-acetoselenophene (yield 8.5%),
and 2,4~dinivroselenophene (yield 41.5%), mp 78.5-79°.
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hemistry of Selenophene. XXv., & T e /0
g»Acetosélenophene and b~Nltroselenophene- SO‘//(Q 30=3-25 /00

2-Carboxylic Acild
Oxldatlon of uahityo»E»acetose{anephgpe Witﬁ di%uﬁfﬁﬁ
pitrie acld yields a mlzbure _01_1;wnll..yogul_.gzxm.zhf_‘n{_,5,._11
carboxylic acld and 4—n1troselenophene-a~glyoigl{c ai;ié
which on further oxidation with hydrogen perofgdu, y iTOi
lL~nitroselenophene-2~carboxyllc acid (yleld 3oﬁzé}m§,
1719, Esterificatlon of thls acid yields the me ?{& 185)
;ster of 4—nitroselenophene—Q—Carboxylic ac{d (yieb %) »
mp 103.5-104%, and decarboxylation, 3-nitroselenophene

(yield 50%), mp 77.5-78°.
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© Chemlstry ol Selenophens. XYY, 3.Miipo- 78271
: 2~Acetogelenophene and A-Nibroseler

nephones SOV /79=130-2-015 /6¢
2-Carvoxylic Acid SOV/19-30-3-25/69

The uwltraviolet absorption maxima, of Y-nitro- and 5~ .
nitro-2-acetoselenophene ure 260 mjLand 315 md, re- B
spectlvely, There apre 2 Fisureg; and 11 references, 4 B
Soviet, 2 U.S., 2 Dutch, 1 U.K., 1 German, 1 Japanese.

The U.S. references are: Blatt, A., Bach, 3., Kresch,

L., J. Org. Chem., 22, 1693 (1957); Fove, W. 0.,

Heffern, J. J,, Feldman, E. I., J. Am. Chem. Soc., 76,
1378 - (1954).

ASSOCIATION:  Moscow State University (Moskovskily gosddarstvennyy
universitet) ’ '

SUBMITTED: March 20, 1959
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8/015/60/030/05/41/074

B0O0OS5/BO1
AUTHORS: = Yur'yev, Yu. K., Bezentsova, Ho R., Vag'kovskiy, V. Ye. =
TITLE: IQQIZEGEE:;;Tsﬁgﬁlatry, XXVI. 2-Cyclopropyl Selenophene and a

2-Propenyl Selenophene 5
»'jP@ﬁIQDICAL=,ﬂZhurn81’obehcheylkhinii,h1960;,v51.j5o;LNo,,5,“pp“”1523-1531jjjw

- TEXT: In the present paper the syntheses of 2-cyclopropyl selenophene (I) ' NE I
and 2-propenyl selenophene (II) are described. The guthors synthesized 5
(I) on the basis of B-(selenienyl-2-)-garolein (I1II). Contrary to a \
method used previously (Ref. 1), this compound was obtained by condensa- ol
tion of selenophene-2-aldehyde with acetaldehyde in the presence of lye. [ i
By treating the unsaturated ketome (III) with hydrazine hydrate, g

5-(selenienyl=2')-pyrazoline (IV) was obtained. This product was not p// X
isolated but deccmpoaed at once according to the well-known method by — v

N. K. Kishner (with platinized carbon and potassium hydroxide). By this
degradation, compound (I) results with impurities of a selenienyl-2-

alkene. Oompound (I) was also synthesized from the hydrochloride of _é
2-(p~dimethyl-emino-propio)-selenophene (Ref. 2) by the action of hydrazine ERE
~Card 1/3 - D
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Selenophene Chemistry. XXVI. 2-Cyclopropyl s/079 60/030/05/47/074 B

