U.B.3axapos, FO.B. I'anemuii || Hebrexumus.— 1978.—T.18, Ne 4.— C.615-6217. Jlenucos
E.T.KoHCTaHTBI CKOPOCTH TOMOJUTHYECKUX kuakodaszueix peakuwii [Texcr] / E.T. [Jenucos - M.:
Hayxka, 1971. - 712.8. byxapxuna T.B. KuHeTrka OKUCICHUS TOJMYOJa B YKCYCHON KHUCIIOTE COJISIMU
Co(lll) u Mn(lll) B npucyrcreun 6pomuna kamust [Texcr| / T.B. byxapxuna, H/J]. I'aepunenxo, H.I'.
Hueypos, H.A. Knusizesa |/ Kunernka u karamus. — 1978. —T.19, Ne2. —C.506-5109.5eneyxasn U. I1.
OKuCNeHne aNKHIapOMaTUYeCKUX YIIICBOJOPOJIOB COISIMHU MepexoaHbix metamwioB [Tekcrt] / A. I1.
beneyxas, /1. U. Maxonvros Il Ycnexu xumuun. — 1981, —T. 50,Ne 6. —C. 1007-1043.0. Dmanysnw
H. M. TlpoGnemsl cenekTuBHOro xuakodazHoro okucinenus [Texcr] / H.M. Omanysno I/
Hedrexumms. — 1978. . 18,Ne 4. —C. 485-518.

Ilocmynuna 6 peokonnezuio 11.06.2012

YK 547.497.6:547.584

B.B. HLITAMBYPTI', kauj. xuM. HayK, cT. npen., HTY «XIIW», Xaprkos,
B.I'. HIITAMBYPTI', nok. xuM. Hayk, nipod., HTY «XII1», Xaprkos, [BY3
«YI'XTVY», [IlHenponeTposck,

A.E. IITHIIIKO, ctyn., HTY «XIIN», XapbkoB

HOBBIN KATAJIM3ATOP MEK®A3HOI'O IEPEHOCA JJI51
CUHTE3A TPUAJIKNJIOPTO®OPMHUATOB

Jubpomin 1,86ic(N-amiro-N,N-mumeTrnamMoHiii)-3,6-1i0Kca0KTaHy BUSIBUCS e(heKTUBHUM
KaTaJli3aTopoM MiXK(a3HOTO MEepeHOCY B CHHTE31 TpHUAIKLIOpTOQOpMiaTiB 3 XjopodopMy, CHpTy Ta
NaOHy rerepodasniii cucremi.

Juopomun 1,8-6uc(N-amunao-N,N-mumernnaMmmonuii)-3,6-11M0Kca0KTaHa TPOSBIII ceOsf B KauyecTBE
3 PEeKTUBHOTO KaTaau3aTopa (pa3oBOro MepeHoca B Peakuuax MOIyYEHHs TPHAIKWIOPTO(POpPMUATOB
u3 xjopodopma, criupra 1 NaOHB rerepodasznoii cucreme.

It was found that the 1,8-bis(N-amino-N,N-dimetimgtaonium)-3,6-dioxaoctane dibromide was
effective interphase transfer catalyst for the lsgaés of trialkylorthoformates from cloroform,
alcohol and NaOH in heterophase system.

CuHTe3 TPHANKWIOPTOPOPMHATOB W3 XJIOpOoPopMa, CHHPTA W IHEIOYHA B
rerepoazHOl cHCcTeMe SIBISICTCS OJHHM M3 CaMBIX ASKOHOMHYHBIX W IPOCTHIX
CHOCOOOB TOJIy4EHUS JTUX TPYTHOJNOCTYNMHBIX coeaumneHuii [1-3]. Ilockoibky
UCTIOJIb3yeMbIe PEareHThl HAXOISATCS B Pa3HbIX (azax, sl OCYHICCTBICHHS MEXIY
HUMH B3aWMOJICWCTBUSA HEOOXOJUMO HCIIOJIb30BaHHWE Karanm3aTopa (a3oBOTO
nepenoca (K®IT). B kauecTBe mOCASAHUX MOTYT MPUMEHATHCA Kak ctanmaapTHbie KOII
— KpayH-3(Upbl ¥ YETBEPTUYHbIC aMMOHUEBbIe conu [2,3], Tak u HOBbIE THIBI KOII
NOJJAHTHOW TPHUPOJIBI, O,0-OuC-(THATKUIAMUHO)OJIMTOOKCcaankanbl [1] U Opomubl
a,m-6uc-(N,N,N-rpuankuiaMMoHuii)oIurookcaankanos [2,3].

