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ITPABMIA i1 ABTOPOB

Crarpd HOJN¥HA CHTH HaNMCaHa C KPATKOCThL, COBMECTHMOH C
ACHOCTHM HM3JIOXEHHA, OKOHUATEJLHO OTDEeINaKTHMpOBaHA H OFO0pM—
JieHa. CrarThfd ABIAETCA OPHTHMHAJIOM TJIA IE€YaTH.

TekcT mosXeH GOHTH HalledaTeH Ha GeJiofft dymare cTaHNapTHOTO

¢opmara yepes I,5 mHTepBasa ¢ OOHO# CTODOHH JHCTa M 3aHHA-

MaTh BMeCTe C DHCYHKamy X TadjnilaMy Liomank B Npelejax

I5,5 cM 1o ropusoHTa M #® 23,5 CM IO BeprHKaan. CTaTbd IOJ-

¥4a OHTPH HANEeYaTaHa Ha MalMHKE C THATEJHHO OUMmEHHHM WpBf—

TOM, I€4aTh NOJXHA OHTH YETKOH ¥ KOHTpacTHO#l, HO He CJHI-

KOM XUpHOH.,

Ilnd KaXOmoTo DECYHKa HEOOXONMMO OCTABHTE MECTO CDeIM TeKCTa

Hall cooTBeTCTByDme#t NMOINACED, PHCYHKM CjlelyeT IDPWIOXATH

yeTKO BHIOJHEHHHMU Ha MILIAMETPOBOH dymare B macurade 2:

+I 0 OTHOWEHUH K OCTABJIEHHOMYy B TEKCTE MECTY. PHCYHKN

NpOHyMEpOBaTh,

KaxnaAa padcTa NOJKHA CONPOBOXTATHCA HampaBJEeHMeM yupexle-—

HAA, B KOTOPOM OHA BHIIOJHEHZ, IBYMA pelleH3MAMM, aKTOM

SKCHEepTH3H ¥ aBTOPcKO# copaBkoi#f mo craHInaprHoil dopme.

COoopHEK m3faeTcA Ha IBYX ASHKAX — DyCCKOM M aHTJH{ACKOM;

HEOOXONMM, IO3TCMY, MIEHTHYHHZ DYCCKOMY TEKCT CTATHH Ha

aHTIAfickoM A3RKE,

B aHTsmilcKoM BapmaHTe CTaATHU:

a) B UMipaX BMeCTO 3amATO} CJelyeT CTABATH TOUKY (HAIpH—
mep, I0.5 Bmecto I0,5);

6) B 3aTOJNOBKE CTATHHM, 8 TAKKE B CIMCKe JMTepaTypH, Hepel
nocienHe#t fammimeft craBuTcA "and ", €CJM UMCJIO GBTODOB
dosple IBYX, TO Hepel "and " craBuTcA 3amATad, BCe CIO-
Ba B 3arofoBKax (HampmMmep, Tadumil) ODAMYTcA ¢ Goabmolt
GYKBH}

B) cleLyeT NpUIepKABATHCA AMEDHKAHCKOJ TDAHCKDWIUMK CJOB,
Iony cKapmx DasHOHanMcaHue (Hampumep,"ionization",

a He "ionisation"”, "center " a He "centre ", "behavior®
a He "behaviour " @ T.I.).
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7. CCHIRE Ha JATepaTypHHe HCTOYHAKE JANTCA B COOTBETCTBEH
Cc npaBRAaME "Chemical Abstracts',

8. [pm ccHiIRax B SHIJMACKOM BApMaHTE CTATHE H& BHIIYCKH
HacTodAmero cOOpDHAKa, Bumlefmme o 1975 roza, HasBaHMe cOop—
HERA CXeLyeT HHcarh B BHIe "Reakts,sposcbn.organ.soedin,
nocxe 1975rona ~ "Organic Reactivity".

9. ABTODH, HCIHTHBAXIAE 3aTpPyIHEHAA IPH IlepeBOle Ha aHIJmi-
CKEff ISHK, MOTYT OCDaTHTHCA 38 MOMOMLND B pelaRIANn,
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P.B.

c.I‘.

P.I‘.

B.U.

S.M.

Bono

B.n.

COOEPEKAHUE

Bmasreprer, C.I. ll e # K 0, JleiirepAeBuit U30TON~
HHil 5ffeKT B peaRUUAX SKTHBUPOBAHHHX HIPOX3BOJHHX
GeH30JCYILOKKCIOTH C GYTATIAMAHOM B OEHBO0JE, 000 o0 0147
We#xo, B..,. MET Y e HE 0, BiEiAHdAe IODEPOIH
yXoJAme# TPyNOH B Deaxi¥ aJKWIMPOBAHWI COyTHJIaMHHA
OPOUSBOMAHHME 2,4~0HC ( TpHETOPMETAHCYIBGORRN)GEeH S0~
CYIBORACHOTH B GEHBOMCo eosssscsssscssssasssssssssslOR
MaguwrTpa, AH. I # p ¥ r, BuiHAe CBOIUCTB opra-
HHIeCKHX BENECTB HA TEMIOTH KX CMEmEHHEA C AHMJIKHOM

B GlIETOHOMseovescessesosososcscsscsasscsncccssossseslOd
AnomeHneHne, I'' ] e HE c, H3ydeHue KEHETHKK

¥ MeXaH®H3Ma peaKlm#i 9JMMEHApDOBAHMA ot - H /B—aauemeu—
HHX A-IRIEePAIRHOIPOIEOHETPANIOB s s eevosscsssssesassslbD
McrtowmnH, BiudHEe CTPOGHEA HAa pKp+ apRiMeTa—
HOJIOB ® YDABHEHHE MOJHIEHERHOCTR.eess000osssssassssll/O
HcrTomuer, BB H. Faxenos I'JJd. Eaxuce =~

e B a, CpaBHATEJNIFHOE M3yYeHHE peaKlmii HyRACOFEILHO-

TO 3aMemeBHd OpX ¢ocHopEAbHO# B KapCOHEALHOH T'pyn—
max. 5.CoeMecTHOe BAMAHEE 9((eKTOB CTDOEHHA M Cpe-

IH Ha WeJIOUHOR THIPOJH3 BTHICEH308TOBescescssssssselB?
AcromueH, BBH. FPaxenos, I''\l. Enxuce e
Ba, B.J. PEHKexsumTe # H, CPABHATEJHHOE
A3y4YeHHe peaRlUdi HYRJICOFHITBEHOI'O 3aMemeHud mnp¥ gocgo-
puIBbHO# B KapOGoHWIBHO# Tpymmax., 6,0COGEHHOCTHE COB-
MECTHOTO BNEAHHEA 9({(EKTOB CTPOEHAA ® CpeIH Ha me-
JIOYHOR THAPOJM3 (eHmIalleTaToB B BOJHO~OPTaHHYECKVX
CMECHXesovo0osancascosscssoasnncassossosssscssascanslOl
HcromeH, BJI. PHHEReadrmTEH H, o
Exnumceepa, CpaBHATeNbHOE E3YyYEHHE DeaKldi HyK—
JIeOGRIBHOT'O 3aMemeHnd OpH GOoCOPHIBHOR M KapOOHHIE—
HO# rpynmax, 7,.AINHTABHOE RIMAHWE 3a2MecTHTeNe#d B
KUACJIOTHO# ® COEDTOBO# YacTAX HA MEJOYHO# THIDOJIA3
3(MPOB KAPGOHOBHX KACHOTeesscosassscssssassassncesssdl
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AQP.Bacuasresn, HM. J o 3HHEKOBa, Kueruxa
METAHOJM3a JEMETUIXIOPTUOGOCEHAT s 0ssescssscosssssR
U.C.,Bbepranurncrxui, 'Ccllocarunsu, I'l's b e~
JOY C o B, 3aMelieHHHe TUIPa3sUIH OKCHKapPGOHOBRX
rucaor, CYII.KuHeTHKa alleTHIAPOBAHUA apUJITUIDa3U~
LOB IUOYTUITJIMKOJIEBOH KICJOTH YKCYCHHM SHTUIDULOM,R43
BM.dymmepr, MB.IIuifipcauay, Usyieuue Ku-
HETUKM TUfposusa OeH30aToB. Xll,llemodtoit rumposus
N(CH3) + 3aMeljeHHHX IKWIGEH304TOB B NPUCYTCTBUK
H0GaBOK NaCIO, X NaCl eceescascosccescssscsscsssessdDl
PIT.Maxurpa, A Ho Qupur, IU ®uasu,
BmuAuue cpoficTB pacTBopHMTesedl HA KOSEEMUMEHTH pac—
npefieseHud. Y. /3Bne4erre YKCYCHO#l 1 NPONMOHOBOM
KHECJOT U3 BOJHO# CpelH OPTaHMYECKNMMM DaCTBOPUTEJA—
MAeoosessssesesacsssssnsoressssscaonssssncsccnssaseldl
HC.OIBeTkKoB, BA. EyXKoBCKUii, P., M a~
KurTpa, AH. Il ¥ p u r, BiuAuue pacrBopuTeIeit
Ha CKOPOCTEL pacrnalie NEePEeKUCHHX COEIVHEHHHeooososeeld
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YIK 543.845 + 541.127

JEATEPUEBHI M30TOMHHI SOPEKT B PEAKUMAX AKTMBMPOBAHHHX
[IPOU3BOAHHX BEH30JICYJBROKUCIOTH C BYTUIAMAHOM B BEH3OIE.

P.B.Buarepr, C.I.lleiiko
JoHeLkn#A NMONUTEXHUUECKUA MHCTUTYT
MocTymano 28 ¢erpana I979r.

[lpoBemeHO M3yueHMe KUHEeTHUUECKOI'O
usoronHoro 3pdexTa B peaKUUAX aKTHU-
BMPOBAHHHX IPOM3BOJHHX GeH30Ja
S0,CI, SOF, CI c GyrnramuoM
[Ip¥ 3aMeHe aTOMOB BoJopoja Ha mefre-
puit. O6GcymnaeTcs MEXaHM3M pacrnaja
MIPOMEXY TOUHOI'0 NpPOAYKTa LBUTTEDP -
MOHHOT'O THIA B HEKATAIUTHUECKOR U
KaTaJNTUUECKO!l peakLuu.

B paGore [f] OHJIO NMOKA38HO, UTO peaKLMH IPOU3BOJHHX
GeH30JaCYNbJOKUCIOTH, aKTHBUPOBAHHHX [OBYMA TpPUPTOpMETaH-
CynbGOHMIBHEMA T'PyMIaMu, MOJBEPXKEHH OCMEOCHOBHOMY KaTalK-
3y BTOpO# MoJekyJoit amuHa. Ha 3TOM OCHOBaHMM MH NpENIIOJIO-
RUIM, UTO cTagveit, onpepenswmei#t CKOPOCTb peaKLuu, ABIAET-
cfl pacnaj NPOMEXyTOUHOr'0 MpOJyKTa, KOTODHI MOXeT ocymecT-
BJIATHCA KaK [0 HEKATaJIUTHUECKOMYy, TaK M M0 KaTaJIUTHUECKO-
My nytu. C Leabb BHACHEHMSA MeXaHM3Ma paclaga MH MCCiIemo-
BaJlM M30TONHH 3(peKT Npu 3aMeHe aTOMOB BOJOPOJA B &MHMHO-
rpynne GyTulaMuHa Ha IeiTepuit B peaklMAX C yuacTHEM
(CF3$02)?C-H3X npu X = 302 NH06H5 (1), SOZCI (I,
802F (n, CI (I¥).

lsMepeHre KMHETHKM DEaKLMM apUINDPOBaHUA N,N-nunei-
TepoOy THIaM¥Ha TOKa3alo, UTO KaK M B ciayuae GyTHIaMuHa,
peakuus coenuHenus (1Y) fABifAeTcA HekaTanruTHUECKoit, a pe-
akuuu coepuHeHnt (I-ll) ocnomHAwLTCA KaTasusoM BTOpON MoJe-
Kyno# amuHa. HaGaogaeMHe KOHCTAHTH CKOPOCTH JIMHENHO 3aBU-
CAT OT KOHLEHTpAaluy N)q—nuneﬂTepodyTnnaMMHa (puc.la,6).
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Puc.l. 3apucrMOCTb HAGNOIAEMHX KOHCTAHT OT KOHLIEHTDALUK
GyTunamuna (1) u -nunelirepo Gy TuiamuHa  (2)
B peakuuax: a) c coenuHenneM (I)
6) c coepuHeHueM ().
9Ta 3aBUCHMOCTH MOXET OHThH BHpAXEHA ypaBHEHMEM
Ky = Ko + K¢ b
rme x,, - HaGloIaeMad KOHCTAHT& CKODPOCTH, K, (JI.MOJBhcex ?)

kg (x*moab®cex’) - coorTBeTcTBeHHO HekaTanuTMueckas u
KaTaINTUUECKas KOHCTAHTH CKOPOCTH, 4 (MONb/JN) - KOHLEHTpa-
UuA GyTuUraMuHa u NN- IupediTepoby TuraMmHa .

B rabn. mpemcTaBleHH K, W Ky IJA peakuu#t coeluHeHu#
(I-1¥) c GyrunamuHoM M ero meiiTepoaHaloroM B GeHsoje, a
Takme oTHomeHus k'/k® , KOTOpHE ABJIANTCA KOJMUECTBEHHO!
mepo# usoronHoro addexra. W3 rabn. BUIHO, UTO IJAA peaxUuu
coenvHenns (I) c GyTunamuHoM oTHomesue k. /k,  MeHbme
€OVHMLH, T.e. B HEKATAJMUTHUECKO{ Deakluy MepBUUHHA M30TON-
Huit agdekT oTcyTcTByeT. HeGosblloe ycKOpeHME peaKuUd MOEHO
O6GBACHUTDL yBeJIMUEHMEM OCHOBHOCTM OyTUIaMyHa Ku3-3a GoJjbmei
3JIEKTPOHOJOHOPDHOCTY ATOMOB HOefiTepua [0 CPaBHEHMI C aTOMaMu
BOJOpPOZA [2] .

llna xaranuTHuecKoil peakluu OTHOWEHHE k" /¥, , paBHOE
2.94, roBOPUT O HEJIMUMM [epBUUHOr'o M3oTONHOTO 3ddexTa,npo-
gBaAbMerocs B peayNbTaTe OTDHBA ¥ NepeHoca MpPOTOHA B cTa-
MM, JTMMATMpYyWOOE# CKOPOCTb peaKuuu. STO COIVIACYEeTCA C Haf~
IEHHHM HaMM IJIf JaHHOK peakKiuu oOmEeOCHOBHHM MEXAHM3MOM Ka-
Tanu3a pasiWuHEMY OPPaHWUECKMMM OCHOBAHUAMH.

)78
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Ta6auna
3HaueHUsI KOHCTAHT CKOPOCTHM M BEJHUMHH M30TONHHX d(dPekToB
peakuuii aKTUBMPOBAHHHX MPOM3BOIHHX GeH3oxaa (CF3802)206H3X
¢ OyTWIaMMHOM M Ero N,N— nuneiiTepoaHaysoroM B GeH3oJe.

. 2, .
X P10 ¢ e Ky - 10%; kD ik, oY /6"

50°C
*0.228t *2.77- 0.253 0.942 0.9 2.94
0.022 0.0  0.054  0.00I

40°C
**13.88- **6.99t 12.49 2.35 I.II  2.97
$0,C1 0.29 0.27  0.27 0.44
40°C
X%y 5I-  *2.41 5.47 2.20 1.37 1.09
S0,F 0.21 0.21  0.28 0.24
40°C
RRE 22t 6.43 0.97
cI 0.13 0.I5

* Onpepeneso B paore |1 ]
®*Onpenenexo B padore [3]

B peaxumax coemunenmit (II) u(ll) ¢ GyTunammHOM nepBUUHHI
nsoTonHuwit afPerT HaGawmascA KaK B KaTAJUTHUECKO#, Tak M B
HEeKaTaINTUUEeCKO# peakumax. OTHomeHue K, /K™  [aA coemuHe-
nuit (II) u () coorsercrBenHo papHo I.II u I.37. Ecau oTpuB
NpOTOHa M yXOAsmeid I'DYINH IPOMCXONAT B JMMUTHPyDmeid cramud,
TO JJIA HEKATAJIATHUECKOTo paclaja IPOMEXyTOUHOT'O MpOAyKTa
MOXHO MpPHUHATP UETHPEXWIEHHOE LMKINUECKOe MEepPexoJHOe COCTOA-
HHe, B KOTOPOM OTPHBY yXOZsmeil IDyNmH crnoco6CTByeT o6paso-
BaHue BOJOPOIHOH CBA3K C ‘:IPOTOHOM aMUHOT'PYTIIH [c{,_ 4]

X$0 NHEH,
S0.Cry x=CEF

S0.Ck,



CopeticTaue oTpusy yxopamux rpymn SO-CI u 502F - mpo-
TOHOM aMMHOI'DYNIH BHpPABHUBAET COOTHOMEHHWE K¢/K, ,KOTOpOE B
cayuae coeguHenns (II) pasHo 50.36, coemwnenna (II) - 32.1I,
Ina coepuHeHna xe (I), rge HeT mepeHoca NPOTOHA B HEKATAIH—
THUECKOW peakliMu, 3To cooTHomeHMe paBHO 1214.9.

Insa rkaranuTHueckux peakuuit coegmHeHuit (IIu (ll) BennunHH
K4 /K, cooTBeTCTBEHHO paBHH 2.97 u 1.09. OHM ykaswBabT Ha
OTmeIIeHWe NPOTOHA B JMMATHPYKmEe! CTANWA DEaKiuH.

Takum oGpasom, niaa coegunennt (II) u (II) MomHO mpenNoXMTBH
CIefymmyld CXEeMy pEeaKLH: RN

X8, NHC,Hj

B peaxuuu coegmHeHus (1) c GyTwiaMuHOM cTajvelf, ompene-
nAome# CKOpoCTh, ABIAAETCA NpUCOeIMHeHMe Hykaeoduna, oTcoia
TIOHATHO , TIOUEMYy MH He Habaojan¥ NepBHUHHR M3oTOmHHA 3fderT.

JKCcnepUMeHTaNlbHAA YacThb.

N, N -guge#iTrepoGy TwiaMyH ToJyuaiu, B36ajJTHBAA TPH pasa
GeH30JbHHA pacTBOp OyTWiaMuHa C TaAmelod Bojo#, conepxamei
99.8 % neliTepua, KamuHii pas3 MeHAA JeiTepHPOBAHHYD BOY .
[onyueHHH# GeH30JBHHH pacTBOp AeATEepHPOBAHHOI'C Gy TMIaMMHA
BHCYNMBAJIM Haj NMpOKaJeHHHM cyibfaToM HaTpusa B TeueHHe [ ua-
ca. Comepmanue mediTepud B aMmMHOrpynne OyTHIaMMHa ONpelesaiu
no VH-crmekrpam.(puc.2).

Kak BMOHO M3 pUC. B JelTEepHpPOBAHHOM aMWHE IOJHOCTBD OT-
CyTCTByeT lVHz— rpylna KM TOJbKO B HeGOJbIOM KOJNMUECTBE HME-—
erca NHI- rpymna. Jna mociepHeit MakCHMyM KojeGaHMA CBA3K

N-. H naxogurca mpu 3355 oM , UTO corjacyercs C IOJOXEeHH-
em (3], mo xoropomy ceasu N- H B rpymne NH] ponmuu
HaXOIUThCA MEXIYy CUMMETDUUHHMH W &CHMMETDUUHHMH BAJIEHTHHMH
koneGanuaMu NHs-rpynmu.
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Puc.2. MK-crmektpu: I-Gyrunamun (0.ISM) 2- N,N -gugeiitepo-
GyTunamu (0.2M). ToimuHa koBeTH - 0.05 cM.

Pacuer noxasan (mpu JONymeHWH, UTO KaxymuilCA MONApHHIH
Ko3(PULMEHT DKCTHMHLMM MakcuMyma morjomeHus cBasu N-H B
rpymne NH] paBeH moJycysmMe COOTBETCTBYOmUX KO3PIMLMEHTOB
CYMMETDHUHHX M aCHMMETDHMUHHX KoJeOaHui PQHZ—rpynnu), UTo B
IeliTepupoBaHHOM mpenaparte Owio 86.6 % auuefiTepUpoBaHHOIO M
13.4 % ammna, cogmepxamero NHI-rpymny (T.e. jmefiTepuii B amu-
Horpynne cocrapasn 94.3 %). PacTBopd OAA KMHETHUECKHX H3Me-
peHuit roTOBMIM, pa36aBisfa moiayueHHH# pactsop N,N -ngumeii-
TepoOyTHIaMMHa NONOJHUTEJbHO! mopuMe#t GeHsona. C Leapp 3a-
MEHH CJIeJOB HZO B pacTBOpHTENe GeH30J NpeIBapMTeNbHO o6pa-
GaTHBaNM TAXEJOH BOMOI.

HuHeTHueckne M3MepeHMA M PACUET KOHCTAHT CKOpoCTell mpo-
BOOMIM TaK ®e, Kak M B pabore [I].

InreparTypa

I.P.B.Busrepr, C.I.lle#ixo, ¥0pX, B nmeuarn.

2.J.Menannep, MsoronHue agdexTH B cKopocTaX peakiuit, M.,
"Mup", 1966, cTp.98.

3.P.B.Busrepr, C.I.leiiko, Peakn. cmoco6H. opr.coef.,
B IIeUaTH.

4 .J1.M.JurBurenko, I'.J.Tunxuit, A.E.lymelixo, JAH AH YCCP,
cep. B, ® 9, 804 (I976).



YIK 543.845 + 54I.127

BIMAHNE MPHPOIH YXOLAIEA T'PYNIH B PEAKUMYM APHIVM POBAHWSA
EYTHJIAMAHA TTPOVSBOLHHMK 2,4~BWC(TPHETOPHETAHCY IE2OHUT) -
BEH30JICY IBPOKMCIOTd B BEH30JE.

C,T. lleixo, E.C. MmTuenxo
Jorelknft mosmTexXHITIecKAHN MHCTHATY'T,

HucrrryT ¢MSHKO~OpTaHmdecKolf XxmMmw n yraexavmu AH YCCP

MocTynmio 28 dempant I979r.

C uenbn BHACHEHMA BJMAHMA TPHPOIH
YXOIAMMX TPYNI H& DEAKLUAD &DHIKDO-
BAHHA CYTHJAMAHA TNPOM3BOIHHMH 2,4-
cuc( TpudTopMeTaRCy 16HOHRN)GEH3ON ~
CYNBOORUCNOTH M3yUueHA KHHETHRA Deax-
LU (CF3902)206H3X ) (X=302NH06H5 ,

SO,F , S0,CI, CI) c GyTHNAMWHOM B
censone, 40°C. O6cyxgaeTcA BIMAHME
YXOZANUAX TPYNNn HA HEKATATMTHMYECKYD
W KATATH3HDYEMYD OYTHIAMMHOM DEAKLHE.

B pacdore [I] GHJIO MOKA3AHO, UTO OCMMOJEKYJNADHAA peakKLusd
ADUMDOBARKA GyTulaMuua 2,4-6uc(TpuPTOpMeTAHCY IBQOEMN)-
GeH30CY N5QOHAHN KL OM (I) OCNOXHAETCA HAJNUYMEM KaATaANN3A
BTOpDOR MONERyJO¥ amuHa. B HacToAmell padoTe AJA BHACHEHHA
BNUAHMA yXOoIAme# rpynnH M3yueHA KMHETHKA DeaKlHHA coejguHe-
HU# (CF5302)2 CGH3X npu X=.SOQF(H), SOQCI (), cI (1Y)

¢ GyTHIAMHHOM B CEH30Je MNDH 40°C.

-Ha6apgaeMbde KOHCTAHTH CKODOCTH XJA DEaKUMHA C yyacTueM
coeyureru#t (I1) u () HAXOZATCA B JNMHEHHO# BABUCHUMOCTH OT
KOHIEHTpaLuM OyTuiaMmuHa (CM, NpuUMeD Ha puc.l). JTa 3aRU-
CHMOCTH MOXeT OHTH BHPDAXEHA YDABHEHWEM

K= Ko + Kgb
rie x“(nuonédcex )- Ha0IDgaeMad KOHCTAHTA CKODOCTH,
x,(nuons‘cex') ' x‘(n‘uons‘cex') -~ KOHCTAHTH CKODOCTH
COOTBETCTBEHHO HEKATAJMTUYECKOH M KATANM3MPYyeMOH BTODOH
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-1
MOJNeKyNOH auMHa peakuuii, 6 (MONBA') - KOHUEHTpALMA OYTHA-
AMHHA. BHYUMCJEHHHe MO METOAY HAWMEHBUMX KBA&JDATOB BeNMYKHH
K, W K, TpeicTaBieHd B Tala. L.

on2l-K
010

0.8
b (Moas/n)

10 20 30

Puc, I, 3aBUCHMOCTb HACGJDJAEMHX KOHCTAHT K, OT KOH-
LeHTpalLKA CyTHJGMHHA B peakuud C 2,4-6uc(Tpu-
ropueTaHCY NGOHMI )G eH30ACY ABHODTOPHEOM .

Tadnuoa 1
BnudAHKWe NPUPOJH YXOXAmMEH Tpynnd Ha HEKATANHTHUECKYD
(ko) ¥ xaTaNuTHYeCKyD (Kg ) KOHCTAHTH CKODOCTH DEak-
uui (CF3‘502)206H3X ¢ GyTuraumroM B Gensorne (40°C).

X : K, 10° K,
* (aMoas'cex') ' (x*moxs ‘cex ")
$0, NEC,Hs *0.228%0.022 ¥2.77+0.01
SO,F 7.51 + 0.21 2.41-0.21
$0,CI 13.88 * 0.29 6.99%0.27
cI 6.22 * 0.13

*Onpexeneno B padote [I| npu 50°C.

lna peakuu# ¢ yuactueMm coeguHenua (IY) HaGipjgaemas
KOHCTAHTA CKOpOCTHM II mnopAjka He 38BMCHT OT KOHLEHTDALMH
CyTHJIAMHHE, YTO HJANDCTDAPYEeT TACA. 2.

Oomn# X0X peakuuff M3YUEHHOTO THIA MOXHO NMpPEACTABHTH
cXxeMo#
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Xs0, NH,CyHg
Ky SOLCFX

Lyl
80, CF, CyHoNH,

Tadnauua 2
BauAHME KOHNEHTDAIMM GYTHIAMAHA H& KOHCTAHTY
CKODOCTH aDHJAMDOBAHHA OyTHnamMuHa 2 ,4-0Mc(TpE-
$TopMeTAECY NbHOHMA) XNOPOeH30MOM B Gerzoxe (50°C)

A (uonsn') K _(nuonﬁ'cekd)
0,005 0,I1I -0,005
0,010 0.II2 £ 0.002
0.015 0.II5% 0,001

TIpMMeHeHMe MDMHOMNA CTALNMOHADHOCTH K 3TOH CTAIWEHOH
cXeMe JaeT CleJyDEee ypaBHeHMe, ONMCHBADIEEe CKODOCTH peak
UM nmoJoGHOTO THMA

4
KK chJ[B] + KIKL[MXJ[bJ (1)
- Kog t K+ Ky [B]

B 3TOM ypaBHEHMM MOXHO JAOMYCTHTBH, YTO

I) , + K, [B] &_,. Ecuu aT0 TaK, To B ypabHeHMM (I)

MOXHO NpeHe6peyb K., M TOTJA MOJyuaeTCA BpaXeHHE

T K L6] 23To osHauaeT, YTO KMHETHKY ONpejeideT 06pa
30BaHME NPOMEXYTOYHOTO MPOAYKTA .

2) K, + Ky [Bl«k_,o B aTou ciyuae u3 ypaBHenus (1) pu-

TeraeT ypaBHerue (2)

- [
vk 8] +x AR (
Ynen TpeThero nopalka OTpaxaeT TOT aKT, UTO pacnajy rnpome
XyTOYHOTO MPOAYKTA ONpelenAcT CKOPOCTh DeakKUMH.
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Hanuuue xaTaiu3a, a SHAUKHT BHNOJHEeHHME caydyad 2 MH
HaOJpAan¥ LA YXONAMUX CpyIn SOZCI, SO2NHCSBS'

Cnyqait I peaau3yerca Iad yxoxame#t rpynmnd CI.

OCpameHMe CTalIMM, JNMMHTHDyDmel#l CKODOCTH peakOuH, B
clyyae MPOM3BOJHHX 2,4-6uc(TpudTOopMeTaHCYNBPOHKA)GEH30ME
npu nepexoxe or X=CI (o6pa3oBaHKe NMPOMEXYyTOYHOTO MpPOLYK-
ra) & X= SO,CI, 902F » S0, NHCcH; (pacnag npomexyrToy-
HOTO NDOAYKTa) OOYCJOBJAEHO TeM, YTO XJOD ABAAETCA JETKO
yxozamei rpynmoit, a CyAbQOHMACOJAEDEAMKE 3aMECTUTEIR -~
G6onee TDYIHO YXOIZAMMMH TDYNNAMH.

Kax #3BecTHO, KpUTepHeM "nerxocTu” ui¥ “TpyrEOCTH"
paspHBa CBA3M ABNAETCA SHEPrud CBA3K, HO JAHHWMM MO SHep-
reu paspuBa cBA3M C - § My He pacnojaraeM, MHQOpMauuD
0 MpPOYHOCTH cBA3e#t TaKEe MOTYT AaTh 1) SJAeKTPOOTDMLATENb-
HOCTh YXOXAMMX TDYNN M MX 00BeM 2) NMONAPH3YeMOCTh CBA3eH.

Bonpmad 5AeKTDPOOTpHIATENBHOCTH rpynm  SO,X (BanpumMep,
zna SO,CI Gy = 0.80 [8]) mermer cBasp C,,-S Gonee
nonspEOd mo cpapHeHWD co cBA3sD C,, -~ CI (64 =0.47 [9]).

Ecmu B monexyre CgH;SO,R HMeeT MecTo Me30MepHOe B3a-
MMOZelCTBHe, CONMpPOBOXJIaDmeeCs CMemMeHHEM % =3JeKTDPOHHOH
NJIOTHOCTH EOJBLA HA& CYAbQOHHABHYD TDYNNy COTMACHO CXeMe

@: )Y J— @—SD;_K -—-+©= SO.R

KaK CYHTADT aBTODH padoT [3,{] , TO OHO TOXe JOJKHO CHO-
COOCTBOBATH BO3DACTAHMD DJEKTPOHHOR MAOTHOCTH Ha yX0Xd-
meit rpynne ¥ yBeJAMYeHHKD ee MOJBMXHOCTH.

JaHHHMH NO MONADH3YEeMOCTM CBA3e# MH He pacnojarae.
MeHbEAA MOIXBMEHOCTH Cpynn S0,CI, SOzF , SOZNHCGHS no
CDAaBHEHHD C XJODOM, NO-BHAMMOMY, OCyCHAOBJNeHA JHED HX
GonbmMM OGEEMOM, YTO CO3JaeT MPOCTPAHCTBEHHHE 3aTpylHE-
HHA JJS aTak¥ HYKJeOQUJIa HA DeaKOXOHHHE HEHTD.

Ecau 0 peaxnuoHHO# CNOCOGHOCTH COeJMHEHHH (I - m)
CYZMTb MO BeJMYMHe HeKATANKTHIECKOR KOHCTAHTH K, , TO
KX MOXHO DACNOJOXHTH B clexrypme# mocneJOBA&TENbHOCTH
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S0, > > 50, NHCH ¢

[Ipy aHAZM3e HeKATANMTHYECKHX KOHCTAHT MH BUIMM, YTO
OHM 6Jm3kM nad coexuuenud (II) m (M) m pesko oTiAMYADTCA OT
KOHCTAHTH gJad coeiuHenua (L) . ITO MOXeT GHTH CHAEJACTBUEM
00pa30BaHuA NepPeXOLHHX COCTOAHMA LMKJIMYECKOTO THUNA B pe-
akuuax coeguuenui (II) m () m oTCyTCTBMEM €T0 B peakuuu
coeguuenna (I). Hanuuue LMKAMYECKOTO NMEPEXOLHOTO COCTOA-
HMA CNnocoCCTBYET OTpPHBY yXOZAuwe#d rpynnd B HeKaTaluTHyeC-
KO peaKuuu ¥ BHpDABHMBAET HeKATAJIMTHUECKME KOHCTAHTH coe-
Iummernid (I) u (W) L6].

CepTep [5] ynommmaeT 0 3HAUMTENbHO MeHbHEH MOZBMXHOCTH
CYAbQOPTOPHAHONR TPYNNH MO CPABHEHUD C CYJNbHOXJNODUIHOM,

He o0cyxzasd NpMYMH. B M3yyaemol HAMM Dpeakuuy CynbpodTOpUi-
Had Tpynna Takxe MeHee MOLBMXHA YeM CYNbOOXNODUIHAA.
CpaBHMBaA MHIYKUMOHHHE 50 = 0.75, = 0.80)

M pe3oHaHCHHE (Ggo,F = 0.26, - 0.24) koucTaH-
18 [8] , uMH MOZeM cenaTh BWBOK, YTO JeHCTBMe yXoXAwew
TPYNnNH H& DPeaKUMOHHHH [EHTD MO MHIYKLUMOHHOMY 3(PeKTy CHIb-
Hee, YeM MO Me30MEDHOMY, W MO3TOMy rpynna SOZCI, uMepuas
JoJbWYD MHIYKUMOHHYD KOHCTAHTY, OoJee MOJBHMXHA.

B cnyvyae KaTanMTHMYECKOTO MOTOKA OCHOBHYD pOJNb B NpOTe-
KaHMM peakiuuii UrpaeT npupoja KaTanusaTopa - €ro cmnocod-
HOCTh K O00pa30BAHMD BOJOPOJHHX CBA3EH npu OTPHBE MPOTOHA
OT NMpPOMEXyTOYHOTO NpPOAYKTa. [I03TOMYy NpH aHAJNM3e 3HAYEHMUH
KaTaJMTHUYeCKUX KOHCTAHT peaklUMi apuMpPOBAHMA OyTuUNaMHMHE
coezunennamu (I-N), rle BO BceX TpeXx CJAyyadX KaTajM3aTo-
poM ABJAEeTCA OYyTAJNAMMUH, MH BUIMM, UTO KaTalMThyeCKMe KOH-
CTAHTH MaJo OTNMYapTCA ADYT OT ADyTa ¥ JexaT B npexelax
OJHOTO TOpAJIKA .

Hamu OHJW OnpejefieHH aKTHBALMOHHHE NApareTpH peaKLui
apuiMpoBaHud GyTuiamuHa coeiuuenmamv (W) v (IV)

(radn. 3).
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TaGnuns 3.
KOHCTAHTH CKODOCTH (KO{IOL, AMOJNH CeX ') M aKTWBALMOH
HEHe napaMeTpd peakuuiH (CF3302)206H3X C OyTHUJaMMHOM
B OGeH30IJe.

:E(r.«my ag®

. 0 . ° . o ¢ .
X ;2 ; 30 ; 40" ; 50 :4a E(CGE U,
CI 3.88: 6,22t II.5t 6.16 10.52 -32.1
0.JI 0.I3 0.l
%0.CI  8.2I+  I0.6I- 13.88- 2.42  4.70 -54,I
0.40 0.35 0.29
* 6428 6,59t *¥6,99¢
0.36 0.32  0.27

Koncrauts ckopoctu ( Kz , m*MoMB “Cek ) IMA peakmuMH
(CF5802)205 H3S0,CI ¢ GyTuramuHOM, KaTanu3upyeMod BTOPOH

MOJIEKy IO OyTHJAMUHS. .

