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BBEJAEHUE

AKTYaJbHOCTH TeMbl. OJTHUM W3 PUOPUTETHBIX HANPABICHUN COBPEMEHHOMN
KOOPJIMHAIIMOHHON XWUMUHU SIBIISIETCS HUCCIIEIOBAHUE OCOOCHHOCTEH OKHUCIUTEIHHO-
BOCCTAHOBUTEJBHBIX PEAKIIUMA, MPOUCXOSAIINX C Yy4aCTUEM MOHOB MEPEXOJHBIX Me-
TaJUIOB U PEIOKC aKTUBHBIX JUTaH/I0B. Ocob0e MECTO cpeAu TaKuX JIMTaHI0B 3aHU-
MarOT MPOU3BOJHBIE AUTHOKAPOAMOBOM KHUCJIOTHI, KOTOPbIE 00JIAIAI0T YHUKAIBHOU
CIIOCOOHOCTBIO CTAOMJIM3UPOBATh HETUIUYHBIC CTETIEHH OKHUCIICHHS II€HTPAJbHBIX
atoMoB. Tak, Hampumep, KoOAIbT B AUTHOKApOAMATHBIX KOMIIJIEKCAX MOXXET HaXo-
muthes B creneHsax okucienus |-1V. IlpousBognbie nuTHOKapOaAMOBOM KHCIIOTHI, a
TaKK€ METaJUIOXENaTbl Ha WX OCHOBE, XapaKTEPU3YIOTCA BBICOKOW PEAKIMOHHOU
CIIOCOOHOCTBIO, TOCTYMHOCTBIO M OTHOCUTEIBHOM JEIIEBU3HON MCXOJHBIX pearcH-
TOB, HEOOXOJUMBIX I UX CHUHTE3a, I09TOMY OHH IIMPOKO UCIOIB3YIOTCS MPHU BYJI-
KaHU3aIMU Kay4yKOB, B XUMHUHU U TE€XHOJIOTUU 3JIACTOMEPOB, CEIBCKOM XO35HCTBE,
aHAJIUTUYECKOU XUMHH, OPTaHUYECKOM CHUHTE3€, TEXHUKE, OMOJIOTUH, METUIIMHE.

HecoMHeHHBIN MHTEpEC KaK C MPUKIAIHOW, TAK U C TEOPETUYECKOM TOUKHU
3peHUs TPEJCTABISAIOT KOOpAUHAIMOHHBIE coenuuenus kodanwTa(ll, 1) ¢ mpous-
BOJHBIMH JUTHOKapOaMOBO# KUCIOTHI. [Ipu Bcem pazHooOpa3nu CHHTETUYECKUX pa-
00T, TIOCBSIIIEHHBIX ATUM KOMILJIEKCAM, BOIPOC O COCTaBE U CTPOEHUHU MPOIYKTOB
B3auMoJiercTBUs coiei koOanbTa(ll) ¢ nuTHokapbaMaramMu MIEIOYHBIX METAIOB U
TUYypaMIuCyIb(UIaMU BBI3BIBAET MHOTO pa3HOTNIaCUA U TpeOyeT BCECTOPOHHEIrO
n3yueHusi. Ocob0ro BHUMAaHHS 3aCITy»KHMBAET UCCIEAOBAHHUE OKHCIUTEIHHO-BOCCTA-
HOBUTEJBHBIX PeaKUuii ¢ yuactuem autruokapoamaros kobanwsTa(lll), koTOpsie MoryT
NpOTEKaTh Kak ¢ 00pa3oBaHHEM JTUMEPHBIX KomIiuiekcoB kodanbta(lll), Tak u coemu-
Henuit kobanwTa(lV). Jlo HacTosIIEero BpEMEHH Tak)Ke OCTAeTCsl HEBBIICHEHHBIM BOII-
pPOC O COCTaBE M CTPOSHUU MPOAYKTOB B3aUMOJICHCTBUS JUTHOKApOAMATOB KOOAJh-
ta(lll) ¢ ramoreHammu.

Takum oOpa3oMm, aHaNM3 U CUCTEMAaTH3alMs IKCIIEPUMEHTAIbHBIX JAHHBIX 00
YCJIOBUSIX CHHTE3a, COCTaBe, CTPOCHUH U CBOMCTBAX KOOPJMHALIMOHHBIX COECTUHEHUI

kobaneTa(ll, 1) ¢ npousBoAHBIMH TUTHOKAPOAMOBOM KHCIIOTHI IMO3BOJIAT PAa3BUTh U
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yIIyOUTh CYIIECTBYIOIIME MPEACTaBICHU 00 OCOOEHHOCTAX OKHUCIUTEIbHO-BOCCTA-
HOBUTENBHBIX MPOLIECCOB, COMPOBOKIAIIINX UX TOJYYECHHE, a TaAKXKE MPOTHO3UPO-
BaTh 00JIACTU MPAKTUYECKOTO MPUMEHEHUS ATUX COCAMHEHUM.

Cesa3b padoThl ¢ HAYYHBIMHM IIPOrPaMMaMM, IJIAHAMH, TemaMmu. Jluccepra-
IMOHHAsi paboTa BBIMOJHEHA Ha Kadenpe oOmiel xumuu U noiaumepoB OeccKoro
HallMOHAJIBHOTO YHUBepcuTeTa uMeHu .. MeuHnkoBa 1 cBsi3aHa ¢ TEMaTUYECKUMU
MJIaHAMU HAayYHO-HCCIIEA0BATEIIbCKUX PaboT B paMKax TOCOIOKeTHOU Tembl: “Ho-
BbIC PEILICHUS B CO3/IaHUM CUHTETUYECKHUX aHAJIOTOB MPUPOJHBIX OMOJIOTHUUECKH aK-
TUBHBIX BEIICCTB Ha OCHOBE KOOPJIWHAIIMOHHBIX coequHeHHi MetamioB” (Ne rocpe-
ructparuu 0112U001745) u temsr Ne 01.9.10036875: “3akoHOMEpHOCTH KOMILICK-
cOo00pa3zoBaHus U MOJIMMEPU3ALMU KaK OCHOBA JUIsl pa3padOTKU COBPEMEHHBIX XUMHU-
YECKUX MarepualioB”’, koopanaupyemon Hayunsim coBetom HAH Ykpannsl o npo-
oneme “Heopranuueckast Xumus”.

Heap u 3axaum ucciaegopanus. Lleas paboThl — BBISIBUTH OCOOCHHOCTH B3au-
mojeiicTBus coneit kobanpTa(ll) ¢ muTHOKapOaMaTamMu MIETOYHBIX METAIIOB U THY-
pamaucynsdumamMu, a Takke auruokapoamaroB kobansTa(lll) ¢ ramorenamu, ompe-
JEeNUTh (PYHKIMOHAIbHBIE CBOMCTBA 00Pa3yIOMIMXCS COEAMHEHUM.

JUis TOCTUKEHUS TOCTAaBICHHON LEIN HEOOX0AUMO ObLIO PEIUTh CIEIyIOIINe
3aJ1auu:

e pa3paboTaTh METOJUKH CHHTE3a Pa3HOOOPa3HbIX KOOPJIAMHALMOHHBIX COEIUHE-
auit kooanera(ll, 11), oOpasyromuxcs B pe3yabTaTe B3aUMOJCHCTBUS coyiel KoOasb-
ta(ll) ¢ TuTHOKapOaMaTaMM MIETOYHBIX METAJIOB U THYPaMANCYIb(MHUIAMH, a TAKKE
nutuokapoamaroB kobOanpTa(lll) ¢ ranorenamu;

® TIPOCTEANTH BIUSHHUE MPUPOJLI aHHOHOB cojieit kobanbTa(ll), ramorenos, 3a-
MECTUTEJIEH Y THOKapOaMOWIIbHBIX aTOMOB a30Ta M YCJIOBUH NIPOBEICHUS PEAKIINil Ha
o0pa30BaHK€ COOTBETCTBYIOIIMX MPOIYKTOB;

® 0XapakTepU30BaTh CHHTE3MPOBAHHBIC COCIUHEHHSI COBOKYMHOCTHIO (hu3HUe-
CKHUX U XUMHYECKHX METOA0B HCCIIEOBAHUS;

® ONPEACINTh COCAUHEHHUS, IEPCIIEKTUBHBIE 1JIsI IPUMEHEHUS B KAUECTBE XUMU-

KaTOB-I[O6aBOK JJIs1 CHMHTE3a H Hepepa60TKH BBICOKOMOJICKYJIAPHBIX COG,ZII/IHGHI/Iﬁ
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(BMC), a Takxe B OMOTEXHOJOTHYESCKUX MPOIECccax sl IeJIeHANPaBICHHOTO U3Me-
HEHUSI aKTUBHOCTH YH3UMOB THAPOIUTHICCKOTO JICUCTBUS.

O6vexkm uccnedosanusi — nurnokapoamatel kobansta(ll, 1), mpoaykTsl B3an-
MoericTBus auTHokapOoamaroB kodameTa(lll) ¢ ramorenamu u comneit kodamsTa(ll) ¢
THYPaMIUCYITb(PUTAMH.

IIpeomem uccredosanus — CHHTE3, COCTaB, CTPOCHUE, CIIEKTPAbHBIC, MATHUT-
HbIC, KaTaJJUTHICCKUE CBOWMCTBA, TEPMHUUECKAsT YCTOMYMBOCTh M OMOJIOTHYECKAs aK-
TUBHOCTh KOOPAUHAIIMOHHBIX coenuuenuii kodaasTa(ll, 111) ¢ mpou3BogHBIMU AUTHO-
KapOaMOBOU KHUCIIOTHI.

Memoovl uccredosanus — 3neMeHTHBIN, peHTreHo¢a3oBbil (PDA) u pentre-
HocTpyKTypHbIi (PCA) ananussli, UK, sanexkTpoHHas, peHTI€HOAIEKTPOHHAs, PEHTTe-
HoBcKas SKgomuccrnonHas 1 EXAFS cnekTpockonuu, Moiry>MIMPUYECKUA KBaHTO-
BOXMMHUYECKMU MeTon AMI, KOHIyKTOMETpHs, MAaCC-CHEKTPOMETPHs, MATHETOXU-
MUs, nepuBatorpadus, TUIATOMETPHsI, BUCKO3UMETPHSI, PEOMETPHUSI U CTaHIAPTHBIC
METO/Ibl UCTIBITAHUI PE3UHOBBIX CMECEH U BYJTKAHU3ATOB.

HayuyHasi HOBM3HA MOJIyYeHHBIX pe3yJabTaToB. BIiepBbie 1Moka3aHo, 4TO MPU
B3aumojelcTBun coseit kobanbTa(ll) ¢ auTHOKapOamMaTtamMu HATpHsS B BO3IYIIHON
Cpelle OCHOBHOE BIIMsHME Ha oOpaszoBaHue auTHokapOamaroB koOampTa(ll) wmm xo-
oanmpTa(lll) okassiBaeT pactBopureab. B Bome o6Opasyrores [Co(S;CNRRY),]
{[CO(RR'DtC)z], R =R =CH; (Me), C,oHs (Et), n-CsH5 (Pr), n-C,Hq (BU), CH,CsHs
(Bn); RR' = (CHy)s (Pip), (CHy)s (HmI), (CH,),O(CH,), (Morph)}, a B meranoe,
sTaHoJje, areTone u aneronutpuie — [Co(RR'Dtc);]. O6napyxeno, uro [Co(RR'Dtc),]
YCTOWYMBHI B TBEPJIOM COCTOSIHUH, a TIPU PAaCTBOPEHUU B OPTAaHMUECKUX PACTBOPHUTE-
JSIX camonpou3BoiibHO okucisitores 1o [Co(RR'Dtc)s].

Ycranoieno, uto peakiun B3anmoeiicteus [CO(RR'Dtc);] (R = R' = Me, Et,
CeHi: (Cy); RR' = Pip, Hmi, Morph) ¢ rajorenaMmu HOCST MPHHIUAIHAAIBHO Pa3HBIN
XapakTep: ¢ HOJOM 00pa3yroTcsi MOJIeKyJsIpHble Komiuiekchl koOambra(lll)
[Co(RR'Dtc)s]-2l5, a ¢ ximopoM U OpOMOM — BBICOKOCITMHOBBIE KOOPAWHAIMOHHBIC

coenuuennst  kobansta(ll) RR'N=C(8)SS($)C=NRR'[CoX,] {(RR"),Ditt[CoX,];

X =Cl, Br}.



9

BriepBbie mMoOKa3aHo, YTO B pe3yabTaTe OKHCIUTEIbHO-BOCCTAHOBUTEIBHBIX
peakuit mexxay CoX, (X = Cl, Br, I, NCS, NOs, ClO,) u tnypammucyabhugamMu
RR'NC(S)S-SC(S)NRR' {(RR"),Tds}, napsay ¢ Boccranosienuem (RR'),Tds mo
JIUTHOKApOaMaToB (TOMOJIM30M CBSI3M S—S), B 3aBUCMMOCTH OT IPUPOJIbI AaHUOHA, JI0-
TIOJTHUTEIBHO MPOUCXOIST PA3JIMYHbIC MTPEBPAIICHUS THYPaMAUCYIb(UI0B: OKHCIIE-
ane 10 RR'N'=C(S)SS($)C=N'RR' (xi0puz, 6poMux); riybOKOE OKHCICHHE 1O
S0,%", NO (uutpar); paspsis csizeit C—S ¢ oGpasosarrem RR'N'=C=S (RR'Tmi) u S
(nogun); mykneoduupHas ataka NCS-moHaMu THOJIBHBIX aTOMOB CEPHI B TUypaMIH-
cynbpumax ¢ oopazosanreM RR'NC(S)SNCS (RR'Ditc) (ponanun).

Pa3paboTaHbl METOAUKH CHHTE3a, BBIACICHBI B HHIUBUIYAIbHOM COCTOSHUH H
OXapaKkTepu30BaHbl 43 COeAMHEHHUs, OOJBITUHCTBO U3 KOTOPBIX MOJYYCHO BIICPBBIC.
Metonom PCA ompenencHbl  cTpykTypbl KomiuiekcoB [Co(Me,Dtc)s;]'l, w
[Co(Me,Dtc)s]-21,, a metomom EXAFS cniekTpockonuu — JuIHHEI cBsi3eit CO—S B qu-
tHokapOamaTax kobanbTa(ll).

IIpakTHyeckoe 3HaYeHHE TOJYYEHHBIX pe3yJbTaToB. [loka3aHo, 4TO M-
trokapbamatel kobanmsTa(lll) yckopstor pacnan tper-Oyrunnepoensoara (TBPB) u
ruaponepokcuaa kymona (CHP) Ha cBoOoIHBIC paHKalibl, TOITOMY ISl YBEINYCHHUS
CKOPOCTH MOJUMEPH3AIUU CTHPOJa MPH HEBBICOKMX TEMIIEPATypax IeIeco00pa3HO
UCIIO0JIb30BaTh HHUIIUUPYIOIINE CHCTEMBI Ha HX OCHOBE.

Coenunenns (RR'),Ditt[CoX;] MoryT ObITh peKOMEHJIOBaHbBI B KAa4eCTBE XH-
MHKATOB-100aBOK ISl TIOBBIIMICHHS CKOPOCTH U (PPEKTUBHOCTH BYJIKaHH3ALMH pe-
3MHOBBIX CMECEH Ha OCHOBE OyTaJMeH-CTHPOJLHOIO KaydyKa M MOJy4EHHUS PE3UH C
yIyYIIEHHBIM KOMIUIEKCOM (PH3MKO-MEXaHHYECKUX CBOMCTB.