§elenophene and 2-Propenyl Selenophene - BOOS BO16 -

hydrate and'Kishner:degtﬁdaﬁiéh'éfithe;requltant'(seleniengl-z)-pyrazoline, - EE
'3”This~method~iafsimp;er“hnd,mora“CDnYenigqt than the one described above. = o
The purification of preduct-(I) from therééléuiéﬁyl&25glkenefimpuri€y~wasrv
carried out by treatment with potassiun pormanganate golution and sub-
sequent working up with 294cdinitro-benzene-sulfenyl chloride. Contrary
to the unstable nonosubstituted pyrazoline (IV) the disubatituted
pyrazoline derivative 3-methy1—5~(aelenieny1m2'Sapyrazoline (V) obtained
by condensation of selenal-2-acetone with hydrazine hydrate 1s & agtable V/
compound which is distillable in vacuo without decomposition. In the sane -———
way, 1»pheny1—5—(selenienyl—2‘)-pyrazoline vas prepared by condensation
of selenal-2-acetone with phenyl hydrezine. This product melts without
decomposition. On degradation of compound (V) according to Kishner,
20(2’-methyl-cyclopropyl)wselenophene (VI) results. This product is con-
tapinated by small qusntities of gelenienyl-2-butene which may be
separsted in the above-mentioned way. The ultraviolet absorption gpectra
of methenolic solutions cf compounds (1) end (VI) show no differences in
the electron trangitions. The speotra were taken on an SF~4 spectro-
_photometer. Compound (II) was obtained from ethyl-(selenieny1—2)¢carbinol
by dehydration with potassium bisulfate. The initial product was produced

Card 2/3

/




"APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2

Selenophene Chemistry. XXVI. 2-Cyolopropyl s/o73/60405o/b5/47/b74
BO1

' by an organomégnesiuzﬁ syzithesis frrom gelenophene-2-aldehyde and ethyl
-bromide. In an experimental part, all operationa performed are described 7

- in this paper. There are 6 Soviet referencea.

S ASRATANET Sy

Selenophene and-2-Propenyl Selenophene - B00%/BO

in detail. For each of the resultant products, yield, boiling (or melting) v
point; refractive index; density, molar reiractivity, and data of the -
ultimate anelysis are given. The schemes of the reactions performed are
presented as waell. R. Ya. Levina and co-workers (Ref. 5) are mentioned

ASSOCIATION: Moskovskiy gosﬁdarstvennyy universitet (Moscow State University)

SUBMITTED:  June 12, 1959
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\ BOVITSKIY, K.Yus; YUR'YEV, Yu.K.; AFANAS'YEVA, Tu.A.; BOLESOV, 1.G.; ’
- ' " OLAYHIE, A.F. ' R
- Furan seriea, Part 6: [3-Chloroethylamines of the furea
"geries, Zhur.ob.khim, 30 n0.7:2199-2202 J1 '60.
_ : (MIBA 13:7)
1. Moakovekiy gosudarstvennyy universitet.
1 (Furfurylamine), (Phionyl chloride)
i (Rg:an)

APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2"



"APPROVED FOR R
s s 09/19/2001 CIA-RDP86-00513R001963220
015-2

FEREN RPN VR 1 BT _— .
. e VT B T

ES

: 3/079/60/050/007/021/039/x:c
BOO1/B066

Novitekiy, K Yury Volkov, V. Poy Kostetakiy, P. Voy

AUTHORS @
— and Yur'yev, Yue K,
TITLE: Inveskigation in the Eurnﬂ“ﬁerieun VIl 2,5-Bia(chloro—
methyl)-furan in the Bynthesis of 215eB19(ulkoxy-methy1)~
_ . and 2,5—Bis(alkylfmercapto-methyl)-furan
- PERIODICAL: Zhurnal obshohey khimii, 1960, Vol. 30, No. 7, PP 2203-2207
-bis(alkoxy-methyl)-

synthesized 2,5
-bis(chlorommethyI}

PELT: Following Ref. 1 the authors
and 2,5-bis(alkyl-mercaptofmethyl)-furan py %treating 2,5
ps for -

furan with alcohols and mercaptans. The substitution of alkoxy grou
two chlorine atoms in compound (1) takes readily place under she ection of /
alcohols in the presence O igld of the corresponding V/

f alkali 1y8j the yie
ethers (2,5—bis(alkoxy—methyl)-furan@ (
~CHZOR

11) was between 60 and 70%.
N 2R0H -
C1CH, O ~CE,Cl —goR ROCH,
: o (11)

0" (1)

-
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Investigation in the Furan Series. VII. 5§/079/60/030/007/027/039/xx
6