HenaBHo HamMu ObuT OmnucaH NMe,NH
Br Me,N-NH, 2

CHUHTE3 HOBOIO  IIOJAaHIA o o O
JAaHHOTO THUIA, JUOPOMHJIA ho _
1,8-6uc(N-amuno-N,N- Br WMe,NH, 281

. 1
UMETHIIAMMOHMIT)-3,6-
THOKCAOKTAHA ) 1 [4] Puc.1. Cunres muobpomuaa 1,8-6uc(N-amuro-N,N-
CHHTE3UPOBAHHOTO JTUMETHIIAMMOHMIA)-3,6-1noKkcaokTana 1
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B3auMoJielicTBueM n30bITKa 1,1l-1tumerunruapasuna cl,8-1ubpom-3,6-1M0Kca0KTaHOM
(puc.1l). JlaHHas cTaThsi TOCBAIICHA W3YYCHUIO BO3MOXKHOCTH NPUMEHEHHUS HSTOTO
coenuHenus B kauectBe KOII B rerepodaznom cuHTE3€ TPUATKUIOPTOPOPMHUATOB.
Haiineno, uro conb 1 karanu3upyer oOpazoBaHHE TPUITHIOPTOdOpMHUATa, TPH(H-
Oytun)oprodopMuara U TPUMETHIOPTOOpPMHUATA U3 XJIOPOPOPMA, COOTBETCTBYIOIIETO
cnupta 1 NaOHB cpene nuxiopMerana axe npu UCcnoiab30BaHuu B konuuectse 0,1

mMosibH.% [/ Ha 1 Momb crupra. 1

Lenesbie 3GUpBl  CHCI, +3ROH + 3NaOH = CH(OR)
OpPTOMYpaBbUHOM KHUCJIOTBI CH,CI, / NaOH 3
00pa3yroTcsi ¢ MPHEMIIEMBIMH R=Et, n-Bu, Me

Bixomamu  (puc. 2), HX

CTpOCHHE AOK43aHO C Puc. 2. Cunre3 TpHaIKUIOPTO(HOPMHUATOB B

TTOMOIIIBIO CIEKTPOCKOITUHU
SIMP 'H.

Cranpaptasie  KOII -
KpayH-3(upbI U
YETBEPTUYHBIC AMMOHHUEBBIE COJIM TO3BOJISTIOT TOOUTHCS BBIXOJOB TAKOTO K€ MOPSIIKA
IIPH KCIIOJIb30BaHUK MX B KommdecTBe 0,5 — 2monbH. % /Ha 1 Monb cnimpra [1-3], gTo
KaKk MHHHMYM B IIAThb pa3 OoJblle, YeM Ui CiIydas MPeIIOKEHHOTO HaMH
Karajgu3aTopa. JTO CBHICTCILCTBYeT o0 ToM, uto aubOpomun 1,8-6mc(N-amuno-N,N-
JTUMETHIIAMMOHMI)-3,6-1nokcaokTana 1 taxke siBiasieTcss BbICOKOd(h G ekTuBHbIM KOII
JUISL JaHHOM TeTepoda3Hoi peakIuu.

Takum oOpazom  ycraHoBiaeHo, uto guOpomua  1,8-6mc(N-amuno-N,N-
TUMETHIIAMMOHMI)-3,6-mnokcaokTana 1 sBIseTCs  HOBBIM  MEPCICKTUBHBIM
KaTaan3aTopoM (Ga3oBOro mepeHoca.

IKcnepumenmanbHas 4acmo

Crextp SIMP 'H peructpuposamu Ha crexrpomerpax Mercury-400” (400MIw,
Me,Si B xauecTBe BHYTPEHHETO CTaHIapTa;, MpUBeACHHBI 3HadeHus O, m.u., KCCB (J),
I'u.). CHCk u CH,CI, abcomrotrpoBanu kumnsiueHrneM u neperonkoi Haa P,Os. Dtanon
¥ METaHOJI a0COJIIOTHPOBAIN KHUIITYCHUEM U Tieperonkoi Haa Ca.

Tpmwytunopropopmuar. K 40 r (1000 mmons) NaOH noGaBunu mpu
oxaaxaeaun 23,00t (500 mmonas, 29 mi) abc. stanona. Beigepxkamn 1 u npu 9°C,
3areM npu nepememmuBanuu npuoasmim 60 ma CH,Cly, B Teu. 15 MuH. npukanaiu
pactBop 29,96r (250,75mmoib, 20mi) CHCL 1 0,20r (0,50MmMmois) qudopomuaa 1,8-
ounc(N-amuno-N,N-mumeTrmiaMmmonuii)-3,6-tnokcaokrtana 1 [4] B 20 ma CH,Cl..
[lepememmBanu 24 94 peakIMOHHYIO CMECh, NMPU ATOM €€ TeMmIeparypa CIepBa
nonusuiack 10 30°C, a wepe3 5 9 omycTHiach 0 T.oun 10 C. Beiaepxkanu npu 3Toit
Temreparype 72 4, 3ateM oTuibTpoBaim Heopranudeckuit ocagok NaCl — NaOH,
npombutn ero 40 mur CH,Cl,. U3 obwenunennoro ¢unbtpata ortorHamun CH,Cly,
ocTaroKk  pektudunupoBasu B Bakyyme. [lomygeno 12,653 r (51 %)
TpuaTUIOpTOOpMHaTa, OeClBETHAS KHUIKOCTh C XapaKTepHBIM 3amaxoMm, T. kum. 70—
72/49 mm pT. cT., 2 1,3958, gur. npl 1,3922 [5], naenTndurpoBaHHOTO C
3aBeoMbIM 00pastom 1o crektpy IIMP [1]. Crextp SIMP '*H (400 MI'yy, CDClj, o,
m.1): 1,199, (9H, NOCHMe, %3 = 7,2Tn), 3,556« (6H, NOCHMe, 3)= 7,2Tn),
5,069c¢ (1H, CH).