Koopaunarmonnsie coenunenust [Co(RR'Dtc)s], (n = 2, 3), [Co(RR'Dtc)s]-21,,
(RR").Ditt[CoX,4] u [Co{RR'Ditc}4](NCS), sBnsitoTcsi MOAM(PHUKATOPAMU KaTaIUTH-
YEeCKMX CBOWMCTB MENTHIa3, 0-L-paMHO3Ma3, 0-aMKia3, a Takke HHIMOUTOpaMu poc-
ta Oaktepun Staphylococcus aureus ATCC 25923. MakcumainbHbIi 3P HEKT H0CTH-
raercs nmpu akTuBupoBanuu nentuaas Bacillus thuringiensis UMB B-7324 ¢ snacras-
HOM 1 (PUOPUHOIUTUUECKONW aKTUBHOCTBIO.

Pe3ynbTaThl pabOThl YIIIyOJISIFOT U pa3BUBAIOT MPEACTABICHUS] 00 OKUCIUTEIb-
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HO-BOCCTAaHOBUTEJIBHBIX PEAKLHUAX C yyacTueM AuTHokapbamaroB kobdamsta(lll), co-
aert kobansTa(ll), TMYpaMauCyTbPUI0B U MOTYT OBITH UCIIOJIB30BAHbI B KAYECTBE OT-
JICTIbHBIX PAa3/IeNIOB JIEKIIMOHHBIX KYpPCOB W MPAKTUKYMOB II0 HEOPTAaHUYECKON H
KOOPIMHAIIMOHHOM XMMHH B BBICIIMX y4eOHBIX 3aBefeHusAX. Kpucramtorpadpudueckne
rapaMeTphl JIByX COCIMHEHUN MOMOJHUIN 0a3y CTPYKTYPHBIX JaHHBIX KemOpuk-
CKOro 0OaHka.

JIn4HbI BKJIAA coucKaTe sl. AHAIU3 JINTEPATYPHBIX TAHHBIX, CHHTE3 COEJIU-
HCHHUI U OCHOBHOM 00BbEM 3KCICPHMEHTAIBHBIX padOT (3JIEMEHTHBIA aHAIU3, HCCIC-
noBanusa merogamu MK u 351eKTpOHHON CIEKTPOCKONHNHU, KOHAYKTOMETPUHU, MAarHeTo-
XUMHH, JepUBaTOrpaduu, TUIATOMETPUHA U BUCKO3UMETPHH), 00pabOTKa W aHAJIN3
MOJYYEHHBIX PE3YJIbTaTOB BBHIMOJHEHBI COMCKaTeleM JIM4YHO. ITocTaHOBKa 11€1M U 3a-

Jad HUCCJICAO0BaHU:A, O606H_I€HI/I€ CT0 PE3yJbTAaTOB BBLIIIOJHCHBI COBMCCTHO C J.X.H.,

pod. ‘HpI/IC}DKH}OKOM A.I/I.‘ u 1.X.H., ipod. Celdymnmunoint U.U., koTopbiM aBTOp HC-

KPEHHE MPU3HATEJICH 32 HEOIICHUMYIO MTOMOIIb U MHOTOJICTHIOKO TIOIJIEPKKY. ABTOP
TAK)Ke BhIpaKaeT 0JIaroapHOCTH 3a MOMOIIIb B TPOBEICHUHA COBMECTHBIX HCCIIE0BA-
auit 1.x.H. Hepenory C.E. (MOHX um. H.C. KypnakoBa PAH, MockBa) u K.X.H.
Crapukosoii 3.A| (MHOC um. A H. HecmesinoBa PAH, Mocksa) 3a PCA, 1.¢.-M.H.

3yb6aBuuycy S.B. (HUL “KypuatoBckmii uacTHTYT”, MOCKBa) 1 K.(.-M.H. Biacen-
ko B.I'. (HUU® KODY, PoctoB-Ha-/loHy) 3a ucciaenoBanus merogoM EXAFS crek-
tpockonud, K..-M.H. [Tapeirunoit I'.K. (MHX um. A.B. Hukonaesa CO PAH, Hoso-
CHOMPCK) 3a 3alUCh PEHTIEHOMIEKTPOHHBIX M PEHTTEHOBCKUX SK zdMHUCCHOHHBIX
CreKTpoB, K.X.H. Masene A.B. (PXU um. A.B. borarckoro HAH Ykpaunsi, Onecca)
3a PerucTpanuio Macc-ciekTpos, K.T.H. [IpoitueBoit A.I'. (HUUPII, Mocksa) 3a u3sy-
YEHUE BIIMSHUS KOMIUIEKCOB Ha CBOMCTBA PE3MHOBBIX CMecei U pe3uH, 1.0.H. BapOa-
uer JI.I. u cotp. (MMB HAH VYxpaunsl, Kuep) u k.0.H. 3undyenko O.10. (OHY ume-
Hu V.M. MeunnkoBa) 3a omnpesencHue OMOJIOTHYEeCKOM aKTUBHOCTH CHHTE3UPOBAH-
HBIX coenuHennid, corpynunkam [JAM AH Monnossl, KuiinueB 3a cbeMKy audpax-
TOTpaMM 00pas3IioB.

Anpobanuu pe3yJbTaToB auccepramuu. OCHOBHbIE pe3yJbTaThl JUCCEpPTaA-

LIMOHHOM pa6OTI>I ObLTH NpEACTaBJICHbI B BUAC JOKJIAJ10B Ha HAYUYHBIX KOH(bepeHI_II/I-
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sx: V Bcecoro3Hoe coBemnanue 1Mo XUMHHM HEBOJIHBIX PACTBOPOB HEOPTaHUYECKUX U
KOMIUTEKCHBIX coenuHeHnid (PocroB-Ha-/{ony, 1985); IV BcecorosHoe coBemanue u
X koHpepennus “CHeKTpocKoIus KOOpAMHAIIMOHHBIX coenuHenuii” (Kpacnopnap,
1986, 2013); IX Bcecorosnoe coserianue “@u3ndyeckue 1 MaTeMaTHYECKUE METOJIBI
B koopauHanvoHHoW xumun’ (HoBocubupck, 1987), X"

Methods in Coordination Chemistry” (Kishinev, 1993), XVII"™ International Confer-

Conference “Physical

ence “Physical Methods in Coordination and Supramolecular Chemistry” (Chieinru,
2012); XI-XIX Vkpainceki koHpepenmii 3 Heopraniunoi Ximii (Cumbepornosb,
1989; Vxropon, 1992, 2004; Kuis, 1996, 2001; JIsris, 2008; Xapkis, 2011; Omeca,
2014); XVI-XIX, XXI, XXII © XXV Yyraesckue KOHPEPEHIHH 110 KOOPIUHAIIMOH-
Hoit xumun (Munck, 1990; Mocksa, 1996; MBanoso, 1999; Kues, 2003; Kurmnnes,
2005; Cysmanb, 2011); 34" International Conference on Coordination Chemistry (Ed-
inburgh, 2000); XI i XIlI Ykpaiaceki KoH(]pepeHIlii 3 BHCOKOMOJICKYJIIPHUX CITOJIYK
(JuinponerpoBerk, 2007; Kuis, 2010); 1l Mexnynapoanas koudepenius “Tlpu-
KJagHas (usuko-Heoprannueckas xumus” (Cesacromnosnb, 2013).

Myoankamuu. [To matepuanam auccepranuu omyonukoBano 11 crareii, 1 aB-
Topckoe cBuaeTenbcTBo CCCP, Te3uchl 24 mokiaoB Ha HAIMOHAIBHBIX U MEXKTyHa-
POJIHBIX KOH(PEPECHITUSX.

CTpykrypa u 00beM auccepramuu. Jluccepranus COCTOUT W3 BBEICHUS,
4 pa3nenoB, BBIBOJOB, crucka jureparypbl (313 HaMMEHOBAaHUMN) M MPUIIOKCHHM
(21 ctpanwuma). Pabora u3noxena Ha 217 cTpaHMIIaX MAIIMHOMKUCHOTO TEKCTA, CO-

nepxkut 34 Tabnuibl U 50 pUCYHKOB.
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PA3JIEJI 1
OBILIASI XAPAKTEPUCTUKA JUTHOKAPBAMATHBIX KOMILIEKCOB
KOBAJBTA(I, 111)

JluTrokapOaMOBbIe KMCIOThI — 3T0 coenuHeHus oomieit popmynsr RR'INC(S)SH,
rae R u R'— H, ankwun, apun, rerepounkini. B uHIMBUIyalbHOM COCTOSTHUM OHH He-
YCTONYMBBI, UCIIOJIB3YIOTCSI B OCHOBHOM B BHUJE COJIeH (auTrokapbamaToB), 3(hUpoB
(IUTHOYPETAaHOB) U TUYPAMOB.

Kommiexkcoobpa3yroiye cBOMCTBA MPOU3BOJIHBIX JUTHOKAPOAMOBON KUCIOTHI
0OyCJIOBIIEHBI HAJTMYHUEM B WX MOJICKYJIaX TOHOPHBIX aTOMOB THOHHOW M THOJBHOU
cepbl. KBantoBo-xumuueckuii pacuer (MIIAII/BC) ctpoenus audtuingutuoxapOa-
MaT-aHMOHA T0Ka3all, YTO BBICIINE 3aHSThie MOJEKyJsipHbie opoutanu (MO) 6a3u-
PYIOTCSI TPEMMYIIECTBEHHO Ha OPOUTANIAX aTOMOB Cepbl U UMEIOT T(P,)-, 6(Py, Px)-,
Ns(Pxy(S) + Pxy(N))-, N(PS) + p(C) + p,(N) + s(H))-xapakrep B mopsiike Bo3pacra-
Hus sHepruu [1]. Takoe ctpoerne MO 03HaYaeT, YTO TUITHIIIUTHOKapOaMaT-aHuOH
MOXKET SIBJISIThCS G-, - WIH (G,7)-JI0HOPOM, a TaKXKe TM-aKIETOPOM B 3aBUCUMOCTH
OT PHEPIrUU U CUMMETPHUM BHEIIHMX OpOUTaNel MOHA MeTalla-KOMILIEKCO0Opa3oBa-
tensi. -MO oOpa3oBaHbl B OCHOBHOM P,-opOutainsimMu atoMoB (pparmenta S,CN. Bri-
COKasl CTENEHb JCJOKaIM3alMM KaK 3aHsATOM, TaK U BakaHTHOM m-MO ompepensier
YHUKAJbHYIO CITOCOOHOCTh ATHX JIMTAHAOB CTaOWJIM3UPOBATH HETUITUYHBIC COCTOS-
HUSI OKHCJICHUS IIEHTPaJbHBIX aToMOB. M3BecTHO [2], uTO KOOAmbT B AUTHOKapOa-

MAaTHBIX KOMIUIEKCAX MOYKET HAXOIUTHCS B cTereHax okucieHus |-1V.

1.1. Cnoco0bl mosyuyeHHsl, CTPOEHHE W CBOWCTBA JUTHOKAPOAMATHBIX
KoMmIuiekcoB kodaabTa(ll)

[ToBbIlIEHHBI UHTEPEC UCCIEN0BaTeNeH K N3YUEHHIO KOMIUIEKCOB KOOallbTa ¢
JUTHOKApOaMaTHBIMH JIMTaH/IaMU CBSI3aH C YHUKaJIbHBIMU OKHCIHMTEIHbHO-BOCCTaHO-
BUTEJIbHBIMU U KOMIUIEKCOOOPA3yIOLUMHU CBOMCTBAMH AUTHOKApOaMaTOB U BO3MOXK-
HOCTBIO CHHTE3a Ha UX OCHOBE COEIMHEHMI C pa3HOOOpPAa3HBIM COCTaBOM, CTPOCHHEM

N CTCIICHBIO OKHCJICHHA LCHTPAJIbHOTO HOHA. PaznnuHbIM acniekTamM XHUMMHU 3THX CO-
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eIMHEHHI TIOCBSIICHBI psi 0030poB 1 MOHOTpaduit [2-12], a Takke OOJBIIOE YHCIIO
OPUTHHAIBHBIX MyOJMKaIuii. B HUX TOCTaTOYHO MOAPOOHO PaCCMOTPEHBI CTPYKTY]-
HBIC, DJIEKTPOXUMHUIECKIE, TEPMUUECKHE U JIp. CBOMCTBA TUTHOKapOaMaTOB KOOATh-
ta(lll), Torna kak uHpopMarmst o coenuHerusx kodambra(ll) HE cromp MHOTOUMHC-
JIEHHA ¥ BO MHOTOM MIPOTHUBOPEYMBA. DTO CBSI3aHO C TEM, YTO MPHU B3aUMOJICUCTBUH C
JTUTHOKapOamMaTaMu IIEJI0YHbIX MeTayuioB Ko0anbT(ll) caMonpon3BoIEHO OKUCIISET-
cs 1o kobansTa(lll).

Kob6anet(ll) npu xomruiekcooOpa3zoBaHUU € AUITHI- U TUPPOTUIUHIUTHOKAP-
O0amaramu (PyrrDtc) B pa30aBICHHBIX METAHOJIBHBIX PAacTBOPAaX OKUCISAETCS O KO-
oampTa(lll) naxke B armocdepe Bogoposa [13]. MeTogamMu MOTEHITMOMETPHH U BOJIBT-
aMIIEPOMETPUH MOJITBEPIKACHO, uTO OkuciaeHue kodanpTa(ll) B ausTriauTHoKapOa-
MaTHBIX KOMITJIEKCAX MPOUCXOIUT HE TOJIBKO B METaHOJIE, HO M B TUMETHICYJIb(OK-
cuge (IMCO) [14]. ITokazano [15], uro npu B3aummozcictBun C0SO, ¢ AUITHIAM-
THOKapOamMaToOM HaTpHus 00pa3yrOTCsi KOMILUIEKCHI cocTaBa 1 : 3, oHaKO P U30BITKE
CoS0O, Bo3moxHo obOpaszoBanue [Co(Et,Dtc),]. CoenuHenne Takoro cocraBa ObLIO
3a()UKCHPOBAHO TPU IKCTPAKIIMK CMEChIO H-renTaHa W dTuianerata [16]. B mamb-
uermem komruieke [Co(Et,Dtc),] 6b11 BeeneH B TBepaoM Buze. C y4eToM cocTaBa,
nauHbIX MK 1 371€eKTpOHHOMN CTIEKTPOCKONNUH, BETUYUHBI 3(PHEKTUBHOTO MarHUTHOTO
MOMEHTA (g = 2,4 M.B.), clienan BbIBOA O €ro INIOCKOKBAJAPaTHOM CTPOEHHH.