- 2,5-Bis(chloro-methyl)~furan in the Synthesis B0O1/B06

of 2,5-Bis(alkoxy-methyl)~ and 2,5-Bis(alkyl-
mercapto-methyl)~furan - S

(R = CH}, CZHS"R" C4H9,4n ~ 05H11)u When using the corresponding al-

coholates instead of alcohols, the ether yield increases to 74-82%,
2§5-biﬂEméthoxy-methylg-furan was also obtained by methylation of S
2;5-bie(hydroxy-methyl J-furan. The latter was synthesized from the acet- 3
oxy derivative. The reaction of thiourea with 2,5-bis(chlorommethyl}furan, -
followad by c¢leavage of the resultant bis-isothiwonium salt gave 2,5- ) T
bisémercapto-methyl)-furan (I1I). The high mobility of chlorire in 2,5- e
bis(chloro-methyl Mfuran is seen in its reaction with sodium mercaptides. ' R
The corresponding furan derivatives (IV) mere obtained in yields of - Al P
between 72 and 89%; the yield of 2,S-bis(phenyl—mercapto-methyl)-furan =
was 60%. The two first-mentioned representatives of the resultant big- -
sulfides (R = 05H7, 1so-c4H9) form crystalline complexes, with HgClZ.

while the latter form 0ils. There are 1 table and 5 refgqrences: 2 Soviet,
1 Dutch, 1 british, and 1 German,

ASSOCIATION: Moskovskiy gosudarstvennyy universitet .
(Moscow State University) -

SUBMITTED:  July 15, 1959 . S
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A B340 28

/679/60/030/007/028/059/xx
B001/B066

AUTHORS:‘ _Yur'yev, Yu, K., Zaytseva, Ya. L., and Rozantsav. G. G.
e - ,

TITLE: _Chemistry of_SelenoBheneg\XXVII. Composition of the
Nitration Product of Selenophene

PERIODICAL:  Zhurmal obshchey khimii, 1960, Vol. 30, No. 7, pp. 2207-2209 |

TEXT: It may be seen from the papers of Refs. 1-5 on the nitration of
selencphene that the largest component of the reaction product obtained

the c-form, being a lower-mel ting form which is more aaaily soluble, v
ndecrystallizes" only after further treatment, 1.¢.; by separating the - «
crystals from the 0il fraction and by repeated crystallization. This as-

sumphion is supported by the fact tnat the a-form is lost to a larger

extent than the p-form; i.e., 3_nitro-selenophené. The loss in the o-form

and the concentration of the g-form in crystals last entil both begin Vo
crystallize in the ratio mentioned above. To confirm the correctness of tiks
conclusion, the ultraviolet absorption gpectra of pure 2-nitro- and 3-ni-
tro-selenophene were gtudied (Ref. 1) and compared with the gpectrum of

card 1/3
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ChemistTy 6f_8é1enopheneu XXVII. gomposition 8/079/60/030/007/028/059/KK
of the Nitration product of Selmophene B001/BO

the nitration product of selenophene, shich was taken by the method of
S. Umezavwé (Ref- 2) in pure condition. A comparison of the curves O
ultraviole® spectra of the nitromselenophene gamples and of the nitration
product of selenophene (Diagram) confirmed the autnors’ assumption and

indicated that the latter compound is 2 mixture of mononitro«selenophenes

{n which the a-isomer 18 actually predominant: The content of 2-nitro-
galenophene in the mixture 18 85%, whereas }»nitro»selenophene has only
a 15% yield. The adsorption curve of this mixture of nitration products
of selenophene corresponds 1o the adsorption curve of an artificial mix~

N

: ture of isomeric nitro-selenophenes of the same composition:
-NO
RNO 5, CE; 00K . 2
_mNOZ and

(CH;C0),0 / N
Se e Se e

. (85%) - (15%)

By improving the method of separating the nitration products of seleno-

e the nitro- e

phene from the react

card 2/3

ion mixture it was possible to incresas _

o)
s o 5

b A %“eéﬂ“
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Chemistry of Selenophene. XXVII. Composition 8/079/60/050/007/028/059/XX
of the Nitration Product of Selenophens B001/B066

selenophene yield from 15 to 25%. A higher yield is, apparently, prevented
by the considerable resinification of the product in the course of reaction.
There are 1 figure, 1 table, and 9 references: 1 Soviet, 1 French, 2 German,
and 1 Japansese.

