EFFECTIVE CATALYTIC COMPLEXES FOR LOW TEMPERATURE
POLYMERIZATION OF ACRYLONITRILE

B. L. Brusalimskii, I. V. Kulevskaya

Summary

The catalytic quantities of dimethylsulphoxide (DSO) considerably increase the
polymerization rate in system acrylonitrile — RMgX — hydrocarbon at —75° In diffe-
rence with the process in the absence of DSO in the case described the polymerization
can proeede up to quantitatlive polymer yield. It is supposed that the initiating species
in DSO containing systems are coordinative complexes of RMgX-nDSO type.
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MNOJIEMEPH3AINA TPUOKCAHA BE3 MHAYKIIMOHBOIO NEPHUOJA
T'ny6oroyBamaeMurit pegarTop!

Nssectno [1—4], uTo moamMepH3ammsa TPHOKCAHA B PA3NWYHEIX pACTBOPATENAX K
paciiaBe, MHALNAMPOBAHHAA JHIOMCOBCKAMH MAH IPOTOHHEIMA KACJIOTaMH, IIPOTEKaeT
¢ HEAYKOHOHHBEIM NEePUOM0M, KOTOPHIH IO CYIMeCTBYIOIIEM IpeCTaBIeHHAM O0YCIOBIEH
mo Kpailmeil Mepe yCTaHOBISHEEM HOIEMepH3a-
HEOHHO-TEeNONNMEPH3ANAOHHOT0 PABHOBECHS IO+
JNAOKCAMETAICH — (HopMalbLerny,

Hamum moKazaHo, 9TO NOAMMEPH3aAA TINA-
TOALHO OYHMINEHHOTO TPHOKCAHA B HpUCYTCTBAM
TPHANKHAOKCOHHEBHIX COJXell mporeKaer Ges HH- a3t
AVKIOEOHHOTO Teprofa :(PHCYHOK, KDWBHe a H
6); hopManbReruy B 9TOM ciIyIae He oGpasyeTcs.

TpHOKCAH OYAINAAM CJIyIMEM 06pa3omM;
MHOTOKPATHO OePEeRPUCTAIIAIOBLIBANHA B3 BOMEI, g1
A3e0TPONHON TEPeTOHROHM ¢ GeHaomoM yHalamn
OCHOBHYI0 "acTh Biard. Ilociie OTTOHEH PacTBO-
PHATeAST TPHOKCAH TPHKEH IePeKPHCTANIN30BEI- 40 &0
Bal¥ W3 [QEATHIOBOrO 3(hmpa, KATATHIN HAT
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TBepgeiM KOH, a 3ateM HaJ KailmfA-HaTPHEBBIM
cuaBoM. OKORIATENBHO JUIA yAAXeHAS CICHOB
BOARI TPHOKCAH MHOTORpaTHO o0paGaTBamn
B BAKyyMe HaJ = KalIWi-HATPHHA-aHTPATEHOBEIM
3epKamomM To 00pasoBaEEA CHHETO LBOTA pac-
oIaBa.

MoskHO momararh, uTo O0HApPY:;KeHHOE HAMHM
cuenmAUHOe WPOTeKAHAe IpOLIecca MOITUMEDH-

ITonaMepm3anmsa TPUOKCAHA B IPHCYT-
crsur  (CyHs)30+SbClg—, temmepary-

pa — 20°:
a — [M]o= 1,23 moafa, [clo = 2,4°10-2
moan/a; 6 — [M]o = 0,60 Mouv/a, [c]=0,9
103 mouav/a; € — [Mly = 1,14 Mouv/a,
[clo=1,5"+10—2 moas/u; [H,O0] = 1,35 10-3

MOAD/A
(Ilo oCH OpAMHAT — KOHBEDPCHUA MOAD/A)

3amum TPUOKCaHA O00ycaoBiIeHO o00pazoBaBymeM

NePBAYHBIX AKTHUBHBIX INEHTPOB HECKOJBKO HHOTO BHUOA, 96M 3TO AMeEeT MeCTO B paﬁo'x‘ax,
OpoBOAMMEBIX DaHEe. ‘

IockonbKy aHaNOTHUHEIe ONEITHL IO UOIMMEPU3ANHHM TPHOKCAHA IOJ, JeHCTBHEM
TPHATKIIOKCOHNEBRIX COJeil B MPHCYTCTBAM HO0GAROK BOAKI (KpHBag 6) IPOTeKaeT ¢ HH-
AYKIWOHHKEIM DEPHOOM M HaxonimeEmeM (OpMaNbIeInfia, CIefyeT IOJarark, 9T0 BaK-
HY0 POIb B Iporeccax MHUIMMKDPOBAHWSA IOJO0HOTO THIA WTPaeT BOAA.

BrisicHeHHe MeXaHM3Ma WHNIEMPOBAHESA UPW IOJWMEPHM3aNum TPHOKCAaHA B LIPHCYT-
CTBAM DA3MHYBEIX KATAAHTHIECKAX CHCTEM HIPOAOIIKAETCH.
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POLYMERIZATION OF TRIOXANE WITHOUT INDUCTION PERIOD
B. A. Rosenberg, V. I. Irjak, N. 8. Enikolopyan
Summary

The polymerization of throughrely purified trioxane in presence of trialkyloxonium
salts procedes without induction period in unhydrous conditions and with induction pe-
riod in presence of water. In the first case there is also no formaldehyde formation.
This fact enables to guess that the primary active centers in unhydrous conditions and
in the presence of water are of different nature.
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