AxTHBaUMOHHHe mapaMeTpd coeluHeHuA (IY) ONM3KM K uMeD-
UMMCA B JIMTepaType LA coeluHeHMHA (N 02)205H3X TipH
X=0CI,3d ,t [8] , uTo MoXeT CHyxuTh yKa3aHMeM Ha OGWHOCTbH
MeXxaHu3MoB. Ofpaumaer Ha ceGA BHMMAHME TOT GAKT, YTO DK
nepexofe ot coeiuHeHua (I) k coezunenun (IY) sHTpOmMA
HEeKaTalMTHYeCKOA peaKluu De3KO yMeHpmAaeTCA, YTO OTpaxaer
BO3pOCHMe NMPOCTPAHCTBEHHHE TPeGOBAHMA B MEDPEXOLHOM COCTOA-
HMM peakuwu coexuuennda (I), BO3MOXHO, M3-3a 06pa30BAHUA
MPOMEXYTOYHOTrO MPOAYKTA LMKJMYECKOTO THUMA.

IureparTypa

I. P.B.Busrepr, C.l.De#iko, XOpX,” B mevyaTH.

2. I'.ekkep, "BBejeHHe B BJIEKTPOHHYD TeODHD OPraHMYeCcKUX
peakuui", M., ¥sx. "Mup", 1977, crp. 4I8.

3. C.0ae, "XuMmua OpraHMYeCKMX COoeIMHeHud cepu”, M., ¥az.
"Xumua", I1975.
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I4, 84 (1978).

Y,.CppTep, "XuMMA OpraHuuYecKHX cCOeIMHeHMH cepu",
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cTp. I73.
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YIK 541.12.0I2.5+547.284 .3 551.1

BIMAHYE CBOHWCTB OPFAHWUECKUX BEIECTB
HA TEWIOTH MX CMEWEHUA C AHWMHOM ¥ ALETOHOM

P.T'.Maxurpa, fleHollupur.

WHOTUTYT DGOJDIYHM M C@OXMMUH I'OPDYMX HUCKomaemux AH YCCP,

JirBOB
Moctymaro 5 arpesast I979r.

BeJnYuHH TEMIOBHX 3({EKTOB CMEmEHWA AHWIMHA U ane—
TOHA C OPraHUYECKUMA COCZAUHEHHAMH MPU COOTHOME HUK

KOMIOHEHTOB I:1 yA0BJISTBODUTENLHO OMUCHBANTCA J—

He/iHHMY MATHIAPAMETDOBNYH YDABHEHUAMU, YIMTHBADMM-
M4 B KayeCTBE KODPEMPYSMNX [ADAMETPOB MOJAPHOCTE,
MOJNAPU3YELOCTh, NJIOTHOCTh BHEDIHY KOIE3MM, OCHOB=—

HOCTEH M BJ2KTPOJUJIBHOCTH BTODOr'0 KOMIOHEHTA.

CnexTpaJpHO ONpeZeseHHHE OCHOBHOCTH Be®ecTB "B" mpo-
MODLMOHAMBLHE UX ZoHODHHM yuciam [IN , T.e. TemmoTam cume-
meHUA C CUJbHHM AKLEITOPOM . OnHako, B clyvyae TemJOT
CMemeHUA C oJiee CJaCHM aKUENTOPOM = XJOpPOPOpMOM - Takas
Mpo MOPLMOHAJBHOCTE COCJDAAETCA Xy®e, a AJA DAla BelecCTs,
0COGEHHO aCCOUMUPOBAHHHX CNMDTOB, BEJUYHHH TEMJOT CMEmEHHA
BOOGmE HE YKJAZHBADTCA HAa MPAMOJMHEHHYD 3aBUCHMOCTB '3.Oqe-
BYZHO BCJEACTBU® 3HAYHTEJHHO MeHBNUX 3HAYeHM!i TEIIOT cMeme—
HAA ¢ xJopodopuom (< IKkal/MoJb) MO CpABHEHUH cDN (z20
30 KKaJ/MoJB) 3aMETHHM CTAHOBUTCA BO3MyliaDEee BJMAHAE HE-
crneuMPruYECKdX COJbBATUPYRmUX 3¢PEKTOB M MX HEOOGX OZMMO Yuu—
THBATh NpU pacyerax. Takodi yZAOBJETBOPHTEJBHON KoppeJaimu
MEeXAy BeJUYMHAMHU TEIIOBHX BPPEKTOB CMEMEHHA C XJA0PodopMoM
¥ OCHOBHOCTHD "B" MOXHO ZOCTHYB TOJBKO MDH yyeTe ABJEHHA
Hecne Muyusckoll CoJipBaTalMM MOCDEZACTBOM NMPUMEHEHUA JMHeH HO~
'0 MOJXMAapaMeTpPOBOr0 yPAaBHEHHWA M TO NPH YCJOBHM pa3zeJbrHOr'O
pacCcMOTpEHUS HEACCOLUMMPOBAHHHX U ACCOLMMDOBAHHHX BEMECTB,

UHTepeCHHM OHJO MPOBEDPUTEH OOCWENPUMEHUMOCTE MNpPEAJIOXE H~
HOr'O NPHUHIMIA pacyeTa nJA caAy4yad LPYEdX BemeCTB, B JuTepa-
Type UMeeTCs A0CTaTOYHOe AJA MAaTeMaTHYECKOH 06PAGOTKA KOJM-
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YeCTBO AAHHHX MO TeNJOTaM CMEEeHHWA C aHHJMHOM H ane'ronou“;

STH BEemECTBA TeM GoJee WHTEDECHH, YTO B OTJMYME OT aKieNTo-
pa BJIEKTPOHOB XJOPoQOpMA OHH ABJIADTCHA AOHODAMH BJEKTDOHOB
H BCIEACTBHE 3TOr0 TEMJOTH CMEMEHHA MX C Pa3JMYHHMH BEmeCT—

BaMy MOI'yT OHTH KaK MOJOEHTEJbHHMM TaK W OTDHMLATEJbHHMH,

B Ta06a.1 NpuBeAeHH BEJMYMEH TEMJOT CMENEHHA AHWIMHA C
pa3’JMyHHMM BemMeCTBaM¥ IO , 8 TaKXe XapaKTEDHUCTHKH STHX Be—
LeCTB ~ MOJAPH3YEMOCTH, MOJADHOCTH, HJAOTHOCTh BHEPI'MHM KOI'e~—
3HA, OCHOBHOCTH MO~ K 2JeKTPOPHUILHOCTH no”. [Ipa ocpadoTke
RaHHHX AJR Bcex 20 Todek mo JuHeHHOMYy NATHmapaueTpOBOMY

aBHOHMD: 2 -
P BH - ap Mo 500 +AgE
ZOCTHI'ae TCA TOJBKO AOBOJBHO HU3KMH oOmuit kosfPuumeHT Koppe-
xamu H =0,92I, uTo cooTBeTCTBYeT "mJaoxofi" Koppexsuud .
OZHaKO HEOOXOAMMO YYHTHBATH, YTO B OTJHYHE OT TEMJIOT CMEmEHHA
BuA C XJopodopuMOM, TEMJIOTH CMEMEHHA C AHMJIAHOM HE AJA BCexX
BeMeCTB ABJADTCA MaKCHMAaJbHHMHM NMpH COOTHOMEHWM KOMIIOHEHTOB
I:I. Lna aneronurpuaa ( %3 ), ueranona (BI3) u AuaTHIOBOrO
apupa (#20) KpHUBEE TenI0Ta CMEMEHHA~COCTAB ACHMMETDHYHH K
MaKCHMaJpHHIE TennoBolt apexT AOCTATACTCA NPH COOTHOHmEMMH
MHOM HemeJu I:I, ciezoBaTeJbHO, pacCMOTDEHHE UX COBMECTHO
C ADYrMMA TOYKaMH HEMpaBOMOYHO., MCKJIDYEHHE 3THX TpeX BeMecTB
%3 DAacCMOTDEHMs NOBHmaeT BeJuuuHy FH Ao 0,925; HCRIDYeHuE
eme ABYyX BemecTB ~ AWOKcaHa (#6) u aHusoJa (BI) moBumaer
A 1m0 0,956 u 0,973 coorBercTBeHHO ("yAsBIeTBopMTEJbHAA"
Koppexammua) . L ocranmu;(c;l I5 TouYex noJyyeHo yYpaBHEHHE:
AH = -I0L,36 +965,11 275 -1354,37 £ 19514,18 §%-
-I1,201IB -44,378E ¢ =0,973 u S =67,19 ¥ napHuMu
KoB(PULME HTAMH KOPPeIAlMH 2os =0,5263 2y, =0,545; 203 =0,I91;
204 =0,650 u =0,173.

Kak BHMAHO M3 3HAKOB NpH KO3l HMIMEHTax perpecCHu ,Crnocol=
HOCTh BemecCTB K HecmnetMuueckoll coabBaTauud, & OCOOEHHO yBe-
JUYEeHHE MX SHEPrMd KOTe3HH yBeJMUUBADT BEJHYHHY TEIJIOBOIO
apekTa HX CMemeHHA C AHHJIMHOM, B TO BpeMs Kak CoCoGHOCTH
K cneumduyecKoll COJbBATALUWM yMEHbEAeT 3Ty BeauumHy. Las
NpOBEDKA 3HAYMMOCTH OTAEJbHHX MapaMeTpOB OHJO MPOREASHO HX
MoouepeAHOoe MCKIDYEHWe C KamAoDa30BHM ONpeZeJie HUeM BeJuun-~
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Tadumua I
TenJoTH CMemeHWs aHWJMHA ¢ pacTBopureasmu AH xax/woxs
( cooTHOmE HHUE I:I,25°C) ¥ napaMeTpH pacTBopuTeJei

fac'rnopwrem. A H f(”, f(&}‘ §* B E
1 Amusox +84,3 0,3030 0,384 0,097 255 I,4
2 AueToH -285 0,220I 0,465 0,095 224 2,I
3 AueTonuTpMJI(acumM.) =59,8 0,2II9 0,480 0,I52 I60 5,2
4 PBeHsox +164 0,2947 0,231 0,085 48 2,1
5 BpoMGeH30J +230 0,3232 0,373 0,096 40 O
6 IuHoKCaH +355 0,2543 0,223 0,II0 237 4,2
7 IMxJopMeTaH -I9,5 0,2556 0,420 0,095 23 2,7
8 n-KecuJaox +297 0,2920 0,229 0,077 68 (D
9 Me3UTHJIEH +385 0,2938 0,231 0,077 77 0,8
I0 MeTusaueTar -135 0,22I8 0,395 0,091 I70 (I,6)
II HurpoGeH30x +I30 0,32I5 0,479 0,II3 67 O
I2 [IIupuauH =400 0,2989 0,441 O0,I04 472 0
I3 Meranox €acumm.) +36 0,2034 0,478 0,201 2I8 I4,9
I4 Toayox +238 0,2926 0,238 0,080 58 1,3
I5 CCI, +280 0,2742 0,225 0,076 O O
16 Topmamua +308 0,2675 0,494 0,400 270 I4,5
I7 XJaopGeH3oa +223 0,3064 0,377 0,087 38 O
I8 Xuaopodopum - +46 0,2563 0,359 0,088 I4 3,3
I9 O3muaauerar -I47 0,2275 0,384 0,082 I8I 1,6
InsTuaoBuii aduplac.)~-II9  0,2I67 0,345 0,057 280 O
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Hu F no7; np¥ aToM K mowusaercs zo 0,970; 0,900; 0,941;

0,880 u 0,965 cooTBeTcTBeHHO. TakuM 06pa3oM, MapaMeTpH MO~
EAPU3YEMOCTH U DJEKTPOPHMABHOCTH OKA3HBATCH OTHOCHTEABHO
MaXo3HaYMMHMH, YTO MOATBEDXAAETCA M HUBKUMU SHAUCHUAMH Map=-
HHX EO9JPHUMEHTOB KODpeJAlMH 2, . O STUM MapaMeTpaM. OAHAKO
MpH KCXIDYEHUH OCOMX 3THEX NapamerTpor R MOHUEAETCS A0 BeJMYM-
Ed 0,915, T.e. NepexoZAT yme B ofJacTh "miaoxofi™ Koppeaauuu.
TakdM 06pa3’oM, 9KCIepUMEHTAJbHWE BeJUUYHHH TEJ0T CMEeMmeHHA
aHKMMHA C ADyruMM Belle CTBaMU ABJADTCA CyMMapHHM sfdeKTom
cneuuduyeckux ¥ Hecneuuduyeckux B3aumormeidcTBuit, mpuyeMm OT—
HOCHTE MbHO HauGoJee 3HAYMMuHM ABJAETCHA MJIOTHOCTh DHEPLHUM KO-
resun 82 (r.c. Ban-mep-BaalbcoBoe B3uMOZEHCTBHE) M UX OG-
HOBHOCTBH, MOHMEaDmMe 3Ty BeJMYUHY. OZHAKO CyMMapHH# Temio-
Bo# affexT yAOBXETBODMTSABLHO ONHCHBAETCA TOJABKO MATHIADA-
MeTpOoBHM ypaBHEHHeM, BRJIDYADUUM Da3JMYHHE BUAH B3aumozelicT-
BU A

Bosee cioxHAA KapTHHA HAGJDAAeTCA B CJlyyae TEMJOT CMe-
meHuA ¢ aueToHoM (Tada.2). 3nech, KpoMe BeleCTB, AADMMX
ACHMMETDHYECKME KDUBWE TelJoT cMemeHus (M¥ 4,21,25), mper-
CTaBJIeHH ZOBOJBHO MHOT'OYMCJEHHHE acCOUMMPOBaHHHE BeuwecTBa
(B OCHOBHOM CNHMDTH), OTMeYeHHHe B TadJule 3Be3n0ukol™. OG-
M KoaPdMUMEHT KOppeJsuud AJf BCeX 26 TOoueKk KpaliHe HU30K
A =0,572. Uck/0YeHHWe ZAHHHX ZJA BEWECTB ace oL POBAHHHX
H 7aDmuX AcHMMETpMYECKMe KDMBHE MOBHmAET BeJMUMHY /7 70
0,828 u ToJabKO MocJye A06aBOYHOrO UCKJOYEHAS AAHHHX AJA
CCIq (#20) u muxJopmerana (H9) yrmaercs ZOCTHYD yAOBJETBODHU-
resbHolt koppeasumt H =0,94I1. Las ocraBuuxcs I5 Touyek moJay-

YeHO ypaBHeHue: 5

AH =568,97 -I154,85 -232,39%;{ +1540,34 45 -
-0,816B -95,30E ¢ 7 =0,94I, S5 =74,I4 ¥ NapHuHMU KO~
s{guumueRTaMn 2or =0,150; 0o =0,806; 203 =0,576; do4 =0,603 u
205 =0,662. TakuM o6pa3oM, Kak MU B NpeZHAYULEM CJyyae, Temio-
Boli 9ddeKT CuvemeHWs 3aBMCHUT OT DPa3JMYHHX BuZOB B3auMopel cTBusA
KOMIOHEHTOB. BCJezcTBME HM3KOIO 3HauyeHus oduero KosdpuuuexTa
KoppeJdAuMH /7 He MpOUBEBOZUJIOCH ONpeAe]eHue 3HAuMMOCTU OT-
e BHHX MapaMeTpoB MyTeM MX [MOOYSPEAHOr0 MCKIOYEHUA, OLHaKO
BeJMYMHH NMAPHHX KO3(PULMEHTOB KOpDEeJAlMH ¥ KOS(LHUMEHTOB
Ie2



TaGaunpa 2
TenIOTH CMeMEHHS aleTOHA ¢ pacTBopuTeJsMu A H kxax/moxs
(coorHomenue I:I,25°C) u napaue TpN: pacTBopuTe Jet

% PacTBOpHTEJD nH #(n) L(?f B £
I Anme® +84,3 0,3354 0,399 0,I07 346 6,2
2 Auneronutpux (mpr 45%) -25,9 0,2II9 0,480 0,152 160 5,2
3 BeHsox +46,0 0,2947 0,231 0,085 48 2,1
4 Boza*(acuum,) 41,6 0,2057 0,494 0,592 156 2I,8
5 H-Pexcan +387 0,2289 0,186 0,053 0 O
6 H-TenraH +408 0,2358 0,I9I 0,060 0 O
7 Lue THIAHKINH ( DK 20%) +30 0,3225 0,362 0,095 422 (0)
8 Ilnue TuaPopPMAMHUE +8,9 0,2584 0,488 0,198 291 2,6
9 JMXJIOpMeTaH -2I6 0,256 0,420 0,095 23 2,7
I0 Hurpomerar (mpu 45°)  -38,2 0,2327 0,480 0,170 65 5,1
II MponHoHHUTpHA =I5 0,2237 0,474 0,105 162 3,2
I2 Cepoyraepoz +336  0,3548 0,261 0,098 (0) (O)
I3 ByraHox® +327  0,3238 0,457 0,1I2 231 10,3
I4 n-NponaHox® +39I  0,2302 0,460 0,I30 236 8,7
I5 Meranoa® +I60 0,2033 0,477 0,196 2I8 I4,9
16 H-Nipomanox® +4I0  0,2344 0,455 0,137 237 10,6
I7 3raHox® +267 0,22I4 0,469 0,158 235 II,6
I8 Terparuznpofypak +4I 0,245 0,404 0,076 287 ©

I9 Toayox +52 0,2926 0,238 0,080 58 I,3
20 CCI, +45,2 0,2742 0,225 0,076 O O
2I ®opuamun®(acuun,) 490 0,2675 0,494 0,400 270 I4,5

22 Xxopogopu (acuum,) -454  0,2563 0,359 0,088 I4 3,
23 Wnkaorexcad (mpu 20 ) +397 0,2563 0,203 0,068 0 O

24 Jruraanerar +31,7 0,2275 0,384 0,082 I8I 1I,6
25 ITHISHDMKOIL -2I2 0,2592 0,483 0,3I8 224 15,0
26 IiwsTuaoBult sgup +I20 0,2I67 0,345 0,057 280 O

¥AccommMpoBaHHHE DACTBODHUTE JH
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perpecCcH# yxKasHBaDT Ha HanGoJpmes BJIMAHME HA BEJMUYHHY Tell-
JOT CMemeHHs 3HEePI'HH KOIe3HMH BTODOIO KOMIOHEHTA,

Takud o6pa3oM, TepuMoAMHaMuyeckue >JPexTH CMemeHus OoAHO-
ro BemeCTBa C Cepueli ADYruX BemMECTB MoryT GHTH C YAOBJETBO-
DPHTEJpHO# TOYHOCTHD DPACCUMTAHH HA OCHOBAHMM CBO/CTB BTHX
BeNEeCTE MOCPEACTBOM JHHEAHOr'o mo/MIapameTpPOBOI'O ypaBHEHHA
CBOGOAHHX 3Hepruif, NMpeAJOReHHOro AJA OMMCAHHA BJMAHUA DACT-
BOpHTeJeill Ha KHHETHYECKHe M CHEXTPAJbHHE XapaKTEPUCTHKH -,
HO ZAONMOJHEHHOT'0 ele YJeHOM, YYHUTHBADMEM emeé MJIOTHOCTH
SHEPr'¥M KOT'e3HH: 52—1&5222:;__ . HeoOxozumuM ycJaoBreM

ABJAAETCA, YTOOH MaKCHMMaJbHui (MAHMMAJBHHA) TemaoBoii afPexT
HaGJDAAJICA NMPH COOTHOMEHAM KOMIOHEHTOB I:I ¥ 4TOGH BTOpOiH
KOMIOHEHT He OHJ acCoUMMPOBaHHHM (B MepBYD OyepeAsr 5TO OT-
HOCHTCA K OTCYTCTBHD BOAODOAHOK CBsA3M), Pe3yJrTaTH pacuerTa
TeM Jydme, YyeM CoJhle BeJHYMHH HACJDAAEMHX TemJoBHX afder
TOB, YTO, BEDOATHO, CJAEAyeT OCHACHATH ¥ BO3MORHOCTED -[TOfB-
JeHHS B TAaKuX CJIyyadX 3aMEeTHHX 9KCIEDUMEHTAJBHHX ONMGOK B
omnpe e IEHHM TENJOT CMEmEeHMAA.
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YIK: 54I.I27

MSYUEHME KMHETWEM ¥ MEXAHMZMA PEAKIMI SJMMMHVMP OBAHMA
& -H ﬁ—uAMEIIH‘IHHX \ {J—HMHEPHM‘IODPOHHOPM’IPMOB

0. Amomenene, I'. lleHmc

Brabupccku#f rocynmapcTBeHHH# yHEBepcHTeT MM.B. Kamncykaca
Hocrynmno 10 ampeas 1579 r.

KoHIyKTOMETpPAYECKAM METONOM B BOIOHOM M BOIHO-
IAOKCAHOBOM DACTBOpAX M3y4YeHA KHHOTHKA DeaKImn
9JMMPHAPOBAHH] L - H f3-3aMeMeHHHX p -IAIepHA-
JMHONPOIMOHMTPHIOB, [loKasaHo, 4YTO peakiMa Opo-
TeKaeT OyTeM aTaK¥ [OPOTOHHSHpOBaHHOR opMH f -
MIePEIAHONPOIMOHATPHEIA HOHAMA THIPOKCHIa. Bce
M3yYEHHHE 3aMeCTHTeJH YCKOPANT DJIMMHAMMpDOBAHHE,
38 MCKJDYEHHAEM L-METHJIBHOA IpynOH, HECKOJBKO
saMeqnApme#t peartmp, OcodeHHO cHMibHO (HA TpH
IOpANKE) YCKOpAeT SJMMAHEDOBAHKE BBEJIEHHE (e-
HUJBHOR IpymnH B £ -moJoxeHme. [lepBruHH# KAHe-
TEYeCcKE# m30TONHHE addexrT me#hrepma B pearimm
9JAMAHRPOBAHAA paBeH 5,2 B Hy0 7 5,0 B .’DZO
s p-MeTHJ-f-IHNIePEIMHONPONAOHATPANA,

KuHeTHKa peaKIWH NPHECOeINWHEHHA AJAPATHYECKAX SMHHOB K
QKPHJIOHATPHJIY H 6I'0 NPOM3BONHHM NOBOJBHO NMPOKO M3Yy4EeHA Ha-
M paHee . B padore 3 o6cyxnaeTca oCpaTEMOCTh HTHX DeaK-—
mmf#t. O0beKToM HacTosme# pAGOTH ABMIOCH HCCHAELOBAHAE KHHETH-
KM ¥ MeXaHM3Ma peakuUMil >JMMAHEDOBAHHA L - E (3 —38MEmMEeHHHX

-IMePANEHOOPOIMOHATPHIOB, OGPATHHX COOTBETCTBYDIHMM peaK-—
IMAM HYRJACOPUIBHOT'O NPACOENMHEHHA :
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A o A oL
Cﬂ-gﬁ-m-m OH + HC=C—(N (1)
R R
7 I I

rme R, R', coorsercrsemmo: H, H (g); H, CHy (6); H, CgHg
(B); CHg, H (r); CoHg, H (x); CH(CHg)y, H (e); CgHg, H (x).

BcnemcTBEe OCHOBHOR IHCCONMAIME AMEHOB (ypaBHEHHA 2
E 3), B pearmmEOHHOR cpejie OPECYTCTBYDT IB6 (OPMH A -mEme-
PRIMHONPOIMMOHERTPEAOB (CBOGOMHHE aMME I B 6r'0 IPOTOHMSHDPO-
BaHHas fopma IV), m 4eTHpe HyKIeofHAbHHE areHT& (MOHH THI-
PORCHJa, NHNEDHIMH, agyKT I, Bogma):

Cy-cn-ch-on -+ #0 (F-gu-gh-eN -+ 08 (2)
R R R
I ax-u w u y
O+ ho 2 O o+ oo (3)
ryu y-4 4

TrIe: a- RoXOQHad KOHIEHTPAOMA COGNMHEHEA I, X, y B 4 -KOH-
eHTPAIEM NPONYKTA SIMMEHEDOBaENA III, HOHOB TEIPOKCHIA H
npoToHE SMpoBaEHO# §opMH v , COOTBETCTBEHHO, [[08TOMYy TEope-
THYECKE BOSMOXHH BOCEMP NApalXeJbEHX pearmmli OHMOJEKYXApHO-
T'0 SJAMMHHEDOBaHEA E2:

O« (,‘H (,‘-H Y — Om v (H=(-CN (4)
R R
v N\
NH-CH-C-H 1Y —s CH=C-CN 5
C R é, QH * é é' ( )

rme ¥: = 0B (a); (Ow (6);O‘gﬁ'fﬁ‘m (8); Hy0 (r).
BoSMOXHO K SJRMAEHDOBaHNE COeIMHENEE# I 1O MOHOMONGKYAAPEO-
My MexsumsMy EI:
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w

(_\I NH-CH-CH-CN =2 CNI/ + ;y-f-ﬁ Ny . CH=C-CN ()
R R R R 2 é.

a Takxe HykJeofmiabHoe sSaMemeHme ( Sy 2) NMNOSPMENHA MOHOM

THIPOKCAAA,

OTHOCHTeJNBHHE BKJAN DASMMYHHX MOXAHHSMO3 B OCEYD CKO-
POCTH pEaKIMA SAEMHHEDOBAHMA MOXET MEHATHCA B MEPOKEX Ip6-
Ieyax OpE HSMeHeHME pH cpemH, a Takxe B XOIe DESKOEE, HS-3a
CYmMEeCTBEHHOI'O H3MEHEHHS KOHIEHTDAIME YACTHI, OPHECYTCTBYDEEX
B pearmmoHAO# cMecH, OQHAKO, METONOM rasoBo# xpoMaToprafem
HeM# IOKa3aHO, UTO SJMMHRMDOBAHHE COGIWHEHEA Ir B pacTBOpS
2M HCI = 2M N aCH, T.e.,B yCHOBHAX, OCOGEHHO GJIATONPHATHHX
Ina peaxmut (5r), (6) m (4a), mpakTHYecKH He HueT. Hs sToro
CJeNyeT, 4TO CKOPOCTH SJIEMHHEPOBAHAA MO MexaHmsMmaM (4a),
(5r) m (6) mpereGpexmMo Majia (IO KOJEYECTBEHHOR OMEHKE —
menee 0,0I%), mo CpaBHEHHD CO CKOPOCTHD SAMMHHEDOBAHHA pe-
aKIWE, OpoBONEMO# B BOmHOR cpeme, 0e3 MOGABJGHHES KHCJOTH H
mesour. Mexammsmu (46-r) Takxe MOXHO HCKJIDYETEH, TaK KaK OHH
SHAJIOTHYHH MeXaHm3My (4a), TOJNBKO C y9acTHEM MEH66 AKTHBHHX
B peaKmMAX SJMMHHEDOBAHHA HYKJAeoduiaoB. IpONYRT HyKAeOIHABHO-
IO 3aMeMeHHf, A —OKCH- A -MeTHINPOMMONETPHN, OTCYTCTBYeT B
DeRKIROHHOR cpene.

HaMm OnJia cocTaBJeHa nporpaMMa nig magposo#t IBM, mos-
BOJANMAA M3 SKCHEPHMEHTAJBHHX KHHETHYECKHEX NAHHHX peaxmmit
(Ia) pHUMCAATE JwGOE HAGOp KOHCTAHT CKODOCTH pearmuit (4-6),
KOHCTAHTY CKOPOCTH NpEcoeimHeHEs (I0), W OTHOCHTENBHHHE BKJAT
BOSMOXHHX DeaKIEE suMuHHpoBaHEA (4-6) B HaGIDNaeMyp cyMMap-
HYD CKOPOCTH npomecca., PacyéTH MOKasaJ®, 4TO BCE PEAKIMH,
kpome (5a), He BHOCAT CYMSCTBEHHOr'O BKJIANA B NPONECC SJEMHEHH-
poBaHEA. TakEM odpasoM, NOKasaHO, 49To paBHoBecee (I) B cxy-
98@ COGJEHEHEA Ir BKJINYAET TOJABKO NIBE SJAEMEHTADHHE peaKIEh-—
npacoemeHen®e (I6) u samvmuupoBanve (5a). MoxHO HmoJaraTs,
9TO 8TO OCTA6TCA B CHJE H IJA APYIHEX A —IEHePEIRHONPONHOHHT-
pHJIOB, Tak KaKk CKOPOCTHE SJMMWHADOBAHHA PASAMYSDTCH HE OY6HD
CHJBHO, B IpeNeNaX NBYX NOPANKOB, 38 UCKJDYGHHEM JHOEL CO6IH—
meHEa Is (cM. Tada. I).
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peaKImMHE BJEMEHEDOBAHHSA

C mesED BHACHEHEA XApAKTEpA NPOMEXYTOYHOT'O COCTOSHES

, HGMH H3Y4Y6HO BJHAHEE AJKHJBHHX H

feHmIBHOTO 3aMecTHTENER, a TaKxe NEATEPHPOBAHES B oL -NOJO-
XGHEE Ha CROpocTh pemxmEm (Ia).

Ta6mmnoa I
KoHCTaHTH CKOpOCTE peaxmmm (5a) (J!-IOJI}.-I-CGR-I) .|

SHaYeHEA pKa coeImHeHnR Ov-gﬁ-z”-c/v (I) mpm 45°C,

pK
co- R |R" k, B Bome | 40% mm- a
E. i ORcaHe B BOZ® ﬁxggﬁe”"
Ia | H H | 3,40%0,08%0,97%0,03 | 7,26%0,03 |6,57+0,03
T6 | H CB, | I,28%0,07 |0,46%0,03 | 7,19%0,02 |6,44%0,04
Is | H CeH 1080120 - 5,500,03
Ir | CHqy H |76%2 2,98%0,04 | 7,31%0,03 |6,70%0,04
In|CHs |H |I46%4  |4,24%0,07 | 7,23%0,03 |6,57%0,05
Te [CH(CHa)n|H 5,54%0,08 - 6,12%0,02
Ix | CcHy [H 13,210,2 - 5,48%0,05

¥ 3necs ® manee - cpenHee KBaJpaTHY6CKOS OTKJOHGHES 4 - 5
napaiaXeJbHHX ONHTOB.

Rimanme samecTETeNefl ESysasock B BomHOft cpeme E B 404
BOTHOM IEOKcaHe (rada. I). HeoGXONEMOCT: NPEMEHEHHS CMemaH-
HOT'O DACTOBOPHTENA NPOJEKTOBAHO OIDAHEYEHHOR pacTBOPEMOCTEHD
pana coemmrenEff I B Boxe. HemocraTkoM sToff pearnmoHHO# cpe-~
IH SBJAAETCA BOSMOXHOCTE CHCTEMATHYECKEX OMAGOK B SHAYSHMAX
KOHCTAHT OCHOBHO# IECCONEAIE SMEHOB, & BCJENCTENE STOI'0 H
B SHA4YeHHEAX KOHCTAHT CKOpocTE peaxmmm (Ia). OnHarko OHE IapT
BOSMOXHOCTH CYIOHETEH O BIMSHEE SaMeCTHTeJe#f ¥ NOJAPHOCTHE peak-
mMOHHOR CpenH Ha CKOPOCTH SJMMEHEDOBAHHA. [I0Jy4eHHad SaBE~
CEMOCTH KOHCTRHT CKOPOCTH OT SaMecTHTeJielf coriacyercs ¢
GEMOJISKYJNAPHHM MEXAHHASMOM SJEMEHEDOBAHES E2 ¢ CHJIBHO BH-
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PaxeHHHM KepGaHEOHHHM XapaKTeépOM IOepexomHOT'0 COCTOAHEA
(6mskEM K EIcB).

JTOT BHEOJN HOATBEPENAETCA H HSYYEHHEM KEHETHYECKOTO
EsoronHoro sdpexra. B Tadi. 2 NDpEBENEHH KOHCTAHTH CKODOCTH
SJEMEHMDOBAHAS COGIMHEHEA Ir B ero JeRTepApPOBAHHOrO B oL -IO~
JIOX6HEE aHAJOra B pacTBOpe H20 . 9)20. Hsoronmuft sdperT
SJAPMAHADOBAHEA NOBONBHO BHCOKER B GAMSOK K IPEBEIGHHOMY B
JETEpaType IiA pearmER, OO0 MHEHAD ABTOPOB, HOPOTEKADEEX IO
MexaHESMY EICB mJm GJESKOMYy K HeMy .

Tadamma 2

KOHCTAHTH CKOPOCTH P@AKIME SAEMEHEDOBAHEA , -MOTHI-/ -
IEI6PHRHONPOIMORETPEAS B —3o— A -MeTEI- A ~IEOEPEIEHONPO-
IEOHETDRJA B kg ,cooTeTcTBeRHO, X MOXBT'ceK ™) B
HyO B 9,0 mpr 45°C.

PacTBOpAETEAD @_ CH-Lxy-CN

fg(x=H) | 4(x=D)

76:2 I4,5:0,4 5,2
0 320:6 64:2 5,0

1,,/&

s}

o

KoHCTaHTH CKOPOCTH DEAKIEE IPECOGNEHEHHA OHIEDEIRHA K
SAMOMEHHHM AKDAJOHETPEAaM (IG) MOryT OHTH BHYHCAGHH HS SKC—
OePEMEHTANBHHX JAHHHX DOAKIEMA 3JEMAHEDOBAHEA, HAPALY C KOHC-
TAHTAME CKOPOCTE Deakimit (4-6). IJAd KOHTDOXS pacieToB MH
ONpemNeJiA/E KOHCTAHTH CKOPOCTE peakmEE (I6) HesaBHCEMO, IO
SHAUYEHHMAM HAYANBHHX CKOpPOCTef pearI®E npEcoemeHeHES (Tadx.
3). 3HaueHEA KOHCTAHT CKOpOCTeR, INOJY4YEeHHHEe OGEEME METOIAaMH,
OPaKTEYECKE COBIANADT.
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Tadmina 3
KoHCTAHTH CROPOCTH DEaKIMH IPHCOEINEHEHHS NOHIEDHIAHA

K -3aMeMeHHHM aKpPAJOHHTPpHEIaM (X uons"cex'I, 45°¢),
R B coemEHeHRE k 102
R~ CH=CH-CN Boza ¥ 404 mokcaH

H 223:3 10,6:0,4
nnc-CHa 5,21:0,09 | I,32:0,08
Tpch—CHS 4,61:0,05 | I,02:0,09
nnc-C2H5 2,32:0,07 | 0,74:0,06
Tpch—Czﬂs 0,950,05 | 0,32+0,04

£ JmTepaTypHHEe IAHHHE Q.