[Tpu nodasnenuu 0,1 M pacteopa CoCl, k 0,1 M pactBopy Na(Et,Dtc) B coot-
Homenuu 1 : 4 momyueHo coequrenne Na[Co(Et,Dtc);]-H,0 [17]. Ucnonb3ys o1y ke
MeTouKy, aBTophl [18] monyunnu 6e3Boaubiii Na[Co(Et,Dtc);] (naxe npu mmressb-
HOM CYCITEHIUPOBAaHUHU B TOpsUeH BoJe WM KurstueHuH). OIHAKO HE3aBUCHUMBIC UC-
ciepoBanus [19] yOeauTeNnbHO MPOJEMOHCTPUPOBAIIH, YTO 3aSBIIEMOE COCAUHEHHE
B nericteutenbHOCTH He Na[Co(Et,Dtc)s], a xoporo u3sectHsiii [CO(Et,Dtc);]. K Ta-
KOMY € BBIBOJY MPHIILTHA U aBTOphI [20], KOTOpBIEC YCTAaHOBU/IM, YTO B BOJHBIX PacT-
Bopax kobanbT(ll) mpu cMeIMBaHuU ¢ TUITHIIUTHOKAPOAMATOM HATPHSI CIIOHTAHHO
okuchsercs a0 kodanera(lll) naxke npu odeHs TIIATETLHOM 3aIUTE OT KUCIOPOAA.

Ctabunm3upoBaTh CTETICHh OKUCIEHUS +2 MOHO, €CJIM BBECTH y aTOMOB a30-

Ta 00beMHbIC 3amecTuTeu. Jutnokapdoamatel kobanbra(ll) cuHTE3HMPYIOT Cliemyro-
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IIMMH METOaMH, PUBEACHHBIMU HIKE!

1) HemoCcpeACTBEHHBIM B3aMMOICHCTBHEM CITUPTOBBIX pacTBopoB COCl,, CS, n

amuHa [21-23]
2RR'NH + 2CS, + CoCl, — [Co(S,CNRR’),] + 2HCI;

2) peakiusaMu oomMena mexay coisimu kobanbta(ll) (xmopumamu [24-33], Hut-
patamu [34-37], aneraramu [38]) u autHokapOamaramu Hatpus [24-26, 28, 31, 33-
35], kamus [30, 32, 36-38] nnu ammonus [27, 29, 39]

CoX; + 2RR'NCS(S)M — [Co(S,CNRR"),] + 2MX,
rae X = Cl, NO3, CH;COO; M = Na, K, NH,.

bonee mmpokoe pacnpocTpaHEeHHE NOJy4HS BTOpod Metof. CHHTE3 ocylle-
CTBJISIFOT B BOJIHO# [24, 28, 34, 36, 37, 39], BogHO-cimpTOBOi#t [25-26, 28] nmubo crimp-
toso# [30-33, 35, 38] cpene npu kOMHATHOH TemniepaType uiau HarpeBanuu [31, 38].

B psange ciaydaeB mccnenoBarenu, neitasich cuaTe3npoBath [CO(RR'Dtc),], mo-
Jy4aad KOOPAWHAIIMOHHBIC COCTUHECHHUS pa3indHoro tuna. OOHApyKEeHO, YTO €CIIH
BMECTO JUTHOKapOAMaTOB MICJIOYHBIX METAJIOB HCIOJB30BaTh 4-METHIITHIICPA3HH-

1-xapOOIUTHOBYIO KUCIIOTY, TO 00OPa3yIOTCs IBUTTEP-UOHHBIE KOMITJIEKCHI

/ N{ Co } CH3

X X )
rne X = Cl, Br [28], ClO, [40]. iX MOXHO CHHTE3MPOBAaTh U HEMOCPEICTBEHHBIM

B3anmozeiicteueMm [Co(RR'Dtc),] ¢ HCI wimu HBr. Tak, no6aBineHreM KOHIIEHTPHPO-
BaHHBIX BOAHBIX pacTBopoB HCIl mmm HBr x pactBopy Ouc(4-denunnunepasut-1-
kapOoauTrnoaTo)kodanbTa(ll) B merazupoBaHHOM OEH30J€ MPU CTPOTOM KOHTPOJIE
cBOOOHOTO KHcopoaa obutn noayuensl [Co(4-PhPzDtcH),X;], rae X = ClI, Br [28].

B pesyabrare B3aumoneiictuss Co(CH3COO),-4H,0 (0,0025 mois) ¢ mporpa-
HOJIOJI- WJIM dTaHoJIonauTHOoKapoamaroM Hatpus (0,05 MOJb) B cMeCH BOJa : METaHOJ

(1 : 10) ObLIHM BBIACIIEHBI COCAMHEHMUS

/L /H/\ rae X =CH3;0,n=1,R = OO [41];
Na * * nHzO,

cO NH,
X X | X = CH;COO, n = 5, Rm [42].
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Bosnukaer Bompoc: modemMy B WACHTHYHBIX YCIOBHSX CHHTE3a BMECTO IPO-
TYKTOB OOMEHa 00pa3yrOTCsl COCTMHECHHSI HOHHOTO THUIIA, OTJIMYAIONINECS TTPUPOION
aHWOHA (METWUJIAT, alleTaT) U YMUCIOM MOJIEKYJ KPUCTAILTM3allMOHHON BoAbI? Bo3pa-
JKCHHE BBI3bIBACT W BBIBOJ aBTOPOB [41-42] 00 WMOHHOW TPHUPOJIE COCAMHEHUH, ITO-
CKOJIbKY 3HaY€HHUsI MOJISIpHOM 3iiekTponpoBogHocTy ux 0,001 M pactsopos B IMCO
(7,3u 11,6 OM “cM>* MO COOTBETCTBEHHO) 3HAUUTENILHO HUXKE, YEM JIJISl AJIEKTPO-
muroB Tuma 1 : 1 (97-110 Om “cm*monb * [43]). HeomHo3HAYHOI IIpeACTaBISCTCS 1
HHTepIpeTanys faHHbX MK criektpockommu: oTHeceHne actotT mpu 426,2 u 453 cv
K BaJICHTHBIM KoyieOaHusM CBs3M C—N, OTCyTCTBYIONIECH B MpetaraéMbIX CTPYKTY-
pax, a Takxke moioc mpu 574,7 u 526,8 em K v(Co-S), Torma kak, o0 MHECHHIO
OoJBIIMHCTBA HccaenoBarenei [24-26, 28, 34-35, 39, 44], v(Co-S) naxoasarcs B 00-
nmactu 350-370 cm .

CMGHIaHHOHI/II’aHI[HBIG KOOPpINHAIIMOHHBIC COCOAUHCHUNA

rae R = H, CH; monydeHs! kumsiaeHreM ¢ 00paTHBIM XOJOIUILHUKOM B TeUCHHUE 2 U
BOJIHO-3TAHOJIbHBIX PAacTBOPOB Owmc(arieTniamneronaro)kodanstra(ll) u cooTBeTCTBY-
IOIIEero quTHOKapOamara Oapust [45].

Peakmms wmexay CoCl, wu  nuaneratoguTokapOamMaToM — aMMOHUS

(NH,)3(Ac,Dtc) B kuciioM BOAHOM pacTBOPE MPUBOAMT K 00Pa30BaHUIO COCIMHEHUS

OH

O O
N OH /\ OH O
T=s g MO
y S

O \
OH
NH, S

~ / \ / N
_—Co Co >N
VAN >
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KOTOpPOE B TCUCHUE HECKOJBKUX JHEH Ha BO3JYyXE CaMOIPOU3BOJIBLHO OKUCISICTCS 10
[Co(Ac,Dtc)s] [46].

B3aumMoielicTBHEM METaHOJBHBIX PACTBOPOB allETHIIAICTOHA U THIPA3HHTHU]I-

para ¢ mocienyrImuM ao0aBicHreM cepoyriepona, a 3areM CoCl, aBropamu [47]

OCYILIECTBJICH TEMILIATHBIA CHHTE3 TOMOOUAICPHOTO KOMILIEKCA [COZ(HyertC)z]:

o NN{ >—NN

NH, _4HCI
2 +4 1> +4CS; +2CoCl,
>—N -N

© 2 NN{

FOMO6I/IHIIepHI>I€ KOMILJICKCHI ITOJIYUYCHBI TAKXKC 0OMEHHBIM B3aHMOHGﬁCTBHeM

UJC/JCDC/J

S
S
S
S

IKBUMOJIBHBIX KOJUYECTB METAaHOJIBHBIX pacTBopoB COCl, u cooTBeTcTBYROMUX OMC-
(muTHOKapOamMaToOB) HATPHUS:

H

-N N{ Co
L ~ ]

[H— N{ cq >— j

BBIXOX — 70%, Ty = 211 °C, A = 17 OM “em*moms (0,001 M pacteop B JIMCO),
m/z (1, %): 961 (23) [M]", 879 (72), 583 (64), 381 (81), 374 (84) [48];

N% cq >—N

DG

N% N
S’

Bbixon —40%, T,,, =265 °C, A=19,6 OM_l‘CM -moits (0,001 M pactsop B IMCO) [31].

]

Astopsl [37] mosiararot, 4To MPOIYKT PEAKIIMA OOMEHA MEKIY BOJIHBIMHU pac-
TBOpamu HuTpara kobdanera(ll) u 4-6eH3mwnnunepasun-1-kapooaurnoara kams (1 : 2)
Takke uMmeeT auMmepHoe crtpoeHue [Co,(4-BnPzDtc),]-4H,0. Takoe yrBepxkueHue
SBJISIETCS BEChbMa JIMCKYCCHOHHBIM, IOCKOJIBKY PAaCTBOPHUMOCTH KOMIUIEKCA B 3TaHO-

ne, anerone, xiopodopme u CCly Bpsia a1 MOXKET CITy>KUTh BECOMBIM apTyMEHTOM B



17
MOJIb3y €r0 JIUMEPHOTO CTPOEHHUs, TeM OoJieeé YTO aHAJOTUYHBIC IO CTPOCHUIO
TUTHOKapOaMaTHOTO Jinranaa 4-metwi- [24], 4-bennn- [26, 28, 49] u 4-popmumu-
nepasun-1-kapooautuoarsl kobanbta(ll) [30] sBistorcs monomepHbiMH. B macc-
CIICKTpax IeKTpoHHOTO yaapa komiuiekcoB [Co(4-PhPipDtc),] u [Co(4-PhPzDtc),]
3a(pUKCUPOBAHBI TUKKA MOJIEKYJISIPHBIX HOHOB, a parMeHTANUs TIPOTEKAET C OTIIET-
nenreM CoS” u 06pazoBaHMEM COOTBETCTBYIOIIMX THYPAMMOHOCYIb(UI0B, STaH 1~
THOAMUOB M THOMOYEBHH [49].

ITo maunueiM [44, 50] npu B3aumopeiicTBun BoaHbIX pacTBopoB COCIl, ¢ Takumu
ouc(aurrokapbamaramu) Kak 1,4-miMrnepasuH-, 3THICH- WIH TeKcaMeTHIeHOHC(au-
THOKapOaMaT) HaTpusi 00Pa3yrOTCs KOOPIUHAIIMOHHBIC TIOJTUMEPHI ¢ MOJIbHBIM COOT-
HOIIIEHHEM KoOalbT : Ouc(autuokapbamar) paBubM 1 : 1.

[TonumepHoe  cTpoeHME  HUMEIOT W OMMETAUIMYECKUE  KOMIUIEKCHI

[CCo(RR'DIc),]

R. R R_ R R_ __R
L1 X

« S7s. sTs. sTs.

’ SYS s\(s SYS X
N N

7 e ~ /N\
R R' R R' R R’

rae R = R'= Et, R,R' = Pip [51]. Ouu ObL1H TOJyYEHBI B pe3yJIbTAaTe MOCICI0BATEIb-
HOro 100aBJEHHs K PACTBOPAaM COOTBETCTBYIOIIMX TUTHOKAapOaMaToB HATPHS B CMe-
cu aneToH : Boaa (4 : 1) pacteopoB Cd(NOs),, a 3atem Co(NO3),. MonbsHOE COOTHO-
menre Na(RR'Dtc) : Cd(NOs), : Co(NO3), cocraBnsiio 4 : 1 : 1. AHaIOrnyHo ObUTH
cunHTe3npoBanbl coeaunenus [ZNCo(RR'Dtc),], rae R = Me, R' = Cy [52].

[TpuHuMas BO BHUMaHHUE, YTO MEPKAINTH/ SBIISETCS XOPOIIO yXOAIIeH TPyII-
IOH B PeakIuAX HYKJICO(PHILHOTO 3aMeIIeHNsT BTOPHYHBIMA aMHHaMH, aBTOPbI [53]
OCYIIECCTBHJIM CHHTE3 CMEIIAHHOJUTaHAHOTO JUTHOKAPOAMATHOrO KOMILIEKCa KO-
oanpta(ll) [Co(L)(Et,Dtc)][BPh4]-0,5CH,Cl,, rae L = 1,1,1-tpuc(audenunndochuto-
MeTmin)3TaH, B3anmoericteueM coeauaenus [Co(L)(S,CSCH;3)][BPh4]-1,5Thf (Thf —

teTparuapodypan) ¢ nudtuaamuaoMm B CH,Cly:
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B Ph " B Ph 17
LPh LPh
P \ S / Et,NH \ S /T
P /C 8 0™S | e I /CO SN
Ph “Ph
L Ph _ B Ph B

Cremyer OTMETHTb, YTO YCTOWYMBOCTh qUTHOKapOamaToB kobOanbra(ll) moBsi-
nraercs npu oOpa3oBaHUM AUTYKTOB ¢ OCHOBaHHMsAMH [54]. CMemaHHOJUTaHIHBIC
KOMILTEKCHI TuTHOKapOamaToB kobanbTa(ll) ¢ OCHOBaHMSAMY MONYYCHBI IBYMSI METO-
JaMHU.

1) KUTITYCHUEM ¢ OOPAaTHBIM XOJIOAMILHUKOM B TCUCHHE 3 9 DKBUMOJIBHBIX KO-
muectB Ouc(N-nuknorekcmauTnokapoamaro)kodansta(ll) u Tpudenundochuna B
teTparuapodypane [38]

[Co(CyHDtc),] + PPhs — [Co(PPh3)(CyHDtc),];
2) peakiusiMi 0OMeHa
[Co(Am),Cl,] + 2Na(RR'Dtc) — [Co(Am),(RR'Dtc),] + 2NacCl,
rae Am = mupuaus (Py), n =2, R = R' = Et, Ph, pacTtBoputens — meranou [55];
Am = 1,10-¢penanrpoaun (Phen), 2,2'-ounupuaun (bpy), n = 1, R = R' = Et, pactBo-
putens — Boza [54].

[To aHamoruu ¢ peakiuel 2) B3aMMOJCHCTBHEM CTEXHOMETPHUYECKHUX KOJIH-

gectB Sn(Tch),(CoCl,), (H,Tch — tmokap6oruapasun) u Na(Et,Dtc) B meranose

CHHTE3UPOBaH Pa3HOMETAIBHBIN TPEXbSIICPHBIN KOMILIEKC [56]

S \
f AN
T i
NH
~ //
Co >Sn Co
/ \H/ E | \.S
y ~
NTI
N N/
S _/

JutnokapOamatsl koOanbTa(ll) B TBEpAOM COCTOSHUM YCTOWYMBBI HAa BO3IYXE

B TCUHCHUC NJIMTCIBHOIO IICPHUO/Ia. Onn HEPACTBOPUMBI B BOJC, IIJIOXO PACTBOPUMEBI B
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arleToHe, METaHoJe, dTaHoje, OeHsone, nuokcane, CCly, xmopodopme, mydme — B
HUTpoOeH3ome, mumermwipopmamuzae (AMDA), IMCO. bompmmHCTBO TUTHOKApOa-
maToB ko0anbTa(ll) okparieHo B 3eneHbld 1BeT. Hu3kue 3HaYCHUS MOJISIPHOM JICK-
tporpoBoaHoctd 0,001 M pacrBopoB [CO(RR'Dtc),] B HuTpoGenzone (0,25-0,40
Om “cm®moms + [34, 39]), IM®PA (0,2-1,7 Om “evm*momb * [21] u IMCO (17

2

-1 1
Om ~cMm™Moutb -~ [30]) yka3bIBaIOT HA TO, YTO OHM OTHOCSITCS K HEIJICKTPOJIUTAM.