(Moscow State University)

ASSOCIATION: Moskovskiy gosudarstvennyy universitet L///

SUBMITTED:  July 1, 1959 ‘ hd




CIA-RDP86-

§0513R091963220015-2
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B001/B0O66

AUTHORS g;EEEEEEEtzégizgii Zayﬁgééé}'Ye,wL];"andANikiforova, Ay Mo

TITLE: chemigtry of Selenc nene s\ XXVIII. Reactione of 4-Nitro- and
S—Nitro—z-acetoselenophene

PERIODICAL: gpurnal obshchey khimiis 1960, Vol. 30, No. T, PP- 2209-2214

TEXT: The authors of the present paper synthesized derivatives of 5-nitro-
and 4~n1tro—2-acetoselenophenea shich they had obtained in Refs. 1, 2. The
former wWas condensed with various hydrazine derivatives by 2 method describ-
ed in Ref. 3, The following compounds resulted: 4-phenyl gsemicarbazone
(96%) {sonicotinoyl hydrazone (60%) 5 furoyl hydrazoneé (33.5%), and
cyano-acetyl hydrazone (83.5%) of S—nitro~2—acetoselenophene. Bromination
of 5-nitro- and 4—nitro-2—acetose1enophene was made with bromine in glacial
acabic acid and with dioxane dibromide. When treatingo5-nitro-2-aceto- —
galenophens with bromine in glacial acetic acid at 80 ¢, the authors ob-
tained 5-n1tro-2-bromo~acétonelenOphene (?5.5%), but also resinoud by-
products and , apparently, gome dibromide. Bromination of thig nivro ketone
with dioxanse dibromide at Toom temperature gave & fairly pure 5-nitro-
2—bromo-acetoselenophenp (80%). A-nitro-Z-acetoselenophene did not react

card 1/3
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Chemistry of Selenophene, XXVIII. Reactions s/o73/60£oso/oo7/oz9/os9/xx
06

of 4-Nitro- and 5-Nitro-2-acetoselenophene B001/B

in this way. Its bromination was only possible with bromine in glacial

acetic acid (85.5%). Both nitro-2-bromo-acetoselenophenes were allowed to
react with nurotropin to convert them to the corresponding a-amino ketones

of the selenophene series., In the first stage of this synthesis, the com-
plex of 4-nitro-2-.bromo~acetoselenophene with urotropin is formed easily
(73%) when mixing the components in an equbmolecular ratio in chloroform,
and when the mixture is allowed to atand for two days at room temperature,
This was not possible in the case of 5-nitro~2-acetoselenophene since the '
complex yleld wag only 38%. When the reaction was carried out in dry chlo-,//
ro benzene at 50 by the method of Ref. 7, the urotropin complex of ~—
5-nitro-2-bromo-acetoselenophens was obtained in an 83% yield. Hydrolysis

of the complex of 4-nitro-2-bromo-acetoselenophene with urotropin took

place easily with & mixture of alcohol end concentrated hydrochloric acid S
in the cold within 48 hours (Ref. 7). Hydrolysis of the complex of 5-nitro~- S e
2-bromo-acetoselenophene with urotropin was only posgible with a much
smaller quantiiy of hydrochloric acid in alcohol and by distilling off the
resulfant diethyl formal., The hydrolysis of these two comglexes,qwith sub-
sequent acetylation, thus gives 4-nitro~ and 5-nitro-2-acetyl-amino-aceton-
salenophenes. The authors mention a paper by N. 0. Saldakol, There are

8 referencss:

)|
s o Bg 5
S Ry gﬁ q
1 g I = 3
.i;g Easy G 2% 71 BUARRRAN
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Chemistry of Selenophene. XXVIII. Reactions  5/079/60/030/007/029/039/XX A
of 4-Nitro- and 5-Nitro-2-acefoselenoyhene B001/B066 e
4 Soviet, 1 US, 1 Cerman, and 2 Italian, o
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_ YUR'YEV, Yu.K.; MEZENTSOVA, N.N.; MONAKHOVA, A.T.

Chomistry of aslenophena, FPart 291 S5~Hromo- and §-chloro-2-

selonophanal, Zhur.ob.khim. 130 no.8:2726-2731 Ag 160,

. E (MIRA 13:8)

1. Moskovskiy gosudarstvennyy univeraitet,
(Selenophens)

EAEY
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_ YUR'YEV, Yu.K.; SADOVAYA, W.K.; LYUBIMOVA, Ye.d,
Chemistry of selenophene. Part 30: chleromethylation of ketones ][ :

of t'zlxe selenophene geries. Zhur.ob.khim, 30 no.8:2732-2737 S
4g 0. : (MIRA 13:8) - !