YBeJMUEHAE® KOHCTAHT CKOPOCTe# peaKImH SJMMHHHDOBAHHSA
OpPEMEPHO HA TPH NOPANKA B BONHO-IMOKCAHOBOM pACcTBOpE, IO
cpaBHeHED ¢ Bomo#t (rada. I), Kak M CPaBHHTEJBHO HEGOJBIOE
yMOHBIIEHHE CKOPOCTH DeaKim® OpEcoenmHeHEs (I0) c yMeHpme-
HE6M [OJADHOCTE cpemu (Tada, 3), coryacyeTcs C JHETepaTypPHHMA
JNAHHHME BJHSAHHA NOJADHOCTHE CPEIH Ha CKOPOCTH QHAJIOTHYHHX
peaxmmit

OKCTIEPMMEHTAJIEHAA 9ACTE

HcxomHHe BemecTBa.
-MeTHIaKPAJIOHATPAA CHHTE3MPOBAJH &l THINPOBaHAEeM

aneTOHIMAHTANDAHA C DmocJeInyDmuM OEDOJH30M anerara ale-
TOHIIMAHTHIPHHA (- POHHJIAKPHJIOHATPAJ CHHTE3MpPOBaJX IO
MeTOIHKe, oOMcaHHO# B padoTe METOUH CHHTE3a , —3aMemeH—

HHX aKpDHJOHHTDHJIOB yKa3aHH B padore “. o — H / —-3aMemeHHHE
/ —TMTIePAIMHONPONYOHATPIIN NOJyYes KANAYEHHEM COOTBETCTBY—

DX «- HJIA A —38MEMEHHHX AaKPHJIOHATPHJIOB C A3GHTKOM OHRIO6-

pAIEHA B OPACYTCTBHA KATAIMTHYECKOTO KOJHYECTBa BOIH (coemm-
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HeHRe IB moayueHO IPN KOMHaTHOf Temmeparype). CoeINHEHHS
Ia, 16, Ir x Ix oummanm JIBYXKpaTHOR NeperoHKOR moX Bakyy-
MOM, COeIMHeHNe Ie NONOJHETEABHO XpoMaTorpafm))oBajiN Ha ORE-
cr axxumems. [pmeeness R, R', r. rum. °C/w pr. cr.: H, H,
85/4; H, CHg, 72/2; CHa, H, 96/4; CoHg, H, 108/4; (CH3)2(H,
H, 119/4. Coemmuenma IB ® Ix oummanm xpoMarTorpafmpoBaHHEM
Ha OKNCH SJDMEHNA C NOocaexyrmell KpEcraaamsaumeld ms rexcasa,
r.ox. 47°C x 55°C, COOTBETCTBEHHO, UNCTOTY coejmwHeHEE I
KOHTDOJNDOBAJH METONOM TOHKOCAORHOR xpoMarorpafsm, CTDYKTYy-
pa NOATBEPXNEHA NAHHHMN SJAEMEHTAPHOTO QHAANSA N CIeKTpaMK
[IMP. / -OKCH- /A -MeTHANPONHOHNTPEA NOAydMMN 30-9aCOBOM BH~-
IepXHBAHNEGM TPAHC-KPOTOHOHNTDHAA C NSCHTKOM MEJOYR B BOJe
npx 70°c, nocaexyrmeft sKcTparmuell NOXKECAEHHOrO pacTsopa,
OTTOHKOR pacTBODATEAA H NEPEroHKOR NMPOLYKTA PEaKUEN C KOJMOH-
xoft Burpe. T.kmm. 220-222°C, muxon 23%. of -9,- /4 -Merma-4 -
ONIepEITEHONPOMAOHNTPEA (I8) CNHTESNpOBANN IO caenyrmeR Me-
rommre: 0,03 moxaa (4,6 r) A -MeTHIA- A —IHIEPEARHONPONNOHAT-
pexa ® 0,02 moxa (I,7 r) mmepmampa-I-9 B 80 Ma cMeck 9,0~
IHOoKcaH (6:4) xEmaTEHAN 8 Yac, PACTBOPATOAN X IONIEPEINH OTTO-
HAJE, OCTATOK NEPETOHAAM O] BAKyyMOM d9epes KOXOHKY BHIpe
Bucorolt I0 cm. [lpomenaypy MOBTOPAME TPEXAH. T.KHI. 96-98°C/
4 mu pr. cT., Buxonm 52%. CremeH: NefiTepNpPOBAHNA KOHTDOANDO—
BajE MeTONOM cHerTpocKonmE [IMP (cpaBHeHNeM NHTErpaisHOf NH-
TEHCHBHOCTE CET'HAOB NPOTOHOB) H METOJOM MacC-CIEKTDOCKOINN,
CorzacHO NAHHHM OCeEmX MeTOAOB, 92% HPOTOHOB B o —HOJOXGHNN
/3 —MeTHA- 4 ~IHIePHIMHONPONMOHNTPRAS CHJAN 3aMemeHH Ha nefl-
TepEfl; KpoMe TOTO, COTNAaCHO JAHHHM MacC-CIeKTPOCKOINN, 3a-
MemeHO nefirepEeM I3% IDOTOHOB B A -MOTRABHOR rpymme coexm-
HeHEA I8, [MmepmmmH-I-$H moAydasm IO MeTOMEKe, YKasaHHOR B
padore IMOKCaH OYNNANN IO METOXNKE

OnpenexeHme nRﬂ.

Ssavenmda pK, coemmrenm Ia, I6, Ir x Is ompemeadms mo-
TOHINOME TDNY6CENM THTDOBEHNEM B BOJHOM pacTBOpe IO OGHYHOR
merommge , 0,0IM pacrTBopH coenwHeHHff Ia-Ix ¥ ImEDepEAEHA B
40% 1mEOKCaHe NOTEHIEOMETPEYECKE THTpoBaxm O,IM pacrBopoM HCI.
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PH-MeTp OTRaJMGPOBAJE MO CTAHNADTHHM BOXHHM OyfiepHHM pact-
BopaM. B 40% mmorcame mpx 45°C PK, NENeDENEHA DaBHC 9,90%
0,03. 3ravenma pKa s aMAHOB Ia — Ix mpEBeneHH B Tadx., I.
Ina pacuera pKg HCIONBSOBANH SHA9YEHHE PK, = 14,834 (40%
meoxcan, 45°C) 17, pK, coemmnerms Ir ® memeprmmma-I-9 B
TAXeJO# BoIe ONpemeNANH MOTEHNHOMETPHYECKHM THTDOBAHHEM
pacTBopoB 8TEX coermHerm#t 0,1 M pacreopoM RCI, moxnsysacsk
KOppeKIme# 1A CTeRIAHHOro saeKTpoma pd = PHpoy + 0,41 IB.
SHaveHAn pKa npe 45°C paBEn II,07 mia menepEmmHa-I-9 =
7,82 maa coemwnenmsa Ir. Jaa pacuera pKE MONBSOBAJACH SHa-
YeHHEeM pKw = 14,241 19.

XpomaTor 9eCKH aHANNS NPOLYKTOB SJAMMWANDORSHWS
£ —MeTHJ- / —IKNeDHMARANDOMHOHATDHAA.

a) B 50 mx Bomu pacteopam 0,I5 r coemwHemma Ir,
TEPMOCTATHPOBANH IpPH 45°C B tevenme 5 uac, pacTBOp HONKHC-
JANMHM B SKCTparEpoBay® 5 x 20 Mx mmeTEAOBOro sf@pa. PacTBo-
pHTeNb OTI'OHANMHE Ha BomaHOR GaHe 4Yepes KOAOHKY BHrpe BHcoToft
20 cM, KOXOHKy mpoMuBaym 0,3 MA I®M9THJIOBOro 9mpa, OCTATOK
(nprmepro 0,5 MX) AHANHSEDOBANH METONOM I'aSo-XAIKOCTHOR
xpoMaTorpafemr. B skcTpakTe HalleHH TpaHC- H IHC- A —MeTHIA-
KpaJoHETPEAH IIIr B coorHomermm I1,I1:I,0, odmee KoxmuecTBO
cooTBeTCTBYeT 36% OT MCXOIHOI'O CO@IEHEHHs Ir. A —OKCH-/ -
MeTmymponnoERTPEA (V) orcyrcrByer (¢ TOYHOCTED XOo 5 - 7%
HCXOFHOT'O CONEPXAHHS COeIMHeHHA Ir).

6) B 50 mx 2 M HCI pacrBopero 0,I5 r coemmnemmsa Ir.
Janpref#tmag odpadoTKa — Kak B MeTommre "a". Coemmmenwma IIIr
® V B sfHpPHOM SKCTpPaKTe OTCyTCTEYDT.

B) B 50 Mx 2 M NaOH pacrsopero 0,I5 r coemwrerEs Ir.
llocne nmansreffme# oOpadoTkM, omucaHHO® B MeTomEre "a", coe-
maHeRns I1IIr @ V B sd@pHOM SKCTpPAKTE® OTCYTCTBYDT.

Hggqerme KAHETHKA DOAKIAW SJIMMHRHADOBAHASA oL — n_A—

SAMEIeHHHY —[Anen ONDONEOHKETDHJMOB,
0,005 - 0,02 M pacTBOpH coemuHeHuZ I roTOBEJIM pacBOpe-
HHEM HABECKHE COeJWHEeHHS I B KOHIYKTOMeTpmdecKo# sve#txe, co-
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nepxame®t 20 mx pacTBOpETexas. KEHeTHKY peakmEm (I) Esyvamm
B BOJHOM H BONHO-IHOKCEHOBOM (6:4 mo Becy) pacTBOpax KOoH—
IYKTOMETDEYECKEM METONOM., MeTOIEKA MOJXYIGHEA SHAUGHE# CKO-
pocre B xome peaKmME aHAJOTEYHA ONECAHHOR Ham® paHee “.
KoEmeHTpam®E EOHOB T'ENPOKCEJA E NPOTOHESEPOBAHHHX AMEHOB
(ypaBHeHEe 2 W 3) BHUECAAJM OO CECTEMe YDABHEHER:

/(3-- u.y/(a-x-u); /\2,' = /y—a/.y//x-y tu ) /g/
KoHCTEHTY CKOpOCTE peakmmE (S5a) BHUHCHANE mo dopMyae:
b= L1k 1ok + Ky 3y (0 4s #40] /44 8)

rome ( ok /oﬁ‘ ); - CROpOCTH DEaKIME B MOMEHTH BpeMeHE Z,'(mpE-
MepHO Io 50-70% riIyCRHH peaKmuE), £ — 9KCIOePEMEHTAIBHOO
SHAYeHEe KOHCTAHTH CKOPOCTE DeaKmuE npEcoemuHenEa (I6), x;,
Y- , 4, - ROHIGHTPAIWE [ENePEIEHA, HOHOB TEJPOKCHEJIA E CO€-
IMHOHEA 1 , COOTBETCTBEHHO. 3a KOHCTAHTY CKOPDOCTH HNPHHEMA-
an cpemHee apEfMeTmueckoe 30-50 srauenmi k . B cayuae coe-
ImHeHE} 16, Ie B Ix CKOpOCTE DOAKIME NPECOGRMHEHES, NO CpaB-
HEHHED CO CKOPOCTED SIEMRHEDOBAHEA, HESHAUETeNbHA (SHAUYGHEA
KOHCTAHT CKOPOCTH B BOJHOM DacTBOpe NpeICTaBJEeHH B padoTax
*°), mO9TOMy KOHCTAHTY CKODOCTH SJIAMMHMDOBAHHA BHYHCISIH

no gopmyxe A; - (4v/#); /u; 4, . Us-3a GHCTpOR IEMepESAIEE CO-
oemuHeHEA 11IB TOYHO ONpeNeJHTH KOHCTAHTY CKODOCTH peak-
mae (I6) saTPYNHHTENBHO, BBEIY STOT'0 KOHCTAHTY CKOPOCTE
SJEMMHEDOBAHHA IJA COeIMHOHEA 1B BHUMCJAJH OO HAYAJBHOR CKO-
pocTH pearmud, Bce pacueTH OpoBommam Ha JBM "MmHCK-22".

Kunerruecku msoronnuf sddexT.

KMHeTHKY peaKmMM SJIVMHHEDOBAHHS COGIHHEHEA IT H oL —
Bo- f ~MeTHI- / ~NHNEePANMHONPONHOHATPEA HSy4Yal¥ B pacTBOpax
H20 H KOHIYKTOMETPHIOCKHEM METOINOM IpH 45°C; KOHCTaHTY
CKOPOCTE BHUMCJIAJH 0O HAYAJBHHM CKOPOCTAM IAA peakmmm (5a)
B CcXydYae HSOTONHO DaSiMYHHX CydcTpaTa E pacTBOPHTeNs. laa
HSOTONHO OIWHAKOBHX CydcTpara M pPACTBOPHTENA KOHCTAHTH CKO-
POCTE BHUMCHAME R IO gopMmyne (B8) MeTOmOM HaEMeHEEEX KRampa-
TOB, H N0 HAYaXBHHM CKOPOCTAM, HOJy4asd NPH 9TOM COBIANAKEEE
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SHAYeHNA. [IpE BHYECAGHEN KOHCTAHT CKOPOCTN SANMNHNDOBAHNS
BBOIEJN IONPAaBKYy HA COZEPEAmyDCH B NeRTepEpOBAHHOM CyO6c-
TpaTe mpEMeCh HeneRTepMpOBEHHOI'O COEINHEHNS Ir, yBeaNuNpa-
DEYD OYMMADHYD CKOPOCTH DeaKmEN,

JUTEPATYPA

I. T.H. Jemmc, I. Apxmmopa, P. [ymemmTe, M. laumiermupre,
I.-D. Kyacrafire, Pearnm. cmocoGH. opr. coenm., 9, 345
(1972).

2. T.H. lenmc, I.-D.D. Kyncraftre, A.K. BaRteasxumc, A.B.
Kommapwanc, Pearn. cmocolH. opr. coexm., I2, 275 (I975).

3. 0. Amomenere, I'. Jlemmc, 3. Crymdpaemunre, Pearm.
cmocodH. opr. coem., 15, 38 (I978).

4., D.V. Banthorpe, Elimination Reactions, Elsevier, Ams-—
terdam-London-New York, 1963, p. 16,

5. R.A. More O'Ferrall, in Structure and Dynamics in
Chemistry, Proceedings from Symposium held at Uppsala,
Uppsala, 1978, p. 209.

6. V. Fiandanese, G. Marchese, F. Naso, J. Chem. Soc.,
Perkin Trans., II, 1973, 1938.

7. R.A. More O'Ferrall, S. Slae, J. Chem. Soc.(B).1970.260.

8. K. Haroasn, TeopeTNdYeCKNe OCHOBH OpPraENYecKof xmMEN,
Mmp, M., I973, crp. 565.

9. K.i. Cooper, M.L. Dhar, E. Hughes, C.K. Ingold, B.J.
MacMulty, L.J. Woolf, J. Chem. Soc., 1948, 2040.

10. A.f. fAxyGosmu, NIX, 2I, I5SI (I1948).

II. w.J. Bailey, F.E. Naylor, J.J.Hewitt, J. Org. Chem.,
22, 1067 (1957).

I2. R. Burns, D. Trevor Jones, P.D. Ritchie, J. Chem. Soc.,
1935, 400.

I3, ¥.C. Davies, W.J. Jones, J. Chem. Soc., 1929, 33.

I4. A. Meppeft, J.I. Yuxpamc, CHNHTESH OPIaHNYECKEX COSINHOHNA
¢ msoromame Bopmopoxa, M.A., M., I9I, crp. 200,

I5. A. Topmon, P. ®opn, CoyTHER XmMERa, Mmp, M., I976,
crp. 440.

I74



I6. A. Amcdepr, E. Cepmer?, KOHCTAHTH ROHNSAINE KHECAOT X
ocHoBanm®, "Xmmma”, M.-I.,1964, crp. 2I.

I7. I. Xapuexn, B. OysH, ImsEYecKas XEMEA DACTBOPOB BXEKT-
poxmros, H.I., M., I952, crp. 54I.

I8, K, Mikkeison, S.0, Nielsen, J, Phys. Chem., 64, 632
(1960) .

I9. AK, Covington, B,A, Robinson, R.G. Bates, J. Phys.
Chem., 70, 3820 (1966).

20, J .M, Stewart, Ch,BE, Chang, J.0rg.Chem.,21, 635 (1956).

I75



JIK 547,1+541

BiusEve CTpOEBHA Ha PE,+ @pHIMeTaHoIoB
7 ypaBHEHMe MOoJWIMHERHOCTH

BB, Acrounn

HrcTHTYyT HedTe- M yIIeXMMWIECKOTO CMETE3a
npn ¥pEyrcrou yrmBepcureTe, HpEyTCE,
664003

Oocrynmro I5 ampens I979r.

Arann3 JuTepaTypDHEX ZAHHEHX NORA3a1, 4TO 38BHCHAMO-
CTh BEAWYNE pKH+ Zna paBHOBecua (I) ¢ yuacTmem
apuJMeTaHOJIOB aIeKBATHO ONMUCHBAETCH HearInTHBEHMM
NoJMINEeXHEHMY ypaBHeHnAMu (2) m (4) npm mcmoas30Ba-
HMX B Ka9eCTBE MeD BJIRAHMA CTPOeHUA 3aMecTnTexelf
Benwdns X, DACCUMTHBAEMHX N0 ypaBHeEmo (3), mim KoB-
crasr G,

MEOTOUMCAEHEHE MCCHEIOBARWA NOCAEIHMX JieT NoKa3alM BO3-—
MOXHOCTH: HeaXZWTWBHOI'O BJIMAEWMA pa3JWiHHX $axkTopoB Ha pearuu-
OHEYD CNnocOCHOCT: M (M3HKO-XMMHYECKHe CBOXCTBA DPaAsHOOODA3HHX
OpraHndeckuX coejgrHeRn#, OI1HAKO BHACHEHWEe cTeneHM HarTwdeCro#
HeaZIWTHBHOCTHK BJMAHMA GaKTOPOB 4ACTO CTAHOBHTCA HenpocTo# 3a-
Iade#f, 3TM TPYIHOCTM CBA3aHH , IVIaBHHM 00Da30M, C HEBO3MOXHO-
CTBD KOHTDOJMPOBATEH CTENeHb CMemeHHOCTH ONeHOK KoadhdmiuueHToB
noJnivHEeXHHX ypaBHeHKH npM Haiwdny 3BaYNTeJbHOE 3aR0DDEJIHDOBaH
HOCTH MexIy Mepamyu (mranzaMy KOHCTAHT 32MecTHTeJeH, DacTBODHTe-
Jel ¥ T.N.) BAMAHENA Da3JndBEHX GAKTOPOB M MX NDOM3BeIEHMAMH
NpM OTCYTCTBMHM MaTeMaTWdeCKMX OXMIAHEME X0TA OH XA HEKOTOPHX
3 THX RoabdmmmeHTOB. B pesyarTare IS 0JEOTO M TOTO Xe IDO-
mecca 49acTo ¥oxeT OHTEH NOJy4eE DA CTATHCTHYECKM DaBHONERHHX
ypaBHEEn#, pa3andabmuxcsa NO CBOEMy (GODMaJBHOMY WIH dn3udecko-—
¥y cozepmauup®’~t, BuOOD MexIy KOTODHMM CIeJaTh TPYyIHO. Ha-
TpUMEp, eCJ¥ NP7 NOCTPOeHMN MHOT'OMEDHHX MoneJe# no IaEHHM O
DPearnMoOEEO% CnoCOGHOCTHM B KaYeCcTBe OJHOTO M3 (arTOPOB MCNONb-
syercd TeMneparypa, & IpPyI'mum darTopaMm SBAADTCA KOHCTAHTH 3a-

*Hanpuuep, Ccolepxamux pas3imiHHEe NEPEKPecTHHE UNEeHH.
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3auMecTnTenelf mam napaMeTrpE CpelH, TO MHOTOMeDHHE perpeCCHOH-
Huff aEa;m3 3TWX JAHHEX 9acTo NPHBOANT K DABHONEHHEM YD&E—
HeHWsAM, ONMCHBADMVM AHAIM3EDYeMyD CepDMD K&K M303HTAIBHEREYD,
ROMTeHCANWOHHYyD M Kag M303BTPONuiEyp, a8 nmpeooJeEMs ITHX
TPYJAHOCTeH HeJaBHO NpelNOXeHO HCrOJb30BaTh “BHyTDeHERe"
mReNH BIAMAHWSA GAKTODOB, NMOCKOABLKY B 3TOM ciydae XEA Koahdu—
OneHTOB nepel &IIWTHBHHMHE BRIAXAMM GAKTODOB MMEDTCA MaTeMa-—
THYeCKHe OXMIAHNA™®~, no3BoJApmHEe ROHTDPOJIRDPOBATH BO3MOXHOCTH
CMemeHM#t B MX OmEHRAX, JTOT MeTOX HMCNOIb30BAE XIA BHABICHAA
HeaJIWTWBHOTO BIMAHMA GAKTOPOB CTPOEEMA Ha mEJ0IHOHR T'HXpo-
Jmsq X X,P(0)P B BoZe, HA XVMWIECKHeE cxanrl5 C nusauemen-
HYX GeH30J0B XOGHQY 7 GarTOpoB CTPOEHMA ¥ CPelH H& DAL paB-—
HOBECHHX NPOIIECCOB nepeHoca mMpoToHa . C measnp IaxbHeftmel
npoBepk® 3hPheRTHBHOCTH MeToXa, OH MCNOJXb30BAH B BacTodmell pa-
oTe LI aHaaM3a BJANAHWA CTPOEHHA 3aMeCTHTelel Ha BEJHYWHH
-logk = pEp+ nponecca o0pas3oBaHNA RApPOOHWEBHX MOHOB M3 M,p-—
3agemeﬂnux TpHapni- W IMADHIMETRHOJOB B BOIHHX KHCIOTAX NDH
25

+
RyR,R5COH + H R{R R5C"  + Hy0 (1)

TIe R M R,— 8pWIH, 8 Rs— apua nin H, OrcrepmueRTasbENe
IaHHHE IIA 3TOTO npomecca CBeXeEH B Tadamme I, 3ToT mpomecc
BHODAH NO TPeM npranmHaM:

I. zns Hero mMeeTcd GoXbmOe KOJMIECTBO 3KCTEepPHMEHTAIbHHX
IQHHHX ~ DM CoXbmOM WHTeDBAaNe M3MeHeHMS pE + (cuM.Tady.I);

2. noxasama’ CymeCTBeHHAs HEAIIWTHBHOCTH BO BAMAHERHM CTDO-
eHNA 3aMeCTHTexell Ha W3MeHeHMe CBOGOJHOR 3HEDPIHM B JTAEHOM
mpomecce;

3. BMeCTe C TeM, IEeKBATHOTO ONMMCAHAMA BCeX M3BECTHHX NaH-
HHX 1ZA 3TOHR CepmM X0 CMX TNop He nonyqenolo. Haxwqme roppead-
ouit BeaWIMH pK o+ C ROHCTAHTAMH saMecCTHTelel B JacTHHEX
cepuax Tna (I) mpm ABYX' 3aKpenIeHEHX 3aMeCTHTeNAX noxasame®?

B padoTax JleHo m Pman. OnEHaKRo MX Ra4ecTBO HeyIOBIETBODHTEXb-
Ho (EHm3Kmi Ro3ddMIMeRT Koppeasnywm npn CoJpmuX CTAHIapTax pe-
rpeccun). HeckoXpKo Jyumee ONMMCAHME JOCTHIHYTO  * % B pawxax
ypaBHeHMS DraBo-llyHo,
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OKCIepEMEHTANbHHE IAaHHHE

7-9

TaGmmna 1
oo pkps O0GpasoBaHEA
KApOOHNEBHX HOHOB N3 M,D-3aMEmeHHHX apMAMETAHOOB
B BONHHX KEcxorax mpm 25° &

N

]

COeIMHeHne pKR.'. COEGIIRHEeHNe PER+
I}(p-HO@)_COH I1.97 25 (p—HeZN¢)2(l!0H 7.18
2{(p-MeO@),COH | 0.82 p-MeOF
3| (p-Me0@) ,PnCOH| -I.I3+0.I5 26 (p-Me,H@) COH 9.36
4| (p-MeOP)Ph,COR| -3.4040.16| 27| (p-Ke,Hg) ,COH 6.23
5| (p-Meg) ;COH -3.56 m-C1¢
6| (p-Meg) ,PhCOH | -4.7I 28| (p-Me,Ng) ,COH 7.21I
7| (p-Meff)Ph,COH | -5.39+0.20 n-Meg
8| (m-Meg) ;COH -6.15+0.28) 29 ( p-Me,,Ng) ,COH 7.27
9| (p-Bug)Ph,COR®| -6.1 p-Meg
10| (p-Bu#f) ,PhCOR®| ~6.6 30| (p-NEH,8) COH 7.57
1I|(p-Bug),COB® | -6.5 31 |(p-NH,9),PhcoH | 5.38
I2 (p—Pr¢)3COH° -6.54 32 |(p-Me,N¥)Ph,COH| 4.75
I3 COH =-6.6440.19| 33 (p—HH2¢)Ph200H 4.6

14| (p~F@).COH -6.05 34 | (p-MeO) ,HCOH | -5.66+0.05
15{(p-C1¢).COH ~7.83+0.16/ 35 | (p-Meg) ,HCOH -10.4
16 (p-N02¢)PhZCOH -9.45+0.31| 3¢ (p—F¢)2HCOH -I3.03
I7 | (p~NO,#) ,PhCOH | ~I3.18+0.39| 37 | (p-Bug) ,HCOE® | -I3.2
18| (p-NO,8),COH |-I7.1840.92( 38 Ph,HCOH -I3.3
I9((p-NMe,@#)Ph,C | 7.0I+0.I5( 39 (p-C1¢) ,HCOH -13.96
HO 40 | (p-Brf) ,HCOH -I4.16
20 (p—HezN¢)2(l}0H 5.84 3T (p-1¢)2}100H -I4.26
n-§O,¢ 42| (p-Me,N@) ,HCOH 5.6I
21 (p-ue2N¢)2COH 5.50 43 | ( p-MeO@ ) PAHCOH -7.9
p-¥o, 44 |( p-Me@ ) PhHCOH -1I.6
22 (p-H32N¢)2?OH 6.23 45 | (p-Et@) PuHCOH -II.6
m- 46 | (p-Prg)PhHCOE® | -II.6
23| (p-Me,Ng) ,COB | 6.38 47 |(p-Bug)PhHCOE® | -II.8
p-Brd
24| (p-Me,N@),COH | 7.08
m-MeO@

178



BSKCHEPKHEHTMBHHG J8HHHE B3ATH M3 KOMNHIAMHHK B7 RIA B3 Da-

6or ©*7, B Tex ciy4asx, EKOTER XIS OXHOTO M TOTO Xe COEXMHE-
HRA B yRA3AHHHX MCTOYHRRAX EMeNOCH HeCKOAbKo 3HadeHw DK p+,
pasxmdapmwxcs He Goxee, d9eM Ha I jor.eX., B XaHHOR padoTe
HCTOZb30BAHH COOTBETCTEYDNME CDeXHHE apHpMeTHIecKwe 3HAUe—
HuA. B Talimme B TAKMX CIyYAAX XAHH CDeJHHe KBaxpATHIECKME
OTKNOHEHRA AAA OTXENBHOTO M3MepeHHS.PBu  0003HAYAET 3aMec-
THTEXb t-Bu . C Pr 00603HAYAET 3AMECTHTEAbi-Pr.

Ecam BiwaAHEme Ry , R, n Ha W3MeMeHMme CBOGOXHOX sHep-
ram B npomecce (I) AeHCTBHTEALHO HEAXXNTHBHO, TO BEJWYHMHH
PR o+ JoaxeH'  ONHCHBATHCHAS'® ypaBHEHHeM

pKR+(RI,R2,R3) =a; + arzxi + azii‘-z (2)

ecan Mepy X BimAHMA GAKTOpPA CTPOEHAA onpe.ue.wnarmz'3 K&K pas-
HOCTH {"BHYTDEHHAA" mKazxa)
= pEg(Ry,RqsRg) - pEg+(Rg,Rq,Rq) (3)
TXe R, - SDHNLHHE 3aMecTHTelNb, HANDAMED, Fh , BHGpAHHHH
NPOM3BOJBHO 38 CTaHIaprHui. Ha rRosddummeRTH aq ® a7 B ypaB-
Hemmn (2) Hazaraprcsl cIexyomue OTDAHMYEHMA: 8n =
= pRR+CRo,RO,RO) n a7 = I1.00. RosddunmenTH as u a4 Xa-
PAETepN3yDT MHTEHCHBHOCTEH BAMAHHA COOTBETCTBEHHO XBOMHHX R
TPORHHEX B3anMoxe#crBuE MexXy 3aMEeCTHTEJNAMM HE BeIWIHHY
R+ .
Pi6op B ERadecTBe CTaHXAPTHOTO S&MECTHTEAX R  Tpynn Ph
W p-MeoNj NO03BOXAET pEYMCAMTHNO ypaBHeHWo (3) wmepw X, m
Xy cooTBeTCTBeRHO ANA pAXa 3aMecTHTexeR (racamma 2). Pe-
SyNBTATH PeTPECCHOHHOTO QHANW3A BeawdwH DK 4 TPE- M XH-
apWIKapOWHONOB C MCNOJXE30BAHWEM 9STHX HNEAN NPEXCTABICHH B
raba, 3 ( Per. A - F ), YduTHBAR peay.u'ra'rna'g, MOXHO Tak-
Xe NPeXANOJOXHTH, YTO MexXy BeAWdMHAMH pF[R+ ® ROHCTAHTAMHA
6% sauecTuresell MOXET CymeCTBOBATH AHANOTRYHAA (3) 38BH-
CHMOCTB

e (RpRpiRzs - ag + “Ig * “3“101 (4)

*Mcxona w3 MU n cooGpaxeHnE CHMMETDHE.
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Puc.I. Wumcrpamva co-
6ymreHus ypaBHemua (2)
B BUje per.A Fig paB-
uoBecua (I). Tourn @
OTBeYanT IMAPUIMETa—
nomam, () - Tpuapmi-

MeTaHoJaM.
-20
-10 10 30
Tadauma 2
Mepw X pna pasJudHHX 3aMecTuTeJel

samecruress | Xy X3  [|samecrures Xi B

p-MeOf 3.24 [-2.I8 | m-HO,@ -3.52

p-Mef I.25 {-2.09 n-Br{ -3.13
p~t-Buf 0.54 p-Brg -2.98

p-§O,¢ -2,8I |-3.86 m-MeO@ -2.28

p-Me, N 11.39 | 0.00| m-cIf -3.13

p-NE..¢ I1.24 m-Mef -2.I5

Ph 0.00B}-2,35 H —6.66

@Byuncaeno no ypapHeHuo (3) mpm Ry = Ph. OBjuncaeno no
ypaBHeHno (3) npu Rg =p-Me,N@. Blo onpenenennn; oM. (3).

B radaume 3 3ToMy ypaBHEHMD OoTBedamT perpecuu G - I.
AHayy3 TaGJMOH NO3BOJAET CHeJaTh DAJ 3aKJndeHu#.
I. Npn wcroavsoBaHun Mepw X, ypaBHeHue (2) anexparHo®

*Cormacruo OHEHKe°6, peanbHad TOYHOCTH BeJauduuH pHp+

Jger +0.5 Jgor.ex.

180

cocTaB-



ghice e

21-07 o 0|1966 0| I 0t €0 4SO O¥096 €= [8H0 CXIN9 9 | 4o
zh'Lc 12 0]o666 0|21 LOE 09GL 2h2 OXOEI'w= [610 OXRII € o
gcee
21-0I |25 |su66 0fse| 80 00 (50 *I€ 4960 OX8S0 L= | 4o
€glee
21-01 |66 0| s66 olee| 49T oto9s  |awI 0x290 201 O % |96 O*€lO 4= | 4O
85 0|6e66 0 840 0K 82 O~ oI O | 8I 0#II con 0ru9e 6 | %X
#8 0(uc66 08 HEO 00 O- | 0SO 0*9¢s 0 |u22 okt 8= | Vx
09 0lgue6 0loc {200 900 0 {#00 O*¢ O | €20 0200 I |990 orzIe o~ | Vx
L9 2leLee 0l22 940 095G 0 |19% 0r159°9- | Yy
w2 1986 0|22 500 0~ | €40 0628 0 |02z O*20I*s- | VX
S pjoues 0l2z S00 0~ | 520 ox800 T |20 otugs 9- |
AAhUL 0 2
Hio°weng| % | ¥ B

~H M@
oo

I8I



Pnc.2. 3aBucmuocrs
pRR* TOJBKO OT
aAINTHBHOTO BRIAjza

onucuBaer (per. A, puc.I) pKy+ 22 TprApHIRADOMHOJOB NpH
n3MeBeHHH KOpPeJupyeMoi BeJWYmHH Ha 26,5 Jor. ex. (oT
(p~HO,#)5COH 20 (p-Me,N@),COH ). 3HAUMMO OTRIOHADIAX—
ca Touex Her. [1A ocramsEEX ArsCoH (cM. Tadi.I m 2)
OTCYTCTBYDT MepH X, ro MeHsmeR Mepe X9 OXHOTO M3 TpeX 3a-
uectuTexeit, B per.A omeHra B npelelax CcTaHzapra perpec—
CHA 7 ONeHRA &1 B rpejelax ee HeonpeielgHHOCTH XODOmO CO-
BragapT C UX MATeMaTHIeCKHMH oxwmyaHmAMn“'~, KoaddmmmeHTH
ay # a3 BHCORO 3HauMMH, PeanpHas cTeneHb HeaiXMTHBHOCTH
BexwduH DK + BuAHA u3 cpapHeHus puc. I 2. IocRoxsEY
per., A orpaxaeT JWmb pa3aMIMA COOTBETCTBYDIMX BEI&I0B B
CBOGOJHHX PHEDPIMAX WOHOB M RAapOMHOJIOB, TO, B NpHHOUNE, BO3-
MOXHH 2 KpallHmx cJydas, KOT'ia 3HauWMER BRI&X B3amMojyeicr-—
BHA MexJXy 3aMeCTHTeNAMH, ONAcvBapmuiAcA HeaJXATHBHHMA Tep—
Mauy ypaBHeEus (3), mMeeTcAd B CBOGOJHHX 3HEDTHAX TOJBKO
KApOMHOJOB MJM TOJBKO COOTBETCTBYDIMX HMOHOB, BHGOD Mexxy
3THMA AlbTeDHATHBAME B DaMRax TOJBKO NOXY4YeHHHX De3yJpTa-
TOB CXeJaTh Heab3d. XOTA HamGoJee BEPOATHHM cIexyeT CUH-—
TaTs npeinoloXeHye O CYUEeCTBEHHO# HeaiXWTHBHOCTH CBOGOI-
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HHX 2HepI'M# Kaxk KaTHOHOB, Ta4K H xapOnaonon*. Hcxanuenne w3
per. A BRIaya TpoHHOTo B3awMexeHcTBMA (per. B) mim BREaXoB
EBOMHHX M TpoiHoTo B3amMoxedcTsms (per. C) pesxo yXyimaeT
TOYHOCTH ONHCAHMA BeJWYMH DK ., K NMDHBOXHT K CYmMECTBEHHHM
CMEMEHHOCTAM OIEHOX ay. ITOT GarT eme pas MOXTBepxEaeT addex—
TWUBHOCTH MCYOJH30B&HHMA “BHYTDEHHHMX®™ mRAJ YJIA BHACHEHHH Xa-
DakTepa COBMECTHOTO BJVAHNA HECKOJLKMX GakToOpOB HA DeaxImmOH-
HYyD CNnoCOoOHOCTH COEZMHEHHH,

2. Beawaunn pK p+AVaDHIKADOMHOJOB TAKNE XODPONO ONHCHBADT-
ca (per. E) ypasHeHneM (2) npM MCNOJL30BAEMM TEX Xe MeD X.
Ecam no ypaBHeHmn (3) BHUNCINTL Mepy X, mnn samecrurexs H,
TO BEJWINHH pKR+ TPU— U IUADWIKADOMHOJOB ONKCHBADTCA eXVHHM
(cM.puc.I) ypapHeHweM ( per. D ), Bce xoadpWImMeHTH M CTaTH-
CTYKM KOTOPOIO He OTJMYADTCA OT TAKOBHX B per. A. CiegzoBa-
TeJBHO, MOXHO IONYyCTHTH, 9TO 3TW COEXMHEHMS COCTARIADT E€XH-—
HyD DEearmuMoHHyD CepRp. 3amecTuTels H, corzacHo seamdmbe X,,
B 2 pa3sa CWIbEee NeCTACHIM3APyeT KATHOH (MIK CTAGHIMIHDYET
cnupr), deM Ipynna p-KO,P (cM.Ta0m.2) . NIpHIHHE OTAMIMA
BeXW9nH 8y + a5 B per.E or TaxoBux B per. A m D ode-
BuIHA w3 ypaBHeHma (2).