Pa3nuunbie  kommiekcHble — uvactumbl, Takue kak  [Co(RR'Dtc)s],
[Co(RR'Dtc)s]*, [Co(RR'Dtc),], [Co(RR'Dtc),]*, [Co(RR'Dtc),] u ap., oGHapy®eHSI
B Iporiecce ekTpoxuMudeckoro BoccranonieHus [Co(RR'Dtc)s] [8, 57-62]. 1x 006-
pa3oBaHUE CUJIBHO 3aBUCHUT OT mpuponabl RR'-rpynm, pacTBoputens U 31€KTPOIOB.
Tak, Ha PTYyTHOM KamejabHOM 3ekTpoae B JIM®PA autnokapbamartsl kobdaabta(lll)

BOCCTAHABJIMBAIOTCS MOCTAMMHO C IEPEHOCOM TPCX BJICKTPOHOB!

[Co(RR'Dtc)s] ;—e’ [Co(RR'Dtc)s]
[Co(RR'Dtc)s] ;c’ [Co(RR'Dtc)s]> — [Co(RR'Dtc),] + [RR'Dtc]
[Co(RR'Dtc),] j—e—’ [Co(RR'Dtc),]> — Co + 2[RR'Dtc]
[lepBble OAHOATIEKTPOHHBIC CTAJAUKM BOCCTAHOBJICHUS SIBISIIOTCA oOpaTuMbiMu. OOpa-
tumocth [CO(RR'Dtc);s]/[Co(RR'Dtc)s] B arerone 3aBucut ot RR'-rpymm, Torma xak
B CH,Cl, sta cTamus nmpakTuyecku HeoOpaTUMa Kak Ha PTYTHOM, TaK M Ha IJIATHHO-
BOM 3JIeKTpojax. ABTOpsI [57] monararoT, 4To XMMHYECKasi HEOOPATUMOCTh CBsI3aHa
HE C 3aMEHOI PacTBOPUTEIS WM AUTHOKapOaMaTHOTO JIMTaHa, a OMpeneseTcst OT-
HocutenbHOU ycroitunBocThio [CO(RR'Dtc),] u [Co(RR'Dtc);] B pasmuunbIX pac-
tBoputeisx. B ormuune or IM®PA, 8 CH,Cl, u apyrux pactopuressx mocie mnep-

BOI OZJHORJIEKTPOHHOM CTa/JIuM BOCCTAHOBJIEHMSI CIIEAYET BTOPasi IBYX3JEKTPOHHAS:

[Co(RR'Dtc);] <i—e> [Co(RR'Dtc)s] — [Co(RR'Dtc),] + [RR'Dtc]
[Co(RR'Dtc),] + 26 — Co + 2[RR'Dtc]
Boccranosnenune [Co(R,Dtc)s] 1o [Co(R,Dtc),] kocBeHHO MOATBEPXKIEHO HC-
cienoBanreM oopasoBanus komiuiekcoB [CO{TSNSC(NR,)SNTs},], rue R = Me, Et,

Pr, Bu; Ts = m-to3wun [63]. Peakius mpoucxoaniia TOJIBKO TOCTE MPEIBAPUTEIHBHOTO
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BocctanoBieHus [CO(R,DtC);] nmuHKOBOW amMaTbramMoii:

NR,

S .S Zn/Hg S. S,
RoN—K - R;N—< C§ »—NR,

NR, 4PhI=NTs l ~4PhI

’ll“s Ts
R = Me, Et, Pr, Bu S=N N=§

Ts = n-Tosun RN=( o J=NR,

Ph = denmn S—Il\I Il\IIS

Ts Ts

Crpocuue [CO{TSNSC(NEt;)SNTs},] ycranosneno metoaom PCA.

BBuay npakTHuecKu MOJHOTO OTCYTCTBUSI PEHTT€HOCTPYKTYPHBIX MCCIEI0BA-
HUN JUTHOKAapOaMaTHBIX KoMiniekcoB koOanbra(ll), mis permenus Bompoca 00 uX
JIEKTPOHHOM U T€OMETPUYECKOM CTPOCHHMH UCHOJIB3YIOT AaHHble UK, 351eKTpoHHOM,
SMP, OIIP cnexkrpockonuu u MarHeroxumuu. K HacrosmeMy BpeMEHH INOJIYYUThb
MOHOKPHUCTAJIJIBI M IIPOBECTH IPSIMOE OIpefeneHne cTpykrypsl metogom PCA yna-
JIOCh TOJIBKO JUIsl IBYX CMELIAHHOJIMTAHAHBIX JUTHOKApOAMaTHBIX KOMIUJIEKCOB KO-
oampta(ll): [Co(L)(Et,Dtc)] (puc.1.1) u [Co(L)(PyrrDtc)], rae L — tpuc(3,5-aude-

HUITUpa3omia)oopat [64].

Puc. 1.1. Kpucraniudeckas CTpykTypa [CO(L)(EtthC)]

Otu coenunenus, a Takke [Co(L)(Bn,Dtc)], Obutn mosaydeHs! ¢ BoIxogaMu 63-

69% B3aumonelicTBueM SKBUMOJIbHBIX KosimdecTB [CO(L)Br] m coorBercTByrOLIMX



21
nutnokap6amaroB Hatpusi B CH,Cl, B Teuenne 3 u. X reomerpuueckoe cTpoeHHE
SBIIICTCSI TIPOMEXYTOYHBIM MEXKIY KBaJIpaTHO-MUPAMUIAIBHBIM W TPUTOHAIBHO-
ounupamMuanbHeIM. JluTHOKapOaMaTHBIE JUTAH/Ibl KOOPAMHUPOBAHBI OUIEHTATHO
acuMMeTpudHO: JiHBI cBsi3elt Co0—-S1 u Co-S2 B [Co(L)(Et,Dtc)] pasusr 2,4267(8) u
2,3891(8) A, a B [Co(L)(PyrrDtc)] — 2,3676(10) u 2,4461(10) A cooTBeTcTBEHHO.

MoHo- u OueHTaTHO (CMMMETPUYHO WM aCMMMETPUYHO) KOOPAMHHPOBAH-
HBIE TUTHOKApOAMAaTHBIE JIUTaH (bl MOXKHO PAa3IMYUTh 110 YHCITY MOJIOC MOTJIOMICHHUS B
UK crniektpax coeauHenuid B odmactu 1000+£70 CMil, rae HaOJI0Oar0TCd BAJICHTHBIE
kosnebanmss C=S. IlpucyTcTBHE TOJBKO OJHOW MOJIOCHI B 3TOH 00JACTH CBUICTEITb-
CTBYET O OWJEHTAaTHOM CUMMETPUYHOM KOOPAMHALIMHM, a P MOHOJEHTAaTHOW OHa
pacIIeIUIseTCs Ha ABE C pasHuIeii, mpesbimaromieit 20 cM . {1 GHICHTATHO acHM-
METPUYHO CBSI3aHHBIX TPYNIT pa3HUIa MeHbIe 20 cM ', DTOT AMATHOCTHYECKHIT KpH-
TEpUil BIEPBBIC MPEAJIOKEH aBTOpamMu [65] U BCECTOpPOHHE MpOaHATU3UPOBAH B pa-
6ortax [66-69]. HecMoTpst Ha HEKOTOPYIO OIPAaHUYEHHOCTh, OH U B HACTOSIIEE BpeMs
ABJIIETCSI BECbMa MOIMYJISPHBIM M YacTO MCHOJB3YyeTCs NJisl ONpeaesieHus crocoda
CBSI3BIBAHUS TUTHOKApOAMATHBIX JUTAHMOB. (7151 OONBIIMHCTBA AUTHOKapOaMaTHBIX
xommiekcoB kobanpra(ll) B o6mactr 955-1010 cM ' HabIIOmAaETCS OXHA MONOCA TIO-
TJIOMICHUS, YTO YKa3bIBACT HA CUMMETPHUUYHYIO KOOPAMHAINIO. ACUMMETPUYHOE OU-
JNEHTATHOE CBSA3BIBAHUE BCTPEYAETCS 3HAUNUTEIBHO peke. OHO UMEET MECTO ISl yIIO-
MsaHyThIX Beime coenuHenuii [Co(L)(RR'Dtc)] [64], a Taxxke ais HBUTTEP-HOHHOTO
xomruiekca [Co(4-MePzDtcH),(ClO,),], 8 UK cnekrpe KoTOporo HaOIHOAAIOTCS JBE
nosock! morsomenus mpu 1013 u 995 cv ' [40]. Takum 06pa3oM, BO BceX COemHHE-
Husax koOanmpTa(ll) nuTHOKapOamMaTHBIC TPYIIBI KOOPIMHUPOBAHBI OUJCHTATHO (CUM-
METPHYHO WJIM aCHMMETPHYHO), 3a uckaodeHrneMm komiiekca [Co(PipDtcPip)Cl], rae
PipDtcPip — nentameTuneHuTHOKapOaMaT MUTICPUINHUS, B KOTOPOM, KaK MOJIararT
aBTOpbI [70], Murana KOOpAMHUPOBAH TPUIACHTATHO Yepe3 JBa aTroMa Cepbl AUTHO-
KapOaMaTHOM TPYNIbl U MUMEPUIUHUEBBIN a30T, XOTSA TaKOW CIOCO0 KOOPAMHAINH
MaJIOBEPOSTEH U HYXKJIAE€TCS B TOMOJHUTEIHHOM MOATBEPKICHUU.

NudopmaTuBHBIMU AJI1 ONIPENENIEHUS AIEKTPOHHBIX U CTPYKTYPHBIX XapakKTe-

PUCTUK ,Z[I/ITI/IOKap6aMaTHBIX KOMIIJICKCOB ABJIAIOTCA €IIC ABEC oonactu B UK CIICKTpax:
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e 1450-1550 cM ', cBs3aHHAs C “THOYPOUIHOI IOIOCOH M OOYCIOBICHHAS
rnaBHbIM 00pazoM v(C—N) rpynmer S,C-NRR';
e 350-370 cm %, roe mabmomarorcs v(Co-S).

“Tuoypouanas” 1ojoca B JUTHOKapOaMmaTHBIX Komiuiekcax kobanbra(ll)
CMEIIeHa B BEICOKOYACTOTHYIO 00J1aCTh IO CPABHEHHIO CO CBOOOHBIMU JIUTAHIAMH H
B 3aBHCHMOCTH OT 3aMeCTUTels mpossisiercst npu 1423-1617 cm . Ona 3aHEMaeT
npomexyrounoe mosoxkenne Mexay v(C—N) u v(C=N), uTo yka3spIBaeT Ha YaCTUYHO
JIBOMHOM XapaKTepP CBI3H MEXKYy aTOMAMU yTJIEPOJIa U a30Ta.

Jlist nutruokap6amaTHeIX KoMiuiekcoB koOanbTa(ll) u3BecTHbl paznuyHas cre-
PCOXUMHS U CITMHOBOE COCTOsSIHHME KoMIniekcooOpaszoBarens (S = 1/2 u S = 3/2).
JlaHHBIE 1O TEOMETPUYECKOMY CTPOEHHIO, MATHUTHBIM U CIEKTPATbHBIM CBOMCTBAM
nutnokap6amaroB kobanpra(ll) 0606mensr B Taba. Al. 13 Hee BUIHO, YTO 3 deK-
TUBHBIC MAarHUTHBIC MOMEHTBI OOJIBIITUHCTBA COCTMHEHUH MTPU KOMHATHOMW TeMITepa-
Type nexar B npenenax 2,0-2,5 M.b. DT0 COOTBETCTBYEeT OJHOMY HECIIAPEHHOMY
JIEKTPOHY I HU3KOCTUHOBBIX KoMiuiekcoB kobanbTa(ll) (S = 1/2) u miockokBa-
paTHOMY CTEPEOXHMHUYECKOMY OKPYKECHHIO KOMILTIeKCooOpa3oBaTens. KocBeHHBIM
MOATBEPKICHUEM TAKOTO CTPOCHHUS KOOpAMHAIMOHHOTO mosmdapa kobanbra(ll) sB-
JISIFOTCSL JAHHBIE AJIEKTPOHHOM crieKTpockonuu (Tadst. Al).

bonee nanexxnas mHbopmalus, ykasplBaromas Ha UCKaXEHHYIO TUIOCKOKBAJI-
paTHYI0 T€OMETPUI0 KOOpJIUHAIMOHHOTO y31a C0S,, monmyueHa U3 HEMHOTOYHCIICH-
HbIX criekTpoB DIIP [25, 34]. U3 anuzorponHbix cnektpoB DIIP 2-, 3- u 4-metmimu-
nepuauakapooautnoaror kodanera(ll) [25] mpu 135 K momydensr Tpu 3HaueHHS (,
HauOoJIbIIee U3 KOTOPBIX Gy (2,127-2,130), a HauMeHnbIiee ¢, (1,979), uto xopoio
cornacyetcs ¢ nanubiMu DI1P s mutnoanerunaneronaroB kobdansra(ll) [71], mmoc-
KOKBAJPAaTHOE CTPOCHHE KOTOPBIX yCTaHOBIEHO oaHOo3HauHO. Crnektp OIIP momu-
KPUCTATMYECKOr0 00paslia rekcameTuieHauTuokapoamara kobanera(ll) anuzorpo-
IICH KaK MMPY KOMHATHOW TeMIlepaType, Tak U MPH TeMIIepaType )HUaKoro azota [34].
HebGomnbmas pa3Huia B BeIMUYMHAX (J BOSHUKAET U3-3a 00pa30BaHUs CIa0b0N aKCHahb-
Hoii cBa3u CO-S, a Huskas BenuunHa Q) (1,5262) oOycnosieHa cMemBaHueM 4s- u

3d2-opOuTaneit 1 MEKMOJICKYJIIPHBIM B3aUMOJICHCTBAEM KOOAIBbT-cepa. OTCyTCTBHE
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B CIIEKTPE CYMEeP-CBEPXTOHKOW CTPYKTYPHI MO3BOJISIET MPEANOIO0KUTh, YTO HECIa-
PEHHBII JIEKTPOH HAXOaUTCS Ha d,2-opOuTay.