1. Moskvoskiy gosudarstvennyy universitet. ' e
(Selenophane) (Chloromethylation) ' '
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XORCBITSYHA,, I.K.; OLEYNIK; AF.; YUR'YEV, Tu.K.

Acylhydrazones of 2,2,5,5-tetraalkyl-3,4-furanidinediones. Zhur.
ob. khim, 30 no.9: 2820-2825 8 160, (MIRA 13:9)

A

1. Moskovskiy gosuda‘rstvexmyy universitet,:
(Furandione)

[}
'

— e c RIS “ oo . RN |
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- 5/079 604050 010/008/030
o 3(STo4sagor/0r/
| gy e S e
'TITLE§~V . Investigation of the Furan Series. YIII.Vﬂgjfameggxlfuraq]

in Dieneqsynthesis

. RERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. 10,
| pp. 3214-3217 . - S

“PEXT: Following the papers of Refs. 1-9 on the behavior of furar and its.
- derivatives in diene synthesis, the authors studied the. bé¢havior of. tetra- .
 methylfuran in diene synthesis. On the basis of Refs. 10-11, they assuned
that diene synthesis in the furan series proceeds according to the ionic /x<
mechanism. They observed a vigorous reaction of tetramethylfuran with
fumaric nitrile. The principal purpose of the present vork was to de-
‘termine the qualitative difference between the reactivities of tetra-
methylfuran and furan, and to select those dienophiles which reect only
with the former. Thus, it was found that tetramethylfuran reacts with
methyl maleic anhydride under the formation of a crystalline adduct, where-
as_furan,vz-methylfuran, and 2,5-dimethylfuran do not react with this di-
" enophile. Chloro- and bromo maleic anhydrides, together with tetrametayl-
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7 Investigation of the Fur

furan in Diene Synthesis

furan, lead to the corre
reactive phenyl maleic an
B~acetyl-vinyl sulfone a
contrary to the former,

. 'is shown that.there ig a
- methylfuran and that of
maleic anhydride, benzal
ketone, acrylonitrile, a

tetramethylfuran and furan are not so reactive ag to react with dieno-

philes whose double bond
H+ Wienhnhaus and H. D&s
withyacrolein and croton
diene synthesis. The fai
furan with acroleinindi
(Refs. 15, 16) are possi
fore necessary. There ar

ASSOCIATION: Moskovski
~ (Moscow s

84872

an Series. VIII. Tetramethyl- . $/079/6qbigbigjbeg/o%
_ B001/B075

sponding addition products, contrary to the non-
hydride. Phenyl-B-benzoyl-vinyl sulfone and phenyl-
lso reaect with tetramethylfuran only. However,
the latter reacts with. the furan itself, Thus,-it
-great difference between the reactivity of tetra- .
furan. Attempts to react the former with dimethyl o
malonic acid ester, acrolein, methyl isopropenyl R
nd cinnamic acid aldehyde failed. Apparently,

i activated only from one side (Refs. 14-16).
slep (Ref. 17) used menthofuran for the reaction
ic acid aldehyde, taking this reaction for a
lure of the authors' attempt to react tetramethyl-
cates thet the data mentioned by the authors
bly incorrect. Further investigations are there-

e 17 references: 5 Soviet, 9 US, and 3 German.

¥ gosudarstvennyy universitet

tate University) . . - -

. Caraz2/fz
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20, 1959
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: 5/079/60/030/010/003/030 S
/(.1 260 ' ‘ B001/3075
- AUTHORS: Novitékij, K. Yu., Yur'yev, Yu. K., and Zhingareva, V, N, i
TITLE:  Investigation of the Furan/Series. IX. Synthesis of 2,5-

Bis-(amino-methyl) Furans

- PERIODICAL: Zhurnal obshchey khimii, 1960, Vol, 30, Wo., 10,
v -~ ppe 32183220 S . :