3. HcroxssoBatue mraid Xp TaKxe NMDHBOXAT K &XEKBATHOMY
onucammp ( per. P ) BeamumE PKp+ coexmHeHwit ArsCOH
ypaBHeHneM (2), KoadbdummenTtn ag ¥ apr B pers F X0pomo
COTJAcYDTCA C WX OXMAAHWAMA; ONEHKW &, n a3 3HaYmMH. Coriac-
Ho Tlampmy®, B nouuwnmHe#HOM ypaBHeHmH Tuna (2) xooddHIMEHTH
as U as IOJEHH YIOBJIETBODATH OT'DAHNYE€HAAM - =
ag = e, CooTBeTcTByDmME ONEHKM B Pers A W D B mpenexax
HeonpeleJeHHOCTe# NpuOINXEHHO OTBeYanT 3TWM COOTHONEHH—
M, OXHAKO M3MeHEeHMe "HyJeBOE" “ TOUKM, T.e. 3aMECTHTeJd

R , BexeT, BONMpeKn“, K MCYE3HOBEHMD TAKUX COOTHOMEHuH#

*3HTarsnun 06pasoBaEus ZSHg(g) He TOJBKO NOJN3aMemeHEHX
arKaHoB, HO M CaMmUX QJKaHOB ABJIADNTCA CyNECTBEHHO HealXuTNB—
HHMK™® M Takme MOTYT OHTH ONMCAHH NONWIMHEHRHHMN ypaBHEHH-
avn Tuna (2). HeaninTvBHHMM OKA3ATMCh TaKXe AH} amm-
baTuviecknx KaplOHMEBHX MOHOB RIR2R30+ .
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(cu. per. ¥, Tme as 0 =u a5 & 0), 49To CBUIETEdBCT-
ByeT 00 MX HEYHMBEPCAJIBHOCTH.
4. Bemwamuu pK p+  coexuHemnit ArCOH  Takxe aJeKBaTHO
onncusoTcsa (per. & u Ga ) ypaBHeHuem (4) mocae MCRIDde—
HUA pAJA 3HAYMMO OTRJIOHADMMXCA TOYeK. lIpu 3ToM BRJIAJ IBOHA-
HHX B3auMMOZe#CTBUH, B OTJIMYMe OT pesyjsrTaTa anne, oRazai-
c He3HaunmMuM. Xopomme CTATHCTHIECRHE NORA3ATENM 3THX per—
peccuit SBIADTCA HEOXUIAHHHMM, T.K. KODDESAINM ANA BeJuInH
PKp+  dacTHux cepuit Tuna (I), RorZa MeHSeTCS CTpOeHHe
OJHOY apuibHO TDYyNmH, ABNADTCA JNMb YIOBIETBODHUTeABHHMU
(cM.Ta6n.4). YpaBHewne Tuna (4) xopomo omucwBaeT (per.
H) Besrwaunu pKR+ InapuIrapiuHonoB. llo per. Ga w3 pKp+ mua
Ph,HCOH MOXHO HOPMaJbHO BHYMCINTS 3aMecTnrenasa Hs
= 1,80, Bimaroe sHadeHue (I.74) roaydaerca nm3 OTHO-
meHNss RO3MhIIeHTOB as 1 az DeT. Hu 6a . Hcnomssys aTo
3HaveHNe, MOXHO C Xopome# TOYHOCTHD omucaTs (per.I) Beau—
9YHH PKR+ BCeX TDM- M NMADPWIRKADOMHOJOB COBMECTHO.
5. I3 cpaBHuMMO}! TOYHOCTM per. A, F ¥ Ga MOXHO OXM—
XaTh Haiudus o9eHb XOpome# ROppeJsmuy Mexny mraizauu X,
Xgu G*. PeanpHNe B3aMMOCBA3M MEXIY HUMU NDEACTABJIEHH B

Taéa. 4, 09eBuIHO, UTO OHM ABIADTCA JNMb yIOBIETBODUTEIhHHMM,
MU,
Tadmma 4
KoppensmnoHHasa BSauMOCBA3h ¥ = & + bX  MexXIy
napaMerpaun samectnreneit X,, Xp n e+

y| x a b n| r |sg (%P
Xg| X, | -2.74240.210| 0.247+0.038| 5'0.966] 0.41

Xy| 7| 0.42740.724|-6,45740,741 4%0,977| 1.51(10.6)
Xg| ©*| -2.43640.088|-1.683+0,213 12j0.949 0.22(6.I)

*[IpuGaMxBEHHOE cOCJDJeHwe oIpaHWuennit llanmbMa OTMequOIZPpM

aHaause zsng aJxaHOB ¥ aMMHOB., UIHAKO ¥ B 3THUX CJIy4YasdAxX U3~
MeHeHMe "HyJeBO#"™ TOYRM NDPUBOIUT R NCYEe3HOBEHUD TaRUX
COOTHOmEHNH! MexIy KoadhdunmueHTamyu y BRIANOB JBOUHHX, TDORHUX
" 4eTBEpHOTO B3aumoIeicTauft.
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8Fes yuera TOYER LA 3aMecTHTend H, KoTOpHe Bo BCEX CIy4aix
nonajapnT B "kopHIODH HeompeleNeHHOCTe#" COOTBETCTBYDMHMX
RoppeaAnnit. Obes yuera CYmeCTBEHHO OTRIOHADNMXCA TOUER LA
p-MeOp . Be® = 100sg/Ay , TIe Ay - pasuax KOpPpeIHpYe-
Mo#f BeJMYVHH Y.

6. Per. A,D , BE m F m ocoleHHO Ga, BE n I Tadm. I
OTJWYanTCS BHCOKO# MHTEPNOJANMOHHOX npelcKasaTesbHO# crnocol-—
HocThD. OZHAKRO Hambosee HalexHUMU ABJIADTCA, NO HameMy MHe-
HWD, per. & , D ¥ B, OCHOBAaHHHE Ha MepaX X, ¥ oxBaTHBa-
pmme COJBmOR MHTEpBaX M3MeHeHud DK p+ 1DH OTCYTCTBHM 3HAYM-
MO OTRJIOHADIMXCH TOYeR. B RKOppeNAmMsax ¢ KoHcTaHTamn &%
ONmEHRN 85 4 a3 MOIYT OHTH CMemeHHHMY (cM,Tada. 4, HaRJIOH ROD-
penanun XA or 6% ), BripdeEve INMADWIMETAHOJOB TAKXe NDH-
BOINT K HeROTOpPo# cMemeHHocTM (cp. per. Ga m I ) aTmx
OIeHOK. BwamcaeHMe ROHCTAHTH (St 1ig samecruressa H - umc-
To $opMasbHad nponexypa, ¥ TPOTMBODEYNT JOTMIECROMY COXep-
XaHUD  3TUX KOHCTAHT.

7. Hcnonssys per. D ¥ 3HAYeHME XA Ind 3aMecTuTenas H,
MOXHO OIEHUTDH BeJWdNHY pHR+ Lns1 0eH3WIBHOTO RaTHMOHA
(-23.57 u paa weraHoaa (-38.5). Ecam nepsas omeHRa npexcTa-
BJAAETCA NpaBIONOXOCHO#, TO NMOCHEIHAS ABIAETCA CJINIEOM HeHa—
IexHOR ¥3-3a ee CWIBHOX 3aBUCUMOCTM OT HeGOJBEMX M3MeHeHu#

B BeJVYUHE XA(H)-no NpwdMHEe JaJbHe# 3RCTDanoJAmnu.

Asrop Bupaxaer OxarogaprocTs f.J.IWIABMHY 3a yJacTue B

padoTe ¥ oOCyXIeHMe ee DPe3yJb TaToOB .
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JIK 581,127 + 582.951.92

CPABHATEILHOE ¥3YYEHHE PEAKIVE HYRAEOSWIEHOIO
BAMPIEAAS OPH $0CPOPHIBHOR M KAPFOHHNEHOK IPYIIAX,
5.CoBMecTHOe BImsaHEE 2(PeEKTOB CTDOEHHA M CpeXH HA
meJOYHO} THXPOIRS 3THACeHsoarTon

B.A.Hcrouns,® 5.H.Paxenos, I.Jl.Emceesa,
B.l.®nEXexbNT ERE

HHECTHTYT Here~ M yTUEXHMHIeCXolo CHHTe3a npm Hpryr—
cxoM yHEBepcHTeTe, a/a 1665, Hpkyrck, 664033

Hoctynmxo IS ampexd I979r.

Ha ocHoBe aHAXW34 JHTEPATYPHHX XAQHHHX NOKASaHo,
9T0 COBMECTHOE BAMAHHME CpeXH ¥ CTPOEHHS AIMILHOR
JacTH HAa MEJOYHOR THXDOJMS STHICEHS0ATOB NDH 25° B
cMecAX BOXH C TAHOJOM, XMOKCAHOM, AIIeTOHOM H CyJb—
doraHOM, B OTIWYHE OT cMecell BOXH C XHAMETHACYIbHOR—
CHEOM, 8XEKBATHO ONHCHBAETCA EeXMHHM NepeKpeCTHHM
ypaBHeHueM (3). O6cympeHo duS®WIecKoe COxepMAaHHWEe Ne—
DPEKDECTHOT'O 9YJeHA 3TOT'0 YDPABHEHHA,

Pagee noxasaﬂoo, 9TO S&BHCHMOCTH k, [MENOYHOTO I'HXPO-—
Jusa THACeHs0aToB (35) or cTPOEHMA anWABRHOR UacTH, TeMue —
parypH E cpeX (cocraBa GHHApHOR BOXHO-ODTaHNYECKOR CcMecH)
uoxeT OHTH aXeKBATHO ONHCAHA ypaBHEHHEM

lgk, = ag + agS + at + + 8,5t + 3536 + a66t (1)

Txe t=10°/7,°K, ecau Mepy BIHSHEA CDeAH S ONpEXENHTH KAX
pasocTs 8, = lgky (3-Tad cpexa) - lgkl’(E,0) (2)
Ipu ToM HalifeHo, 9T0 KOPGOHIMEHTH 8y + 8 XAT cMeceR BOXH
¢ cyms(oXaHOM, XMOECAHOM, SIIETOHOM M 3TAHONOM OXMHAKOBH X
OTIAMYHH OT HaflXeHHHX XIA cMeceR BOgH ¢ DMSO , CIexoBaTeXb—
HO, NPM MOCTOAHHOM TeMneparyDe BeIWYHEH k, TIuxpoausa 95

*Jacrs 4 cu,t
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B TepeYNCIeHHHX CMecAX, KpoMe DMSO - H,0 , NOJEHH ONMCHBATH-
cA OJHWM yDpaBHEHWEM
lgk = by + b8 + 1,6 + bg86 (3)
3aBHCHMOCTD ky, TIpH 250C juIA mesoUHOTO TMApOJM3A (DeHmIAreTa—
ToB (DA) OT CTpOEHMA yXojidmei TPYyUINH ® cpelH Takxe ONMCHBA-
eTcqd aHasorwiHEM (3) HeaiAWTMBHHM ypABHEHHeM
1lgk = bo + bIS' + b26° + b33'6'

B CMecAX BOIH C 5TAHOJOM, AWOKCAHOM, AIETOHWTDHJIOM W aleTo-
HoM; 3'- umepa apderra cpexs Ha rmipon3 $A, onpereasemas
anasormuHo (2). OpEaro KosdduIMEHTH B crydae $A pasziand-
HH JJA cMecelf pasHHX THNOB, T.€. €INHOT'O YPaBHEHMA HE Cy-
MECTBYyeT, JTOT pe3yJbTaT NOGYAWI HAC BHOBb PACCMOTDETH BON-—
poC 0 BO3MOXHOCTHM OTMCAHWS eJMHHM ypaBHEHMEM BeJUIMH k>
Tnrpoan3a 3B B pasHHX BOJHO-OPTAHMYECENX CMECHX.

B radn.I cBeIeHH 3aMMCTBOBaHHHE W3 xounnnnxnnna BeJNIn-
HH 1lgk, JJIA meJo4HoTo Tmipoxmsa I npu 25° B pasmENX cue-
cAX. BesmumuH k, B Raxfiot OuHApHOU cUCTeMe NeHCTBUTeENHHO
Xopomo onucupanTcsa (Tadm.2, per.A-D ) ypaBHerueM (3) co 3Ha-
9uMHM KO3(dHIMEeHTOM , CIM S ONpeleJuTh K&K Pa3HOCTH (2).
Kag BeJwdMHH by, TAK W b, B PeTs A — D COBrazanT MemIy CO-
ot W Co 3HAYeHWAMU lgk, M O B yPABHEHHH Tauuera (6) B
Boze (Tadki.4), a BeqWIMHH b; DABHH WX MATEMATHIECKOMY OXH-
zagmo (I,00). HecMoTpsa HAa HEKOTODHE OTIMINA KOXDHUIMEHTOB
B per, A - D , OHM He pas3jgn4anTcsa B npelenax UX JOBEPUTeEJb—
HHX WHTEpBaJOB to_oss(b3) ,» Te€o MOXHO JONYCTUTH HE3aBUCH~-
MOCTB OT NpUPOXH OPraHMIecKo¥ ROMNOHEHTH B CMecCfiX. JTO
noATBepXiaeTca per.F . HcripueHue 3Hadvenmit k, B BoXe He
yXyImaer radecTBa onuceHwd (per. E), HO NPUBOANT K HeGOJb—
IOMy CMEmeHWD ONEHOK b, + b; , BO3HMRADMEMY, NO-BHIMMOMY,
M3-34 yBeJHumBmedcAa mpum 3TOM MCKIDYEHMN HEOPTOTOHAJHHOCTH
MeXJy CTONOnaMy MATDWIH He3aBNCHMHX MePeMeHHHX. 3HAYHTeJNb—
HOe oTawdme ROIDPUIMEHTOB M b, IIA CMecH DMSO - H,0
NOATBEPEAAET BHBOI® O HEBO3MOXHOCTH COBMECTHOTO ONMCAHMA
3THX JAHHHX C NaHHHMHM IJg DacCMOTPEHHHX BHEE cepuit.

B radu.3.cBefeHH pe3yJbTAaTH 00PAGOTKM BeJHIMH k, B
Pa3JMYHHX CHCTeMax Mo ypaBHEHUD

1gk = by + b;S + bX + b3SX (4)
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TaGawna 2
KoaddummensTn ypapHeHWs (3) Xad meXo9HOTO THIpOAH3a JIB
B pasHHX CMeC

Per, A B c D B F H
X03ddHE-| EtOH-| An- ™S- [Bce Ge:
muenTs | B0 | B0 | D-H20l myo | Hy0 Bee DMS0
=I1.451]-1.459|-1.452|-1,471{-1.576|-1.501|-I.449
+0,015| +0,010} +0,018 {+0.01I1|+0.029|+0.018(+0.039

1.000} 0,992} I.093| 1.082| 0.9I7| 0.980| I.007
b1 +0.016( +0,032| +0,045|+0,027|+0,030| +0.020|+0,I00

1.522| 1.524| I.5I8| I.538| I.745| I.6I7| 2,375
40,042} 40,054 40,054 140,030 |+0,065| 40,045 | 40,100

-0.565/| -0.755|-0,840|-0.686 |-0.436| -0.550| 0.391
®3  140.036|+0.072]+0.098 | +0.051 |40.062| +0.047]40. 171
n 220 228 | 18 18T | s% | s34 | 108

R 0.999| 0.,998| 0,998 0,999( 0.998| 0,998 0.998
s 0,068, 0,071) 0,070 0,037 0,069 0.,077| 0,072

L)

8B gammo#f perpeccmm, KpoMe per, B, yuTeHo no 9 3HadeHmH k,
ana B~Q -+ cM, Tada. I. KomcramrH G B3aTH mo Max-lamwmaan-
Bpaynys. Rns Bcex roadbmIMeHTOB NpWBeIeHH CpelHHe KBaXpa-
THYHHE OTKIOHEHH:, HCRIDIEHA m-Cl B BOXHOM 3TaHoXe(23.6%).
BckapeeHa p-Br B BojHOM ameToHe (28.3%). THcrapueHa n-NH,
B BoZe. MACKIDYeHH m-C1 B BOJXHOM sTaHoxe (23.6%), p-Br m
p-NO, B BoXHOM ameToHe (28.3%). OTRIOHEHHMA BHme NepeIHCIeH-
HHX TOYeX ABAADTCA CTATHCTHIECKH 3HAYMMHMM HA NPHHATOM yDOB-
He pHcka (5%), HO MANuMH 1o adcoipTHOH BexwamHe, Yd4eT 3THX
TOUeK He NPABOJANT XK SHAUMMHM HM3MEHEHHAM K03(GMIMEHTOB b, +
MX CTATHCTHK, & TakKe NorasaTexeft R M S, 1aa perpeccuit.
®Bes prupueHMs k, XA BOZH.
C MCNOJb30BaHMEM "BHyTDEHHHX" mxrax®»?
(s ), rak n zua addexra crpoeHns (X )
X = lgkx(ﬁzo) - lng(HZO) (5)
anuaeHOR dacTH 3B, CormacHo [MUI~, mrasu X u S HaJaranT Ha

I90
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Tadmmna 3
KosdhdrumenTH ypaBHeHWs (4) zia melouHOIT'o TuIpoamsa b
B pasHHX cpe,x,:a.xa

Per, A B c D E b4 H
RO3(pPH~| EtOH- | An- ™S~ |Bce Ge3
D-H,0 BCE | IMSO
npeaty | Hp0 | B0 2" | Hp0 H0

-1.477(-1,484|-1,480(-I,480 -I.572(-1.517|-I.557
0 [+0,016(40,016|+0,016(+0.008] +0,03I|+0,017|+0.076

I,009| 1,006 I,092| I.079f 0,948 0,995/ 0,999
I |+0.016|+0,026{+0.039{+0,021f 40,030(+0,020{50.076

0.997) 0.999| 0,998| 0,994 I,IIT| I.048] I.48T
2 +0.028 140,029|+0,031 (40,015 +0,045| 40,028 +0,TT4

-0.354-0,471|-0,501 {0,429} -0,293| -0,349|-0,083

®5 | 40,024]40.038 | 40,054 | +0,026| 40,043 40.029| 70. 160
a 22 | 22 | 18 | 19| s | 53 | 100
R | 0.999( 0.999| 0,999 0,929 0.998| 0.998| 0.992

S 0,056, 0,057| 0,060{ 0,030 0,073 0,07I| 0.I30

8By Bcex perpeccusax sTo#f TalJWIH, EKpoMe per. D 1aa cMech
TMS - H,0,MCKINYEHH Te X TOYKW, YTO M B COOTBETCTBYDHMX
gerpeccmx Tabx, 2.

bes BrupYeHMa k, II9 BOXH.

ko3bbrneHTH by + b, yPaBHEHNUA (4) cnexyomme orpaHmdeHns:
by = lgky(H,0)= -I.48 (rada.I) n bp =b,=I.00HecuemeHROCTS
OLEHOX by + b, B per,A — D Taca, 3 ,zoxaaunae'rsﬂ NCTHHHYD
3HaYNMOCTH o HcrinaeHue b;SX BO BCeX clydadx, KpoMe
CHCTEMH DMSO - H,0, NDHBOJWT K 3HAYWTEJNBHHM OTJIMIMAM Ome-
HOK by + b, OT uX TeopeTwdeckmx 3HadeHud. Kosddummentn b
B per.A - D  Takke HE DasjniIapnTCa B mpeieliaXx MX Heompere—
JIEHHOCTeH, To.e. MOTYT CYNTATHCA HE3ABHCHMHMH OT TDPHPOIH Op-
TaHPIeCKO! KOMNOHEHTH B COOTBETCTBYDHMX CMeciX. B per, F,
ONMHUCHBaDmME! BCD COBOKYNHOCTEH BEJWIHMH k, , KpOMe N3MepeHHHX
B cMecAx DMSO — H,0 , OmEHRE by + b, Tarxe He OTAMYADTCA OT
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CBOMX TeopeTHYecRMX 3HadeHu#t, NORKA3HBAS TeM CAMHM, YTO per,
A - D MOTYyT paccMaTpUBATHCA KaK YacTHHe caydam per.F . Hc-
RIDUeHne 3HaYeHuit k, B Boxe (pers E ) MPUBOXHMT K 3HAUMMOMY
CMemeHVD B OLeHKe b, ¥ K 3aMeTHHM, HO He3HAYUMHM CMemeHHO-
CTAM B OLEHKAX by + by o B per. B jmaa DMSO - Hy0 He3Ha-
9uM, a ONEeHEA b, CHIBHO OTMMYAETCH OT 1,00,

B Tou ciydae, eciau COBMeCTHOe BJIMSHME CDeIH ¥ CTDOeHuS
anmwisHOR dacTn 3b Ha ¥X meJOYHOR I'MIPOJU3 B CMeCAX BOIH C
3TAHOJOM, IMOKCAHOM, ANETOHOM ¥ CYJIbHONAHOM OMUCHBAETCH eXu-—
HHM ypapHeHueM (3), BeXudIuBH B ypapHeHUAX I'auuera

lgk = 1gk, + (6)
LIS 3THX CHUCTeM Mpy JOOOM MX cocTaBe JNOJXHH JUHeHHO 3aBuceTs
OT MepH S BIMAHUA CPeJH C HAKJOHOM, DaBHHM Ko3QdUOueHTY
B ypasHeEuu (3). Kpome Toro, Mexny BeIWuMHAMN lgk, LI JD-
6oro 35 m He3aMemeHHOT'0 3B B cuecAaX OXHOI'O COCTapa JAOJXHA
CymeCcTBOBaTh JuHeRHAs 3aBUCHMOCTH

1gk(X) = Cy + Crlgk(H) (1)

oxBaTuBapmad Bce GMHADHHE CHCTeMH, KpoMe DMSO — H,O o llpn
2TOM KO3(HUIMERT C; JNOJXeH JUHe#HO 3aBUCETh OT KOHCTAHTH G

Puc.I. Koppexsuusa
KOHCTAHT CKOPOCTY mMe-
JIOYHOTO TIWIPOJN3a pas-
JwaEEX 3B or & Taumme-
ra B Boge((O),65.9%HoM
cyaspoaane(@ ) , 12, 7%~
Hoy nuoxcaHe(®),28,3%—
anerone(©)n 68,.9%-HoM
araHone(@®), a rarxe
B 32%-HoM(A ) ,59%~-HOM
(A)n 82,8%-Hou(A)
BOIHOM IMMeTMICYIbHOR-
cuze.

-06 -02 02 06
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logk,

3

log k,

Puc.2, 3aBHCHMOCTH MexIy lgk, 3amemeHHoTo 3B (X =: I.H;
2.p-Me; 3.m-Cl; 4.p-Cl; 5.p-NH,; 6.p-NO, ) mn lgky Hesaue-
mersoro O5, u3MepenHuMyu B BoZe(@) ¥ cMecAX BOIM C 3TaHOJOM
(O), ameroHoM (Q), avoxcadou (@), cyrpdosanou (@) ¥ In—
uernacynsdorcuzon (A,A,A,A), Toukn A ,A n A COOTBeT-
creypT 95 ¢ X = H, p-Me, p-Cl u p~NO, COOTBETCTBEHHO,

3aMecTuTens B Jb ¢ HAKJOHOM, TAakXe DABHHM K03bdOMITMEHTy
ypaBHeHNs (3), Puc.I m 2 MAXIDCTPADYDT COCJDIEHME yPaBHeHuit
(6) u (7) zna pasawdEsx 96 B pasHHX cucTeMax, OdpamanT BHU—
uaHWe OTJWIMA B NOBEIEHMM ROHCTAHT k, B CucTeMe DMSO-E 0

¥ ABHAs HenapajJIeJdbHOCTh NpAMEX (KpoMe TAKOBHX LA DMSO-H,0),
MMEPIUX TeHIEHIWD K TepecedeHMp B 0xHOM (m3omapamerpmdec-
ro2~10) roure, Peaynsrary o0paGoTEM BeawdmH k, Tadx.I mno
ypaBHeHuaM (6) u (7) npuBeXeHH B Taéx., 4 m 5. HaitneHHne 3HA-
9eHMT P ¥ C; CHIBHO 3aBHCAT OT COCTaBa CPelH ¥ 3aMeCTHTe-
J COOTBETCTBEHHO, YpaBHeHme (7) LA pACCMOTDEHHX 3aMeCTHTe-
neit, kpoue p-HO,, mMeeT XopomHe CTATHCTHIECKHE NOKa3aTeli.
Huskn#t kosdbummeET r K1 3aMecTHTeNd p-NO, CBA3aH, NO-Bi-
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Eggguerpﬂ ypasHeHns laummera (6

Tadamna 4
Ina Tuxpoxusa Ib

i
opr. * |cocras
[EONTO-| o0 Leko L
H,0 0| -I.,45I+0,01I9{I,52I40,043 0,997
BtoH 23,6 |-1,27| -2,74940,045]2,20040,097 0,996
68,9 |-I.73| -3,182+0,0I9{2,49540,047 0,999
in 15,1 |-0.85| -2,348+0,026|2,171+0,056 0,998
28,3 1-I,09] -2,49040,035{2,369+0,086 0,996
12,4 (-0,69( -2,231+0,027|2,001I+0,070 0.998
I17,41-0,81} -2,32940,049{2,228+0,099 0,997
s 35.8 |-0,59| -2,112+0,01I7|I,908+0,029 0,999
65,9 |-0.82] -2,356%0,024]2,125+0,041 0,999
32.0| 0,04| -I,37940.035|2,35340,084 0,998
DMSO 59.0( 0,77| -0,732+0,016(2.738+0.096 0,999
82,8 I.54 0,I314+0,05I}2,947+0,308 0,995
8w, radmmmy I. 9lns peaxmmm B Boxe.
Tadawuna 5
KooddummeRTH n CTATHCTHRHM ypapHeHns (7)
rer 535 | O % op  [n| T | s
B 0,00 0,009 1,009
p-Me -0,I7 |-0,I7440,125|1.081I+0,051I| 7|0,994(0,067
m~-CI 0,373 0,30940,104)0,832+0,043| 910,990( 0,058
p-C1 0,227 0,I4240,132|0.855+0,052 | 5{0,994|0,066
p-Br 0.232] 0,I115+0,354/0,8004+0,I40| 3|0,985|0,I73
m-NH2 -0,16 | 0,07340,026{1,II440,010{ 3|0,999|0,01I3
p-NH, 0,66 |-0,64940,I59|I,322+0,066| 910,999{0,089
m-NO,, 0,71 | 0,498+0,098{0,6I0+0,050] 3|{0,997| 0,030
p-FO, 0,778| 0,6484+0,205)0,556+0.085| 9]0,937{ 0,113

8No Mak-Jlammesw - BpayHy; cn.s O1lo onpefeJieHND ypaBHe-

Hasa (

7).
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XMMOMY, C HexoTopol »xcnepmMeHTaJsHO# HeXOCTOBEPHOCTHD (CMe
PAC.2) COOTBETCTEBYDHAX SHEYeHNH Xk, (cu.q). NMexxy Beamumsoi
¥ BeNWIMHAMA 1lgk, He3aMemeHHOTO 3B B Tex xe cpexax, Jm-
Hel#iHO CBASAHHHMA C MepoR S , CymecTByeT yXOBIETBODKNTeXhHAA
XOppeAAnns
_P = (0.8I580,202) + (-0.55I%0,084)1gk(H) (8)
n=9 r = 0.927 s, = 0.11I4
HaxIOH ROTOPDOH# coBnazaer C OIeHKOM B per. P Tacn.2. Mex-
Xy BedWdnHOR C; W EOHCTAQHTaMH 6 CcoOTBETCTBYyDUMX 38MECTHTe-
Jell cymecTByeT Xopomasd KODpeNIINa

¢; = (0.987£0.0I2) + (-0.535¢0.026) G (9)
=9 r = 0.992 8, = 0.034
C HARNOHOM, TAXEe DABHHM OLeHXe B per. P Taci.2.

Taxum o6pa3soM, W3JOXeHHHe BHEE DeSyJBTATH NOXTBEPREADT
BHBOX 0 TOM, UTO NpW MocTodHHoH# Temneparype (25°C) commecr-
HOoe BIWAHME CDeXH ¥ CTpoeHMs anmapHoR JacTH 36 Ha EX peax-—
OAOHHYD CNOCOGHOCTH B MEJOYHOM I'MAPOIN3e ONNCHBAETCH €XMHHM
ypapHeHWeM (3) B cMecAX BoXa-3TAHOX, BOXS-XNOKCAH, BoOjXa-ame-
TOH W BoXa-cyxshosaHn Jooro cocrapa. JToT $axT, no-BEXNMOMY,
oTpaxaeT OXHOTENHOCTH MeXaHN3MAa BIRAHAA HA paccMaTpHBaeMuit
npomecc BOXH X COOTBETCTBYDHEX ONHADHHX CMeceit, OTJANYHOIO OT
MexaHWSMa XeHCTBHA CpPefH B CHCTeMe DMSO - Hy0

KomcranTH cxopocTy (paBHOBecHS) JApGoH peaxmmm 3aBHCAT
JIums OT Tex HarKTopoB, BAWAHNE EKOTOPHX HA CBOGOJXHHE 3HEDINN
MCXOXHOTO ¥ NepexoXHOro (KOHEYHOIO) COCTOSHEE npomecca pas—
.nmmoe' Odmee w3MeHeHNe CBOGOXHOR 2Heprmm ( AA ?tot)
NpW MeJ0YHOM I'MApoamse 36 pasHOro CTpOeHMA B PA3AMYHHX Cpe—
Jax MOKHO TNpeXCTaBHTh B BHXe CYMMH CTDYXTYPHHX (BHYTDEHHNX,
AAPFg) W coxsBaranvoHEEX (BHesmEMX,AAFP, ;) BRI2XOB

AlPFPior = AAPgy + AA Ry (10)
dTa cyMmMa OTpaEaeT XOAWIeCTBeHHHe pasamdang (AAF., # 0 ) Bo
B32MMOJEHCTBHH MexXy 3aMeCTHTeJeM ¥ DEaxIHOHHEM IeHTDOM B
MCXOZHOM W NEepPeXOXHOM COCTOAHMAX npomecca ruxpoamsa’ m B cre-
veHR coxbrarammM (AAF, ;# 0 ) ?THX cocrosmmit. Haimdme sma-

*Imurupyomet crazmedt mpomecca ABIAeTCA o0pasoBaHMe TeTpasX-
TWSECKOTO TPOXYETA NPHCOEIMHeHHT<' ',
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YEMOT0 BERJ2JA b3€58 B ypaBHeEMK (3) CBHIETeJBCTByeD O 3aBH-
CHMOCTH BRJIAZa AAF, - OT 3aMeCTHTeJsd
AAF, . = -2.3RIS(A+B6G ) (11)

A m B - ROHCTaHTH, S - Mepa BIMAHHUA cpeIH., OueBHIHO, UTO

b3t>s NOSBUTCA TOJBLKO B TOM Ciaydae, eci# B # O , T.e., KoTIa

BINAHKE 3aMECTHTENA Ha COJbBATAIMOHHHE BKJATH AFsﬁl MAFS;E

B CBOGOJHHE SHEDPTHM NePEeXOXHOT'0 ¥ MCXOXHOTO COCTOAEMH CyXeT

oxmorrnHEMtt, HO DA3NMUHHM NO MHTEHCHBHOCTH.

CrarucTudecrasg 00padoTka BHnoJgseHa Ha JIBM "Oxpa-I304"

n "Hampu-C" B UIY mo nporpaMuaM MHOTOMEDHOT'O per'PeCCHOHHOTO

aHajn3a“™?