OOpamaer Ha ce0s1 BHUMAHUE 3aMETHOE pa3iudue B MHTEPIPETANN T€OMET-
pUYECKOTo CTpoeHus 4-3aMelIeHHBIX nurepasuHkapooautnoaToB kodansTa(ll). He-
CMOTpPS Ha JTOCTATOYHO OJM3KHE MATHUTHBIE W CIIEKTPAIbHBIC XapaKTEPUCTUKH ITUX
KOMIUTEKCOB (Ta0i. Al), ogam aBTOpPHI [24, 26, 28] MpUIIUCHIBAIOT UM TUIOCKOKBA/I-
paTHOE CTPOCHHUE, a IPYrHe — JUMEPHOE KBapaTHO-TUpaMuaaibHoe [37] win okra-
snapudeckoe [36]:

CS\CO/S CS\C‘O/S
7| s SIS
S| S S| S
CS/CO\S CS/C|°\S
CymecTBeHHO 3aHIKeHHBIC d(dekTrBHBIe MarHuTHBIe MOMeHTHI [C0,(4-PhPzDtc),],
[C0,(4-NO,PhPzDtc),]-4H,0 u [Coy(4-FPhPzDtc),]-4H,O mo cpaBHEHHIO C YHCTO
CIMHOBBIM 3HaueHueM (3,87 M.B.), aBTopsl [36] 0OBSICHSIOT CHIIBHBIM aHTH(EPPO-
MarHUTHBIM B3aUMOJICUCTBHEM B OKTadApUUYECKHX JUMEPHBIX KoMIuiekcax. [lomor-
HUTEIBHBIM apTYMEHTOM B TOJIB3y JUMEPHOTO KBaJAPAaTHO-TTUPAMHUIAIBEHOTO CTpOE-
Hus [Co,(BnPzDtc),]-4H,0O aBtopsl [37] cuMTaloT €ro pacTBOPHMMOCTH B JTaHOJIE,
arrerone, xaopodopme u CCly. OdgeBuIHO, YTO 3TOTO HEAOCTATOUHO, U TPEIaracMoe
TUMEPHOE KBAJPAaTHO-TTUPAMHUIAIBHOE M OKTadIPUYECKOE CTPOCHHUE BBIMICYKa3aH-
HBIX KOMILJIEKCOB HY)K/IAae€TCS B JIOMOJHUTEIHLHOM MOATBepkaeHun. bomnee peanu-
CTUYHBIM TIPEJICTABIIACTCS UX MOHOMEPHOE IJIOCKOKBAJIPATHOE CTPOCHHE B COOTBET-
CTBHH C NaHHBbIMU [36-37].

CMelIaHHOJUTaHIHbIe KOMITICKCh quTHOKapbamaroB kobanbsTa(ll) ¢ ocHoBa-
HUsAMHU (TabJ. Al) SBISIFOTCS BHICOKOCTIMHOBBIMU M UMEIOT OKTa3pUUECKyI0 KOH(U-
rypatuio. B mutepatype [22, 30-31, 33, 48] umMeroTcsl HEMHOTOUHCIIEHHBIC CBECHHMS
0 BBICOKOCITMHOBBIX auTHOKapOamaTax kobambta(ll), 1as KOTOPBIX, HCXOS U3 CIEK-
TPAJIbHBIX JAHHBIX U 3()PEKTHUBHBIX MAarHUTHBIX MOMEHTOB (Taba. Al), mpemiokeHo

TETPadAPUUYECKOe CTPOCHHWE, B TOM umciae W i komiwiekcoB [Co(SucDtc),],

[Co(PhtDtc),], [Co(PyrtrioneDtc),] u [Coy(bisPyrtrioneDtc),], addexTuBHbIe Mar-
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HUTHBIE MOMEHTBI KOTOPBIX HUKE YUCTO CTMHOBOTO 3Ha4YeHus (3,87 M.B.).

OcoOblii  WHTEpEC TMPEACTaBISIOT JBAa  [BUTTEP-MOHHBIX  KOMIUIEKCA
[Co(4-MePzDtcH),Cl,] u [Co(4-MePzDtcH),Br,]. 3HaueHust X MarHUTHBIX MOMEH-
TOB IIpy KOMHaATHOUM Temnepatype (3,56 u 3,89 M.B. cOOTBETCTBEHHO) JIekKAT MEXKIY
OKMJIA€MBIMU JIJISI TeTpadipudeckux (S = 3/2) u miockokBaapatHeIX (S = 1/2) kom-
wiekcoB koOanbTa(ll) [28]. YMeHbIIeHHEe MArHUTHBIX MOMEHTOB 3THX COSJMHEHHM C
MOHIDKEHUEM TEeMITepaTyphl, II0 MHCHHIO aBTOPOB [28], yka3piBaeT Ha HAJIUYHUE PaB-
HOBECHSI: IIOCKUH KBaapaT — TeTpadap. Takoil heHOMEeH IIsi KOMILIEKCOB KOOasb-
ta(ll), B omimume ot Tpuc(mutnokapoamatos)xkene3a(lll) [72], Bcrpewaercs penko.

B nmutepaTtype 3HauMTEIRHOC BHUMAHWE YACIACTCS MCCICIOBAHUIO HE TOJIHKO
MAarHUTHBIX M CHEKTPAJIbHBIX CBOMCTB JIUTHOKAPOAMATHBIX KOMILJIEKCOB KOOab-
ta(ll), HO m ux TepMuueckon ycroiumBocth [21, 25-27, 29-30, 35-37, 39, 41-42, 44-
45, 47-48, 52, 55]. TepmoaecTpyKius OOJBIIMHCTBA COCTMHEHUN TMPOUCXOIUT BBIIIC
150 °C, 3a UCKIIFOUEHHEM KPHUCTAJUIOTHAPATOB, JUIsl KOTOPHIX MOTEps KpPUCTAIM3a-
IIMOHHOM BOJBI HAUMHAETCS TpU O0Jee HU3KUX Temreparypax [25-27, 36-37, 41-42,
44]. Tepmonu3 Ha BO3AyXe MO00CH Pa3IOKEHUIO B MHEPTHON Ccpesie U MPUBOIUT K
obpazosanuio CoS [29-30, 35-36, 39, 48, 55], Co,S; [27], CoS; [21] wmu CoS, 5 [26,
44]. Tlo muenuto aBtopoB [39], pasnoxenue N-(o-, M-, T-XJI0pOGEHII)IUTHOKAP-
0amatoB kobanbra(ll) mpoTekaer mocienoBatensHO: BHauane oopaszyercs Co(SCN),,
a 3ateM — COS, XOTs 3TH JIBE€ CTYNEHU HEpa3nuuuMbl Ha KpuBbiX TI'. OOGpa3oBanme
tuormanatoB kobanbTa(ll) B BHIEe yCTOWYMBBIX MPOJYKTOB TepMOJIM3a 3aUKCUPO-
BaHO B pabortax [36-37]. ABTOpsI [2/] cuuTaroT, 4YTo B cpejie a30Ta AUTHOKapOamar-
HbIC KOMIUJICKCHI ¢ OMICHTATHOW KOOpWHAIIMEH paslararoTcs B ABE CTYIICHU ¢ o0pa-
3oBanreM CO(SCN), B kauecTBe MHTEpMeaHaTa, a ¢ MOHOACHTATHON — B oaHy. Ko-
HEYHBIMU TMPOJYKTaMHU TEPMOJIN3a JUTHOKApOAMAaTHBIX KoMIuiekcoB kobanbta(ll) B
Bo3ayIIHOM cpene saBisitoTest Coz0y4 [21, 27, 29, 39], Co,03 [27], CoO [25, 41, 44]
WM METaJTnYecKuii kobamnsT [35, 42, 47].

B nuteparype mano paboT mo onpeneseHnio KHHETUIECKUX U TePMOINHAMIYC-

CKHUX MapaMeTPOB OTAEIBHBIX CTaIui TepMon3a autnokapoamaros kodamsTa(ll) [35,

39, 52]. Taxk, marmpumep, s nepsoit crynenu [Co{S,CN(C,Hs)CH,CH,OH},] — CoS
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OHHM cocTaBisoT: E; = 137,3 KI[)K'MOJ'IL_l, n=20,77, AH = 133,8 KI[)K'MOJIL_l, AG =
158,8 xJlx-Monb +, AS = —45.4 Jix-mons K [35].

HecMmoTpst Ha HEKOTOpBIC OTIMYUS B MICHTH()HUKAIIMKA MPOMEKYTOUHBIX M KO-
HEYHBIX IPOJYKTOB TEPMHUYECKOTO pa3okeHus auTrokapdamaroB kobOambra(ll),
MOKHO cuuTaTh, 4To TepmozecTpykius [CO(RR'Dtc),] B ocHOBHOM mpoTekaeT B
COOTBETCTBHUH C OOIIIECH CXEMOM TepMOJIU3a IUTHOKapOaMaToB MeTayuioB [11]:

[M(S:CNRy),] — M(NCS),
M(NCS), —» MS,,
MS,» — M unu MO,

1.2. CuHTe3, CBOMCTBA M PeaKUMOHHAS CIOCOOHOCTH JUTHOKApPOAMATOB
kooaabTa(lll)

XOoTs miepBble U3 U3BECTHBIX NuTHOKapOamaToB kobanbTa(lll) momyuens! emie B
Hayasie XX BeKa, TEM HE MEHee, MHTEPEC K UCCIIEIOBAHUIO CBOMCTB U PEAKIIMOHHON
CIIOCOOHOCTH ATHUX COCIMHCHHM HE OCa0CBAET M B HACTOSIIIEE BPEMS, O YEM CBHJIC-
TEJIBCTBYIOT MHOTOYUCIICHHBIC TTyOJTUKAIINK O HUX.

CampbIM pacnipocTpaneHHBIM MeToaoM noiaydeHus [CO(RR'Dtc)s] sBasercs pe-
aKIus B3auMoJielcTBus cotiel kobanbTa(ll) ¢ muTHOKapbamMaTaMu IIEIOYHBIX METaJ-
JIOB WIM aMMOHUS B BOJHOM WJIM BOJHO-CIIUPTOBOM CPENE C MOCIEAYIOUIEH IEPEKPH-
CTaJTU3anuel 00pa30BaBIIMXCS MPOAYKTOB M3 OPTaHUYECKHX pacTBOpHTENeh [28,
73-87]. OGBIYHO CHHTE3 OCYIICCTBIISIOT Ha BO3IyXe, MHOTJA B PECAKIIMOHHYIO CMECh
nobasmstior HyO, [82, 88]. 3HaunTensHO pexke BMECTO AUTHOKAPOAMATOB MICIOYHBIX
METAJIJIOB HCIOJIB3YIOT coeauHeHus: p- win d-anmemenrtoB, Hampumep, P(Me,Dtc);
[89] wnu [Zn(EtPhDtc),] [90]. Autnokap6amarer kodaasTa(lll) MokHO cHHTE3MpPO-
BaTh U B3auMojieicTBreM cojeit kooanbTa(ll) ¢ Tnypamaucynshumzamu [91-94].

B psne padot [95-96] nutnokap6amatst kobansTa(lll) momyuens mo peakuu:

[Co(NH3)e]** + 3RR'Dtc” — [Co(RR'Dtc)s] + 6NH;

[Tpumeuatensio, uto [CO(NH3)e]Cl; pearupyer ¢ amaneraTogutHokapbama-

tom Hatpus Naz(Ac,Dtc) ¢ obpazoBanmeM anwoHHOro KoMmiuiekca koOambta(lll)

[Coy(Ac,Dtc)s]> [97], Torma xak amamormumas peakums Mexxy COCl, u
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(NHg4)3(Ac,Dtc) mpuBoaut k oOpa3oBanmio OusigepHoro kominiekca kobaibta(ll)
[Coy(Ac,Dtc)s], nerko oxucnsromerocs go [Co(Ac,Dtc)s] [46].

Bosbiioli  MHTEpec MNpencTaBiIsIeT MCCICOBAHUE MEXaHHW3Ma OO0pa30BaHMS

nutnokapbamaroB kobanpTa(Ill). Tak, aBTopamm [98-99] ycranoBieHo, 4To B BOJ-

HOM pPaCTBOpPC KBAHTOBBIM BBIXO/J (1)OTOXI/IMI/ILICCKOI\/1 peaKknuun.

[Co(En)s]*" + 3RR'Dtc ¢ [Co(RR'Dtc)s] + 3EN,
rae En — stunenguamun, R = R' = CH,CH,OH 3aBucHT OT AJTMHBI BOJTHBI HCTIOIB3Y-
€MOT0 CBETa, KOHIIEHTPAINK JIUTaHa U KOMIUIeKca. J{st 0ObscCHEHUS HEOOBIYHO BHI-
COKOI'0 KBAaHTOBOT'O BBIXOJIa MPEUIONKCH IIEITHOM MEXaHU3M PEaKIHH, BKIFOYAIOIINH
o0pasoBaHHe KOMIUICKCHBIX wactui KobGamsra(ll), Taxux kak [CO(En);]* wu
[Co(RR'Dtc)z] . B TO e BpeMs KMHETHYECKOE MCCIICIOBAHUE TBEPAO(a3HBIX peak-
it oopazoBanus Tpuc(MopdoarH-4-kapooaurrnoaro)kodaasTa(lll) [100]:
[Co(NH5)¢](MorphDtc); — [Co(MorphDtc)s] + 6NH3
[Co(NH5)¢]Cl; + 3K(MorphDtc) — [Co(MorphDtc)s] + 3KCI + 6NH;

M0Ka3ajI0, YTO B M30TEPMHUUCCKHUX YCIIOBHUAX IIEpBas peakilus MPOTeKaeT mo Mexdas-
HOMY MEXaHH3MY, a BTOpasi — METOJIOM HEYIOPSIT0YCHHOTO 3apOIbIIIICO0Pa30BaAHHSI.

Cepus ontnyecku aktuBHBIX KoMiniekcoB [CO(RR'Dtc)s], rme R = R' = Mg, Et,
I-Pr, Bu, i-Bu, Bn, Ph; R = t-Bu, R' = CH,CH,0OH; RR' = Pyrr, Morph, nonydena
B3aMMOJICHCTBHEM HM30BITKAa COOTBETCTBYIOIIETO JTUTHOKapOamMara HATpUs C ONTHYE-
cku akTUBHBIM (+)s546-K[CO(EDTA)]-2H,O (EDTA — sTHineHanaMHHTETpaaIerar) B
BOJIHO-a11eTOHOBO# cpene [101-103]:

K[Co(EDTA)] + 3Na(RR'Dtc) — [Co(RR'Dtc);] + KNas(EDTA)

Ananornuno pearupyrot (+)s46-K[Co((—)PDTA)]-3H,O (PDTA — 1,2-niponasn-
nuamuHTeTpaanerat) U (+)s46-Na[Co(EDDS)]-H,O (EDDS — stuneHauaMuHIUCYK-
nuHat). AGCOMIOTHAS KOH(HUIYpalys Ompe/eleHa Mo 3HaKy mepexoma A, — 'E, B
crekTpax Kpyrosoro auxpousma pactBopoB [CO(RR'Dtc);] B xmopodopme. Bee
nutnokapOamatel  kobanbTa(lll), cuntesupoBannbie u3 [Co((—-)PDTA)], wumenu
A-xoHbHUrypanuoo, Toraa Kak Komiuiekchl, monydeHHbie u3 [CO(EDTA)] w
[Co(EDDS)], 6butn BBIZIEICHBI Kak B A-, Tak U B A-(hopMax B 3aBUCUMOCTH OT 3a-

MeCTHUTeNIeH B auThokapbamartHbiXx JuraHjaax. B pa6orax [103-107] meranpHO pac-
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cmotpena panemusanus [CO(RR'Dtc)s], koTopast MOXKET pOTEKaTh MO JUCCOIMATHB-
HOMY WJIM TpUTroHaIbHOMY TBHCT-Mexanusmy. s [Co(Ph,Dtc);s] mpemnoxen aucco-
IIMaTUBHBI MEXaHU3M, BKJIIOUAIONIMN pa3phlB OJHOW U3 cBsazert CO-S, a s
[Co(PyrrDtc)s] mpenmoututenbaee TBHCT-MexaHu3M [105], mpenrmoararoniuii ycra-
HOBJICHHE PABHOBECHS MEKIY HIU3KO- U BBICOKOCITHHOBBIMHU COCTOSTHUSIMU KOMILJIEKCA.