rerepocdaznoii cucreme CH,Cl,/NaOHnpu xatanuze
muopomuziom 1,8-6muc(N-amuao-N,N-
JUMETUIaMMOHMH)-3.6-mnokcaokTana 1
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Tpu-(u-6yrua)oprodpopmuar. K 40 r (1000 mmons) NaOH goGaBuiau mpu
oxmaxaenuu 37,06 v (500 mmoins) w-Oyranona, uwepe3 10 MuH. mo0aBumM mpu
nepememuBanuu  pactBop 0,20 r (0,50 mmonb) mubpomuma 1,8-6uc(N-amuno-N,N-
TuMeTHIIaMMOHWMi)-3,6-mnokcaokTana 1 B 60 mur CH,Cl,, 3aTem mpukanamm pactBop
pactBop 29,96 (250,75 mmoinb, 20 M) CHCL B 20 mur CH,Cl,. TlepememmBanu
PEAKIIMOHHYIO CMECH MPHU Tyoyn, 14°C B T€U. 2,54, Ipu 3TOM OHA CIIepBa pa3orpesach
no 30°C, a 3arem octbuia go 17°C. BeimepxkuBanmu npu 14°C 48 4, 3atem
ordunpTpoBanu Heoprannyeckuii ocagok NaCl — NaOH, npombuin ero 100 mu
CH,Cl,. U3 o6benunennoro ¢uiabrpata orordanu CHoClo, octaTok pekTuduimpoBaiu
B Bakyyme. [loaydeno 15,7391 (40,6 %) rpu-(r-Oyrun)oprodopmuara, OecrBeTHas
KHUIKOCTh ¢ XapakTepHbIM 3amaxoM, T. kum. 103—-105 €(6 mm pt. ct.), rb27 1,4150,
UACHTU(DHUIIMPOBAHHOIO ¢ 3aBeJoMbIM 0OpasnoM 1o crektpy IIMP [1]. Crnekrp SIMP
'H (400MTI'1;, CDCl3, 6, Mm.11.): 0,965t (9H, OCHCH,CH,Me, 3] = 7,2Tn), 1,430cexc
(6H, OCHCH,CH,Me, ®J = 7,2T'n), 1,591xsunt (6H, OCHCH,CH,Me, *J = 7,2I'n),
3,522t (6H, OCHCH,CH,Me, *J = 7,2I'n), 5,084c (1H, CH).

Tpumerunopropopmuar. K 40 r (1000 mmoms) NaOH npobaBumu mpu
oxmaxaenuu 16,021 (500 mmons) abc. MeOH, 3atem uepe3 10 muH. noGaBwiu nipu
nepememuBanuu  pactBop 0,20 r (0,50 mmonb) mubpomuma 1,8-6uc(N-amuno-N,N-
TuMeTHIIaMMOHMi)-3,6-mnokcaokTana 1 B 55 mur CH,Cl,, 3aTem mpukanamm pactBop
29,961 (250,75mmonb, 20mi) CHCL B 25 M1 CH,Cl,. TlepememnmmBanm peakiinoHHYIO
cmech 19 npu 10 - 15T, oxnaxmas BoasHoM OaHelt. 3arem OaHio yOpasnu, B TeUeHHUE
45 MuH. peakIMOHHAs cMech pasorpenach A0 kurnenusn(40 — 48 €). Beenu HapyxHOE
oxJaxaeHue BoasHoN Oaneil u mobaBuiu erieb5 min CH,Cly.IlepemenivBanu eme lu
20 MuH, TeMIiepaTtypa peakimoHHON cmecu B utore ymnana ao 25 C. Beiaepxuanu
peakimonHyro cmecb 20 4 mpu 3TOH Temmeparype, 3aTeM OT(QHIBTPOBBIBAIIH
HEOpPraHMYECKUH 0CaoK, ABaXKabl mpombiBas ero otorHanHeiM CH,Cl, (90 mia). U3
¢wietparoB otronsuiu  CH,Cl,, Bo3Bpamias ero Ha TIOBTOPHBIC IPOMBIBKU
Heoprannmueckoro ocaaka. O0benuHenHbie KyObl mocie orronku CH,Cl, moaseprim
dpakunoHHO# neperonke, oroupas ¢ppakuuu 1) ¢ T.kum. 92 - 98C, 2) ¢ T.kum. 99 -
100<C. TIlepyro dpakiuio pektuduimpoBain mosropHo. [lomydeno 9,26 (52,3%)
TpuMeTuiIopTopopmMuara, OeCIBETHAS >KUIKOCTB, nD26 1,370, nur. nD2° 1,3793 [5],
uaentuduurposannoro no crnekrpy [IMP u KX ¢ 3aBegoMbIM 006pa3iom.
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