TEXT: F. G411 and H. Ing (Ref. 1) have recently desoribed the synthesis

of the symmetric diaminesVof the furan series. They aminomethylated di-
methylfurfuryl-amine with' hydrochloric dimethyl amine and, thus, obtained N
2,5-bis-(dime thyl-amino-methyl) furan (70%). Proceeding from the methyl iR
ester of pyromuecic acid, A. L. Mndzhoyan and his collaborators (Ref. 2) e
synthesized 2,5-bis-(dipropyl-amino-emethyl) furan. The present paper S B
shows that the reaction of 2,5-bis-(chloro-methyl) furan with secondary R B
aliphatic, aliphatic-aromatic, and heterocyclic amines leads to the cor- )</ S I
regponding N-substituted 2,5—bis-(amino-methy1) furans in sufficiently ]
good yields. Thus, the following compounds resulted from the action of ) N
dimethyl and diethyl amines, N-ethyl aniline, pyrrolidine, viperidine, and
morpho}ine upon 2,5-bis-(chloro-methyl) furan (I): 2,5-bis-{dimethyl-

. Card 1/3 ‘
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Investigation of the Furan Series. IX. Synthesis S/079/60/030/016/003/030
of 2,5-Bis-(amino-methyl) Furans B001/B075

amino-methyl) furan (75.5%) (Ref. 3); 2,5-bis-(diethyl-amino-methyl) furan
(61%) (Ref. 3); 2,5-bis-(N-ethyl-N-phenyl-amino-methyl) furan (40%);
245-big-(N-pyrrolidino-methyl) furan (62%); 2,5-bis-(N-piperidino~methyl)
furan (76.5%) (Ref. 3); and 2,5-bis-(N-morpholino-methyl) furan (629
(Ref. 3) nccording to the following formuls:

cch2 J] u- 05201 + 2HNR!RN R'R"NCHZ - CHZNR'R"
o . ' N0
0 ).

, "_,,,0255 : ,
(NR'R" = N(CH,),, W(Cc H.),, NI - y N , ¥
572 27572 ' :
| f\‘\\s63
i}

5

D

In order to synthesize a doubly primary diamine of the furan series,
2,5-bia-(chloro-methyl) furan was reacted with phthalimide potassium. The
resulting diphthalide was reacted with hydrazine hydrate (Ref. 4) to give
2,5-bis;(amino-methyl) furan in a 40% yield. There are 4 references: 2
Soviet and 2 British. ’
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ASSOCIATION: Moskovskiy gosudarstvennyy universited
: " (Moscow _State University)

'SUBMITTED: November 1959
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TEXT: In the present paper, the above acid chloride (I), from which
S-nitro-2-acetoselenophene had been obtained previously (Ref.1), was used

in the synthesis of a number of subatituted anides of 5-nitro-
saelenophene-2-earboxylic acid (I%), as well as of ci-derivativea of
Senitro-2-acatoselenophens. On reaotion of this a2id ohloride with di- T
_methyl amine, pyrrelidine, piperidine, morpholine, the dimethyl anmide of 4 :
5-nitro-selenophene-2-carboxylic ecidj 1~(5'-nitro-selenenoyl-2')- R :
pyrrolidine; 1-(5'-nitro-selenenoyl-2')-piperidine; N-(5-nitro-
selenenoyl-2)-norpholine were synthesized accordingly. Compound (I) was

also allowed to react with diazomethane which gave S5-nitro-2-diazoaceto-
selenophene (III) in a yield of 70.5%. The ether solution of diszomethane

card 1/3
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AUTHORS ¢ Yuriyev, Yu. K., Zaytseva, Ye. L., and Rozantsev, G. G. ‘ e

TITLE: Chemistry of Selenophene. XXXI. Reactions of the Acid B

Chloride of 5-Nitro-selenophene-2-carboxylic Acid and of
5-Nitro-2-diszoacetoselenophene

|

%

|

i PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, Fo. 11, pp.3672-3675
!:

{

l
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Chemistry of Selenophene. XKXI. Reactions of s/079/60/030/011/011/026 ,”; -
ihe Acid Chloride of 5-Nitro-selenophene-2- B001/B0O66

ca:boxylic Acid and of 5-Nitro-Z-diazoacetoselenophane :

obtained from nitroso-methyl urea (Ref.2) had to be first distilled since
also traces of alkali lye cause a resinification and decrease the yield.