Peakuus mexay Co(ClOy4), u ontuyecku uncteiMu (—) 1 (+)-N-(a-permnyTun)-
TUTHOKapOamMaTaMyu HaTpHs MPOTEKAET CTEPEOCENEKTUBHO U MPUBOIUT K 0Opa3oBa-
uuio coorBerctBeHHO A-[CO(-)(S,CNHCHMEePh)s] u A-[Co(+)(S,CNHCHMePh);] B
ornrrdecku YuCThIX opmax [108]. B HemomspHBIX MK C1a00MOIPHBIX PACTBOPHUTE-
JISTX TIPOMCXOIUT WHBEPCHUS, TIPUBOIAIIAS K OTHOMY JHACTEPEOMEPY, KOTOPBIA TAKKe
OBLJT BBIJIETICH B YUCTOU (popme.

Crpoenue u coiictBa guthnokapOamaroB kodaneta(lll) Bcectoponne nccneno-
Banbl MeTomamu UK [28, 35, 46, 67, 78-88, 95-96, 109-112], AMP H [46, 67, 78-79,
81, 83, 86, 88, 95, 106-108, 113-117], **C [46, 58, 78, 80-81, 83, 95-96, 116-118],
>N [117], *°Co [58, 62, 118-126], DIIP [127], EXAFS [128], snekTpoHHoii [28, 46,
82-85, 87, 95-96, 108, 112, 119, 127, 129] cneKkTpOCKOMUHU, MaCC-CIIEKTPOMETPUHI
[46, 58, 81, 111, 125, 130-133], Tepmuueckoro ananuza (JTA, TT, kanopumerpus)
[17, 35, 46, 78, 84, 109, 112, 134-136], 351eKTpOXUMUH (BOJILTAMIIEPOMETPHSL, TIOJIS-
porpadusi, 3IEKTPOJIM3 MPH KOHTPOIMPYEMOM MOTeHuuane u ap.) [57-62, 79, 88,
125-127, 133, 137-138].

Metonom PCA ycranosieno crpoerune [CO(RR'Dtc);], rne R = R' = H [139],
Me [73, 140], Et [74, 141-143], Pr [74], i-Pr [141], CH,CH=CH, [80], CH,COOH
[467%], CH,CH,CH,NMe, [81], Ph [118], Bn [141]; R = H, R' = Et [144]; R = Me,
R' = Ph [118]; R = Et, R' = Ph [90, 145]; RR' = C,H, [96"], Pyrr [75, 76°, 141], Morph
[77, 109¢, 110°% 1117, 4-EtPz [78%], C,HsNC(O)OC,Hs [83], a3a-15-kpayn-5 [79].
Kaxnpiit komruieke [CO(RR'Dtc);] o6pa3oBan TpeMst MPaKTUYECKH MJIOCKMMHU JUTHO-
KapOaMaTHBIMU JIMTaHJAaMH, KOOPAMHUPOBAaHHBIMU K K0OanbTy(l1l) uepes aTomnr ce-
pu1. Koopaunanmonnsnii monmsap CoSg mpeacTaBiiseT co00il MCKaKEHHBINH OKTadIp C

cuMMeTpuel, npubmmxkaromeiica k D3. Cpeanue Benuunnbl inH cBs3eil Co—S pas-

" Compbaarer:®7H,0:? -0,5CH,Cly; ¢ -2CHCl3; ¢ -CH3CN; ¢ -2CgHs; " -CH,Cly; ¢ -3H,0.



28
uel 2,270 A, a yrnos S—Co-S — 76,46°. CpeqHecTaTHCTHYECKUE 3HAUEHUS JTUH CBS-
3eit S-C u C-N cocrasnsior 1,715 u 1,322 A, T.e. oHU ABIAIOTCSA HPOMEKYTOUHBIMH
MEXTy OJWHAPHBIMU U JBOWHBIMH CBSI3SIMH. DJIGKTPOHHAS TUIOTHOCTH BOKPYT MOHA
kooanmpTa(lll) B [Co(Me,Dtc)s] pactipenenena achepudHo, JIMHEHHOE COOTHOIICHHUE
MEXTy JEKTPOHHOU MIIOTHOCTHIO B “KPUTHUECKON TOYKE” CBS3U U €€ JUIMHOU CITy-
JKUT XOPOIIUM HHAMKATOPOM IIpouHocTH cBs3u [140].

[Tpaktuaecku Bce [CO(RR'DtC)s] — HU3KOCTIMHOBBIC W THAMarHUTHBIC (OCHOB-
HOM TepM 1Alg). Tonapko aBa koMmiuiekca: Oumsimepubiii [C0,(2-MePz-1,4-Dtc)s] u
nsuTTep-noHHbI [C0(4-MePzDtcH);Br;] umeror nmpu koMHaTHO# Temmieparype 3¢-
(dbexTuBHBIC MAarHUTHBIE MOMEHTHI 2,50 u 3,45 M.B. COOTBETCTBEHHO, JIeKAIIUE MEXK-
Iy HyJIeM JJisi HU3KOCIUHOBBIX U 5,8 M.B. /UIsi BBICOKOCTIMHOBBIX OKTadIPUYECKUX
komiuiekcoB kobanbTa(lll) [28]. BenuduHs! [,4 YMEHBIIAIOTCS C TOHMKEHUEM TEM-
nepatypsl. [IpaBnonogo0HbIM OOBSICHEHHEM TAaKOTO aHOMAJILHOTO IMOBEJCHUS SBJIS-
eTCsl COOJIOJIEHUE CIUH-KPOCCOBEPOBOTO 3(PheKTa, CBSI3aHHOTO C TMepeceueHUuEM
HU3KOCITMHOBOTO 1Alg- Y BBICOKOCITMHOBOT'O 5T29-TepMOB.

KoHcranTh! ycroitunBocTH nuankuigutTHokapbamaroB kobansTa(lll) B aTanome
yMeHbInatTes B psaay: Et > 1-Pr > n-Pr > Me [74]. Uccnenoanus [Co(RR'Dtc)s] me-
tomamu —C SIMP CIIEKTPOCKOIMHU B PACTBOPE U B TBEPJIOM COCTOSIHUU, a TAKIKE *Co
SIMP cnieKTpOoCKONMM B pacTBOPE MOKA3aJIM, YTO CUJIA MOJISI JINTAH/IOB YBEIUYMUBACT-
cst B psimy: Me, < Me, Ph < Ph, [58, 118]. Xumuueckue cxsuru B °Co SIMP crek-
Tpax ObLIM TaK)Ke MCIOJIb30BaHbI JJII CPABHEHUS CUJIBI TIOJISI JIMTAHI0B TUTHOKapOa-
MaTOB U MX CEJICHCOICP KAIINX aHAJIOTOB U HAa OCHOBAHWH TOJIYYCHHBIX PE3YJIbTaTOB
npeIoKeH cleayronmi ps [122]:

RR'CNS, < RR'CNSSe” < RR'NCSe;"

Pa3mecTuB nuraHael B OPSIIKE BO3PACTAHHUSI MAarHUTHOTO SKPAHUPOBAHUS 5I]1-
pa xobambta(lll), aBTOphl [146] MOAYYHIH MarHETOXMMHUYECKYIO CEPHIO, OYCHb
OJIM3KYIO K PSY CHUJTBI TIOJIS JINTAHIOB:

P(OMe) > CN™ > bpy > Et,Dtc” > En >NO, >NH;>1 >Br ~acac >ClI >H,0>F

Hccnenosanue TemmeparypHoit 3aBucumoctu [IMP crnektpor [Co(RR'Dtc)s]

*
allCTHJIaAlCTOHAT
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[86, 114-115, 117] yka3bIiBaeT Ha 3aTOPMOXEHHOE BpaiieHne BOKpyr cBsizu C—N c
BEJIMUMHOMN Oapbepa Bpaienus 60-85 KI[)K'MOJ'IB_l, 3aBUCSAIIEH OT IPUPObI 3aMECTHU-
teneir RR'. B pabote [147] ycraHOBIeHa TMHEHHAsS 3aBUCUMOCTb MEXKIY XUMHUYECKHU-
MU CIBHUTAMHU TIPOTOHOB METHJICHOBHIX rpymm B [IMP cnekrpax psyma cHMMETPUYHO
KoopauHUpoBaHHbIX nudTUIAMTHOKapOamMaToB U V(C—N) B ux MK cnekrpax. Haii-
JIEHHAs1 KOPPEeIsLU MOXKET ObITh UCIOJIb30BaHAa ISl PACIIO3HABAHUSI CUMMETPUYHO-
T0 U aCHMMETPUYIHOTO KOOPAMHUPOBAHMS TUTHOKAPOAMATHBIX JIUTAH/IOB.

Meron SAMP cnekTpockonmuu okazajcs OY€Hb IMOJIE3HBIM I HUCCIEAOBAHUS
peaknmii uraggHoro oomena [58, 107, 113-114]. YcraHoBiIeHO, 4TO AUTHOKapOaMa-
Tl K0OanbTa(lll), B oTiimumne ot nurtnokapoamaros xenesa(lll), aukens(Il), pryru(ll)
U JIp., YpE3BBIYANHO YCTOMYMBHI K peakiusiM oOMeHa U 3aMmelieHus. TeM He MeHee, C
MOMOIIIBI0 MeTo10B * Co SIMP CIIEKTPOCKOIINU, JIEKTPOXUMUHU U MACC-CIIEKTPOMET-
puu aBTOpbI [98] yOenuTensHO MpoAEeMOHCTPUPOBAIIH, YTO MPU HarpeBaHUU TBEPABIX
[Co(R.Dtc);] u [Co(R';Dtc)3], a Takke MX pacTBOPOB B MHEPTHBIX OPTaHUYCCKUX
pacTBopUTENsAX TuTHokapOamaTel kobanbTa(lll) moaBepratoTcs nuranaHOMY OOMEHY
¢ oopaszosanuem [Co(R,Dtc),(R',Dtc)] u [Co(R,Dtc)(R',Dtc),] u npennoxumu cie-
JTYIOIIMI MEXaHU3M UX 00pa30BaHUS:

2[Co(R,Dtc)s] = [Co,(R,Dtc)s]” + [R.Dtc]

2[Co(R',Dtc)s] = [Co,(R',Dtc)s]” + [R'2Dtc]
[Co,(R,Dtc)s]” + [R',Dtc]” = [Co(R,Dtc),(R',Dtc)] + [Co(R,Dtc)s]
[Co,(R',Dtc)s]” + [R,Dtc]” = [Co(R,Dtc)(R';Dtc),] + [Co(R';Dtc)s]

OcyIiecTBIIeH CHUHTE3 cMemaHHoauranaaeix komiiekcoB [Co(L)(Me,Dtc),],
rae L = Bn,Dtc, Cy,Dtc, PrOCS, ", anerunarieronar, gutiuoareTiianeTonar [87], B
COOTBETCTBUU CO CXEMOU:

[Co,(Me,Dtc)s]” + L~ — [Co(Me,Dtc)s] + [Co(L)(Me,Dtc),]

K macTosiiiemy BpeMeHHM TOJIyY€H U BCECTOPOHHE MCCIICIOBAH IMIUPOKUN PSJT
CMEIIAaHHOJIMTaHIHBIX KOMILICKCOB auTHokapOamatoB kobanbta(lll) ¢ pasmuanbiMu
bochunamu, dpochonnramu, Gochunuramu win dochuramu [137, 148-160], amu-
Hamu [161-165], 1,4,8,11-terpaazamukiorerpanekanom [166-170], mmmmazonamwu

[164], autnookcamumamu [171], ouyperom (bi) [172], autposumom [173-177], 1uk-
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nonentaauernioM (Cp) [178-180]. CtpoeHne MHOTHX M3 HUX YCTaHOBJICHO METOJIOM
PCA [137, 148-156, 158-161, 164-165, 173, 175-176, 178]. MeToasl CHHTE3a ATHX
COeIUMHCHMI BechMa pa3HooOpas3ubl. Tak, Hanpumep, komiuiekebl [CO(NO)(RR'Dtc),]
IIOJTy4EHBI JTOOABIICHUEM JUTHOKAPOAMaTOB HATPUS K OXJIAKICHHOMY HACHIIIICHHOMY
pactBopy Co(CH3COO), B MeTaHoe mpu uHTeHCHBHOM npoayBanuu NO [174, 177]
wm B3aumozeicteuem [CO(NO)(ENn),](CIO4), ¢ aurnoxkapbamaramu Hatpus [173,
176]. Peakuus crexuomerpuueckux kommdects K[Co(bi),] u RR'Dtc” nipu 0 °C npu-
BOXUT K oOpasoBanuio [Co(bi),(RR'Dtc)]>, a mpu KOMHATHOH TeMmieparype —
[Co(bi)(RR'Dtc),] [172]. dns cuntesa coequnenuii [Co(L)(RR'Dtc)](ClO,),, roe L =
1,4,8,11-TeTpaa3anukiIoTeTpaaeKaH, Yepe3 PEaKIMOHHYI0 CMECh SKBUMOJIBHBIX KO-
mauectB CO(ClO,),-6H,0, L u Na(RR'Dtc)-2H,0 npoaysator Bo3ayx [166-168].

Biaumoneticteuem [CpCo(CO),] ¢ tuypammucyiabpuaaMu CHHTEC3UPOBAHEI
xomruiekcsl [CPpCo(RR'DIC);], B KOTOPBIX TUTHOKapOaMaTHBIC JTUTAHIBI HPOSBISIOT
pasHyto jaeHTaTHOCTh [178]. B pesynprare peakiu MexIy JAUTHOKapOamMaTtaMu
nHatpus u [CpCo(L)l,] o6pasyrorcs [CpCo(L)(RR'Dtc),]l, rne L = tpernunsie doc-
bunbl, QocPuTh, CTUOWUHBI, OpPraHWYECKUE W3OIMAHHUIHBIC JIMTAHIbI, U
[CpCo()(RR'Dtc)], rne L = CO [179]. ITocneanwmii ObLIT UCHIOIB30BaH KaK MPEKypcop
JUISL CHHTE3a IIMPOKOT0 Psija IUKJIONCHTAIUEHUIBHBIX KoMIuiekcoB kooambTa(lll) ¢

nutrokapoamaTtamu [178-180] mo cxeme:

S\Clo\ [ - §\§0\ _r, S\c/:o\
R A R Mg ™ R Mg x
R | R R

Kommexcsl [CO(L)(RR'Dtc),]", rme L = OuneHTaTHblE AMAMUHBI, JUTHO-
OKCaMU/JIbl, AMUHOUMHUIa30JI6I U 2,2'-0uc(4,5-TMMETUIUMUIA30I1), TTOTYYEHbl B3au-
mogeiictBueM [CO,(RR'Dtc)s][BF4] u cootBercTByromero L [162-164, 171]. Anao-
ruyHo cuHTesupoBanbl komruiekchl [CO(L),(RR'Dtc),]”, rne L = moHomeHTaTHBIE
umuaazoisl. Peakius mexay Co(ClOy),, stmnenanamuaom u Me,Tds maer B kaye-
ctBe ocHOBHOTO TpoykTa [Co(En),(Me,Dtc)](ClO,), (85%) u Tonbko B HEOOIBIIIOM

kouectBe [Co(En)(Me,Dtc),]ClO,4 (5%) [161]. Beixoa mocieaHero yBeanauBacTCs
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10 73% mipu m0OaBICHUHM B PEAKIIMOHHYIO CMECh JUMETHIIIUTHOKapOaMaTa HaTpHs.
Kommnekcsr [Co(L){(HOEt),Dtc},]", rae L = En, N,N-gu3tnn-1,2-3Trananamus, 06-
pasyioTcs B pe3yiabTaTe 3amenieHus kapoonara B [Co(L)(COgz),] wim stuiaeHanaMu-
na B [CO(ENn)s]*" Ha rumpokcmyTinuTHOKap6amar [165].