IntTepaTypa
I. Emnceesa I'.I.,HcTouns E.H.,Kanadusa A.B., HOX,48,I90I(I978)
2. Hcrouns B.H., ®uBRenvmreltE B.J., Cyxopykos D.H., lom-
ckux B,M,, dror xypmam, I4, 492 (I977)
3. Hcrouns B.M., BaxesoB B.H., Emnceesa I'.l., ®uHrRexsb-
mTe#s B.Jl., 3TOT XypHam, 16, 197 (1979)
4, TadaniH KOHCTAHT CKOPOCTM M DABHOBECHA I'€TePOJUTHUIECKUX
OpraHMYeCKUX pearuuit, nox peX. B.A.llamsua, Tom I (2),
BUHUTH, M,, I975
5. XnagoB D.A., MuBrwr B.H., KoppesadnvoHHH} aHaiu3 B OpraEn-
ueckoit xmmuu, H3jx. PIY, Pocros-Ha-loHy, I967
6. Hcromun B.M., Bapaucku#t B.A., 3toT xypHax, I5, 2I5 (I978)
7. Hcrouur B, M., dtor xypHasm, I5, 226 (I978)
8. laxsu B.,A.,, OCHOBH KOJMIECTBEHHO¥ Teopuum OPIraHMIEeCcKUX pe-
arnnit, "Xmuua®, M., 1977
9, Maxsm B.A., Heromur B.H., OToT xypHam, 6, 427 (I969)
I0. Hcroums E.H., luBoBapos C.A., CeamBanoB B.%., I'mzacros
B.H., Ycrounna C.H,, 3ToT xypman, I2, 289 (I975)

II. Ixesrc B., Karamms B xumum ¥ sH3MMOJOTHY, "Mup", M., I972:
Jencks W.D., Gilchrist M., J.Am.Chem.Soc., 90,2622 (I1968)

I2, Hine J.,Structural Effects on Equilibria in Organic
Chemistry, J.Wiley & Sons, New York, 1975

13, Ritchie C.D., J.Am.Chem.30c., 97, II70 (I975)

I4, Ipettnep H,, Cumr I'., [lpurjajnHol perpeccUOHHHY asaimns,
"Craructura”., M,, 1973

+byner, Hanpuuep, ONMCHBAThCA KOHCTaHTamu G win G’
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YIK 547,241 + 541,127

CpaBHuTeJbHOE M3yUeHMe peaknuit HyRJIeODWILHOI'O 3aMe-
meHuss npu dochopwrbHO! M KapOOHMJIBHOM Ipynnax,

6. OCOOEHHOCTM COBMECTHOTO BIMSHUA 3(PHEKTOB CTDOEHHS
U CpeIH Ha meJOYHOY I'mIpoJus deHunranmeTaToB B BOLHO-
OPTraHMYEeCKNX CMecsiX

b. A JAcromun, B.H.baxexos, I.J.Euceesa,
B.J.®uHREIBIT eYH

MHCTUTYT HedhTe- M YIVIEXMMUIECKOT'O CHHTE3a INpH
HpryTcroM yHuBepcuTeTe, HpkyTck, a/a 1665, 664033

llocrynwro IS5 awpess I979r,

CnerTpodoToMETDHYECKY N3yUEeHA KMHETUKA WEJIOYHOTO
TuIponu3a pafa deHWIaneTaToB B Pa3JMIHHX CMecsX BO-
IH C IVORCAHOM, AQmeTOHUTDWIOM M, 4acTWYHO, C armeTo-
Hou mpu 250, TlokasaHo, 4TO COBMECTHOE BJIMAHUE CTDO~
eHMfl yXoXdmel T'pynnu ¥ CpeiH Ha U3YYEHHHE mpormecc
NPaKTHIECKM AXEKBATHO ONMUCHBAETCH HEAXIUTUBHHM ypaB—
HeHueN (3). CreneHs HealIUTMBHOCTH 5PPERTOB 3aBUCUT
OT NPHUPOJH OPraHMIecKOTO KoMnoHeHTa cmecu, OGHapyxe-
Ha DKCTEpUMEHTAJbHafg peannsamns (CM.DUC. 1) SBIEHMA
nsonapaverpudHocTy (M) B BoZHOM IMOKCAHE M BOJIHOM
aneToHe: o0pameHVe XapakTepa BIMAHUS CPeIH Ha CKO-
POCTH Dearkuuy C M3MEHEHMeM CTDPOeHMs yXoJifmei# IQynnu,
OdcymneHn npwumuH ANI,

Cornacnol'j, K BIMAHMD cpeXH (cocTaBa BOoIHO-OPTaHMYEC—
KO cMeCU) Ha WeJOUHOM I'MADOTM3 3PMPOB KAPGOHOBHX KUCJOT
NPUIOXUM NPUHITUN HCSQ'S, a HaKTOpH CTpPOeHUA yXoIdmel#t IDynmH
WIY KNCJOTHOM dacTy sdupa ¥ CpelH IeAcTBYDT HA 3TOT NPONECC -
HeaJIIuTUBHO. Ilanpumep, mesO9YHO# T'MADOJMU3 3aMElEHHHX 3TUICeH—-
30aT0B (35) B pasHHX CMECAX YIOBJIETBODSET YPaBHEHUD

lgk; . = ag + a;S. + a0, + , (1)
rne uepa S. advbeKTa CpelH ompeleseHa, corviacHo IIILL 4, RakK
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passocrs?t
= 1gk(B, j-Tad cpera ) - lgk(E, H,0) (2)
lgk He3aMemeEHoro J5 B jamHHOR cpexe u B Bozme. ORasaiocs,
9T0 npM I'EXposmse Jb B cMecsx BOZH C 3TAHOJOM, NHOKCAHOM,
aneTOHOM M CYJrDOJAHOM BeJWIMHA He 38BHCHT OT NDHPOJEH
OPTaHWIECKOT'0 KOMNOHEHTa cMecH. HeJodHOX I'MEPONN3 3aMemeH—
HuX deHmzaneraToB ($A) B BOXHO-DTAHOABHHX CMECAX TAKEE ONH-
CHBAETCS yDaBHEHHEM
lgkyy = by + b8 + b, 6, + bjsgsj (3)
ecam Mepy S) BIWSHAS CPeIN ONpeXeluTh AHANOTHIHO (2). 0x-
HARO OTCYTCTBME JAHHHX Xif I'HxpoJm3a $A B pasHHX cMecAX He
N03BoJIAeT NDOBECTH CPAaBHEHME 38KOHOMEDHOCTE# COBMECTHOTO
BIMAHEMA GARTODOB CTPOEHMA M cpeXH B cepuax 3B u $A. IloaTomy
B HacrosmeR pasoTe W3y4eHA KMHETHRA MENOYHOI'0 TI'HADPOJA3A DSA—
Ia 3aMemeHEHX ®A B cMecAX BOAH C JNMOKCAHOM (D ), ameToHHT-
PRIOM ® , YACTHYHO, C ameToHoM ( An) mpm 25°, RumeTwdeckme
N3MeDeHNA BHIIOJHEHH B COOTBETCTBHK CO CXeMoif MBOrofaK—
TODHOI'0 3KCIEDHMEHTA.
JRCNEepPHM eHTaNsHASA 9aCTh
KuHeTURA DEGROMM M3y9eHa CrneKTpahoTOoMeTDUIEeCKHM B TCeB-
IOMOHOMOJIEKYJIIPHHX yCJIOBWSiX. MeTomuka uamepeHui#t, pacodme
INVHEH BOJH M ¥eTOXH OODAGOTKY DPe3yALTaTOB U3MEDEHWHd ONMUCAHH
pasee “*~-*~*, PacTBODHTENM OUMTEHH W3BECTHHMM MeTOXaMu ~<,
BoxHo-0praHWdecKne pacTBOPH NaOH TI'OTOBWINCH HenocpeICTBeH-
Ho nepel M3MepeHNSAMM B MEDHHX KoJO0ax u3 BOJXHHX pPacTBOPOB
meJOU® W3BECTHHX KOHNEHTDanu#, asCOoJDTHDOBAHHHX OpTaHudec-—
KNX DACTBODUTEJNE: ¥ BOXHO-OPTAHWIECKUX CMeceif HyEHHX cocTa-
BOB. LA Ramgoro adupa NMpPOBOAMIOCH He MeHee 3 napauleJbHHX
KMHETHYECKUX HKCMEPHUMEHTOB NpH 3-4 ROENEHTDPanUsaX MeJO9H.
BuMoJeKyJIApEHe KOHCTAHTH CKOPOCTH k, (Tadmna I, JI/MOJB* CeK)
BHYMCJEHH METOJXOM HE&MMEHBIMX KBAXDATOB W3 COOTHONEHUA ki =
= K,Cp.0m ° MlocTOAHCTBO NCEBIOMOHOMOJNEKYJIADHHX KOHCTAHT ki
10 80-90% npeBpameBns ¥ WX JMHeRHAS 3aBUCHMOCTH OT KOHIIEHTDa-

*+ BenvanEa 8§ SKBUBAJEHTHA ONEpaTopy CpeIH Jeddaepa
¥ I'poHBaYBIE

198



Tadamma I

BiMOXEXyXApENe KOHCTAHTH CROPOCTH k, (JeMOXB™
HOTO THIPONK3A CHzCOOCEH,X-m,p mpx 25°

L. cex"I) meJiod—

COCT&B COCTas
I cpem® kp I |cpexs® Ky
H,0 - IMOKCaH p-50,! 30 5.59740,041
pMe | 50 | 0.519+0.004 70 | 3.77740.029
70 | 0.39840.002 H,0
80 | 0.38940.004 | p-Me 0 | I.04840,014°
B | 20 | I.09340,0II |mMe 0 | I.I0940,04IB
40 | 0,89440,0I4 |m-Meo| O | I.66740.037°
50 | 0.79640.017 |p-%e0| O | I.I3940.019°
60 | 0.63240,040 [ =B 0 | I.42140,013F
70 | 0.56240,003 | p-Br 0 | 2.69440,073%
80 | 0.54440,006 |p-No,| 0 | 9.93140,157°
p-Br | 50 1.93040.026 H,0 - BtOH )
70 | 1.70640.0I2 {p-Me | 50 | 0.981+0,018°
80 | I.73040,01I3 90 | 0.96440.017°
p-§0,| 20 |10.75140.095 | & 50 | I.29640.053%
40 |1I,96370.I15 90 | I.37040,0349
50 |12,87840.I40 {p-Br | 50 | 3.32840,0740
60 |13.75240. T4 90 | 4,70540,0640
70 |15.62040.105 |p-No,| 50 |24.28 +0.81 ©
80 [I7.52440,199 90 |{54,97 70.% ¢
n-Me | 50 | 0.50440,006 H,0 - Me,00 (n)
p-Me0| 50 | 0.6I040.005 | p-Me | 6I.8 ~0,494%:€
H,0 - MeCK ) 6I.6/ -0,298%:%
pMe | 30 [ 0,402+0,004 70 -0,498%,3
70 | 0.I5640.,003 | m-Me | 6I.6| -0,389%:%
H 30 0,54640,006 | m-§O | 6I.6 0,774%, %
70 | 0.24440,001 | p-No,| 40 | 9.728+0.057
p-Br | 30 | 1.09340.007 6I.6{I1.13540.057
| 70| 0,60840,007 | 70 |12,28140,103

iaConepxaume OpraHy4ecroro ﬁ?mnonem‘a B cMecu B % (oChemHNX),
Wsmepeno B ~, Bﬂamepeno B' . T¥rounennoe 3nauenue KOHCTAHTH,
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BHYMCJEHHOe M3 43 3HaueHnit kj,M3MePEHHHX NDM 6 KOHIEHTPaNuAX
HaOR, OTo 3HadeHue KameTcs Oojee MPaBIONOJOCHHM, YeM 3Hade-
g “*1% u Xopomo coryacyercs ¢ pesyasTaTaMm . “BeJnduHH
1gk _ . SBuuncreno mo ypaBHeHUD AppeHuyca, HalleHHOMy U3 IaH-
HuxI“'IS.‘BuqncneHo 10 ypaBHeHUD AppeHuyca, HaitIeHHOMYy U3
IaHHHX 14'15'17.3Buqmcaeno U3 IaHHHX ~ '~ 10 ypaBHeHUn Ap-
penuyca. "Tompxo B 5TOM Clydae TUIPOJIN3 MOMHO MBYUMTH CreK-—
TPohOoTOMETDUI €CKU o

nuu FaOH , npoxolsmas BO BCeX CIy4asX 4Yepe3 Havyalo KOODIMHAT
NOXTBEPRIANT CUMOJIEKYJIADHHE XapakTep peakinuy 7 OTCYyTCTBUE
CTIOHTAHHOTO TUJIDOJU3a B YCIOBUAX dKcnepuMenra. Crarucrudec—
Rasg o0padoTka IaHHHX BHNOJHeHa Ha IBM "Haupu-C" n_"Oxpa-I304
No mpor'paMMaM MHOTOMEPHOT'0 PeI'DeCCHOHHOTO aHaiuza * ' ? Tlo-
Jy9eHHHE 3Ha9eHMI k, C COOTBETCTBYDUNMU KBATDATHIECEMMM OT—
KJIOHEHWAMM NpUBEXEHH B Talk.l, I'le IaHH Tarwxe Hamy DaHHueE
pe3yapTaTH LA BOIH U cMecelf BOIH C DTAHOJOM U JHTepaTypHHe
IaHHHe™ ' IJA BOJHOTO ameToHa.
O6cymieHue pe3yJabTATOB

OxHomapaMeTpPoBHe RODDeJAINM, BiudHue yxojidme#t I'pynne Ha I'uI-
posu3 ®A B M3y4EHHHX CpelaX XOpOmO OnMucHBaeTcA (CM,Tall.=2,
puc.I) ypaBHeHMeM _

gk = 1gk, +JDCS° (4)
K abberTy cpemn Ha rmrposm3 $A B cMecAx OJHO% NPUPOIH Tarme
npwioxuM npuHoun JC3: yIOBIETBODUTENIBHO COGJIDIADTCH 38BUCH—
MocTn (radx.3, puc.I-3) Tuna

lgk(xz) = co + cllgk(xl) (5)

MexIy 1gk JoOHX IByX ®A B cMecaX oImHakoBo# mpmpoIH. Bean-
9yHH 1lgk HesamemeHHoTo ®A (puc,3) n p-meTua-3A (puc.<) B
80%—HoM IMoXcaHe OTKJIOHADTCA OT perpeccunm Tuna (5), ecam

X = p-NO, , 4TO MOXMET OTPamaTh HENpUMEHUMOCT JC3 B aTux
yerosnax*, CwipHas saBmcumocTs kodddummenros f u Cp (puc.

I-3, Tadn.2,3) ypaBHeHu#t (4) m (5) oT cocraBa cMecu ¥ 3amec—

*+T,K., Mexxy 1gk HesaMereHHOTo, DP-0PoM— ¥ D-MeTmI-PA cymec—
TByeT Xopomas Koppessums tuna (5) (cM.radn.3) Bo BCeM MHTeED-
Bajle M3MEHeHus cocTaBa 5Toff CMecH, TO MOXHO Takme TOBODUTH O
Hapymennn npuHrmna JC3 B cayuae p-HuTpo-2A.
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Tadauma 2
KoaddummeHTH ¥ CTATUCTMKM ypaBHeHus (4)
IJIS MeJOYHOTo TuIposusa $A B pasHHX cuecsix?,

cpera gggJTIgB‘ gk, J: n r .8,
H,0 0 0.I5I40.0I3| 0.94740,037| 7 10.9962| 0.033
50 -0,09540.026| I.35340.067| 6% 0.9952| 0.060
Hy0- -0,090+40.012| I.35I+0.026( 4°/0.9996| 0.021
|7 -0,20540,024 1.569%0.05I| 4 |0.9989| 0.04I
80 -0.21040,024] I.628+0.052| 4 {0.9989| 0,041
B0~ | 30 -0.252+0.006] I.1I540,0I3| 4 [0,9998| 0,0I0
-MeCN | 70 -0,60440.0I9| I.33540.040] 4 [0.999I] 0.032
B,0- | 6T.6 |-0.324+0,04I| I.445+0.076| 5 [0.9959( 0.076
-An | 70 -0,498T 1,773
H,0- | 50 0.I5440.02I| I,375+40,045| 4 |0,9989| 0.036
~EtOH | 90 0.193+0,030{ I,733+0,063| 4 [0.9987| 0.050

I8

aKOHCTaHTH G0 us pasoruid;

0065 ennult % OpraHMIeckoro XKOMNOHeHTa B cMecH. B D - EVOKCaH,
An - ameToH., "Paccumraro no 2 ToukaM. *C yueToM BCeX 3amecTH—
renet. °C yueTom samecturenmeir p-Me, H, p-Br u p-HO,.

XN p-Br NDUHATO

G% 6°cu. IS)).

TuTeJ X B PA CBUAETENBCTBYDT O HEeaIIMTWUBHOM BIUAHMM CDeIH

1 cTpoeHns PA Ha WX DEAKIMOHHYD CNOCOGHOCTH B M3yYeHHHX CMe—
cfiX. fpKoe NOATBePEIEHMe Tako#t HEAIINTMBHOCTH ~ Deayn3amms

ABJIEHUs u3onapameTrpuadocTu (AUI) 46,

B rmiposan3e $A B BoxHOM

mnokcane (puc.I u 2). Tax, PocT CoXepmaHMA IMOKCAHA B CMECH

BeleT K DPOCTY k D-HUTpo-PA M yMeHmrmeHMp k¥ PA c X =

" p~Br

p-Me, H

o AUl HaGymIaeTcs Takxe B BOZHOM anmeToHe (cM.puc,I u

Tabi.I). Peanmsamus AU npu rumposmse $A B BoZHOM »TaHOJe

(cu.puc.I) onucana paHee®,
llepexpecTHHe koppessmuu. CoTwiacHo Tadkg, 4, BCe BeaMaMHM

lgk Ina PA B cMecsX OIHOR DNPUMPOIH NMPAKTHIECKM afeKBATHO OM¥-—
CHBaRTCHA NepeKPecTHHM ypaBHeHueM (3). A meselt cpaBHEHMA uc—
NoNb30BaHH 2 "BHYTpDeHHMe" NKaiH S' addexTa cpeld, BHIMCIEHHHE
3 1gk He3aMeleHHoTo (pers B,C u D) n p~HUTPO-PA (per. A-a,
B-a U C-a ) COOTBETCTBEHHO. Bo BCeX perpeccmsax KosdhuImeHTH
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b, ® b, paBHEE KoapdummeHTAM lgk, an ypaBHeEMs (4) 1ag

rxxpoxusa 8A B Boge (cM.per. B % Tabr.2). KosddummeHT KaK
B per. A-a, B-a H C-a , TGK W B per. 8, C ¥ D CHWIBHO 3a—
BECHT, B OTAWIHe OT ag Aaf 95~, OT NDWPOXH OPTAHWIECKOTO A
KOMMOHEHT& CMeCH. BeJWUMHH M3onapaMeTpniecKMx 3Eademmito’’H°
TAKKe DA3AMYHH, B OTAMYMe oT OB, I'Ie COOTBETCTByMmMe ypaBHE-
HuaM Twna (4) u (5) perpeccwy MMepT TeHIEHIWHM K TNepecedeHun
(cM.puc.I ® 2 B padoTe ) B ofHol Todure (eiWHOe SHAYeHnMe &

INA cMecelt BOIH C aneTOHOM, IMOKCAHOM, CYJb(oJaHOM M 3TaHO-
jdoMm), Tagmu o6pasoM, BeJIWYMEH lgk TruIposnsa PA B M3ydeHHHX
cMecAX He MOTYT OHTh ONMNCAHH OXHWM ypaBHeHweM Tuna (3). 3To
NOJTBEPRAAETCA OTCYTCTBHEM 3aBHCHMOCTH Koa(dduIMEHTOB p ypas-

logk

_log k 12
IPP
08
08 04
PP IPP
-04
L -0.8
04 08 04 08

Puc. I. Koppemsmuy lgk, WeJOYHOTO I'UIPOJH3A ®A ot
G° sauwecTuress B yxomamel#t rpynne. IPP - usonapa-
MeTpHIecKne rourr® ', [A] - O - Bora, ® , D - 50
n 90%-muit sraHon; A\ un A - 6I.6 u 70%-Huil aneToH
coorBercrBento. |[B] - © - Bora, ,QO, A n A -
- 50 u 70%-mu#t zrorcan, 30 u 70%-HHE alleTOHMTDUIL
COOTBETCTBEHHO,
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togk "
12 Prc.2. SapEcEMocTs lgk, me-
P-NC; | jouHOTO TI'NApOINSA B BOXHO-
08 | ZEORcaHOBHX cMecax $A pas—
JWIHOTO CTPOEHHMS OT DASHOC—
Tu S'=lgk(p-N0,, j-Tad CMECH)-
04 p-Br | - 1gx(8,0). Touzs O , 0 ,@
n @ orBevanr Boze, 50%-,
o H - 70% m 80%-HoMy INoECaHy CO~
OTBETCTBEHHO.
~ p-Me
-04 -
1 1 1 Sl
4 a7 02

HeHMa (4) zasg A B pasHHX cpefax OT MepH 3' 2iad 3THX cpexn,
OTCyTCTBHEM eXMHOR Inf Bcex cueced (cMepuc.4, cpeB. C PHC.2
B paOoreB) sapucmuoctn Trna (5) maa Jooux xByx $A, a Taxze
OTCYTCTBHEM €I¥HOR I/ BCEX CMecelf 3aBHCHMOCTH Ko3fpunmeEnTa
C; ypapsenna (5) OT KOHCTaHTH GO sauecrrrens X; B %A, lan
rrapoan3a 96 3Tu 3aBMCMMOCTM colappanTcd”. liasg 00BaCHEHNS
pa3andui 8 XapakTepe COBMECTHOT'O BAMAHMA CPeNH W CTPOEHMS Ha
rraposn3 36 m A MoXHO NpEXNOJOXMTH, 4TO HaiieHBHe xua PA
0COGEHHOCTW TAROTO BAWAHNA ABIADTCH OCMAMHM B MEJNOYHOTO I'MA-
poxm3a CROXHHX 3GUpOB ¢ nepeMeEHOR yxoxsame# Tpymmo#. C xpy—
TOR CTODOHH, MONHO NpEXNOJOXATH, 4TO 3a "pacmenieRme® ®3ona—
paMeTpMIECKAX Toder (WIM pasamdve Ko3GOHIUEHTOB ) B cay—
4ae Tuiposm3a PA oTBeTCTBeHHA apORCHIBHAA yXOAAmasd Ipynna,
¥ paclenyeHud MOEeT He OHTEB B cuydae yXoXAmuX Tpynn Ipyro#
NPUPOJH.

TepuoavHaumdecras uHTepnpeTanusa U, Cornacuozo, H3MeHe—
H¥e CBOGOIHOR 2HEDTMM AKTWBANNH Np¥ NepexoXe M3 DacTBO-
prTeas I (HanpmMep, BOXH) B pacTBopuTeds 2 (B BOXHO-OPTAHA-
9ecKyD CMeCh ONMpeJeieHHOTO COCTaBa) MONHO npexcTaBuTs? rax
+0ueBUIHO,YTO MEpH S ¥ S' NPONOPIMOHANEHH W3MEHEHED CBOGORHOR
SHePIAM AKTMBANMM B MENOYHOM TMIPOJM3E NpH Nepexole K3 BOJAH
B BOIHO-OPTEHWYECKYD CMECh j—TOTO cocrasa: S(S')=—0A0%/2.3R",
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Tadmma 3

KoadduumeHTH ¥ CTATHCTURM ypaBHeHus (5)
IJA meJodHoro Iuipoausa A B pasHHX cMecAX

CMECh I, Xy Co n r 8,
go. | B |pH0,f0.I740.07 | -0.0240.05| 3| 0.421|0.026%
2" | p-Br |p-NO,| 0,0940.08| 0.33+0,05| 3| 0.986| 0.028
“BLOH | Mo | p-NO,| 0.0740.02| -0.0540.0I| 3| 0.957| 0.008
p-H0,| H | I.0640.0I| -0.5540.07| 7] 0.962| 0.026°
go. | PH02| B | 1.0640.0If -0.4740,04| 6| 0,987| 0,013
27 | p-No,| H | I.07+0.02| -0.48+0.03| 4| 0.977| 0.028F
o | %0, E | 1.0740.00| -0.48+0.03| 3| 0,998/ 0.008*
p-Br | H | 0.3540,0I| 0,484+0.04| 4| 0,992 0,015°
pMe | H |-0.1540.02| T1.0440.08] 4| 0,995| 0.025°
pMe | H |-0,I3+0.02| I1.0840.05| 3| 0.999| 0.028
B0- | pBr | B | 0.2940.02| 0.8540.06| 3| 0.998| 0.030
-MeCN | o wo| E | 0.9140,0I| 0.5570.03) 3} 0.998| 0.016
Hy0-tn| p-NO| E | I.0I+0.0I| -0.I440.02{ 3| 0.986] 0.0IT

N
85 naronaps 5°— 6°(H),Be.7mqnna k, (H) _npakTudecku He 3aBUCHT

OT CcoCTaBa BOIHO—3TaHOJBbHOX CMECH,CM. o

C yueToM BCeX JaH—

Hux (ocM.Tada.I,puc.3). Bbes yuera Toukn B 80%—HOM JIMOKCaHE.
TIna Bogu, 50-,70- n 80%-HHx cMeceif.™crndena Touka 1na 80%-
Ho#t cmecu, $las Bomgu, 50-,70-u 80%-HHX cMeceit BOAH C IMOKCa-
HoM. Ncramuenne Touku s 80%-Ho¥t cMecy He yiaydmaeT KadecTsa

KOPPEJIALNH.
12
11
10
logk (H)
-0.2 02

Puc. 3. Koppexsmus Memny lgk
p-HUTpO—- M He3aMmereHHoro ®A
B Pa3JIVYHHX BOJHO—IMOKCAHOBHX
cmecax. Touxr O , O, P, @ »
N®,0 1 @ orseuant Bore,
20%~, 40%-, 50%-, 60%—, 707
u 80%—HuM BOIHO-IMOKCRHOBHM

CMeCAM COOTBETCTBEHHO.
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logk(p-N0z) O

151- | Puc.4. OTcyTcTBYe eIuHON KODDEJAIINY
(cpaBH., c puc.2 B padoTe”) Mexxy

| 1gk D-HUTpO- ¥ HeszamemeHHoTo PA B
B\ BOJZe ¥ DasJVYHHX BOIHO-ODPT'aHWdeCKuX
10k | cmecax. Touxkn [0, 0,0, A n @
OTBeYapT BOJE ¥ CMECSM BOJH C 3Ta-
o HOJIOM, JIVOKCAHOM, ameTOHOM ¥ aleTo-
HUTDWIOM COOTBETCTBEHHO,
05} log k(H)

05 0
YN

-2.3RTlg('k2/kI) = =2,3RT Snlgk =
AG°(Tr) - AGg(Rta) (7)

Pa3HOCTh CBOCOIHHX 3HepI'uit nepenocaAG° NnepexoIHOTO COCTO—
auus (Tr ) u pearTeHToB (Rts ) u3 pacTBOpuTeJs I B pacTBODH-
TeJb 2, €CAu JONYyCTHTh, UTO DEATeHTH ¥ NepeXOoJHOe COCTOSHuE
B JAHHOW peaknuy HaXoJATCAY B TEPMWYECKOM ¥ KBa3uXuMudec—
KOM DaBHOBECHY., Mexny BeswduHaMu AG%(Tr) n AG°(Rts) Bo3-
MOXHH 3 BapmaHTa COOTHOmeHWus (puc.5):
a) AGY(Tr) > As(Rts),
PABHOCWIBHOE HepaBeHCTBY 1gk,<lgky , T.e., 3aMeZJIEHMD De-
aKnyy NpyY 3aMeHe pacTBopuTead (puc.5,a).
B) AGY(Tr) = AcP(Rts),
NpM 3TOM 1gk, = lgk; ¥ CKODOCTD DeaKiuy He 3aBUCHT OT Cpe-
m (puc.5,B).
c) Ae®(Tr) < Ac®(Rts),
DPaBHOCWIBHOE HEDaBEHCTBY lgk2> lgk, , T.e. YCKODEHWD De-
aKnuy TpM 3aMeHe pacTBopuTess (puc.5,c).

B meJs0YHOM TWIPOJM3e CJOXHHX 3(pupoB Beswdudn AGO(Tr)
n Ac®(Rts) , a, CIeI0BAaTENIbHO, W COOTHOLEHWE MeXIy HUMH,
3aBHCAT OT CTPOEHHS 3aMeCTuTeselt, u3MeHeHHe CTPYKTYPH KOTO-
DHX MOXET MPUBECTY K M3MEHEHMD 5TOT0 COOTHOmeHMs, NedcTBu-
TeNbHO, mpu Tupoiuse BA peamnsamus AN ( 8 ylgk = 0 ) 1A
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21A6°(Tr) 2

ARYe

: A_i_J‘ Al

@ ¥ At (Rts)
KOOPgUHAMB! PeaxyuU

Prc.5. CxemaTudecrad WLIDCTDPAOUA TEPMOIMHAMUYECROM MH~

repnperarmuy AN B pamkax cooTHomenus (7). Kpuswe I u 2

0TBEYADT MPOdWID U3MEHEHNS CBOGOXHOM BHEDPIHM AKTMBAIMU

B pacTBopuTenax I u 2. (a) Samennenne peaki npu saMe—

He pacTBopurens (O <6) T.k. AG} (Rts) <AG (Tr).

(8). HesammcmmocTs crcopoc'rm peaknmM 0T CperH (6 é )y

T.K. AG°(Rts) = AG(Tr) . (c). Ycropewke peaxuuu mpu

3amMeHe PACTBODUTEJA (6) & ), 1.x.A6°%(Rts) >AG(Tr).

YrasauHHe COOTHOmEHMS He 3&BUCAT OT B3aWMHOI'O DACNONO—

xeHus KpuBHX I u 2.

KOHKDETHOT'0 3aMeCTUTeNA ABJAETCH De3yJbTATOM COGJIDIEHUA IIA
COOTBETCTByDUEro adupa ycaoBua (B), T.e. paBeHCTBa CBOGOI—
HHX 3Hepruit akTuBamuu coegvHeHMs B JBYX (wim Gojiee) cpelax.
Yenosue (a) BHMONHAETCA MpY TAKMX 3aMecTUTENAX, 3ddeXT XKoTo
PHX Medblle COOTBETCTBYDMEI'0 M30mapameTpUdIecKor0 3HaYeHUA
(6<G ) ~ Hanpumep, 95° B PAcCMOTPEHHX CMeCSX, KpOMe BOJI—
Horo DMSO win A ¢ BG° < B° B cooTBeTCTBYDUMX Ccpeax; cM.
puc.I). llpn aTom Bemwuamna OAG* MM S KOHTPOIUPYETCH mpev—
MylleCTBEHHHM W3MEHEHNeM TOoJ BJINFMHUEM 3aMeHH DAcTBODUTENA CBO-
GoJHO#t ®HePTMM MEePEeXOXHOTO COCTOAHWA., YcaoBue (C) BHMOJHAET—
CA JNJA Takux 3amecTuTesed, sdHeKT KOTODHX GoJbklle COOTBET—
CTBYDIETO u3onapaMerpudeckoro 3xadenus (6> G ; manpumep,
3A ¢ B> §°B COOTBETCTBYHUMX cpelaX; cv.puc,I). B aToM ciy-
Jae BeJuIuHa Wiy S KOHTPOJUDPYETCA NpeuMyl]eCTBeHHHM
M3MEHEHNeM NpU 3aMeHC DACTBOPUTENs CBOGOIHON 3HEPTMM peareH-
ToB. TakuMm o0pasoM, yBeawdeHMe AKIENTODHOW CUIIH 3aMECTUTeJNd
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npu Tuiponuse A BezeT K NOCTENEHHOMY MepPeXoXy OT CUTyamnu
(a) k (B) n manee x (c) c oGpameHmeM sdbeKTa cpelH Ha KOH-
CTAHTY CKODOCTHM DEAKINH.

SN ¢ Tourm 3peHus npurmuna JC3. CornacHo ypaBHeRnaM (I) wu
(3), oGmee m3aweHeHwe cBoGONHOH aHeprmM AAG, B Deaxmuu
raposm3a ®A v 35 MOXHO NPEACTaBMTH KAK CYMMy CTPYRTYPHHX
M COJHBATaINOHHHX BRJIAJIOB

BAG . = AAGy, + AAGsol (8)

Brmax AAG, , COCTOMT B CBOD OYepelb W3 IBYyX AHTMOATHO W3-
MeHApmuxcs dacred (c.Tadm.4 u padoTy”): dacTu, 3aBucAmel
OT NPUPOIH 3aMeCTHTeNs, M CTDYKTYDHO He3aBuCHMO# dacTu, B
ypaBHeHnax (I) u (3) uM oTBevanT BRIAIH a;S (b;8') ua368
(b3 35°s') coorBercrBenHo, CrelyeT 3ameTHTh, UTO B Caydae
ruxposnsa 3B S<0 a3<0 , TOrIa Kak 1A PAS' wu 10JIO~
XVTEeNbHH, ROTIA S'BHYNCIEHO W3 JTaHHHX JJIA COENMHEHUs ¢
Go> O, u oTpUmaTe BHH B NDOTHBONOJOXHOW CHTyanuM. Pea-
Jauzamua M, T.e. He3aBUCHMMOCTHL lgk OT cocTaBa CpelH
(AAG801=0 ) OyIeT HaGIOAATHCA NPU TAKOM 3aMeCTUTeNe, NpH
KOTOPOM byS' ¢ b36°s' (wmm agS » as0 s ) paBHH  mpoOTM-
BOTIOJNIONHH N0 3HaKy. B atom caysae G°(O0 ) = §%°(6 ) =
-b;/by (~a;/az) . Tlpu samecruresx c 6% 6 )>8°( 6 )
He3aBHCHMHHA OT 3aMecTuTeNd BRIAK BAAGB 01('2'3}“318 WIn
-2.3RTb 8" ) ABJIAETCA IOMMHMDYDIMM W ONpeNeJAeT XapakTep
3aBHCHMOCTH 1lgk OT cpeiH. Ilpn samecTuresmsix ¢ 6°( G )<
<6°( 6 ) TOMMHWDYDMMM B AAGsol ABAAETCA BRJIAX, 3aBUCH-
MH#f OT NPUPOXH 3aMeCTUTeAd, W MM OnpelessieTcA XapakTep 3a-—
BUCHMOCTHM lgk OT cpeIH. Takad CHTyammsa peajms3yeTcA npu
rurposu3e 35 B cMecAaxX BOJNH C DTAHOJOM, IMOKCAHOM, ameTOHOM
n cyasposaHoM ¥ TpHM IuIposmse $A B BOMNHOM aIleTOHWUTDHIE.
Ipn ruxpoause A B cMecAX BOIH C 3TAHOJOM, IMOKCaHOM ¥ ame-
TOHOM C POCTOM AKIENTODHOY CWIN 3aMeCTHTeNA B yXoXAmei
Tpynne NpPONCXOINT NOCTENeHHOE M3MEeHeHne COOTHomeHns IBYX
aHTHOATHNX cocraBuAorux B AAG . , mpuBoJAuiee K M3MEHEHVD
KOHTPOJNA 3TOTO BRJIAia Mph nepexoie of G « o 6 >o
¥ o0pameHMp XapakTepa BIMAHMA CPeIH Ha lgk.

HecMoTpA Ha pas3indud B XapakTepe COBMECTHOT'O BIMA—

208



Puc.6. JuHeltHAA 3aBUCHMOCTH
MEeXIy BeJNIMHAMH ypaBHeHm#
Tauuera-Tapra u Taummera xua
meJio9HoTo Tuxposusa ®A u IB

B cpejax OJHOTO COCTaBa

(O~ Boza, <>- 50%~Hu#t >Ta-
Hoa, [_]- 50%-HHE @moKcaH,u
zf&-— 61,6%—HH}t aleTOoH.

HMA GAKRTOPOB CTDOEHMA M CpeIH Ha meJodHOoR Imrapoaus ®A u 3B,
MeXIy BeJWIMHAMM n ypaBHeHu#t T'aumera-Tapra u Iau—
MeTa IJA THXPOJM3a 3THX COeIMHEeHME B cMeCAX OIHOT'O COCTaBa
CymecTByeT NPeBOCXOXHAA Koppeaanus (puc.6), Npoxorsmas depes
HadaJlo KOODEMHAT 5

o“‘ = (0.620% 0,004) ? (9)

n =4 r = 0.9999 8, = 0.0I9
3HheRTH CTPOEHMA KMCJIOTHOR M CIMPTOBOR dacTeR MOJEKYJ CIOX—
HHX 2GUpPOB Ha MX MeJOYHOR TI'MIPOJU3 HEe3aBUCHUMH 1-2 . loaTomy
yrioBo#t RoaddunueHT perpeccum (9) paBeH KO3hOUIMEHTY TNPOBO-
InMocTH Z, odhberra 3aMecTUTeNR Ar yxoidmeR IpynmH OAr de-
pes adUpHHHA aToM RNCJIOPOZA M CBAIETENLCTBYeT O €r'o He3aBHCH—
MOCTH OT CpeIH,

B pamrax ypaBHeHu#t (I) u (3) HeoGXOIMMHM ¥ XOCTATOYHHM
YCJOBHMEM cymecTBoBaHMA JuHelHocTH (9) ABIfAeTcA exmHas IJA
BCEX DAacCMOTDEHHHX cMecelf JWHeHRHAs 3aBUCHMOCTEH MEXIY BEJWIH -~
Hauy ¥ asS " b3S' » Te€e B KOHEYHOM CYeTe NPONOPINOHANb—
HOCTh MeXXy CTPYRTYDHHMM BEJAXGMA B M3MeHEHHMe CBOGOXHOM
3HepT'uM COJILBATALINH AAGsoI B 3THX npomeccax. YIUTHBAsg 33BU-
cmocTs (9), u3 ypaBHeHusa (3) caexyer, 9To lgk MEJOIHOTO
Tapposnsa ®A B BoXe ¥ ee CMecAX C 3TAHOJOM, NHOKCAHOM M ame—
TOHOM JOJIXKHH ONNCHBATHCA EIWHHMN YpPABHEHMSIMH
TCaun weps 50 5 5 %A

TIPUPO IH,

JMHeRHH TOJILKO B npexesiaX CMecH oJHoM
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b, + bIs-M + 2,6° + asb@e (10)

lgk = by + bIs'i’A + zof)SBSO (11)

rre d=Z as . CooTBercTByNmue uM (Tadm.5) perpeccuu OTIMYa-
DTCA BHCORWMM NOKA3aTeNAMM, a UX KO3GOUIMEHTH coBnajgamT co
CBOMMY TeopeTHIecKuUMM 3HAYeHMAMU. YpaBHemuda (IO) u (II)
npejnoJyaranT, 4To CTPYKTYDHO He3aBuCWMAag ¥ 3aBUCAmAs OT 3a—
MeCTUTENA cocTaBfADmME BrIaza AAG, . B olmee M3MeHeHMe
cBoGoIHO! 9Heprum npy TuIpoanse $A B mesoM Mo-pasHOMYy 3aBU-
CAT OT CPeXH, OYIYy“¥ NDPONODPIUMOHANLHHMU B Npenesax CMecH OJl-
HOZ NpUPOJIH.