K According to the US patent (Ref.3), 5-nitro-2-diazoacetofuran was obtained

- . " in a yield of 83.5% by this method in the nitrofuran series by reaction

: of the acid chloride of the corresponding acid with diazomethane; in the
thiophene geries, this reaction has so far not been investigated. On
hydrolysis of 5-nitro-2-diazoacetoselenophene with dilute gulfuric acid,
the authors obtained S-nitro-2-hydroxy-acetoselenophene (1IV) in good
vield (96%). By treating diazo ketone with HC1 or HBr, 5-nitro-2-chloro-
acetoselenophenes (V) is formed (92.5%), or, accordingly, the bromine L
product (VI) (84%); on treatment with acetic acid, the compound (VII) was Al

Bl obtained (88.5%): « HX o

B Compound (III) ——— QZN—@-wocazx

S - - Nz "
Se '

g (1V) X = OH, (V) X = C1, (VI) X = Br, (VII) X = OCOCH,. s

i e
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|
carboxylic Acid and of S-rIitro-Q—diazoacetoselenophene 1

In the same way, 5-nitro-2-chloro-acetofuran (96%) and S-nitro-é:bromo-
acetofuran (85.5%) (Ref.4) were synthesized. There are 5 references;
4 Soviet and 1 US. :

ASSOCIATION: Moskévakiy gos'udarstvehny‘y universitet (Moscow State X S
University) E _ . . SELL

SUBMITTED:  January 1, 1960 ' \ - R
, - . . .‘}“
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JUR'TEV, Yu.K.; ZEFIROV, N.S.; SHTEYMMAN, A.A.; HYBOYEDOV, V.I.

Furan series. Part 10: 2-Methylfuran in a reaction of substitutive
addition with & ,f-unsaturated aliphatic ketones., Zhur. ob. khim,
30 no. -11:3755-3759 1'60. (MIRA 13:11)

1. Moskovekiy gosudarotvenm univeraieeb.
(Furan) (Eetones)

! .
I
'lfi l |
l
B
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i , $/661 61/000/006/017/081 Jlf
‘ D205/0302 , R

UTHOR:  Yur'yev, Yu. K

TITLE: catalytic synthesis and transformations of tetramethylene
silane

SOURCE: Khimiya 1 prakticheskoye primeneniye kremneorganicheskikh

‘ soyedineniy; trudy kxonferentsii, no. 9, Doklady, diskussii
resheniye. TI. Vses. Konfer. PO vpimii i prakt. prim.
‘kremneor. goyeds, Len., 19958. Leningrad. 1zd-vo AN SSSR,

1961, 94-95

PEXT: The catalytic transformation of heterocyclics vas attempted
by subjecting_tetrahydrofuran to the action of silane in the pre-
ctnce of Al,0 &l 3759C. metramethylene silane (4% yield) and di-
tetramethylgné silane (2% yield) were obtained. Analogously, btetra-
hydropyran was converted by silane at 3759C in the presence of
41,03 into pentamethylene silane with 2 yield of 9.5%. Pentamethy-

1 e o o : e
. A AT . Y ;

lene -silane is converted at 37506 by HZS in the presence of A1203 / -
ver® 7 , ya

card 1/2 . , YN




"APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220015-2 )

= R S L DT e Tﬂﬁ‘:&

SR B R R S R IS RS E L B RS R TR

SEERY

_ s - . r s

' ' 5/651/61/000/006/017/081
Catalytic synthesis and ... D205/D302

into pentathiophane with a yield of 24%. The attempt to convert
tetrahydrofuran into diethyl tetramethylene silane by the action of

-diethyl silane was unsuccessful, owing to the decomposition of di-

ethyl silane on contact with A1203. Thus, the conversion of oxygen-
containing five~ and six-membered heterocyelics into silicon-con-

‘taining heterocyclics was achieved. There is 1 non-~-Soviet-bloc re-

ference. The reference 10 the English~language publication reads as j}‘?

follows: J. Am. Chem. Soc., 80, 5418, (1958).