Oxkwucnenuem coiieit kobansTa(ll) TnypamaucynbdpuaaMu B MpUCYTCTBUU COOT-
BETCTBYIOIMX L moiydeHo OOJIBIIOE YUCIIO CMEIIAaHHOIUTaHAHBIX KOMIUIEKCOB JH-
trokapbamaToB kobdansTa(lll) ¢ P-moropubiMu nurangamu [137, 148-149, 151-156,
160, 181]. C monoxenTaTHeIMU ochrHamMu U pochuramMu 00pa3yrOTCs] KOMILICKCHI
[Co(L),(RR'Dtc),]* u [Co(L)«(RR'Dtc)]*, a ¢ 6umenrarasimu — [Co(L)(RR'Dtc),]*
wm  [Co(L),(RR'Dtc),]**. Hambonee HHTEpECHBIM MPEACTABISCTCS COCHUHCHHE
[Co(L)(Me,Dtc),](ClO,)3, mosnyveHHOE B3aUMOJCHCTBHEM TETPaMETUITHYPaMIU-
cyiabduaa ¢ meranonbHBIMU pacTBopamu COCl, u 4,6-mudennn-4,6-nudochanonan-
1,9-nnamuna B Buze rac(P)- u meso(P)-uzomepon [149]. B aToMm KoMILIeKce TBaKabI
IPOTOHUPOBAHHBIN L KoOpIuHUpOBaH OWAEHTATHO Yepe3 arombl gocdopa, a B mo-
6ounoM npoaykre cuntesa [Co{H,N(CH,);P(CH,0H)(C¢Hs)}(Me,Dtc),]" xoopau-
HaIlMs JIMTaH1a OCYIIECTBIsIeTCs yepe3 aToMbl hochopa u azora.

Cmemannoauranaasie komiuiekebl [Co(RR'Dtc)s] ¢ 6unenratasivu P,P-, P,N-
u P,S-noHOpHBIMY THTaHIaMHF TTOJTYYCHBI B aJTbTePHATUBHBIMHA METOIaAMU:

Co®* + L + 2RR'Dtc” — [Co(L)(RR'Dtc),]* [157]

[Co(RR'Dtc)s] + L — [Co(L)(RR'Dtc),]" [137]
tpanc(Cl,Cl)-[Co(L),Cl,]" + RR'Dtc” — [Co(L),(RR'Dtc)s ,]™ [150, 158]
[TpumeuatensHo, uto peakims mexay [Co(L),Cl;]PFe, rae L = Me,P(CH,),SR

(R = Me, Et), 1 numeTmnauToKapOaMaToM HATPHS TMPUBOIUT K OOpPa30BAHUIO HE
toabko Tpanc(P,S)-[Co(L).(Me,Dtc)](PFe), u [Co(L)(Me,Dtc),]PFs, HO 1 KOOpAMHA-
moHHbIX coeaunenuii [Co(L),(Me,Dtc),]PFs, B KOTOpBIX JHraHabl KOOPAUHUPOBA-
HBI MOHOJICHTATHO uepe3 aToMbI pochopa [150].

B pesynabrare anexkrpoxumudeckux uccienoBanuii [CO(RR'DtC)s] u ux cme-
IIAHHOJIUTAHHBIX KOMITJIEKCOB C P- 1 N-7IOHOpHBIMU TMTaHIaM{ HAICHO JINHEHHOE
COOTHOIICHHE MKy pa3HOCThIO moTeHIaIoB AE = E;»(0X) — Eyp(red) u aneprueit

nepBoro d—d-nepexona [182]. Dra xoppemnsius MO3BOJISIET MONY4aTh BAXKHYI HH-
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dbopManuio HE TOJBKO 00 PHEPTUAX HECBS3BIBAOIINX Ty- M Pa3PBIXJISIONIUX Gg*-
MOJIEKYJISIPHBIX OpOMTaneil, HO U BEJIMYMHAX G- WIH T-B3aUMOJICUCTBUN MEXKIy JIU-
raHJaMH U LEHTPAIbHBIM aTOMOM.

Cnenyer OTMETUTh, YTO JUTHOKapOamaThl HE BCErJa MOTYT BBITECHSTH W3

BHYTpPEHHEH KOOPAMHAIIMOHHOW cepbl Ipyrue Jura”abl. Tak, Hampumep, JTUTHO-

T N
H H Y-

kapGamatsl HaTpus pearupyiot ¢ [Co(L)]**, rae L = X

\—NH HNJ
/

X =Y =N [183], C-NO, [184]; X = NH,, Y = CH; [185], ¢ obpa3oBaHieM KOMILICKC-
Helx coequHeHuii [Co(L)](RR'Dtc);, B koTopbIX aAnTHOKapOamarhl BegyT ceOsi Kak

annonbl, a koOanbT(IIl) ocraercsi CBSI3aHHBIM C MAKPOLUMKINYECKUM JIUTAHIOM.
Mexay npoToHaMu BTOPUYHBIX aMUHOTPYII B KATHOHE U aTOMaMH CEpbl B aHMOHAX
00pa3yroTCs MPOYHBIE BOJOPOIHBIEC CBS3H.

OIHOBPEMEHHO CMEIIAHHOJIUTAaHIHbIE U Pa3HOMETAIbHBIE KOOPAUHAIIMOHHBIE
coequnenus [Co(L)(Et,Dtc),],[MCl,], rne M = Cd, Hg; L = 1,2-6uc(audenumndoc-
(GbWHO)3TaH, MOJYYCHBI 110 PEAKITUH:

2[Co(L)Cl,] + [M(Et,Dtc),] + Et,Tds — 2[Co(L)(Et,Dtc),].[MCl,]
3amena M Ha ZN pUBOIUT K 0OPa30BaHUIO COSTUHEHHS C TAKUM )K€ KAaTHOHOM, a BMe-
cto oxmmaemoro [ZnCly]* oGpasyercst Heobbrunbrii arnon [ClsZnO(L)OZnCls]* [186].

CHHTE3UPOBAHO TAKXKE JOCTATOYHO OOJIBIITOE KOJIUYECTBO MHOTOSACPHBIX JIH-
THOKapOamaTHbIX KoMiuiekcoB koOanbTa(lll), B Tom uncie u rerepodumeTaminye-
ckux. CTpoeHne OOJBIIMHCTBA U3 HUX ycTaHOBIeHO mertogom PCA [87, 124, 181,
187-191]. Penokc-akTuBHbBIC OusinepHble kpunTaHasl kobdansra(lll) moaydueHsr meTo-
JIOM METaJIJI-OPUEHTUPOBAHHOW CaMOCOOPKH W3 JUTHOKApOAMaTHBIX JIMTAHIOB Ha
OCHOBE BTOPUYHBIX JHAMHHOB, B KOTOPHIX aMUHOTPYIIIBI pa3IeIeHbl MOTUIPUPHBI-
MU WM aMUIHBIME criericepamu [192]. B pesynbTaTe Hykieo)HIbHOM aTaku TUITHII-
aMHUHOM aTOMOB yriepojaa ThokcantoreHatHbix rpymnn B [CO(SEt)(S,CSEt),] cunte-

3MPOBaHBl KaK cMemaHHOoIUranaHeii MoHosiepHbd [Co(S,CSEt)(Et,Dtc),], Tak u
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ousmepabie komiuiekehl [CO,(SEL),(S,CSEL),(Et,Dtc)s o] (n = 1-3) ¢ MOCTHKOBBIMU
THJIMEPKANTUAHBIME Tpynmnamu [187]. Bo Bpemst 1ByKpaTHOM MepeKprCTaIU3aIiH
tpanc-[Co(Me,Dtc),{P(OMe),Ph},]PFs u3 CH3CN/Et,O, a 3arem uz MeOH/CH,Cl,
IIPOUCXOANT Juccoruanus ogaoro u3 juranaoB P(OMe),Ph u oOpa3oBanue ousep-
Horo kommiekca [Co,{u(S)-Me,Dtc},(MeDtc),{P(OMe),Ph},](PFs), [181]. Peak-
mueit mexay [Pto(u-S),(PPhs)s], CoCly:6H,O u RR'DIC momydeHbl TpexbsaepHbIC
kommIekcsl [Pty(u-S),(PPhs),Co(RR'Dtc),]” [193]. BzaumoneiicTBueM raloreHHI0B
mean(l) ¢ [Co(RR'Dtc)s] B aneToHuTpuiie mojyueHa u CTpyKTYPHO OXapaKTepU30BaHa
cepusl TeTepOOMMETAIUIMYCCKUX aUTyKTOB ¢ MOJIBHBIM cooTHomeHuem CuX (X = Cl,
Br, 1) : [Co(RR'Dtc)s] paBabim 1 : 1,2 :1,3:1u5:2[188-191]. Annykrel Tima 1 ;1
NPEJCTaBISAIOT CO00H auMepsl, B KoTophix aBa (pparmenta [CO(RR'Dtc)s] ¢ mpotu-

BOIIOJIOYKHOM XUPATBHOCTHIO COSUHEHBI MEKTy cO00i MocTukamu CuyXs:

) O
S S _X. /ss
C S/Cu“X/Cu\Ss>
W, (S

OcranbHbIe aJTYKThI SBJISIOTCS OJHO- MM TPEXMEPHBIMHU TOJMMEPAMH, B KO-
TOPBIX POJIb MOCTUKOB MOTYT BBIIOJHSTH Kak CU,X5, Tak U rukimdeckue CuzXs uimu
neHrpocummetpuunbiii Cugls. B omiimume ot ranorennnos meau(l), Cu(BF,), B3au-
monerictyet ¢ [CO(RR'Dtc)s] mo ypaBaenuro [194]:

2[Co(RR'Dtc);] + Cu(BF,), = [Co,(RR'Dtc)s]BF4 + Cu(RR'Dtc)BF,

[Mpu nevicteun AgBF, na [CO(RR'DtC);] mosydeHsl TpexbsiaepHbIC COSTUHEHHUS
[Ag{Co(RR'Dtc)s},]BF4, B koTopsix dpparments [CO(RR'DtC);] koopauHrpoBaHbI K
cepeOpy 4depe3 Ba aToMa Cepbl Pa3HBIX TUTHOKapOaMaTHBIX JIMTAHIOB, (POPMHPYS
TETpadIpHUECKyr0 reomeTputo Bokpyr cepeopa(l) [124]. Astopsr [124] nmpoaemMoH-
CTPUPOBAJIM, YTO B ITUX CHCTEMAX CYIIECTBYET ONPEACICHHBIN OaJaHc MEeXKIy peak-
IUSIMH KOMILTIEKCOOOpa30oBaHusl U OKKMCIeHHUs noHOM cepebpa(l).

Peakuuu oxucnenus nutuokapOamatoB koOanbta(lll), a Takke mpupoma u

YCTOHYMBOCTH 00pa3yIOUINXCS MPU STOM MPOITYKTOB MPUBIIEKAIOT BHUMAHUE MHOTUX

uccienoparenei [57, 62, 87, 125-127, 195-198]. Eme B 1974 r. B padore [195] ObL10
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noka3ano, 4yro npu B3ammoaeiictBun [CO(RR'Dtc);] ¢ BF; (BF3-Et,O) obpasyrores
napaMarHuTHBIE KoopauHanmonHble coenuaenns kobanpra(IV) [Co(RR'Dtc);]BF,, a
o gaHubiM [196] — nuamarauTHbie omuromepsl kodansTa(IV) [Co(RR'Dtc)s]BF,. B
pe3yabTaTe 3TOH ke peakiuu aBTopsl [87, 197] cuHTE3MpOBaIHM TUAMArHUTHBIC JTU-
mepbl koOanmbpTa(Ill) [Co,(RR'Dtc)s]BF,. Crpoenune [Co,(Et,Dtc)s]BF, Obii0 ycTa-
HoyeHo metonoM PCA [87]. Katuon [C0,(RR'Dtc)s]” MoxkHO paccMaTpuBaTh Kak
moutekyny [Co(Et,Dtc)sz], KoopIMHUPOBAHHYIO B IAC-TIOJIOKEHUN ¢ OKTadIPHUCCKUM

¢parmentom [Co(Et,Dtc),]" mpoTHBOMOI0KHOM XHPaIbHOCTH:

Ns. |
ey
L)

I'eomerpust ¢pparmenta [CO(Et,DtC);] aHamornyna HaWACHHOW A TPUC(IMITUIIU-
trokapbamaTo)kooasTa(lll) [74, 141-143]. CpenHue JUIMHBI CBA3CH MEKIY aToMa-
MU K0OabTa U HEMOCTHKOBBIMU atoMamu cepbl B [CO(Et,DtC),]" (2,247 A) menbie,
uem B [Co(Et,Dtc)s] (2,266 A), torma kak cBasu CO-S B MOCTUKe JUIMHHEE B
[Co(Et,Dtc),]" (2,333 A), uem B [Co(Et,Dtc)s] (2,298 A). INockonbky cTpoeHue
[Co,(Et,Dtc)s]BF, yctaHOBICHO OJHO3HAYHO, TO BO3HUKJIO COMHEHHE O CYIIECTBO-
BaHUM IMapaMarHUTHBIX MOHOMepoB kobOanbra(IV). Bonee Toro, cnekTpaibHbIC Xa-
paxtepuctuku {UK, snexrponnsie cnexrpsl nornomenns (ICIN} [Co,(RR'Dtc)s]” u
[Co(RR'Dtc)s]” ouens 6ausku, uTo 3aTpyaHseT UX uaeHTHUKammio. I1o yTBep:xie-
HUIO aBTOpOB [199], TOIBKO C MOMOIIBI0O MAarHETOXUMHYECKMX M IJICKTPOXHMHYC-
CKUX (DJIEKTPOMPOBOTHOCTD, IIUKINYECKAs BOJIHTAMIIEPOMETPHS) METOJIOB UCCIIEIO0-
BaHUS MOKHO Pa3JIUYUTh 3TH KOMILIECKCHI.

[Mpu neiictBun NOPFg, NOSbFg [62] win Cu(BF,), [194] na [Co(RR'Dtc)s]
ObLIM TONMydeHbl quMepHble kKommuiekcsl kodanbta(Ill) [Co,(RR'DtC)s]”, a mpu uc-
noss30BaHuy B kauecTBe okuciautens Fe(ClO,); — Hu3kocuHOBEIE (W,gg = 2,22-2,70
M.B.) coeaunenus kobansta(lV) [Co(RR'Dtc);]CIO, [199].