1lgk

Tadmmma 5
KoapdunuenTn u craTucTuru ypaBHeHm#t (I0) u (II) mis
meJOYHOTO TMzpoanza $A2

ypas, b, by b, a(z)| n R S,
(1I0) { 0.I45+ [0.937+| 0.980+| -0.369+ | 20 |0.9970| 0.045
0.0I0 | 0,054 0.047{ 0.049

(IT) | 0.I52+ | 0,973+ — 0.62I+ | 199/0.9990| 0.025
0,005 | 0,032 0,007

8ua 1gk BA B Bome, 50%-HoM aTaHome, 507—HOM IMOKCAHe u
61.6%-A0M ameToHe (cM.Tatua.I). Ofcrmpuena ns-3a 3HAUMMOTO
OTKJIOHEHUA To4YKa IJA M—HUTpo-PA B BOIHOM ameToHE,
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YIK 547,127 + 542,95I.92

CpaBHNTeJbHOE N3yYEHME pearuni HyRIeoPWIBHOTO
3aMemeHnsa npH GochopuabHOE M KApPOOHWILHOR I'pyn-—
nax, 7.AIIMTMBHOE BJAWAHNE 3aMeCTUTeNel B KUCJIOT-
HO¥ M CIMPTOBOM YacTax Ha MEJOYHOH I'MIpOJHU3 3hu—
POB KapOOHOBHX EMCJOT

B Hcrounn, b.lI.®@uakensmTein, I'.J.Emceesa

HHCTHTYT HedTe- M yIueXmuMuydeckor'o CHHTE3A IIDH
HpryTcroM ToCyIapCTBEHHOM YHMBEDCHTETe WM.
A.A.Exanosa, a/s 1665, HpryTck, 664033
HocTymuao IS5 anpeas I979 r.

AHasv3 JMTepaTypHHX IAHHHX MO KNHETHMKE HeJOYHO-
To Tuxpoausa B Boxe mpu 25°C apupoB R.C(0)OR, cC
annpaTwdeckuMy, DJIEKTPOOTPHIATEJbHHMA M apoMaTwdec—
RuMy 3aMecTHTeJAMA Ry M R, NORasal aIIMTUBHOE BIMI-
HYMe CTPOEHWS amwabHO¥ M yxXoIdme# Ipynnm Ha 3TOT NpPO-
mecc. AHaNIW3 OCYmMECTBJIEH C MCNOJb30BaHMEM “BHyTpeH-
HUX" Mep BJMAHMS GaKTOpOB CTpoeHMI Ry u OR, . B pau-
Rax MeXaHusMa B, .2 1Jd paccMOTDEHHOTO mporecca no-
JydeHHH}{ Dpe3yJsTaT XOpOmO COIJIacyeTcd ¢ TMNoTe30# o
JUMUTHUDYDmEM XapakTepe NpucoermHeHMd aHMoHa HO™ K
RapCOHWJIBHOK I'pymne.

lle;o9nO# I'MIpOJN3 3hHUPOB nIc(o)ok2 ~ olHa W3 Hambo-

Jiee M3y4YEHHHX pearnuit HyRIeoPUIBHOTO 3aMemeHMd NpU Kapoo-
HIWJIBHOM aToMe yrnepoxaI' . Cumraercs, 4TO Ta peaklud Npo-
Teraer? '*-*" N0 MeXaHU3MY BA02 depe3 mHTEpMexmarT I1I. a
ompexensavmei CKOPOCTh CTaiue}f ABIAETCA npucoeiwHeHne HO™
RKak CJeICTBHE

O=D + RO
- 0B o~ O=0 + R20” 89)
I_R2°_g . J III
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K pacn, = ¥p (2)
9To coTrJyacyeTca ¢ Xopome# nmpuMeHuMMocThD npuHiuna JIC3 r Ban-
AHUD HA K- 3aMecTHTeleH RIIOII 328,9,11. Tloxasao®??
TakKe, 9TO0 9T 3aMECTHTENM BIMADT ALIUTUBHO HA I, q- o [o-
cle HMA De3YJBTaT, NOJYIEHHH] NpM aHANM3E Y3KNX DEARINOHHHX
cepuit, HeJp3d, OJHAKO, CIUTAThH OOmMUM,

Iexp aTOMt padoTH — MONMHTEKa Oojiee o0meT'0 peleHHWs BONPO-—
ca 0 _XapakTepe B3AWMHOTO BIMAHUA Ryn R, NyTEM NpUMEHEHUA
M2 % Boswomio Goxee IYPOKOMY GaKTHIEeCKOMYy MaTepnayy o
MeJOYHOMY TMIpPOJU3y 3dupoB RIG(O)OR2 C aJKWIBHHMM, 3JIEKT-
POOTPHIAT EIBHEMY ¥ 8POMATHIECKUMI TPyNnaMu Ry ¥ R, U Rp=H .

[Ipn HeaIIUTVBHOM BIMAHUK Ry MR, H2 M3MEHEHNe CBOOOJHOM
sHeprun B nponecce(I), BeJUINHH lg K qgq WLEJOYHOTO TUIDPOIK—
3a 3dhupoB RIc(o)on2 npK 25°C B Boje NOJMHH OTMuCHBAThCA, B
coracun ¢ I , ypaBHEHMeM

1g yagn,= 8 + 377 + apky + agkiXy (3)
rrie X; u X5 - MepH BUMSHUA CTPoeHUss Rpu R, Ha mponmecc. lpu-
MeM 3a CTaHIApPTHHR Mpullecc TUAPOJN3 STUlaleTaTa B BOIe NpU
25°C, B ragom cayuae, corsacko I, MepH X7 u X5 onpezexspT-
CAl Kak

= 1g k(R;C(0)OBt) - 1g k(MeC(0)OEt) (4)

X, =1g x(n.c(o)onz) - 1lg k(MeC(0)ORBt) (5)
JTy “"BHyTDeHHHE"NRaJH HajaranT Ha KO3(GdUIMEeHTH a, + ypas-
HeHua(3) Tarue orpaaneHnﬂlzz a,= 1lg k(MeO(0)O0Bt) = -0,96
(ou.9) n ay= ap= 1,00, Uncrenmne snadenns X; n X, 114 pas-
JMIHHX Ry o R, BHUMCJEHH U3 3KCNEPUMEHTANbHHX JaHHHX® (Taé-
Jma 2), lpn HAJMAMK® HECROJNBKUX OJM3KMX 3HATEHMH lg k Lia
oxHOTO 3Pupa B pacuyéTax HCMNOJB30BAHO MX apudMeTHIeckoe cpei-
Hee,

PesyspTaTH peTpeCCHOHHOTO aHamN3a B DaMKaX ypaBHEHUA
(3 BeﬂﬂanS 1lg kHaOH. IeJIOYHOTO TUIPOJM3a B BOJLE NpU 250¢
Lnst 105 pasauunux 5¢upoB IaHH B Tadmume I. 3T 3dups ABIADT-
ca roMOMHanmAMu 21 3aMecTuTess R; n I8 samecrurerneit R, us
Ta0JuIE 2, NPUYEM Jnmb 25 U3 aHAJIU3UPYEeMHX 3HaYeHm# lg k OH-
T UCTIONB30BAHH LIA pacdéra Xy u Xo.
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Ta6umuna I
KosdduumeHETH ¥ CTATUCTURY ypa'BHeHMﬂa 3

‘ﬁgogggggggg Per.I Per.2
a, -0,968+40,002 -0,970+0.002
ar 1.00240.003 1.00640.002
ay 1.01540,008 1.0I540.,009
aaﬁ 0.025+0,013
n 96 96
nl 105 105
R 0.9996 0.9996
S, 0.035 0.033

B,= 2, By = 6, IT, I3, I7-19, 22" 23, 25, 26, 45-47; R, =
=3, By =1,5,9, I4-16; B,= 4, By = I-3, 5, II, 22, 23,
26; <=5, By =1, 3-5, 22, 23, 26, 27, 34; B, = 6, Ry =

= I-5, 226 23, 26, 27; R,= 7, By = 2; R,= 12, R =25,
22, 23, 26; = 28, Rp=2,22, 23, 26; =29, R = 2-5,
22, 23; R, = 30, Ry = 2-5, 22, 23, 26; =3I, R = 2-4,23;
R,= 32, Ry = 2-5, 22,23,26; R, = 33, Ry = 2-5, 22,23,26;
B, = 34, Ry =2, 34; R, = 35, Ry = 2; R, = 38, Ry = 2; R, =
= 43, By =2,34; R, = 44, B =2, 34,

Hywepauua 3amecTuTenel - R, COOTBETCTByET TaGlleRe 0Haqam:—
HOE YUCJO TOYeK. BLIMCJIO TO4YeK, OCTaBNMXCA TNOCJe JICRJNY eHUA
3HAUMMHX OTKJIOHEHUH, I‘HCRJDD"{BH}.' N3=-3a 3HAYUMHX OTKJIOHEHUY# TO-
9RN IJIS COeIMHEHMA 'Oc(o)(cnz)zc(o)one, ca,’ocnzc(o)OPr-n,
PRCE,C (0)OMe, 1-1>rc(o)oz>r-1,no(cn§)2cc(o)o1=r-1,rnc(o)opr-i,
cajocnzc(o)orr-i, nocnzc(o)on-i, BO(0)OPr-i.

Per.I aTo#t TaGaMIH yKasHBaeT HAa NPakTMIECKyp azekBaT—
HOCTH OTXCAHUA SKCMePUMEHTaJBHHX JaHHHX ( R> 0,999 n S, —
—0,03 yor. ex.), paBeHECTBO BHYMCJICHHHX 3HaueHul a unx
MaTeMaTWdeCKUM OXUIaHMAM ¥ GaKTMIECKYyD He3HaUUMOCTH

KI3(PUINEHTA age HcranueHne BRIATA aBXIXZ He yXyrmaeT
radeceBa onucamusa (per.2) ¥ He BH3HBAET CMENMEHHOCTHM OIEHOK
a, + ag, UTO CBUAETEIHCTBYET O UCTMHHO} HESHATMMOCTH a3.
CraHzapT perpeccuu 2 OTBedaeT NPUMEDHO 6%—~HO# TOYHOCTH ONU-
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CaHUA BEMMIMH 18 X4y ie Or per.I u 2 3HAYMMO CTRJIOHADTCA
(cu, puc,I) Toury zaa -0C(0) (CH,),C(0)OMe , PhCH,C(O)OMe ,
a rarxe i-PrC(0)OPr-i , ¥ no(mB)zcc(o)orr-i « OTRJIOHEHHUE
TIOCJHEeIHNX TOYER MOXHO OHJIO OH OCBACHUTH HapymeHUeM alIuTUB—
HOCTY NPX oA -pa3sBETBJEHHHX 3aMECTUTENAX Ry ¥ R, uU3-3a Jo-
TIOJIHUT €ILHHX CTEepUIecKUX B3auMoXeicTBuit Mexny Humu., [oITBED-
EIeHVe 3To# TUNOTE3H MOXHO YCMOTDETh B TOM, YTO OT DeT.l ¥ 2
OTRJIOHADTCA HE3HAYUTEJBbHO, HO CTATUCTHUYECKM 3HAYVMO BEJINYUHH
lg k a4 2GupoB C yxonamed Irpynnod OPr-i n Ry = CHz0CH, ,
Pn, HOCH, ¥ H. OzxHaro, ¢ Ipyroit CTOPOHH, 3TM Perpeccuy XOPOmO
onmcmaan'r 3HaUeHNs 1g k 23 IpyIuxX 3¢UpoB ¢ A—DPa3BETBIEHHH—
Mi Ry MR, , a OTKIOHEHWe TOYeR IaA 3(¢upoB i-PrC(0)OPr-i 1
BO(CH3) ,CC(0)0Pr-i oT per.I u 2 (cu. puc.I) oxunarosH. loa-
TOMy IMNOTEe3a 0 BO3MONHOM HApDymeHNWM AILINTUBHOCTH NpU OA-
-pas3BeTBIEHUM IpPymn By u R, TpefyeT CnenuaibHOR NMPOBEDPKU.
CieroBaTenpHo 3QHEKTH CTPOEHMS HA MEJOYHOE I'MAPOJU3 30UPOB
RyC(0)OR, aJRWIBHHX, 3JIeRTDOOTDUIATENBHHX ¥ apoMaTvdecRux
samecruTeneit By u R, SBIADTCA B3aNUMHO HE3aBHCUMHMI®,
T'pajydecras WIDCTpaIyd HalleHHOU aXIUTMBHOCTN MpEIC—
TaBJeHA Ha puC.I B BUIe BHTexavmeldt u3 ypapHeHWA(3) npu as =
= O smneltHOM 3aBucIMOCTM 1g k 2(upoB RC(0)OR, OT CyMMH
lg k 1 2¢upoB R;C(0)OEt u MeC(O)OR, C TeMu Xe Ry MR, .
Toury 1JA pa3IVIHHX 3PUPOB C AJKWIBHHMU, 3JEKTDPOOTDUIIATEJIb—
HHMJ ¥ apoMaTHYecKuMM Ipynnamu Ry ¥ R, Xopomo JoxaTcs Ha
TeopeTudeckyp npaMyp ¢ HarJodoM I.00 m oTpesxroM opIMHATH,
paBHHM -lg k(MeC(0)OBt) = 0,96, CraTucTudecras o6paboTra
BeJV4INH 1g k(RIC(O)ORZ) RKak QyHRIUZ OT 3TO# CYMMH TNpUBEJa
K YDaBHEHVUD DETrDEeCCH:
1g k(R;C(0)OR,) = (0.968+0.007) +
+ (I 009+o OOS)[lg k(RIC(O)OEt) + lg k(MeC(O)OR )] (6)
n = 96 r = 0.9996 e, = 0,046
CBOGOJIHHI WIeH KOTOpo# coBrmazaeT ¢ -lg k(MeC(O)OBt) , a Ha-
KJIOH He oTaudaercd oT 1,00, OT 5Toif perpeccuy 3HAUMMO OTRJIO—
*o KpailHell Mepe B TeX cJydagX, KOTZIa o6a 3TH 3aMecTUTeJd He
ABJIADTCA K —PA3BETBJIEHHHMM, UTO He DACNPOCTDaHAETCA 0IHAKO
HA2 apWipHHE IDymnH By u R,, T.K. COOTBETCTBYDEHUE TAKUM 3(u-
Pam 1g k XOpomo ONMUCHBADTCA DeT.I U 2; Tak®e CM.°.,
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HADTCA TOUKM XA 3¢upoB (cp. ¢ Tacm,I) 'OC(O)CHgCHgC(O)OMe,
PhCBZC(O)OHo , 1-PrC(0)OPr-i , BO(CBS)ch(O)OPr-i R
03300320(0)0h-1 . cn3wnzc(o)orr-n, PnC (0)OPr-1 n
HC(O)OPr-i, npudYeM 3HAYNTENbHHE OTKJIOHEHUS HAGJDIADTCS
ronsko g 4% nepeux 3dupos (cM. puc.I).

tog k (R,C(0)OEH )&
+log k(MeC(0)OR,)

Puc.I. MumocTpaimsa He3aBHCUMOCTY 309eKTOB CTPOeHUS
AIMJIBHOY M yXoIduey I'DYynNn Ha MeJOYHON TUIPOJINA3 CJO—
®HHX 30upoB RyC(O)OR, : JuHeifHasg 3aBUCHMOCTSH

1g ¥25B Bole Ia7 30UpoB RyC(O)OR, oOT cyma 1gk23
B BoZe I 3dbupoB RyC(O)OBt n MeC(O)OR, ., Y&pHme
TOUKM OTBEUADT MAKCUMAJIBHHM OTKJIOHEHHAM (CM, TEKCT)
N COOTBETCTBYDT 3dupaM -oc(o)cnzcnzc(o)oue (1),
PnCB,C(0)OMe(2), i-Prc(0)0Pr-i(3), HO(CHg),CC(0)0Pr—i
(4).

NlosyueHHEHE DPE3YABTATH NO3BOJANT BHIBUHYTH TUNOTE3Y 0O
eIMHCTBE, NO KpalHe#t MeDe B BoJ€, IeTaAJNBHOTO MeXaHU3Ma pea-
KIMX MEeJIOYHOTO TuIpoJusa IJjd ONUCHBAEMHX HaliJeHHHMUM perpec—
CUAMN CJOXHHX 201poB. lIpuunHO# oTcyTcTBUA 3(deKTa B3aUMO-—
IeiticTBUA GaKTOPOB CTPOEHMSA AUWILHOX I CNUPTOBOX dacTel B
MeJIOYHOM TUIPOJU3Ee CJOXHHX 3(UPOB MOXET OHTH eI'0 PAaBEeHCTBO
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B NCXONHOM ¥ TePEXOIHOM COCTOSHMAX onpelelApuel CROPOCTh Ipo-—
necca craluu, Jn6o ero oTCyTCTBHE
clellHee MaJlo BEPOATHO MO NPHYMHE Heaspnrnsnovra  ° JnepLe=
THIECKUX XaparkTepUCTHK opraHMYecKUX coeIuHeHm#t, Torza Kak pa-—
BeHCTBO 2(}erToB B3auMONEHCTBUA MeENy Ryu R, B MCXOIHOM I
(cm. cxemy (I)) u mepexozxoM T COCTOAHMAX MORHO OCBHACHUTE,
NpPEeINoJOXUB, BCJAEI 3a4, peamusarmp ycaosua(2), u, IONMycTHB,
aro "3apa3uBaHue” cBaAsy C(0)°°***°*OH mnpoMcXoIMT 3aCUET pas-
DHBa& g\ —CBfI3M KapCGOHWIBHOWX TDYNUH ¥ MaJO CRa3HBaeTcd Ha
B3amMolelCTBIN MEENYy Ry ¥ R,e
JonmycTuB, 4YTO onpelesyARIEA CKOPOCTEL cTannei ABIAeTCA
pacrnaj NpPOMeXyTodYHoTo coelXvHeHMs II, MH JOJEHH ADENNOJOEUTH
mexny IT u IIT Takoe nepexoXHoe COCTOAHME, OTJNYHOE OT Tz,
KoTopoe oGecrneduBaJo OH paBeHCTBO 3dhhexToB B3auMoIelCTBUA
MeEIy Ry ¥ RZB POMEEYTOUYHOM COEIMHEHUM ¥ STOM NepeXoNHOM
COCTOSIHMM, ITO MpELCTABIAETCA 3aTPYIHWTEJBHHM, T.Ke OTHEMN-
JIeHVO TPYyNnH 0&2 IOJEHO NMPENmeCcCTBOBATH OCHAlJeHue ee CBASH
C PeakIMOHHHM IIeHTPOM B 3TOM NEepeXOJHOM COCTOSHMM € M3MeHe-
HUEM BRJAJQ B eT0 CBOGOIHYD 3HEPI'MD B3auMoleXCTBUA MexIy
Ry ¥ R, N0 CDABHEHUD C TAKOBHM B cBoGoaHoit sHepruy II. Kaxr
peayunTam TakoT'o pasnuusa B ypaBHeHW(3) JoaEeH OHWTH 3Ha-
9uM TNEPEeKpE CTHHHE WIeH.
Creryer 3areTuTh, 9TO 3HAUMMOE OTRJOHEHME BeJNIMH
1g k L1a 2HupoB ¢ o -pasBeTBAEHHEMY Ry WR, He ABIAETCA ap-
TyMEeHTOM B TOJb3Yy HEaITMTMBHOCTH BCeX 3dhderToB By Rz ,
T.K. CTEpUIECKOE B3amMoleficTBMe BOOOILE ABIAETCA, NO-BUINMO—
My, HEamIuTUBHHM™ ? 7 1 Momer ncramaTs aIINTUBHOCTE 3JEKT—
POHHHX dhderToB Tpyrn By # R,. CTPOTyD MpoBepKy XapakTepa
B3aNMHOTO 3JEeKTPOHHOT'O BINMAHUA 3TUX 3aMecTuTesedf Ha uegod-—
HO# TuIpoJu3 cJexoBalio OH NMPOBOIUTH, paccMaTpusas TOJBKO
M30CTEpHNE IDPynmH Ry m  R,, pasimuaniyuecs Mo CNoCOCGHOCTH K
WHIYKIMOHHOMY ¥ DE30HAHCHOMY B3auMmolelicTBuAM, Kak 3T0 OHJIO
cIeJaHo, HarpuMep, B B padoTe”, TIe aIIUTHBHOE BIUAHUE
CTPOEHMH KYCJOTHOR ¥ CNuMPTOBOY dacTeldl rNokasaHo Ha mpuMepe
IEeJIOYHOTO THIPOJaU3a cepunm AxC(0)OAr,
B paOOTax9 HalireHa annuTUBHOCTE adhdhexrToB By ¥ R, Ha TUIpo=~
Jn3 CJIOEHHX 20UpoB B BOXE ¥ B BOIHO-3TAHOJBHHX CMecAX, B
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paoo're8 3TO HaltIeHO IJA Deaxknuy¥ B BOXHOM ameTOHWTDMIe, Haum
He3aBUCHMOCTD 3(hekToB Ipynm Ry n Ry Ha 1g k.. TOKa3aHa
B BoZe. CieryeT moaToMy cYMTaTh, YTO ALINTUBHHY XapakTep
BIMSHWA TPYynn Ry # R, JomXeH HAGIOIATHCHA NPU MENOYHOM TUi-
poause 3dupoB RIc(o)aR2 B JOOHX cpefax (BoIHO—-OpPIaHMYEeCKUX
CMECHAX) .

Ecam Tunoresa’ 0 JMMUTUDyDme# cTazum mpouecca meaod-
HOTo Tuiposu3a 3pupoB R;C(0)OR, BepHa, TO u3 cXemu(I) cie-
IyeT BHBOJL O TOM, 4TO 3aMECTHTeNM Ry ¥ R,0 JOJEHH OHTH 3K-
BUBAJIEHTHHT N0 MX JeKCTBUD HA DEAKIMOHHYD CIOCOGHOCTDH Tpyn-
mu > C=0 MosexyyH sdupa B eTo pearmuyu ¢ aHumoHoM HO™, B
TAKOM cIydae MexJNy pearmuaMy npucoeImHeHua OH™ K KeToHaM n
ampIeruzaM ¥ meJOYHHM T'MIPOJN30M CJIOXHHX 2(hMpOB MOXHO OXK-
IaTe OOJbmO¥ aHamoTuM ¢ TOYKM 3DeHUs 2pPeRTOB 3aMecTUTeNa
Ha 9TH MPOIECCH, KAk TO MMeeT MeCTO - B DPaBHOBECHHX MpOIec-
cax TuppaTamuy KeTOHOB, aNbJETHUIOB M aMUIOB.

$axT B nOJAB3Y TUNOTE3H PABHOTO MHIYKOMOHHOTO BIMAHUA
IByX Tpynn Ry ¥ OR, Ha mMeJOYHOX TMIPOJM3 CIOMHHX 3(UDOB
KapPOOHOBHX KHCJOT MOXHO YCMOTDeTh B COOTHOmMEHMM Kodpdummen—
T0B () ypapHeHmit TamMera~-Tapra 1 THIpONM3A DEHUNANETATOB
n OuC—¥,-32MemMEHHHX APWIOBHX 5(GupoB Ar0C(0)OAr B 50%~HOM
(v/v ) BOmHOM IMOKcaHe., Jig rmxponnsa (GeHMIANeTaTOB B 3TOMH
cpeze mpu 25°G paBHoI 1.353+0.067. lna rugposmsa’™
Kap0oHATOB ypaBHeHne l'amuera-TafTa JOJEHO MMETH BUL

1g k(Ar0C(0)OAr) = lg k(PhOC(O)OPh) + (f’x + f"z) G° (7
Tre .f)I " o — YYBCTBUTEJIBHOCTH PEAKIOUN K BJIEKTDOHHHM 3-
dexTEM yXoIfme#t ¥ ocTapmekcs APOKCUIBHHX Tpynn. B cuwry BH-
®r,e, aTa pearnud IoJxHA OHTH OIMHAROBO MM NMPaKTUIECKU OIU-
HaxroBO quCTBnTenLHa K MHIYROMOHHOMY 9(deKTy 3amecTuTexeR

n ORZ j')og ), K uX cTepudecroMy adderTy (83
éfoaz) K pesonchHouy BIVAHND 3TUX rpynn, K2k TO nmeeT Me~-
xﬂﬂ Pa3JMYHHX 3aMeCcTUTeJel XI u A2 B ciaydae Iucconua-
muu gucaoT XpXoP(0)OH,
‘CxopOCTL aTolf pearmuyu ompereyseTcsS OTUENIEHMEM NepBOX apo-—
KCUIBbHOR TpynnH kKaploHaTa; olpasypmuiics MOHOAHWOH HEYCTOXINB
n pacnazaeTcd C C0JbMOK CKOPOCTED.

218



Tagavma 2
Mepu X7 n X, BAMAHMA CTDOEHMS 3aMeCTHTerel
Ry u Ry Ha mesodHo¥ TmIpoam3 3PnpoB

b [BaMecTwTeaE X% 2(% % (BamMecTHTENB X% X%
I 2,37 25 CH,NH,, 0,77

2 | le 0.00| 0,22 |26 (:H((Jli)cli3 0.95

3Rt -0.07| 0,00 |27 |¢( )203 -0,03

4 | p-Pr -0,32|-0,05 {28 (cz[2 201 0.52
5|i-Pr -0,43|-0,64 |29 (CE,) ,0CH; 0.28
6 | n-Bu -0,35{-0,I0 {30 (032)200255 0.27
7 | 1-Bu -0,91|-0,I48|31 (CH,) ,0C,Bq 0.25
8 | s=Bu -0,762|32 (CH,)5C1 0.I9
9] t-Bu -1.62|-I.78 |33 (cnz)3ocn.j 0,06
I0 | Am -0,I5 [34]| PR 0,52 | T.I2
I1 jtyr-CH=CHCH, [-0.93 35| 4-Mef -0,73 | I,02
12 CH,CE=CH, 0,19 | 36| 3-Mef 1.03
I3 cocn.j 3.86 37| 3-c1¢ 0.05

I4) cu,p 2,15 38| 4-C1¢ -0,19 | I.30
I5 CHF, 4,43 39| 4-Brf -0,I6 | I.39
16 CP3 5.22 40( 4-MeOg -0,96 | .05
17 CE,C1 2.38 41 3-“293 -0,62

I8 | cme1, 3.69 42| 4-EB,¢ -I.54

191 cc14 4,26 431 38H0,¢ 0.56 |I1.86
20| cH,Br 2.50 44 4-B0, @ 0.64 | 1,96
2L | cmBr, 3.27 45| (cH,),c00™ [-0.46

22 CH,OH I.03 46 cnzcoo‘ 0,76

23| cm,0cE, | I.I2| 0,66 |47| PCH, 0.40

24 CH,,C00C B, I.29

8ByupcieHo ¥3 JAHHNXY Mo ypaBHeHun(4).

Byuucieno u3s JamHHX” 1o ypaBHeHUD(S),

Bahauenue 1g k2? BHYHCIEHO IO ypaBHeHMD AppeHmyca u3 NpH-
BeJEHHOH B ROMIWIATIMM® TeMnepaTypHOX 3aBUCHMOCTH.
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CRa3aHHOt paHee I'MnoTesH, B ypaBHeHmn(7) BeJWInHH n
IOJEHH OHTH DABHH MeXIy coloit. OHM ZOJXHH OHTH Takxe DaBHH
B CWIy HE3aBACUMOCTH HedCTBUSA Ry u R,0 HA meNOYHOH

TUAPOJNN3 CIOXHHX_3(MpoB. JeliCTBUTENbHO, IJAS TMIPONK3a 30UDPOB
YTONBHO! KUCIOTH 8 \u namm roppessmup (npm 200C%)

1g x(aroc(0)oar) = (-0.07040.06I) + (2.78440.I8I) G °(3)

=10 r =0,984% s, = 0,163

yIuIoBo#t roaddunmeHT KoTOpo# B 2 pasa GoJbme uﬂ 4T0 nogm-
TBEPRIAET PABEHCTBO JD:[ n JD o B ypasrerun(7). boxee cTpo-
TyD NMPOBEPEY TUNOTE3H 3KBUBAJEHTHOCTM UHIYRIMOHHOTO 3(dhexrTa
Tpynn Ry # OR, B MeNOYHOM TMApojuze RyC(0)OR, MOXHO OHIO
OH OCymeCTBUTH Ha cepun ArCH,C(O)OAr , B KOTODPOM IDyNIH RI
U R,0 wusocTepHH. OZHAKO 3Ta Cepusi, HACKOJBKO HaM MSBBCTHO
BKCHBDHMGHTaﬂBHO He m3yueHa (cM. ROMMWIAIMD IAHHHX B 5.
*Bemmansa O NpakTudeckun He 3aBUCHT OT TeunepaTypH;9
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YIK 546.185°221.13+547.261’ 118:541.127
KWHETHKA METAHOIM3A IMMETHIXIOPTHOZOCSATA
A.®.Bacunven, H.M.losHukona

BceconsHu#t Hay4YHO-MCCAENOBATENBCKUA MHCTUTYT
XMMHUYECKMX CDEJCTB 3amUTH pacTeHu#, Mocksa

Hocrymano 25 anpeas I979r,

Ha npumepe peakumn aumeTuaxaopTuopocpara c
METHMIOBHM CIOMDPTOM MNOKA3AHH MPEUMymecTBA MCMNOAb30-
BaHHUA NapaMeTpUYECKOTs Da3dOXeHHMS CBOGOAHOA DSHep-
THM GKTHBALUM MO MOJABHHM JOJSAM KOMIOHEHTOB peak-
LMOHHON CMeCH AN KUHETHYECKOT'0 OMMCAHUA XHUMUYeC-
KMX NpOLeCCOB B XUAKMX TOMOTEHHHX cpeiax 0es pac-
TBODUTEXS MIM B KOHLEHTDHPOBAHHHX pacTBopax. Pas-
JioXeHHWe CBOGOLHOA DHEPrMHM AKTUBALMM MO MONBLHHM 1O
JAM KOMIIOHEHTOB DEAKLMOHHOH CMEeCH NO3BOXAET OfNU-
CHBATH KMHETHUKYy DEAKLUMA C MAJIHM YMCIOM NapaMeTpoB
KHoHcraHTaM 3TOr0 pasioxeHMs MOXHO NMPUAATL YETHMA
TEePMOZMHAMUYECKUA CMHCIA: JHMHeHAHHe KOIPPUHMEHTH CO
OTBETCTBYDT JorapupMaM KOHCTAHT CKOpOCTe# B W3OHT
Ka&X COOTBETCTBYNIUX KOMIIOHEHTOB.

OnpenenuTh ypaBHEHHE CKODOCTH B 3ABHCHMMOCTH OT BCex
$aKTOPOB M NMEPEMEHHHX ¢ MCIMONb30BAHWEM KOHLEHTPHUPOBAHHHX MC-
XOZHHX BEmeCTB, 3& MCKIDYEHHEM OCOGHX CAydaeB, MPaKTHYECKH
HEBO3MOXHO™, MOCKONbKYy B KOHLEHTDHDOBAHHHX pacTBODAX MAM B
XMIKMX TOMOTEHHHX cpelax 6e3 DACTBODUTENA B3aMMOIeACTBHE De
arupypmMX BemecTB, B OTAMYME OT peaKuuit B pa3GaBEEHHHX DaCT-:
BOpax MIM B rasoBoil jase, OCIOMHEHO KAK BIMAHMEM PACTBODHUTE-
a5 (creuupuyeckas M HeCreUUPUYECKAS CONBBATALMA), T&K W KOI-
JeKTHBHHM BIMAHWEM JADYTMX Molekyx. Jlame B Tex ciyyasx,Korza
TaKHe MOMNHTKM KOHYADTCA yCHemHo, Heab3fl CUMTATh M3ydeHue
npolecca 3aBepmEHHHM, TAK KAK OCTAETCA HEPEmEHHHM BOMpPOC KO-
JAMYECTBEHHOTO yyera SpPeKXTOB CPEAH.
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B npezuaymem coodmeﬂnu? MH NMUCAXM, YTO PEaKUUA MeTa-
HOJNU38 THOTDPEXXIODPUCTOTO docdopa mpu HEGOXBEUX CTEMEHAX
npeBpameHHs XOPOWO OMMCHBAETCA KWHETHYECKUM YPAaBHEHHEM
TpeThero nopAnka (AAA onpereNeHUs KOHCTAHT CKOpOCTEH MM
NPOBOAURY OMHTH G€3 DACTBODUTENA NpPU HAYANBHHX MONADHHX GO-
OTHOMEHUAX MCXOAHHX DEArtHTOB: THOTDPEXXJIOPHCTHH docdop :
meTunoBui cnupr ot I:I00 zo I:300 B uHTepBale TeMmepaTyp
-45%s -15°C, MeTmrmaxaopTHofocEar :MeTIIOBH] cmpT oT I:2 mo
I:4 B wnrepsaie Temneparyp -I5%+ 50°C u mumeTHaxxopTHOGOC-
dar : merunoBud cnupr or 2:I Zo I:20 B MHTepBale TEMNEpPATYD
25%:50°C). Bozee moapoGHoe U3y4eHue BamHOM AJNA HPOMHEEEH-
HOCTH peakKLHH METAHONM3A THOTDPEXXIODUCTOrO docdopa~ ueaeco-
o6pa3HO HayaTh ¢ Goiee NpocTod peakuuu, HEOCAOXHEHHOH Janb-
HeAmMMU MOCJEAOBATENBHHMYU NpeBpameHUsAMH. B kavecTBe Taxoi
Peakiuu MH MPUHANM Deakuup AUMETHAXIOpTHOpocara ¢ MeTHIO-
BHM cnupron mpu 25°C.

JKCrnepuMEHTaNbHAA YacTh.

AGconnTHpOBAHHE METHAOBOIO CNMPTA MPOBOAMIM 1O METOZU-
Ke, OmMcaHHO# B padoTe”, MOJYyYEHUE XAOPUCTOr'0 BOZOPOJA M
€ro pacTBODOB B METHNOBOM cnupre . OmucaHue BKCINEDPUMEHTA,
noxyyeHue M OYUCTKA AWMETHIAXIOPTHOPocHaTa mpuBeseHH B pado-
Te .