ASSOCIATION: Ioskovskiy gosudarstvennyy universitet im. M. V. Lo-
monosova (Moscow State University im. M. V. Lomonosov)

I~
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S/661/61/000/005/028/081
D205/D302 -

AUTHORS;' Belyakova, Z. V., Yur'yev, Yu. K. and Yelyakov, G, B; o
TITLE: 1 Tetraacycloxysilanes in organic synthesis 1

SOURCE: Khimiya i prakticheskoye primeneniye kremneorganiches~
: : kikh soyedeniy; trudy konferentsii. no. 6: Doklady,
diskussii, resheniye. II Vses. konfer. po khimii i
prakt. prim. kremneorg. soyed., Len., 1958. Leningrad,
Izd-vo AN SSSR, 1961, 127-134

TEXT: A direct proof of the structure of the silicoanhydrides of B
the dibasic acids was obtsined. It was previously stated that R
these compounds have carboxylic groups in each of the acid rem—
nants bonded to the silicon atom. The reaction of the silico-succi-
nic anhydride with diethylamine

card 1/5
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‘ - s
31(oco‘cH2c1{2000H)‘4 + 4»1}1(02;15)2 —_— _{:;‘!{

:é-ﬂa,jz 4HOOCCHQCHQCON( 02}{5 ) 2

. ) j
‘is a direct proof of this struciure. In the recaction of excess f
SiCl4 with organic monobasic acids (of the fatty, aromatic and he-
terocyclic series) acyloxy-trichlorosilanes are obtained in quaniti-
tative yields;vSiCl4 + RCOOH — RCOOSiCl3 + HCL where R = CH3,
- 300 toy '__‘ .
C2H5,_270337, }§37C3H7, E'Caﬂg' iso 54H9, tert L4H9, n 65H11, »J):
2’071{15’ C6H5’ 9.“’2‘0}1’506‘&_4: 3"2"0106"14' 2’»:’5’:2"‘0206}!41 X "C1OH7, / ?‘
ca - &3 3 o R . Seog n A s .
(X-C4H38. The excess 01014 ig distilled off -in vacuum. Acids inso- * _~ i
|
l
J

luble in S5iCl, give, under these conditions, only tetraacyloxysi-

card 2/5
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Petraacyloxysilanes in eee

lanes, & solven®t being indispensable for preparing acyloxy-tri-
cnlorosilanes. Acyloxy—trichlorosilanes are mobile, fuming, easily
nydrolysable liguids. They-disproportionate easily according to

4RC005iClz --—---;\Si(OCOR)4 + 38iCl,. The stironger the organic acid,
the higher is the tendency towards disproportionation. In the fatiy

acid series, this tendency decreases with the length and degree of
tne organic chain. The known process of the yrepara-

. g vy e
L e !

branching of
tion of enloroanhydrides. from acids and SiCl, which supposedly ta- -
xes place in two stages, 1s shown to take place in four stages with -
possible 3 alternative chemical routes. Iwo of the alternative
routes were tested: R
2RCbOSiC13 + Si(OCOR)4 ~—7>6RCOCI + 3810, (6) |‘:
Rcooslc,l3 + 3(RCO),0 — 3RCOCL + 81(OCOR), 1) l
|
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5/661/61/000/0056/028/031
. Tetraacyloxysilanes in ... 0205/D302

Thus, benzoyloxy itrichlorosilane reacted with silicobvenzoic and
benzoic anhydrides yielding 64.5 and 74% of benzoyl chloride res-
vectively. Acyloxy-trichlorosilanes are good acylation agents. The [
acyloxy group is more readily substituted for the alkoxy-group by
. the action of 2thyl aleohol at -309C than the chlorine atoms. The
acyloxy trichlorosilanes may serve for the formation of new mixzed ”l,f
anhydrides: P.coosml3 + 30}130001{ - RCOOSi(OCOCH3)3 {

|

i

|

*

| R=do - X4H30 or o - C4H3S

By the action of Grignard reagents the acyloxy-trichlorosilanes
form tetraalkyl silanes and tertiary alcohols. S. A. Golubisov
(Moscow), V. P. Davydova (IXnS AN SSSR, Leningrad), N. 5. Leznov
(Moscow), A. L. Kiebanskiy (VNIISK, Leningrad), Yu. Ya. PFialkov
- (XP1, Kiyev), P. V. Davydov (Moscow), R. Kh. Freydlina (INZ0S AN

SSSR, Hoscow$ and M. G. Voronkov (IKhS AN SSSR, Leningrad) took
part in the discussion. There are 2 tables.

<
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Lomonosova {Moscow State University im. M. V. Lomono- :
sov)
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, : 1, Moskovskiy gosudarstvennyy univorsitet.
i (Thiopyran—Spectra)
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