PopMysH AN pacyeTa CKOpOCTH peakuud (Mo yOHNM AUMETUE-
xaopruopochara), 06BEMA DEAKUMOHHOA CMECH, TEKymMX 3HAYeHUH
KOHLUEHTpaluui AuMEeTHAXAOPTHOPoCcHaTa, TpUMeTUITHOPOCHaTa,
CMUPT& M XJIODHCTOI'0 BOJOPOAA MPUBELEHH HUEE:

V.= 100 - (8207 g)/d; + gy(toyasieb/a

Ben{Ty) = mep(to) - nHClctofI)
Bhc1 (T4 -

Con(Ty)

Pre1(To) + By(tg) - my(1y)
Ben{Ty )V

Chca(Ty) = mygy (T
CenfTto)

[nga(Tg) -
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Cac1(To) - ey (Tod/V
CZ(T.'].) = na('rm)/v
03(1:1) = {nz('to) - nZ(Ti)] /v

02(10) na(’tm) /v

WZ(T') = [CZ(T-’»]) - 02(':1_1)]/('[1*1 -"Ci_,l),

rae - CKODOCTbH Deaklu¥ B MOMEHT BDEMEHHU
(mMons/nnTp.yac),
v - 00BeM peaKLUMOHHO# CMecH B JMUTpaX,
a - MCXoJZHAA HaAReCKa AUMETUIAXJAOpTHOodochaTra B T,
SZCtO),g5€q9 - COOTBETCTBEHHO COAEPXAHME IYMETUIXIODPTHOPOCHE -
T& ¥ TPUMETHATHOPOCHATA B HUCXONHONA HABECKE
(sec.%),

d>»d3 - COOTBETCTBEHHO yIeNbHHA BeC B T/ANTD IMMETHI-
xacpruopochara u TpuMmeTuiaTHodpochara,

b,d - COOTBETCTBEHHC HABECKA B I' U YAEAbHHA BeC B
I/JUTD METUIOBOrO CNMPTA MJIM paACTBOpa XJIOPUCTO-
ro BOZODOJA B METHUAOBOM CNUpTE,

n,((o) - COOTBETCTBEHHO KOJNMYECTBO MOJEA AMMETHUIXIOPTHO=
ncn(to) pochaTa, METUIOBOTO CNUPTA K XAODUCTOI'O BOJAODPO-
04 (Tg) Ia B HAYANBHHA MOMEHT BpEMEHM ('co),
Cx(1g) - COOTBETCTEEHHO KOHLEHTpaUMA B MONb/JAUTD AHMETMI-
Ccnf‘o) xaopruopochara, METUNROBOIO CMNUPTA M XJIOPUCTOTO
CHCI(TO) BOAOpOZA B MOMEHT BpEMEHU Tq,
n2¢ti) - COOTBETCTBEHHC KOJAWYECTBO MOJEH AMMETUIXJIOPTHO-
ncngTi) pocdaTa, METHAOBOrO CNMPTA U XAOPUCTOTO BOAODPO-—
nﬂcl(ri) Za B MOMEHT BDEMEHM T, ,
cz(fti),c3 c:i) - COOTBETCTBEHHO KOHLEHTpauud AUMETHI-
CunSTi) xaopTuopochaTa, TpuMetuipocpara, Me-

THUJIOBOTO CMpTA ¥ XJIOpUCTOI'O BoAoOpola
B MOJII:/JWITp B MOMEHT BPEMEHHU

B nanHoit pa6oTe ANA pacyera MIHOBEHHCH KOHCTAHTH CKO-

pOCTHM WCNOJAb30BANN "CriaxeHHHe" BeiudnHH

 TekywMX KOHUEHTpA-

umiz C(T{) BCex KOMMNOHEHTOB DEAKUMOHHOA CMECH M MTHOBEHHHX
cKopocTe# W.(ti), T.€.
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C(Ty) = 1/35° [ =30(ty_5) + 126(T; 4) + 17C(%y) +

+ 120(1y, ) - 30(ty )] €]
%é(ti)= 1/10 * [—Zcz(ti_z) - 02(1. 1) - c2(1i+1) +*

+ 202("211_2)] 3
0y(Ty) = =y (T4)*Co( T 4D+ [Cyp ()12 ()
Up(Ty) = =k y(t3)*Cx(T3)°Cp (Ty),s (5

rie kz(ri)u kz_-(ri)- HAONDIAEMHE KOHCTAHTH CKODOCTH TpeThbe-
I'C ¥ BTODOTO MOpAAKA.

NMapamerpu ypasuenni (8), (I0), (II), (I2) u (I3) Haxozm-
4 MO METOAy HauMeHbmMX KBazpaToB Ha 3BM BNC 12 gupmu
"Nicolet ™ no cneuyuMalbHO COCTABJIEHHHM MDOr'DAMMAM.

OGcyxnenne pesyJbTATOB.

Kak BMIHO M3 TaGauMun ¥I, HaGapzaeMas KOHCTAHTA CKOPOCTH
TPETHETO MOPALKA k(t;) » PACCYMTAHHAA MO ypABHEHUD ),
YLOBJIETBODUTENHO COXPAHAET MOCTOAHCTBO B XOIE KAXAOTO OMNHTA
(BnnoTb 10 raySuHu npespameHus 80%), HO USMEHAETCA OT COOT-
HONEHUA MCXOIHHX DEeareHTOB. 3aBMCHMOCTDH Jorapudma Hadiapzae-
MO/ KOHCTAHTH CKODOCTM 1g k, OT MONBHOA ZONM IAUMETUIXNOD-
THOpOCPATA N, (T, ) MPEACTABIEHH HA PUCYHKE I. Ha aroM xe pu-
CyHKe ZaHa 3aBUCUMOCTDH JoTapupMa HaGnnZaeMod KOHCTAHTH CKO-
pocTH BTOPOTO MODALKA 1g - , DACCYMTAHHOX MO ypasHe-
o (5), or X () (HoMepa TOYEK COOTBETCTBYDT HOMEDaM OIMH-
TOB B Tabnuue %I).

BsauMozeAcTBME MeXAy AUMEeTHIXJAOpTHOPocHAT(IM U DPACTBOPOM
XJIOPUCTOTO BOAODOZA B METHIOBOM CIMPTE TAKFE yLOBIETBODUTENb-
HOo omucuBaeTcss ypasHennamu (4), (6) (radamna k1) u (5):

Up(Tg) = =k(Ty)e0,(Ty)e Gy (Ty) e [Cyey (1)) (6)

Ina aToit cepuu OMHTOB TAKKE XApAKTEDHO YAOBRETBODUTENb-
HOe MOCTOAHCTBO HAGADZAEMHX KOHCTAHT CKOPOCTEed BTOPOTD U
TpEThEr'0 MopAAxa B XxOLe KAXAoro onura. Kpome Toro, npu mocro-
AHHOM MCXOZHOM MOJIBHOM COOTHOMEHWM AMMeTHUIXICpTUodHochara
U chnupra 3HAYEHUA HaOJIpJZaeMHX KCHCTaH
nzqro) p Ncngto) aoanzae T
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[0}9&) ol0

-30

-2.2
=317
=32 =23
-33

24
-34
-35

-25
-3.6

02 03 04 05 06 07

Puc. I. 3aBUCHMOCTH JOrapupMOB KOHCTAHT CKODOCTel
tpersero (1g u Broporo (1g kz_ﬁ-o) nopAnka
OT MOJBHOM HOJH nac:o) AUMETHIXJIOpTHOdoCchHaTa.

CKOpOCTEN yMEHbEADTCH C yBEIM4YEHHMEM MONBHON LOAM XJIOPUCTOTO
BOZOPOZA.

Kak WM3BeCTHO, MDU DACTBODEHMM XJIODHCTOI'O BOLOPOZ& B Me-
TUIOBOM CMMPTE MMEET MECTO Deakuus

HC1 + CH40H == CHBOHECI' ¢P)
paBHOBECHE MpPaKTHYECKH CABHMHYTO BnpaBo®. XNODHUCTHA BOAOPOZX
pearupyer C METHIOBHM CMHUPTOM C 06pa3oBaHWeM XJOPUCTOTO Me-
THA& ¥ BOAH ’° ", NMpMYEM NDH M3MEHEHHM KOHLEHTPAUUM XJIOPUC-
TOr0 BOZOPOZA BENMYMHH KOHCTAHT CKODOCTeH npAMOHA u oGpaTHOM
peaxuui He OCTANTCA MOCTOAHHHMH C yBeNMYEHHWeM TIyOMHH NpeB-
pameHus
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[Ipn m3yveHuM KMHETHKM DeaKUMM LHMEeTHIAXIODTHOPOCHaTa C
METUJIOBHM CIUPTOM 00pasoBaHWe HEGOXBEOT'0 KOJXUYECTBA XJIODHC-
TOr0 MEeTHna HAaGADZANO0CHh HAMM NpDH AOCTATOYHO BHCOKMX TeMnepa-
typax ( ~ 50°C), a Takme ANA peakiuum AMMETHAXJIOpPTHOPOCHATA
C pACTBOPOM XJIODHCTOr'O BOZODOAA B METHIOBOM cnupTe. MH cuM-
TAEM, YTO M3MEHEHMEe KOHLEHTpauuu cnupra 3a cuyer peakuuu (7)
nI¥ noGOYHOA peaKUMM B DABHO# Mepe yYHTHBAETCA NpDH pacyeTe
TeKymuMX 3HAYeHMA KOHUEHTpauuik CBOGOAHOT'0 METHJIOBOT'O CNUpTA
no ypasienun (I). Kpome TOro, KOHCTAHTE CKODOCTH DEAKLHUH
XJIODUCTOr'0 BOAODOZA C METHJIOBHM CIMDPTOM MpH 25°C no namum
oueHkam Ha I1,5-2 nopaaka (AN OTAeXABHHX CIyyaeB HA MOPALOK)
MeHbIe KOHCTAHTH CKODOCTH M3y4YaeMoi peakuuu.

Ina onucaHus KMHETHKM METAHOJHM3A LMMETHIXIOpTHopocHaTa
MH BOCMOJXB30BA&IMCH ypaBHeHueM (8):

= Ka.cz(ti).ccngti) + Kb.CZCti). *
2

+ BgeCp(T4)+Cqpy (T4) + EyeCo(Ty) [Opey (4] /Gy (Ty) -

- Ke'CB(ti)'cHCI(Ti) + Kf.ca(ti).Ccngti).cacl(ti) (8)
MOJyYeHHHM, HMCXOASA M3 CleAybImei npeanoiaraeMod CxemH npolec-
ca (odpaSOBaHue KOMIJIEKCOB AMMETHIAXJOpPTHOPoCcHaTa ¥ TDUMETHI-
THOpocHaTa C METHIOBHM CNUPTOM 38 CYET BOJOPOAHHX CBA3EH

MOZHO HAGADZATDH MO M3MEHEHHN MHTEHCHBHOCTHM MOJOC MOTIOMEHHA
K-crexTpos B obaactu 3500 - 3700 cM1):

(CH30),PSC1 + CH30H —= (CH30)5PS + HCL

HC1 + CHs0H — [CH40H-HC1]

(CH30),PSCL + CHy0H == [(CH40),PSC1 *CH4O0H]
(CH30)5PsCL + HCI —  [(CH30),PsC1 “HCI]
(CH50),PSC1 + [CH30H-HC1] — (CH50)4PS + 2HC1
[(CH30),PSC1 “HC1] + CH50H — [(CH30)5PS -HC1] + HC1
((CH50),PSC1-HC1] + [CH3OH°HC1]—([(CH;0)5Ps "HC1] +2HCL
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[(CH40),PSC1"CH30H] + CH30H —= (CH30)3P8 + [CH40H"CH1]
[(CH30),PSC1'CH50H] + [CH30H"BC1]—[(CH30)3PS-CH40H] +2HC1
[(CH30),PSC1°CH50H] —= (CH30)4PS + HC1

(CH30)3P8  + CH40H — [(CH30)3PS *CH40H]

3Ta mecTHmMapaMeTpOBAaf XMMMYECKAS MOZEAb OMUCHBAET 3KC-
nepuMeHT co cpexHell omuGkoi MeHee I0% (MakcumaibHas omuGka
okoxo 25§), oZHAKO, 3HAYEHWE KOHCTAHTH CKODOCTH K, orpu-
LaTexbHo, & 3HAYEHWE KOHCTAHTH K,  MOXOXMTEABHO, 4TO He
COOTBETCTBYET CMHCAY, 3aXOXEHHOMY B MoAeXb. [locaezoBaTexb-
HOe MCKADYEHHEe KOIPPULUMEHTOB, HE MMEDEAX PUIUUYECKOTO CMHC-
K&, TNPUBOAMT MPOCTO K DEAKLMM TPETHETO MOPAAKA, HO, KAK yxe
GuNO CKA3aHO BHEE, TAKOE ONHCAHHE BCell COBOKYNHOCTH IKCHEM-
MEHTAaNBHHX JAHHHX BOSMOXHO XML C OYEHb MAXOA TOYHOCTBLD.
MoxHo: GHXO GH YCAOEHMTH XHMHYECKYD MOZEAb, HO MH CUHMTaEM,
YTO 9TO HeleAecoo6pasHO, MOCKOXBKY AASl KOHLEHTDUDOBAHHHX
pacTBOpPOB OTDOMHYD DOXb AOXRHH MIpaTh OfHeKTH CpexH.

JAna onucaHuss Bced COBOKYNMHOCTH MOJAyYEHHHX De3yXAbTATOB
MH MCTMoxb30Banu ypaBHeHue [laxpma™"*

n

In K = );1 ¥;°ln K €]

raze K, - KOHCTAHTH CKODOCTHM DEakLy¥¥ B CMECH pacTBODHUTE-
JeA ¥ B 1 -OM pacTBODHTEAE COOTBETCTBEHHO,
N; - MoxbHag ZOXA i -TO PACTBOPHTEAA.

Jxs Hamero cayyasd MH MHTepDIPeTHDOBaJM B ypaBHEHHH
(9) kax MOABHHE AOXH ﬂj(ti) KOMITOHEHTOB DeaKUKOHHOH cMe-
CH, T.€. NMPEANOAOXHAM, UTO DEAKLUHA MEEAYy AHUMETHAXIOPTHOHOC-
daToOM ¥ METHAOBEM CNMDTOM MDOTEKAET B CMEDAHHOM DPAcTBODHTE-
Xe, NpHYeM KOMIOHEHTH DEaKLMOHHOA CMECH WIpabT DOiib pacTBO-
purexedl ¥ COCTAB ITOTO CMEDAHHOTO DACTBODHTEAS MeHAETCA BO
BpEMEHH:

1n kz(Ti) = N20€i)-1n K, + Ncn(Ti).ln Kcn.’ (10)

* F3(Ty).1n Kge N (v,).1m K,
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rie k5(t4)- HaGinzaeMas MTHOBEHHAs KOHCTAHTA& CKODOCTH Tpe-
Thero MOpPAAKA B MOMEHT BPEMEHM s

K2’Kcn’K3Kff KOHCTAHTH CKODOCTH DEaKuUMH AUMETUIXNOopTUOHOCHA-
T@ C METUJIOBHM CIMDPTOM COOTBETCTBEHHO B CpeAe
AUMeTUIXAOPTHOPOCHATA, METHAOBOTO CNUDPTE, TPHU-
MeTHATHOpOCHaTAE B HEROTOPOM THIOTETHUECKOM
pacTBOpUTENE, COCTOAMEM U3 KOMILEEKCOB XJIODUCTO-
TO BOZLOPOZA C METHNOBHM cnupToM (B DACTBODUTE-

Jle "P"
Ky(ty), - MOXBHHE ZOXM COOTBETCTBEHHO AUMETMIXIOPTHOPOC-
Ner(ty)s $daTa, METMNOBOTO CNMDPTA, TpPUMETHITHOHOCHATE M
pactBoputens "r" (B Np(Tty) BXOAAT TakEMe MOIb-
Nr(ti) HHEe ZONM BEMECTB, 0GDA30BAHME KOTODHX BO3MOXHO

Mo MOGOYHHM pEeaxUusM).

YpaBHenue (I0) yZOBAETBOPUTENBHO OMMUCHBAET BKCIEPUMEH-
TaNbHHE pEe3yAbTATH, MAKCHMalbHas omu6ka He npeBumaeT 30%
(cpezuss omudka MeHee I5%). 3HAUUTENBHO Nyuymee COTIACHE
9KCMEPUMEHTAN BHHX AAHHHX M BHUMCIEHHHX 3HAYEHWH
(cpeznsas omuGka MeHee 7%) HAGANAANOCH NMPU MUCMOJb30BAHUM
HEJUHENHORX MoZeNH:

1n kz('r.i) = NZ('ti).ln Ka + Ncng'ri).ln Reon + K5
+ Nr('ri).ln Kr + NZ(Ti)'NCH‘(Ti)'ln KZ-CII'.'
+ Ny(ty) 1n Ky 5 + Ny(1y) .1n
+ Ene3 * Non{Ty) Fp(ry).n K _ o
+ N3(’ti).Nr('ti).ln By o 11)

B KOTOpO#, OZHAKO, BCE HEIAMHENHHE YNEHH, KpoMe Ry (ty) e Np(T )
+ln K, | OKA3AIMCH CTATHCTUYECKM HEIHAUMMHMH. CraTucTuyec-
KM ROCTOBEDHAA MOZAENb MpeAcTaBieHa ypaBHeHuem (I2) (cpeauss
omuGka MeHee I0%Z, makcumanbHas omuGka OKono 15%):

1n ky(t,)="4,439 .Ny(Ty) - 8,193 Ny (ty)=~2,499.N5(T4)=
- 8,083 «Np(ty) - 32,30.N,(ty )N (ry) (12)
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HaGinzaeMue MrHOBEHHHe KOHCTAHTH CKOPOCTH TDPETLErO MO-
PAAKA I,(T.) ¥ PACCYMTAHHHE 1O yPABHEHWAM (10), (II) u (12
npexcTaBlieHd B Taéauue B 2 B cronduax 8, 9, IO u II coor-
BETCTBEHHO.

llockonbky ANA M3ydaeMod peaklUuu, KAK yXe OTMEYalocs,
KOHGTAHTa CKOpDOCTH DeakLWH, pacCuMTaHHAA M0 KUHETHYECROMY
ypaBHEHHUD TPEThEro Mopsika, 3aBMUCUT OT HAYANBHHX COOTHOmE-
HU/i DEareHTOB, TO MODPAAOK MO COMPTY, DaBHHA 2, HEAb3A CUM-
TATH yCTAHOBJEHHHM. Ina cpaBHenua no ypasuenuam (I0), (II)

u (I2) npoBeneHH pacuyeTH MPHOBEHHHX KOHCTAHT CKOpocTedt obme-
ro BTOpOro (kz_ECTi) )u deTBepTOoro nopanka ( ka__(ri) )
(T.e. nna cnupra MO NEepBOMy M TPETHEMY MODPALKY).

HaGnpaaeMue MrHOBEHHHE KOHCTAHTH CKOpocTH Broporo (ypas-

Henne (5)) M yeTBepTOro nopanKa

Up(1y) = =k, ~(14)4Co(Ty)e [Cop (g P

a Takxe paccuMTaHHse no ypasHenuam (I0), (II) u (I2) npez-
cTaBlieHH B Tadnuue B 2 COOTBETCTBEHHO B croxnduax &, 5, 6, 7
n 12, I3, I4, I5.

TaxuMm o6pa3oM, Ha OCHOBAHWM MPOBEAEHHHX pACYETOB HENb3f
cieJaTh CTATUCTHYECKH ,noc'ronep}{uﬁ BHBOJ 06 MCTHHHOM nmopsanke
peakiliyi No CIUPTYy, XOTA HaWJyumue DesyJbTATH, T.€. MUHUMANb-
Has BeJMYMHA CYMMH KBALDATOB OTKJIOHEHWHA BHYMCIEHHHX 3HAYEH Wi
OT SKCIepUMEHTANbHHX, HAGNDIADTCA AJNA BTOPOrO MOPALKA MO
CrUpTy. YYMTHBASA JUTEDATYDHHE ZAHHHE O CYHECTBOBAHMUM METHUIO-
BOTO CIMpTa B BHIE AccouMaToB n -0 MODPAZKA™ -, a Takxe Cy-
meCTBOBAHUM DACTBOPOB XJIODUCTOrO BOAOPOZA [IPAKTHYECKM B BHUALE
xoMnnekcoB (MOHHHX nap)”, MOXHO NpPEANONOXUTH, YTO B A&HHOM
peakuuu C RUMETHUIXIODPTHOHOCHATOM yYACTBYDT MOHOMEDH M &CCOLK-
aTH METHJOBOTO CMNHMPTA M KOMMJIEKCH MeTHIOBOTO CINMpPTA C XJIOPHUC-
THM BOZLODOZOM, He MCKJIDYEHA BO3MOXHOCTH MOHOMOJEKYJNSAPHOIO
pacnajza KoMekca IMMETHIXIOpTHOHocHara C METHUIOBHM CIIMDTOM.

BBenenue HenuHednux uneHoB B Mogenu (II) u (I2) TpeGyer
YTOYHEHHS PU3MYECKOI'O CMHCIA KOHCTAHT MPU HEeNMHEAHHX yNeHax
(B mMTepaType MMeNTCS CBELEHHS OG MCNONb3OBAHWM HENMHEMHHX
Molenei NS OMMCAHMA DPA3IUYHHX MPOLECCOB, HAMPUMED peaKLMOH-
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Hon cnocoGHocTu 3aMemeHHHX (POCHUHOBHX KMCIOT OT HX CTpoe-

19y, Koncranru npu JuHefimux 4ieHax ypasHenua (II) u
(I2) MOXHO MHTEpDNPETHPOBATH KAK COOTHONEHWE KOHCTAHT CKO-
pocTe#t COXbBATALMOHHHX MPOLECCOB, TOIZA HaJMUMEe HENMHEeAHHX
UNEHOB - CIEACTBME HADYNEHWA BTUX COJNbBATALMOHHHX MpOLECCOB
Npy NepexoAe OT OAHOTO THUMA DACTBODUTENsS, HANDUMED AMMETHI-
xnopruopocpata, K Apyromy, Hanpuvep cnupry. [lozmaras, 4To
EOHCTAHTA CKODOCTM OZHOI'0 COJbBATALMOHHOTO NpoLecca COraac-
Ho ypaBHeHun (9) llansma MOXET OHWThH 3AMHCAHA B BUAE

1n K1 = N1.ln + Nzaln

a Apyroro npotecca
1 K
1ln K2 = «ln K’ + Na.in )

TO MOCJNEe HeCJHOXHHX Npeo6pa3oBaHuil AJA KOHCTAHTH CKOpOCTH K
cyMMapHoro npouecca(ln K = N;.1n + Ny.ln K2) MOJYYUnM:

ln K= N.In  + Hyln B2 + NN, In(K2.K /K. E3).

B TakoM ciyuae K KOHCTAHTAM Mpu HeluHedHux wieHax (B
TOM YMCJEe ¥ K KOHCTaHTe Ka(ti)), TaKKe Kak K KOHCTaHTaM
ckopoCTH ypaBHeHna (I2), NMpUMEHWMH TepDMOAMHAMHYECKHEe COOTHO-
meHus. CornacHo™' npu colanzenuu npuHuuna JICI mexay «H
88 CymecTByeT JuHeHHAA 38BMCUMOCTH, KOTZA B KayecTBe ne-
PEMEHHOTO (QakKkTOopa BHCTyMaeT 3aMeCTMTeNb, DeareHT MIW PAcTBO-
pHTenb. ANA HaxoxneHuA M30KMHETHYeCckoA TemnepaTypd T, HC-
MoJNb30BANM ypaBHEHUE

R.1n ky(T,) = (1 - TMJT)-[Z:’Nj.(Ti).AS. +

(13)
+ Ny (t3)-88,_ pl= aB/T [1 + Ny(ry) Nyl

Tie A4 HW3MEHeHHe BHTPOMMM DeakKiuuu AMMeTuIXnopruopochara c
METUIOBHM CNUDPTOM B J -ToM pacTBOpHTEIE,
sH°-m3MeHeHEe DHTANBONE PEaklUuy AWMeTHaxJopTuopochaTa C Me-

TUJIOBHM CMMPTOM.
Mexay HaGIpZaeMuMd W DACCUWTAHHHMM MO ypaBHEHHD (13)

KOHCTAHTAMM CKOPOCTM TpEeThero MopAAKka npu TeMnepaTypax 25 ,
35° u 50°C zna narTunapamerTpoBoit Mozeau (I2) Hadinzaercs
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B radauye ¥ 3 HOMep ONHTA W MOXBHOE COOTHOmEHHE DEeareHTOB

COOTBETCTBEHHO:

mw (Y] (3V)

6 0
80000000
83 37069
88m,80.|.93

7030135.1
P Pl et

O & =& & a =
m3734777

IIIIIIII

= 325°K

TKE

= - 6,865 kax/Moxb-rpaz

= 57,695

ASa

= - 59,092
= 64,915
= 429,4

aScp,

885
a H®

= 3258,2 kax/moxp
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yAoBIeTBOpuTexbHaa koppexsuus (radauua ¥ 3). B radxume ¥ 4
npuBeAeHH XorapufmH KOHCTAHT CKOpocTe# K2. Kcn .K3, Kr "
K»_p. npu 25°, 35° u 50%C.

TaGxawua % 4
Jorapudmu
xoucgagru 25% 359% 50°C
CKOPOCTH
imn K2 -5,1876 -5,1315 -5,0536
n K, -8,I479 -6,9406 -5,2699
1n K3 -2,7930 -3,6679 -4,8787
1n Kr -8,4789 -7,I430 -5,2940
1n K . -25,1913 ~17,3571 -6,5I50

CoGxpzernne U3OKMHETHYECKOR SABUCHMOCTH T'OBODHT O TOM,
4YTO M NPH TEMmepaTypax 35° u 50°C, a raxxe B u3yyeHHOM MHTED-
BaXe TeMnepatyp, HaGipnzaemas KOHCTAHTA CKODPOCTH OMUCHBAETCA
nATHnapameTpoBuM ypaBHenuem (I2) (4To6H mozo6paTh MOZeXb IXA
Xaxgo#t U3 ITHX TeMmmeparyp,MoTpeGoBaxcA GOH SKCIEPUMEHTAXBHHH
MaTepHax B TaxoM xe o6meMe, Kaxk M Axs 25 C).

ITUTEPATYPA
I. X.Duarepc, I.Caxpc. KuHeTHuecxue METOAH MCCAEZOBAHUA XM-
MHYEeCKMX mpoueccoB, "Xummua", X., I972.
2. H.M.Josuuxosa, U.H.Canoxxos, K.J.@Beuopa-Muxoscrasa, X0X,
T. 46, Bun.8, crp. I76I-1765, 1976
3. A.BaicGepr, 3.llpocrayop. Oprauuvecxue pacrBopureau, "H-I"
M., I958.
4. B.A.Burzoposuu, K.U.l'opexxun. K.npurx.xumuu, T.46, ¥5,
crp. I083-1086, I973.
. A.Savitzky,M.Golay, Anal. Ches., v.36, p.1627, I%4.
. A.0.Kuprecaap, B.I'.Tumorxeyc, B.A.llaxsm. KoppexsuuoHuue
ypaBHEHHA B opraHWyecxod xumuu, t.I, Tapry, crTp.265-28I,
I962.
7. HoA.Smith, J.Am. Chem. Sooc., v.62, B 5, p,II36-II140,
1940.
8. B.Mllax»M, A.AnepwmanH, A.Kuprecaap, Yy.san. Tapryckoro roe.
yHuBepcurera, BHN. 95, crp. 24-29, I960.
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YIK 547,398 + 66,095,11 + 541,12

OaMemoeHHHe TMAPasMAH OKCUMKApPGOHOBHX kucaoT, CYil, Kuue-
TUKa aleTHIMPOBAHUA apUITUAPasHnAOB .uuoy'mnrnuxoneson KMCIOTH
JECYCHHM 8HTMADHAOM ,

H.CobepauHckuit, I'.Clllocarud, I'.[,b5eaoycos,
llepMcEu# rocyAapC TB@HHHA yHUBEPCUTET

Nocrymuno I8 maa I979r,

MayueHa EMHOTHEA al@TUIMPOBAHMA &DUITMAPASHAOB AU-
Oy THITIMK ON6BOM KMCIOTH YKCYCHHM AHTUAPUAON B OEHB0Ib-
HO# cpeje Npu TemmepaTypax 25, 40, 55 u 70°C. JcraHo-
JeHa KODpBIALMOHHAA S88BUCHMOCTDH MOEAY Iorapufuamy KoOH-
CTAHT CKOpDOCTed PeakiuMM ¥ COOTBETCTBYDIUMM (5 -KOHC-
TaHTaMu | aMMeTa, XapaKTEpUayDUMMK MOIADHOE BIUAHUE sa-
MOMeHHHX (eHUNOoB, LUpeJNOXEeH MexaHWsM pearLuH,

PaHee HaMM OHIA MCCISA0BaHA KMHETHKA AlMIMDOBAHUA apull-
TUAPacUAOB AUcANOMBHHHX I'IMKONGBHX KMCIOT XIODA&HTMUJADHAAaMU
pasIMusHX K&pGOHOBHX KMCIOT /1-9/ , LpSACTABIAET HECOMHEHHH
MHTEpeC WBYUYEHW® EMHOTHKM ALMIUPOBAHUA 3TUX COSAMHOHMHA ApYy-
TUMY SUUIADY DOMMY arSHTAMM, B YACTHOCTH - AHTHADHAAMHM EApOO-
HOBHX KMCIOT, W8BECTHO, UTO NpU AUUIMPOBAHWM A&POMATHUYECKMUX
aMMHOB M OGHBTMApasWiioB, GIMBKMX MO CTPOSHUD K apPUITHMApasu-
JaM AvM4aMemeHHHX TIMEOINSBHX KMCIOT, AHTMADHAAGMU KapGOHOBHX
KMCJIOT HACNDAAETCHA CUJbHHA ABTOKATAlMWd, OCYCIOBISHHHHA BHJe-
IApmeicA B Xoje peakuMM kucaoroi /10-14/

HACTOAWEee COOCWEeHUe NOCBAMEHO BONMPOCY O TOM, COXPAHAET=
cA I4 3TOT 3fPeKT ANA SaMEmEeHHHX THApPAcSHUACB OKCHUEApPGOHOBHX
EUCIOT, MH MoYUMIU KMHOTHUEY aLETHUIMPOBAHMUA &[UITHAPASHUAOB
AMOY TUITIME ONeBOA KUCHOTH /15-18/ YKCYCHHM SHTUADUAOM B Gek-
SONBHOR Cpeje mpu TeMneparypax 25, 40, 55 u 70%. Cxema pe-
aKUMM MOXOT OHTb COCTaBIGHA CISAYDIMM 06pasOoM:
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10634 Nt Nucw(Ou)(u4uﬂ)2 + (011300)20

XCyhy N (COCHg) NHCOC( O)(Cgtig)o
X= 4, n-, u-CHg, n-, ¥-CHg0, n-, - cL

MeToAuKa KMHOTUUECKUX USMEPEHWUA C MCIONb30BaHMeM IONA-
porpaduueckoro olpe4eNeHUA KOHLEHTDPaLUY HeNpopearupoBaBIero
-apMITKApasuaa OHlla COXpaHeHa NpexHeR [2] ..

4 Tadmuuax 1 ¥ 2 MNpMBELEHH TUIMUHHE NpAMEpPH KUHE-
TUYECKUX MBMODEHUHA, & B TabauUe 3 - CyMMapHHe AaHHHS C
yKasaHMeM HaualbHHX KOHLUSHTpaUMA YKCYCHOT'O aHTMApuia (&) U
apaarujpasuga (B), CPelHUX SHAUGHWUA KOHCTAHT ckopocTed (k),
BOAMUMK PHOPrUl 8KTUBALMM (i, ), TIpPe)BKCIIOHEHUMAaNBHOTO MHORU-
TeNA B YPABHSHMM AppeHuyca (A) Y SHTPOMMUIA aKTUMBALMUM (AS ).

TaGauua 1.
KuHeTuKa alneTUIMpOBaHUA M-XIOpJEHANTUApasuja UGy TUI-
rIUKOIeBOA KUCIOTH, TEMIepaTypa 40°¢.

Bpems
(i) 0 60 120 180 240 300
2,77 2,47 | 2,17 | 4,95 | 1,7 | 1,50
x.10%eis 0,98 | 1,04 | 1,00 | 1,00 | 1,0
| 1,2 + 0,02
MOAL O

‘faomuua 2.
KuHeTHKa aLeTUNMPOBaHMA M-aHUSUATULpasuia AuCyTUITIu-
KoneBoR KucnorH, Temnepatypa 55°C.

) 0 4 8 12 16 20
2,0U 2,11 1,73 1,45 1,15 1,00
v 104 4 82,9 | 85,7 | 8,5 94,7 89,2
8v,0 + 2,6
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Ha TaGmuuH 3 BUAHO, UYTO HPUPOAS M NONOXSHME BaMECTHTENA
B GEHBOIbHOM KONBLUE NpM B -aTOME a30Ta apUIrKADasMAOB aa-
METHO RIMANT Ha CKOPOCTH ALETUIMDOBAHUA JAaHHHX COBJUHEHUR.
#I8 EONMYEC TBOHHON OLEHEM BTOTO BIMAHUA HaM¥ OHIO UCIONb3 O~
BaHO ypaBHeHMe ['ammera, Ha puc,.l rpafuueckd OpeicTaBICHA
8aBUCUMOCTh MExXJy Iorapu@MaMu EOHCTAHT CEODOCTEHA peakuuu
aleTUIMPOBAHUA M COOTBETC TBY DIUNU (G -EoHcTaHTamu TaxMera.

Puc.l J3aBUCUMOCTb MEXAY ok u @ -nocrosHumm |'aume-
ra aua 55°C. ¢

IlapaeTpH EOPPEOAALMOHHOA CBA3K MEXAY {,19 Ku 6 -ron-
CTAHTaNM NPUBEIEGHH B TAOmMUe 4.
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Tacmuua 4. lNapamerpn Xoppesmiimm.

t°C | 1 S 5

40 0,981 0,155  =3,149 0,281 -8,329
55 0,989 0,129  -3,481 0,234 -2,868
70 0,978 0,167  -3,219 0,304 -2,414

Koucrauwa‘P AaA JaHHOW peareLyoHHO# cepuwy OAu3Ka [0
8HAUGHMD K aHANOTMUHOWA KOHCTaHTe pDeaklud AlMIMPOBAHMA
apUIrKApasuioB AUOY TMATIMEONSOBOA KMCHOTH GOHS8OMIXHOpuAoM/ 1/,

4aHHHe TaGmMy 1 ¥ 2 [OKAuHBADT, UTO KOHCTAHTH CKOpOCTei,
paccuMTaHHHe 10 Yy paBHEHMD IICEBJOMOHOMONEKYIADHO! DPeaKiuu /2/,
AaDnT HeGonbmo# pasOpoC ¢HAUSHHH M HE pPacTyT MOHOTOHHO C YBO-
JMYEHUOM BDEMEHM NDOTOKaHUA peaKnuu, OTO CBUASTEIBCTBYOT O
TOM, YTO aBTOKATANMsa [104 AeiCTBMEM BHAGNADMERCA KUCIOTH NpU
pearL¥M aueTHAMPOBaHKA aMATMAPasUAOB AMOY TMATAHMKONEBOA KMC—
JOTH YKCYCHHM QHTHADUAOM HE MPOMCXOAUT. AJA IOATBEPERLEHUA
3TOT0 HaAM¥ OHIM [POBEJAEHH JOMNONHUTONbHHE KMHOTHUECKUE HsMepe-
HUA C KOCABIOHWEM B DOAKIMOHHYD CMECh yKCYCHO# KMCIOTH, Ka-
KEMX-ITHOO MSMOHEHUIt B CKOPOCTM NMPOTOKAHUA DeakKmud [pU 3TOM
BaMEUSHO HEe OHIO,

OTO OTEMUME B MOBOLEGHWM ApPUITUAPASUAOB AMIAMOMEHHHX TIiM-
KOJIOBHX KMUCIOT OT pMIAMAHOB ¥ OOHITUADPasKJOB MOEHO OGBACHUTD
TEeM, UTO [POMEEYTOYHHE COSAMHOHMA 1 (CM, CXeMy MeXaHHsMa pe-
aKLMK), BOSHUKADEME [IDU BJAMMOAGMCTBUM apUITMADPASULOB o YE-
CYCHHM AHTUADUAOM, HE 06pasyDT C KMCJIOTON LMKIMUECEMX Mepe-
XOAHHX KoMInekcoB /11,12/ BcaeAcTBME CTepUueCKuX MpPEeMATCTBUM
M NOAAPHOTO BAMAHMA CO CTOPOHH OCTATKA AUCAMSMOHHOW TALKONE-
BOZ KMCJOTH, & TaKEe® BOSMORHOrO 00pasOBaHMA BHY TPUMOIEKYIAp-
HOM CBAsH MOEAY X X ATOMOM BO4ODOAA aAMUIHOTO as0Ta,

KuHeTuueckue JaHHHO, NMpeACTaBIEHHHE B JaHHOM pagoTe,
IOKA3WBAKT,YTO 3aMETHOT'0 OTJIMUWA B MEXAHW3ME HEeKaTaJMTHIeCKO-
T'0 alMMDCBAHKA apUNIUIpa3ulioB AACY TUATTHKONEBOY KIICJHOTH K=
CYCHEM aHTMIADHNOM M Gex3ommxnoprionm /I/ mer.Hanpriep,peareis-
OHHHE KOHCTAQHTH ANA TOA M APYyTOét cepuit , Kak 3TO yEO yKasH—
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BaloCh, OGAHUKM I10 YHAUGHUD, CHEPIMM M BHTPOMMM AKTUBALMIA Tak
Xe He OTJMYADTCHA YaMeTHO JJA O00eUX DPeaKiOmHHX cepim.*

H& OCHOBAHMM MYICKEHHOTO DEaKLMD aleTUIMpOBaHAA afMi-
TUAPACUMAOB AMSaMElOHHHX [IMKOJIeBHX KMUCIOT B COOLUBETCTBHM C
MOXaHAUMOM, MPeAJOKXeH:EM B padorax /11,12/ ANA HeKATAIMTHUEC
KEOro0 aidJMpOBAHMA ADUISMAHOB, MH NPEACTABIAEN CleAyDuyM obpa

Y OM: N 4
Az-NH-NH-c- ¢R + CHy-C=-X —/——
¢ ! &+
g o
0 "W OH
X — CHy-C-N=NH-C- g
Ar-NH-NH-C~ C’:R X Az QH/O
0 o 4

AR
[en -nenk- e cR X ——
Euitmpo + Q9 0

Q

Suempo_ A7 N(COCH3) NH COC(0H) R, + HX

X B padoro [1] He [IpMBEJeHH YHAUSHMA 3nTPONMKM aKTUBALWMH.
{JelaHHHe HaMy¥ DaACUeTH [10KadHBADT, YTO AS= -34 - - 40 a.e.
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YIK 547.582.2 + 54I.IR7.2

V3YYEHVE KMHETWKM T'MIPOIM3A BEH30ATOB Xll. MEIQTHOM
THIPOIU3 N(CHB) + _BAMENEHHHX AJKWIBEH30ATOB B
ITPUCYTCTB JOEABOK NaC10, M NaCl

B.M. Hymmepr, M.B. [miipcany
Tapryckuii rocylapcTBeHHHE YHUBEDCHTET, JaGopaTODUA
XMMWYECKO KWHETHUKE ¥ KaTajusa, r. Tapry, 3CCP

Panee

Hoctynmro I0 wmma I979r.

HceaemoBana KMHETHKA WEJOYHOTO THAPOJHAS3a N(c§3)

—3aMelleHHHX AJKHJICeH30aTOB 06H5000(0H2)BN(CH3)3
(n = I, 217 3) B 3aBECHMOCTE OT KOHIEHTpAaIu# JTO-
0aBOK NaC1l0, @ NaCl 0OpH 50°C B BoZE.
i BCEeX M3YYEHHHX AJKEJGEH30aTOB OOHADYREHH OTDH-
naTeJbHHE coJeBHe 3fdeKTH, KOTOpHEe B ciaydae mpoda-
BOK NaCl0, CYWECTBEHHO OPEBHWALT TAKOBHE, HaGJI0—-
naeMHe IJA TOG8BOK NaCl.

[yTem BHYBTaHWA cnemudrgecKUX COCTABJARIHAX
coseBoro affekTa OT COOTBETCTBYDUEX CYMMApDHHX BE-—
JIUYPH JJIA 3apAREHHHX 3aMecTHTeJeii BHYHCJEHH JYHCTO-
3JIEKTPOCTATUYECKHAE COCTaBJAKIME COJEBHX adfieKkToB.
[locnenHue yxe HE 3aBUCAT OT XapakTepa JodaBJaaemoli
coJd,

1-10 HaMP OHJIO E3Y4eHO BJHEAHEE LOGABOK NaCl Ha

KAHETHUKY WEJOYHOTO TEApOoJU3a pAlla 3aMelleHHHX feHuaTo3mIa-
TOB, & Takke feHmJI- ¥ aJKUJIOeH30aTOB C 3ApPAREHHHME H 3JE-
KTpPOHEATDAJEHHME 3aMECTHTEJAME, B OpelHIyu#x padoTax -14
IpUBEIERH JaHHHE O BIUAHEE [00aBOK NaClO, HA KEHETEKY wWe-
JIOYHOT'O T'BIpPOJM3a 3aMelleHHHX (eHHJIGeH30aTOB C 3apAKEHHHMH
I 3JeKTpoHeATpaJbHHME 3aMECTHTE MY, aJKWICeH30aToB B (fe-
HUJTOBHEJATOB C BJEKTPOHEATDAJBHHME 3aMeCTHTEeAMA. Buio oG-
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HApDy®eHO, UTO BeJHYPHH cOempfEiecEKEX coJeBHX affeKToB 1Ad
2JIeKTpOHeATpaJbHHX 3amecTHTe el JwHe#HO 3aBHCAT OT 3HAUYeHME
lgk , THek - KOHCTaHTa CKOPOCTH IpH HyJeBOE KOHIEHTPAIHd
I0o0aBIAEMOTO 3JeKTDOJHATA.

Hcxoma ¥3 IaHHHX O COJeBHX affeRTax 1A DEaKIPH meJod-
HOT'O THIPOJH32 3aMemeHHHX (eHHJGEH30aTOB B ODHACYTCTBHH IO-
GaBOK NaCl0, ¥ NaCl, OHJA CHeJaHa OONHTRA ONEHHTEL IAA 3a-
DAXEHHHX 3aMecTHETeJiel 9ECTO-3JeKTDPOCTATHYECKHEE COCTABJIANIEE
coseBHX 30feRTOB, IyTeM BHYATAHHA BEJHUYMH COeOEJEIECKOIO
coqeBoro affeRTa OT COOTBETCTBYDMHX CyMMapHHX affexToB.

Orasanoch, 4TO yKasaHHHE BEJHYHHH, HafileHHHe HCXolId H3
IaHHHX O BJPAHEE JOOaBOR KaK NaClO 4 TaK ¥ NaCl , ODaKTHE-
YeCKH COBIANADT.

IIpemcTapifgeT BHTEpeC OPOBEPHETH, OCTADTCH JH IOCTOAHHH-
ME 3JEKTDPOCTATHYECKHME COCTABJADNEE TaKme [Jd 3apAXeHHHX 3a-
MecTHTeJNe# B aJKHJLHOH 4acTH 0€H30aTOB, BHUMCJEHHHE HCXOId
B3 INAHHHX B OPECYTCTBHE NaCl 2 NaCIO 4
JKCIepEMeHTaJlbHad 49acTb

Hsygasocr BaEAHHe JOGABOK NaCl0, ¥ NaCl Ha KHHETHRY
MeJOYHOIr'0 TEADPOJHE3a aJKHJAGeH30aTOB ¢ olme# dopmyaoi
CgHgCOO(CH,) N(CH,) ;"X ~, THe n = I, 2 7 3 mpu 50°C B Boge.

QOopMOXOJMHOEH30aTXAODEL OHJI CHHTESHDOBAH COIVIACHO M-
ronzreld, IlpomyRT mepeRpECTAAIE30OBHBAJCA H3 ameToHa. T. mi.
194°C. BiMAHEe HOGABOR NaCl Ha KHHETEKY mMeJOYHOT'O I'HIpO-
Ju3a fopMoxonEHOEH30aTXIOPEIA N0 HMOHHOR cHuH 0,4 HaME OHJO
H3y49eHO panee4.

ZosmpCeH3oaT#onEs. BuJ BCIOJIL30BaH OPOLYKT 3aBOLA "Chema-—
pol" (e3 HONOJHHTEJBHOE OYHCTKE. 3aBHCHMOCTH KHHETHKHE me-

JIOYHOT'O THIPOJE3a OT HOGaBOK NaCl B INEDOKOM MHTEpBAaJje HOH-
HO# CEJH OHJIa H3y4YeHa HaMM paHee .

3-TpuMe THIaMMOHF#TpONMAGeH30aT RO OHJI CEHTE3HpoBaH B Moc-
KOBCKOM HHCTHTYTE TOHKOZX XMMMYECROHE TeXHOJOTHE MMEHH

M.B. JlomoHOCOBa ¥ JDGESHO HPENOCTABJEH B Hamle DacIOpAREHEE

C.B. Borarrosum. T. m1. I9I°C. 3aBHCEMOCTH REHETERHE MEJOU-

HOT'O T'BIPOJHE3a OT NOoOaBOK KC1 Mo moHHO# cuaw 1,0 mpe 25 m
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TaGamna 1

KoHCTaHTH CKODOCTHE MEJOYHOT'O I'BIPOJE3a GeH30aTOB
CGBSCOO(CHZ)nN(CBB)3+ B I[pPACYTCTBHE JOOGaBOK
FeC10, ¥ NaCl mpm 50° B Boxe. B CKOGKax yKasa—
HA CDPeIHAA KBAIpaTEYECKasd OMBCKA CPEIHEr0 apmd-
M6 THIECKOI'0

=

102 CNaor ‘Nac10, MI.cex! 103.%%a0r  CNaCl I gex~I
w '] W ]

n =1

I,2I 1,00 12,43+0,42 | I,2I 1I,00 20,97+0,78
1,21 4,00 6,28+0,33 I,2I 3,24 15,54+0,55
I,2I 5,29 4,83+0,24 I,2I 4,00 I3,25+0,59

I,2I 4,84 I2,56+0,50

ns=2

2,25 3,76+0,11 4,51 0,0229 3,36+0,05
4,51 - 3,85+0,I6 4,51 0,0617 2,88+0,07
4,51 1,00 0,88+0,072 4,31 0,087I 2,82+0,07
4,51 4,00 0,362+0,008 | 4,51 4,84 1,05+0,02
4,51 5,29 0,292+0,0I2 | 4,44 4,84 0,95%+0,036

ns3
4,85 - 0,925+0,023 |22,6 0,0422 0,804+0,025
9,70 - 0,947+0,0I5 22,6 0,0806 0,652+0,032
24,2 - 0,896+0,0I7 |24,2 0,249 0,585+0,025
24,2 1,03 0,255+0,005 |24,2 1,00 0,46I1+0,009
24,2 4,05 0,0994+0,003I}24,2 4,00 0,338+0,0I4
22,6 5,29 0,0856+0,0040122,6 4,84 0,332+0,006
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50°C Gnna n3yueHa C,B. BaraTKOBHM C corpynnnxaunle.

chonbaosagﬂas HaMA METOIFKA KWHETHIECKNX H3MepeHHi
OpEBelieHa paHeey

KuHeTHYECKEE H3MEDPEHHS NPOBONWINCE B ICEBIOMOHOMOJIEKY—
JIIPHHX YCJIOBHAX OpH GOJBEOM H3GHTKE NaOH. HOHCTaHTH CKOpoOC-
TH BTOPOTO HODPAMKA BHYKCJAJNECEH IyTeM HEJEHHA KOHCTaHT CKOpOC—
TH Ha KOHIIEHTpAIMD meJsodud. /3MepeHms B OPACYTCTBHE noda-
BOK NaCl0, ¥ NaCl NPOBOJEJE B OCHOBHOM IDH GOJBWEX KOH-
LEHTPaMAX 3JEKTDPOJATA 1,0, 2,0 m 2,3, DOCKOJEKY OCHOB-
Had [eJb HacTrosmeéd paCoTH OHJA HOJYYHTH HOCTOBEDHHE ROHCTaH-
TH CKopocTeldl mpE Vy = 2,3. CleliyeT BCOOMHHTB, 4TO B Ipe-—
IHIYIEX HammX padoTax CONOCTABJADTCHA KHHETHIECKHE IAHHHE
DMEHHO OpH MOHHOR cmJe ViL = 2,3,

WaMepeHEd OpM KaxIO#i KOHIEHTDAIWHE 3JEeKTPOJHTA IOBTODA-
JACH 4 -6 pa3 W BHUMCJAJUCH apEfMETHUYECKHE CpEIHAE LOJy4IeH-
HHX KOHCTaHT CKOPOCTHE BTODOT'O HOpANKAa. COOTBETCTBYMUEE Be-—
JMYUEH k OPE PA3JMYHNX KOHNEHTPAIMAX NaCl0, ¥ NaCl mpuBe-
IeHH B Tadumne 1.

CrexyeT OTMETHTH, 9TO KOHCTAHTH CKOPOCTH MEJOYHOTO I'H—
IpoJu3a 3-TpEMeTHJIAMMOHRANDONEIGeH30aTa, HOJYYEHHHE B HACTO-
Ame#i padoTe OKoJO 2 pas GoJbme, 9eM H3MEPEHHHE paHee o, HMc-
none3ya KOH w B kavecTBe moGaBagemoidl HedArpanpHo## coum KC1.

Ha pmcynkax I, 2 m 3 npeicTaBileHH 3aBHCHMOCTE 1lg k MEJOU-
HOT'O THIPOJHE3a POPMOXOJMHGEH30aTXIOPHIA, XOJBHOEH30aTHoMAIA
¥ 3-TpEMe THJIaMMOHEAIponmIGeH30aTioIEma oT Y42 B OpACYTCTBEH
I0GaBOK NaeCl & NaClO4.

OGcyxneHne pesyJIbTaATOB

Jlia BCeX M3YUEHHHX AJKEJIGEH30ATOB CGHSCOO(CHz)nH(CH3)3+
OTPHIATEJEHHE COJIeBHE 30PEKTH B NPACYTCTBEE INOGABOK NaClo4
SHAYATEJIBHO GOJbIE, 9EM B CJydJae NOGaBOK NaCl (cMm. pmC. I-3.

7 Tada. 2).

B omHo#i 43 mpeIHIymEX paoo'rI4 OHJIO HaiileHO, YTO OTpHIA-
TeJbHHE CosieBHE aQPeKTH 3TO# peakuwd B ciydyae aJeKTPOHEH-
TPalbHHX 3aMeCTHTEJed Takke GOJbmE B NPUCYTCTBHY IOGABOK
NaC10, , 9eM B OPHCYTCTBEE J0GaBOK NaCl . [Ipm VIC = 2,3 LaA
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Puc. I. 3aBucEMOCTE lgk WEJOYHOT'O I'EApOJE3a HOPMOXOJMH-
GeH30aTXI0pUIA OT MOHHOW CHJH V;u opu 50°C.

@ - 1oGaBK¥ NaCl

B - z06aBky NaC10,
4

A - 106aBkm  NaCl (padora™)

/\ - 6e3 ID0oGaBOK HeiTpanbHO@l CoJH (paOo'ra4)

9JIEKTPOHEATpaNbHHX 3aMecTuTeNed MH EMEGMI4:
16M2C10, _ -0,08(%0,04)1gk - 0,49(¥0,01) (m
126981 | -0,09(-0,03)1gk, - 0,10(¥0,02) (2)

rIe ko KOHCTAHTa CKOPOCTH ID¥ HYJEBOW KOHHEHTpalL# 3Jie—
KTPOJIUTA.

JorudHo OOYCTHTH, YTO B CJydYae 3apAXEHHHX 3aMECTHUTE—
Jeil cymvapHHii cosieBoii afPeKT CKJaIHBaeTCS M3 dJEeKTpocTa-
Tudeckoro sgdexTa Nlgkyy 1 u3 cneummduueckoii cocTaRIA—
ouei Algksp XapaKTepHO#l IJa coefvHeHuil ¢ aJeKTpoHeH-
TpaJbHHMM 3aMecTUTeJaAMd. I[IyTeM BHYMTaHUA cruenmnaecroit
cocTaBasmieil Algk OT cyMMapHOTO coJseBoro 3fdexTa,
I8 CYGCTPaTOB C 3apAXEHHHME 3aMeCTUTENAMM MOKHO HaiTy
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Puc. 2. 3aBHCEMOCTE 1lgk WEJOYHOTO THIPOJIN3E XOJMHGEH3O—
aTXJopnla OT HOHHOH CHJH 'l,u,' Jage)d 50°¢.

@ zoGaBkm FaCl
IoGaBky NaCl pmo padore
- noGapkr NaClO,
CBeTJHE TOYKEM OTHOCATCH K W3MEDEHHAM G6€3 IOGABOK
HeliTpassHo# coan.

4

BEJIMYMHH 3JIEKTPOCTATHUECKHX COCTaBJANIEX COJEBHX 3feKTOB:

+
Ogks  — 1kX - X (3)
z 8k3s a 55 (sp) 4 lekyie1)
TOE J O0CO3HAYaeT DEaKIMOHHYW cepMi. OOCWuii BUI ypaBHEHUA
I3 CoenupudecKUX COJEBHX 3@HEeKTOB:
Alekyap) = ays lekj, ¢ by, (4
THE 8 - 0C03HAYaET DaCTBOD G [IOCTOAHHO} KOHLEHTpauue# couu.
B pamrax mcmoaesyemoii Hamu MmonmeJn'' B Cclyd4ae 3apAReH-
HHX 3aMeCTHTeNell, IpM BHCOKMX KOHLEHTDALHAX 3JIEKTDOJIUTA CYO-
CTPaT HaXONWTCA B BUIe HOHHHX Iap ¥ B CyMMapHOM COJIEBOM afi-

gexTe CyOoCTpPaTOB C 3apAXEHHHM B3aMECTHTEJEM CJAEIyeT y4HTH-
BaTh cneuuduaeckuit coseBoit 3PPEKT HOHHHX map:
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PEc. 3. 3aBHCEMOCTH 3-TDEMETHJAMMOHEANDOOMIGEH30aTRONELA
oT moHHO# cmaH Vi mpa 50°C.
@- 106aBKE NaCl
@8- I0o0aBKE NaClO 4

A&~ 106aBKE KC1l (cpeliHme 3HAYEHHs IO pacio're16

CBeTJHE TOYKE OTHOCATCA K B3MepeHHAM Oe3 JNOGaBOK
HeliTpanbHO# coam.

- agQeeg v ALK tPs ()

TOoe 49epe3 D+ OCO3HAUEH OPOTHBOMOH 3aMECTHTENA X-,
W3 ypasuenma (5) caemyeT, 4TO

x* * x X- z
Ihlgkys = 15k§e - 15]‘?5 = 8e(lekg, + Algkl;(el))*
+ Alekseny + Py o
BJE

+ .
ZAlsk)g; - ajslgkjo = Pys = (a:is * I)A’]'sk}:'i(!il) (6)

CorsiaBHO ypaBHEeHED (6) MORHO BHYHCJATEL BEJRYMHH 3JEKTDPO-
cTaTRYECKEX COCTaBJAKIHEX COJEBHX afpeKTOB (Algkel) ecJia
P3BECTHH cyMmapHu# coseBoll afpeKT ¥ mapameTpH a B b ypaB-
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genwsa (4) A conempduIecKEX coseBHX afferToB aToit xe pearmum
B OPACYTCTBEE IaHHOK KOHKpeTHOR HeitTpasrHOR coumd.

Beswummy Algk,, AJA JAHHOTO 3apAREHHOTO 32MECTHTEJA,
BHUHCJIGHHHE HECXOIA H3 COJEeBHX 3(feRTOB B OpECYTCTBEE NaClO,
¥ NaCl COIVIaCHO ypaBHeHED (6), IpaKTHiecKE COBINADT IPyT
¢ mpyroM (cM. Tada. 2).

C mpyroff cTOpOHH, IOpeACTAaBJAET HHTEPEC CONOCTABHTEL 3KCIEDH-
MeHTaJbHHE 3HaueHuA Algk ., ¥ TEODETHIECKE BHIHCJEHHHE
BeJIHUEHH 3JEKTpOCTaTEIecKoro ajderra

QZ.2
Alge, = —2— <9
rme 2, ¥ %2, — 3apAf DeareHToB, T — DACCTOAHEE MEXNY

MeXIy 3apAfiaME B IEDEXOJHOM cocTofmuE B AC, Q= 6°/2,3 kT =
=3,21 opm 50°C B Bome. OpHAKRO, BHYHCJIEHHHE saaqemmblgkel
3aBHCAT OT BHOOpa CTPYKTYDH IE€pPEXOXHOI'O COCTOAHEA. B pado-—
rel? OHJla TIDEHATA MOJEJb, COIVIACHO KOTODOX CTemeHb I'eTepoJH-
3a -0 CBA3F B IEPEXONHOM COCTOAHEH GJHE3Ka K eIUHEIE. Buumc-
JIeHHHE COTJIaCHO 3To# MoJeJH 3HA4YeHHA Llgk, GJH3KH K 3KC—-
NepUMEHTAJIEHHM 3HA4EHHEAM Alglﬁn ax 49 DAIA MEXMOHHHX Deak-
gui. [pw BccJieNOBaHME COJIEBHX 3(PJEeKTOB aJKHJGEH30aTOB, CO-
JepxamyX 3apAXeHHHE 3aMEeCTHTEeJH, BoraTKoB™~ NDEXONET K BHBO—
Iy, 9TO Jydme COIJIaCyeTCHA C BKCIEDUMEHTAJbHHME JAHHHME MO—
ZeJb, COIVIACHO KOTOPO# HmepeXomHOe COCTOAHME GJE3KO OO CTDYK-
Type R ODOMEXYTOYHOMYy TETDa3JpHIECKOMY aNNyRTy, B CTeNeEs
rerepoJiE3a cBA3E C-0 B Hem Gim3Ra K O, TeopeTHUECKHE BeJH-—
9EHH Algkel BHYHCJIEHHHE COIVIACHO IBYM YKa3aHHHM MOJEJAM,
OpEBEJieHH B Tadamme 2.

Kar BEIHO ®3 TadJj. 2, Ham¥ BKCOEDEMEHTAJbHHE NAHHHE XO-—
pomo corJacybnTcd ¢ OocJemHe it MOJ.IGJILDI , COIVIaCHO KOTOpO#
IepeXOMHOe COCTOSHEE GJHE3KO IO CTPYKTYPE K IPOMEXYTOUHOMY
TeTPa3APEIECKOMY ALIYKTY.

TarEM oGpasoM, OpH OIpejieJ€HME HCTHHHHX BEJHEIEH 3JEKTDO-
CTaTHYECROT'0 COCTAaBJADMEI'0 HEOGXOIEMO KOJHYECTBEHHO YUHTH-
BaTh coemudEYecKoe, HE3JEKTDOCTATHUECKOE BJHAHEE NOCaBJAeMOl
Hef#TpanbHOR conE. [yTeM BHUMTAHEA CHEeOEQAIECKOTO COCTABJIAD-
mero OT CyMMapHor'o coJieBoro 3@fieRTa Mid 3apAXEHHHX 3aMeCTH—
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Tadama 2
BeqmqmHH 1gk,, HAKJOHH P ,>Algk, Alek,, 1
BHUACJEHHHE 3HA4YeHNA 1%2 muA mesowHOTO THIPOJHSA
b o
CgH5COO(CH, ) N(CH,)} __mpm 50°¢C

n =1 * n =2 * I
lgk° 2,05+0,03(4) 0,605+0,0IT 0,008+0,0I
0,542+0,040(4) -0,20(16}
Harion f’ -I,3I+0,I7(4) -0,54+0,07 -0,38+0,08
-0,80+0,24(4) -0,77+0,I6(I6)
Imanazon m3- 0,I0 - 0,35 0,04 - 0,30 0,07 - 0,26
MeHeHnA
I B4, P 0,05 - 0,26(4) 0,07 - 0,5I(I6)
I1,34(I6) 0,84 Tpanc (I6) 0,65 TpaHc,TpaHC
(Mo;;nb 1) I,I7 rom (I6) 0,76 Tparc, rom
QZ4Z, 0,76 0,60 TpaHc 0,48 ppanc , rpasc
(MomeJs Ho) 0,73 rom 0,65 TpaHc, TOm
!!OO&BKH I‘IaCIO4
-fAlgk 1,37 1,08 I,07
~Algk,, 0,77 0,60 0,61
loGapkn NaCl
0,95 0,56 0,48
0,75 (4)
-FAlgk 0,72 0,47 0,38
el 0.65°
IloGaBknm KC1
ZAlskI 0,48+0,I7

¥R cxoGkax yKasaHa JATepATyDHAA CCHJKA

a) CremneHs reTeponfaa C-0 cBA3H B NepeXOOHOM COCTOAHHAA
OnmM3Ka K elHMHHIEe

6) llepexomHoe COCTOSHAE GJIA3KO IO CTPYKType K IIDOMEXYTOYHO-
My TeTpasIpruecKOMy alNyKTy, CTeneHp rereposnsa C-0 cBA3M

6xm3ka K O
B) BHUMCJNIEHO MCXOIA M3 3HAUEHHA >plgk B padoTe
r) Cmneundmueckme cojyeBHe 3PPeKTH He M3YIeEHH.
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rTeJefl MOTYT OHTH HallleHH HCTEHHHE 3JIEKTPOCTATEYECKHE COCTaB-
JA0IAe, KOTOpHE B CJy4ae pasHHX HefiTpalbHHX coJell mparRTAYeC-
K2 COBIaTapT.
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JIK 541.123.4 + 547.292

BIPAHNE CBOJACTB PACTBOPHTENEN HA KOQGPUIUMEHTH

PACTPELENEHW, ¥, W3BIEYEHUE YRCYCHOX A MPONH-

OHOBOJ KWCHOT W3 BONHOX CPENH OPTAHWYECKUMH
PACTBOPHTENAMA

P.T.Makurpa, A.H. Ouprr, [.H.dnirsn.
HACTHUTYT I'€OJOr'HH H I'60XHMHM I'oppoyYyux Hokomaewnx AH YCCP,
JIsBOB.

locrynuno I2 wmoma I979 r.

HccaezosaHo pacnpenexeHue yKCYCHOR ¥ Npommo-
HOBO/i KHCIOT Mexjy BOAOK ¥ 22 OpraHmuecKuMA
PACTBODHTEJAME Pa3JHYHHX KJaccOB, Pacnpezneie-
HHe NoIyHHAeTrcs ypapHeHHp Heprcra-Mnaoma:

pr - C 3gaueHHl N R3MEHADT-
ca or 0,6 (anuaus) mo 2,2 (UMKJIOTEKCAaHOH).
BexuyuHu K  yROBIETBODHTENBHO KODPEAHDYDT-—
¢ Co cBoiicTBAMH pacTBOpATeXeR JHHEHHHM IATH-
napaMeTpOBHM YDaBHEHHEM, YYHTHBADEEM cleUurpr-
YeckKoe M HecHeUHPHYSCKoe B3aHMOZelicTBHE.

B npezuaymux cooneHnﬂxI HaM¥ OHJIO MOKasaHO, YTO
pacnpelieJeHde KapOOHUJBHHX COErMHEHH i, (EeHOJOB, a Takxe
KpPOTOHOBO# KHCJOTH MexLy AByMad {a~am¥ — BOAHO! ¥ OpraHuyec=
KOffi — MOEHO YAOBIETBODHTEJBHO OMHCATH MOCPEACTBOM JHHEHHOIO
noxunapaMeTpOBOI'O ypaBHEHHA, YYHUTHRADINEro CNOocoGHOCTH Opra-
HAYyecKoit asH K chneuufuyeckoit ¥ Hecneuuwpuueckoid CoapBaTAUHH.
Taxk xak pacnpenejeHue KapGOHOBHX KHCJOT YCJOWETAETCA fABASHHA~
M HMX accolHauMy, NPEeUMymEecTBEHHO NHMMEDH3AUWH, B OPraHWIEC-
Ko#t ¢ase ¥ IUCCOUMALMHM B BOAHOM @aaej, HHTEPECHHM OHJO Ipo-
BEPATH AJA HAX NMDUMEHHUMOCTEH NPENJIOXEHHOrO ypaBHEHHA.

B HacToAmeit padoTe M3yYEHO pACNDEnEJEHHE YKCYCHOH #
MPOMAOHOBO# KMCJOT MEXLY BOZO# M 22 OpPraHAYECKUMH pacTBODH-
TeJAMH. B JATEpaType UMEDTCA MHOTOUYHCJEHHHE NAHHHE [0 M3BAe—
YEHHD 3THX KHCJOT M3 RONH, HO, KAK NMpABHJIO, AJA OTHOCHTEJBHO
KODOTKUX CEpHii pAacTBODHTENEH, a LaHHHE DASJMYHHX ABTODOB
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JAAd OILHMX ¥ TeX Ee 3KCTpParceHTOB YacTO 3aMETHO pasJuuapnTcs
Megay codod. [JoaTOMy M MOBTODHO U3YUYUJIM DA BHOBECHOE paCH—
peleseHne 3TUX KHCJOT MEXLY BOZOH B DAZLOM OPraHUMYECKHX
TacTBOpUTENEH,

JKCnepuUMEeHTaNbHAA YacTh.
PacTpopuTesn, a TakKke KHUCJIOTH OYHMAJHKCH DeKTUfuUrauuei
u umesu cpoficTEa, COOTBETCTBYVWHE JUTEpPATYPHHM AAHHHM. Me-
TOZLMKA ONpezelieHuii corjacHo padore-, Pacyern N POBOAUIKCH
Ha JIBM "Mmp-2".

Pe3yapTaThH ¥ X OGCyxILeHHE,

B Tadu.l nNpuBEleHH PABHOBECHHE KOHNEHTDAUHU YKCYCHOMH
KMCJOTH NPH €€ pacnpeleleHun Mexzy IByMi Jasamu, a B Tadkl,2
COOTBETCTBYDMAE NAHENE IJS NPONKHOAOBON KUCAOTH.B oGomx ciy-
YasAX BO BCEM HMCCJAEJZOBAHHOM IHMANA30HE KOHUEHTpPAUMd coGinia-
erTcAd 3aKoH pacmnpezeneHud HepHcTa-Mnaosa (Capr/'y['&og—h'
B Ta6a1.3 npuBeAeHw COOTBETCTByomue 3Havexusa "K" u "M ", BH-
YUCJEHHHE MO MEeTOLYy HAUMEHBEDMX KBaZpaTOB M MX OTKJOHEHHA,

a Takke Koa{(UUMEHTH Koppeasuun "/ " ¥ cpenreKkmalpaTHYHHE
OmMGKM " §" ypamHEH¥s B JOTApU)MUYRCKOX Jopme.

AHAJOTHYHO pado'reI JOTapupMe KOHCTAHT DachpeneseHus
KACJOT CBA3AHH CO CBOiicTBaMM pacCTEOpUTENE! MOCDEACTBOM JH-
HeilHOro N7 THNApaMMTPOBOTO yDABHEHWA CROCOIHHX BHEDTHH:

éhl: ”/::T:; +ﬁa "ﬂ_;ts.a* AyB + AsE
CpoficTBa MCHOJB30BAHHHX Pactpopureaeif, a Takse KOPDPSAUDYE—
Mue BEJHYWHH 4%// LIA yKCYcHO! 7 MpON#OHOBOI XHCJOT NEUBE-
IeHy B Tab6d.4. JaNHye MO pacnpeAeleHUp MexAy BOLOH M niMe-
TUIAHAIMHON, AUGEHIWIOBHM 3EUDOM, TPUKpe3uIpocaToM u Oy-
TraaueraToM Ef I9-22 B pacuyerax HE yYUTHPAJNCH BBHUILY OTCYT-
CTBUA B JUTEPATYpe HEeoOXOIMMHX NaraveTpos B u# E.

O6paGoTKa BCEX IAHHHX JUIA YKCYCHOX KMCIOTH MO 3TOMY
YD2BHEHI0 NDHUBOLUT K JAOBOJBHO HM3KOMY OOWEMY KO3GQUUUSHTY
KOPpeJia unut R - 0,502. OnmHako HCKINYEEKE U3 PACCMITDEHE
IAHHHX LA IBYX pacTsopuTeseli -~ xJopojopma %2 u 3THIauera-
Ta M5 nomwmReT meauyuny A coornercTmerHO 10 0,927 u
0,951, T.e. My NEpeXoiMM B 0GJaCTh VIORJIETRODHTENBHOA KOP-

262



Tadawna I

PaBHOBECHHE KOHNEHTpAUUM pacnpeneleHuws yKcycHOit Kuc-
JOTH MEXIy BOMHO! M OPraHMYECKO# jasamMu B MOLB/J.

‘opr ’BOI ‘opr ‘BOI ‘BOR__
I. Bensoa 0,0925 0,109 0,0054 0,0892
0,00074  0,0373 0,116 0,134 0,0062 0,I204
0,00147  0,0475 0,138 0,168 0,007  0,I462
0,00210 0,0935 0,I87 0,238 0,0I56 0,2056
0,00232  0,1200 4. Qmecnorexcanor  0»0210 0,276
0,00289 0,412 0,0278 0,331
0,00336 0, I830 0,067  0,0I40 4 0348 0,460
0,00420  0,2I95 0,0732  0,0I65 4 0g32 0,560
0,00482 0,2831 8'SZ§ gagf§4 0,0724 0,900
0,00484  0,3I2I , ,
’ ’ . 7. _BpoMGeH30J
0,00526 0,336 0,102 0,035 —
0,00588 0,354 0,109 G, 054 0,0012 0,089
0,18 0,068 0,00I8 0,152
_2._Xaopogopu 0,135 0,078  0,0020 0,249
8'80063 0,0131 0,I5I 0,090 0,008 0,303
9’08I33 0,0258 0,i54 0,083  0,0038 0,377
0’00;36 g'gggz 0,I57 0,098  0,0046  0.462
0:00473 O:IOSS 5. 2TujaueTarT 0,0052 0,523
0,00420 0, 230 0,0[32 90,0148 BUMEIOTEKCAIXIODUL
0,00546 0, 1765 0,02I2 0,062 0,042 0,I20
0,00609 0,199 0,030z  0,0383  0,0062 0,i91
0,007i5 0,206 0,0402  0,0508 0,0074 0,240
0,063 0,266 0,05C0 0,0654  0,0092 ©,302
0,0223  0,4I2 0,06I8 0,0792 0,00l 0,350
0,0570 0,545 0,0742 90,0980 0,00II 0,362
y 0,09 ) 0,0I40 0,440
3- H—B T_a}‘{()i 0,0S‘*C 0,1.:[92 » »
0,0200 0,0204 0, 108 0,136 J,0161 0,490
0,0302 0,0372 6. AHG3OJ O, BeH3UIOBHil COKPT
T \") .
o e 02 0,02 0,052 0,019
8'5;54 ;'5765 0,0030 C,0520  0,0622 0,03[4
’ e 0,0046  0,0712 0,0704 00,0443
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