BoIsicHUTh IpUYUHY TaKOTO pa3HOOOpa3usi MHEHUI yIajoch B pe3yjbTaTe BCe-

croponnero uccienoBanus okucienus [CO(RR'DtcC);] ¢ umcmonb3oBaHreM METOI0B
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BOJIbTaMIiepomeTpuu, SAMP >Co, DIIP, anexkTpoHHOH (Y@, Buaumas u ommxkuss UK
00J1aCTh) CIEKTPOCKONUU W Macc-crekrpomeTpun [57, 62, 125-127, 198]. Tlpenmo-
YKEH CJIeIYIOUNA MEXaHU3M OKHUCIICHUS:
[Co(RR'Dtc)s] = [Co(RR'Dtc)s]” + e
2[Co(RR'Dtc)s]" — [Co,(RR'Dtc)e]*
[Co,(RR'Dtc)s]** — [Co,(RR'Dtc)s]” + okucieHHbIH THran

YcTaHOBIIEHO, uTo KoMItekcHble kaTnonbl [CO(RR'DtC)s]” ycToifunBsl B Teue-
HUE HECKOJIbKMX YacOB B pa30aBJIEHHBIX pacTBOpax AMXJIOPMETaHA MPU HU3KUX TeM-
nepatypax (233 K) u pacnanarorcs npu 0osiee BHICOKUX. BpeMsi MX JKU3HU 3aBUCHUT
ot npupoasl RR'-rpynmn, npu 3TroM Hanbonee yCTOMYMBBI KATUOHBI € IIUKIOT€KCHIIb-
HbIMU 3aMecTuTensiMu. [lanHble ciekTpockonuu DIIP mokas3eiBaioT, 4TO HecnmapeH-
HBII 3JIEKTPOH HAXOAMUTCS MPEUMYIIECTBEHHO Ha METAJUIMUYECKOM IIEHTPE U, TEM Cca-
MBIM, MTOATBEPKIAI0T (POPMATIBHYIO CTETIEHb OKUCIIEHUs KobasbTa +4. Cnextpsl JI1P
katnonos [Co(RR'Dtc)s]" B CH,Cl, npu temnepatypax Hike 50 K moka3bIBaloT BbI-
COKYIO CTeleHb aHu3oTponuu (g = 2,65 u g = 1,90), cornacyrolyroocs ¢ UCKaKeH-
HOU OKTAa3APHUYECKOW CTPYKTypou. Permcrpaums criektpoB noriyomeHuss B YD, Bu-
numoit n oimxaer MK o0sacTsix B TeUeHUE DIIEKTPOXUMUYECKOTO 1N SitU OKUCIIeHMsI
[Co(RR'Dtc);] B CH,Cl, mpu 213 K mnokazama, 4To CHEKTpbl 00pa3yromierocs
[Co(RR'Dtc)s]” comepiaT HOBBIH HAGOp HU3KOIHEPreTUYECKUX MOJIOC YMEPEHHOI
nHTeHcuBHOCTH TIpu 9600, 13300 u 15500 oM KOTOpbIE ObUIM MHTEPIPETUPOBAHBI
KaK I0JIOCHI TIepeHoca 3apsia ¢ JIUraHaa Ha BaKaHTHYIO lg-opOuTains Mertamta [127].

Kommiexe [Co(RR'Dtc)s]” HeycToiuMB 1 B pe3y/abTaTe BHYTPEHHUX PEIOKC-
peaxiuii npespamtaercsa B aumep [Co,(RR'Dtc)s]”. Ob6a kommekca oyeHb YyBCTBHU-
TeJbHBI K MPUPOJIe pacTBOpUTeNsa. Hanbomnbimas ycTOWYUBOCTh HAOIIOAACTCS B -
xnopmetane. Monomep [Co(RR'Dtc)s]” kpaiine HeycToituus B anerone [57, 62], a
numep [Co,(RR'Dtc)s]” B aneronutpuie pacnanaercs mo cxeme [126]:

[Co,(RR'Dtc)s]” + 2CH3;CN — [Co(RR'Dtc)s] + [Co(RR'Dtc),(CHsCN),]*

Onekrpookucienue pacrsopa [Co(Me,Dtc)s] B aneToHUTpHIIe HA MIIATHHOBBIX
anekTpoaax B nmpucyrctBuu ceeta (300-600 HM) BBI3BIBACT ONIYyTUMBIE (POTOMOTOKH,

KoTopble, Kkak mnonaratoT aBTopbl [200], sBiIAIOTCS cieacTBUeM 0Opa30BaHMS
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[Co(S,CNMe,);]". DToT KaTHOH B TEMHOTE MOABEPraeTcs PEeaKIMi AUMEPU3ALINH C
obpazosannem [C0,(RR'DtC)s]”, a mpu ocBenieHny MPoUCcXoauT (GoToGparMeHTaIHs:

[Co(RR'Dtc)s]” + hv — [Co(RR'Dtc),] + okucIeH Bl THrany

[TpomykThl peaknuii oKuciIeHHus auTHOKapOamaroB kobamsTa(lll) xumudecku-

MU OKUCJIUTEIISIMUA CHJIBHO 3aBUCST OT NPUPOABI OkuciaurTens. Hanpumep, mocie no-
oaBnenus NOBF, k pactBopy [Co(RR'Dtc);] 8 CH,Cl, MmeTtomom Macc-crieKTpoMeT-
pun GBIIO 3a(UKCHPOBaHO obOpaszoBaHMe credyronmx BemecTs: [Co,(RR'Dtc)sS],
[Co,(RR'Dtc)sS,]", [Cos(RR'Dtc)s]” u [Co(RR'Dtc)s]" [198]. CrnenyeT nmoadepkHyTh,
YTO JUIsS MPENapaTHBHOTO BBIICICHHUS NMPOAYKTOB OKUCJICHHS JTUTHOKAapOaMaToB KO-

oanpra(lll) mprumensIics 1OCTaTOYHO Y3KUI aCCOPTUMEHT OKHCIIUTENEH.

1.3. CocTtaB u cTpoeHHe NMPOAYKTOB B3amMmoaeiicTBus coJieii kodaabTa(ll)
¢ THAYPAMMOHO- U IUCYJIb(UIAMHA

Tuypambl BBIIETSAIOTCS CPEIHM JUTaHAOB THOJATHOIO THUIA YHUKAJIbHBIMH
KOMILUIEKCOOOpa3yoIMMH CBOMCTBaAMHU, KOTOPBIE B 3HAYUTEIILHOW CTENIEHH OMpe]ie-
JISIIOTCSL CTPOEHUEM MX MOJIeKyNl. TuypamaucyiabGuibl MOJIy4aroT JEHCTBUEM pas-
JIMYHBIX OKUCIIUTENCH Ha AUTHOKapOaMaTthl, THOJIbHAS TPYIINa KOTOPHIX OOyCIaBIU-

BAET MX BOCCTAHOBUTEIbHbBIE CBOWCTBA!
R\ S [Ox] R\ S—S /R
2 N« —— N~ )N
/ / \
R' S R' S S R"
rae R u R' H, ankun, apun, rerepouuknun [3]. Ecau okucieHre mpoBoAUTh B MPHU-

CYTCTBHMH ITHAHH/IA KaJIUs, TO 00pa3yroTCs THYPAMMOHOCYIbGHIbI [4]

; R
S
N N, RR"),Tms!}.
R \\g Z// R {(RR"),Tms}

bnaronaps HaMMYuUIO ABYX JTOHOPHBIX (DYHKUMOHANBHBIX rpynn C=S Tuypambl
MOTYT KOOPJIMHUPOBATHCS MOHAMU MHOTHX MEPEXOAHBIX METANIOB U 00pa30BbIBATH
KaTUOHHBIE WJIM HEHTpanbHbIe KOMIUIEKCH. TuypaMaucyabGuasl coaepxar Jaduib-
HYIO CBSI3b S-S, onpeesoy0 UX OKUCIUTENbHBIE CBOMCTBA, U MOITOMY JJIsI HUX

TaKKe XapaKTepPHbI PEAOKC-PEAKIIMU ¢ MOHAMU MIEPEMEHHOM BaJ€HTHOCTU. B pe3yb-
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TaTe€ BOCCTAHOBJICHUS THUYPaMIWCYJIb(PUIOB WIIA TOMOJUTHYECKOTO Pa3phbiBa CBS3H
S-S ob6pa3zyroTcss nuTrokapOaMaTHbie (PparMeHThI, KOTOPHIE B JAJBHEHUIIIEM CBS3bI-
BalOTCA KOMIUIEKCOOOpa3oBaTeIsIMU ¢ O0pa30BaHUEM COCIMHEHUH pa3HOOOpa3HOIro
coctaBa u cTpoeHus. [loaToMy KoopauHAIMOHHAS XUMHsI THYPaMOB O4YeHb Oorata u
HE Bcerjaa npejackayeMa. Bo3aMoXHOCTh B3aUMOICHCTBHSI HOHOB METAJIOB C THypa-
MaMU ¥ HampaBJCHHE PEaKIMd BO MHOTOM OTPECIISIOTCS COOTHOIICHUEM BEITUYHH
penokc-notennuanos cucreM M"/M™ (1OHBI METaaIoOB B PA3IMYHBIX CTEMEHAX
OKHCIICHHS) U TUypaMAMCYIb(ua/muTHokapOamMaTHbI aHnoH. B pabGortax [3, 201]
IIPOAHAIIM3UPOBAHBI U 00OOIIEHBI OKOJIO CTa MyOIMKAlWN, MOCBIIICHHBIX U3yYEHHUIO
B3aUMOJIEUCTBUA MOPOIIKOB METAIJIOB, UX OKCUJIOB U COJIEH ¢ TUypaMamu. Beiaens-
I0T TP OCHOBHBIX THIIA PEAKIMI B3aUMOJECHCTBUSI KOMILIEKCOOOpa3oBaTeye ¢ TH-
YPaMMOHO- ¥ TUCYIbPHUIaAMU, B pe3yJIbTaTe KOTOPHIX MPOUCXOIUT:
e oOpa3oBaHUE aJAYKTOB;
® BOCCTaHOBJICHHE TUYPAaMOB M IMpEBpaIleHUe X B JUTHOKapOaMaTHbIE U (UJIHN)
THOKapOOKCAMUIHBIC TUTAH/IBI;
® OKHUCJICHHE THYPaMOB JI0 TUKATHOHOB 3,5-OWc(IUaNKuIMMUHUYM)-1,2,4-Tpu-
THOJIAHOB.
Takoe pazneneHue J0CTaTOYHO YCIOBHO, TOCKOJIBKY MHOTHUE OMMCAHHBIE B JIH-
TepaType PEaKIIuy HENMb3s OTHECTH HU K OJTHOMY W3 BBINICTIPUBEICHHBIX THTIOB.
[lepBoe ynmomuHanue 00 UCCIEAOBaHUH B3auMo/ieicTBUs comeit kobanbTa(ll) ¢
tuypamamMu otHocutes K 1950 r. [91]. B artoit pabore peakmmeir mexay Co(ll) u
Et,;Tds B BomHO-ciupToBO#i cpene ObL1 monyueHn [Co(Et,Dtc)s], a He KoMmIUIeKe ¢ TH-
ypaMOM.
Astopsl [92], u3y4aBivie B3auMOACHCTBHIE COJICH TSDKEIBIX MeTa/uioB ¢ Me,Tds
B opranmueckux pactBopurensx (6emzone, CCly, cmecsx sraHon/aneToH W 3Ta-
Hoa/0en3ou) nmokasanu, uro CoCl, obpaszyer ¢ Me,TdS HenpouHbIN TPOIYKT MPHUCO-
€IMHEHUS, KOTOPBIN JIETKO pa3jaraercs BOJOW A0 YCTOMYMBOTO AUMETHIIUTUOKAP-
O0amara koOanbTa. MakcuMyMBbl TOJIOC MOTJIONIEHUsT HaOmoaaTes npu 245, 268 u
323 (e = 1,17-10* wrem Hmomp Y mM [202]. DTy peaxiuio mpeaIoKeHo HCIIOIb30BaTh

st hotomerpudeckoro [202-203] ompeneneHus TeTpaMeTUITHYpaMIuCyibdumaa B
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KaydyKe, CBIPBIX PE3HHOBBIX CMECSIX U BYJIKAaHH3aTaXx.

[Tokazano, uro [Co(Me,Dtc);] oOpa3yercss HE TOJIBKO NMPH B3aWMOJACHCTBHU
CoCl;, ¢ Me,Tds, Ho u B pe3yabTate peakiuu mexay CoCl,:6H,0 u Mes,Tms B sTa-
Hotie [93]. B nmpucyTcTBHM HOHOB MEPEXOAHBIX MeTaIIOB cBsi3b C—S B Me,Tms pas-
pBIBacTCS U 0Opa30BaBIIMICS NUMETHIIIUTHOKApOAMaT-HOH CBS3bIBACTCS KOMILICK-
coobpazoBateneM. BbIxoa MpoIyKTOB MOYTH KOJTHYECTBEHHBIM.

B pesynbrare neTanbHOTO CHEKTPOHOTOMETPHYSCKOTO UCCIICIOBAHMS PEAKIIUN
mexay Co(ClO,), u Et;Tds [94] B cmecu Boaa : mukiIorekcasos : artanoi (1 : 2 : 2)
IIOKa3aHO, YTO HE3aBUCHUMO OT TeMIIePaTypPhl, POJOKHTEILHOCTH B3aMMOICHCTBHS,
PH ¥ cCOOTHOIICHHUS pearrpyroIrx KOMIOHEHTOB BCeria o0pa3yeTcs OJHO U TO XKe
coenunenue. BzanmoneiictBueM BoaubIx pactBopoB COCl, wiu Co(ClO,), ¢ pactso-
pom Et,Tds B arieTone mim 3TaHoje (MOJIIPHBIC COOTHOIIECHUS PEareHTOB COCTABIISIIH
or2:1 o 1:2)3To coenuuenre ObUIO BBIICICHO U UACHTU(PUIIMPOBAHO 110 JaHHBIM
9JIEMEHTHOTO aHaJin3a M Temreparype miainenus (257-259 °C) kak [Co(Et,Dtc)s].
Ero oOpa3oBanue MOXKET IPOUCXOAUTh KaK B pe3yJbTaTe BoccTaHoBIeHHS Et,TdS mo
Et,Dtc u oxucnenus kobanbta(ll) mo xobansra(lll), Tak 1 B pe3ynprare romonusa
CBSI3M S—S B MOJICKYJie THypaMa. BiusHUe TeMIlepaTypbl Ha BbIIICYKAa3aHHYIO peak-
ITUI0 MOXET CITYXKHUTh JOKa3aTeJIbCTBOM CIPABEIMBOCTH KaK IEPBOTO, TaK M BTOPO-
'O B3[JIS0B, XOTS, 10 MHEHHIO aBTOpOB [94], BTOpoii OoJiee MpearmoYTUTEICH.

Peaknmeii sxBumonbHbIX KoiudecTB [Co(M-CsHs)(CO),] u (RR'),Tds, rae
R = R' = Me, Et, B quxnopmertane, Hapsay ¢ [CO(RR'DtC);], BelaeaeHBI ICEBIOOKTA-
sapudeckre komiuiekcsl [Co(n-CsHs)(RR'DtC),], B KoTOphIX 0uH IuTHOKapOamaT-
HBIH JIMraH KOOPJIMHUPOBAH MOHO-, @ BTOpO# — OugenTaTHo [178].

[TepBoie ammyktel COCl, ¢ THypamMMOHO- W IUCYJIb(QHIAMH COCTaBOB
[Co(R4Tms),Cly] u [Co(R4Tds),Cl,], rne R = Me, Et [204], i-Pr, i-Bu [205], 6111
BbIiesieHbl B 1970 1. VX momydanu B3auMOJEHCTBHEM YKBUMOJBHBIX KOJIMYECTB O€3-
BoxHoro CoCl,, pacTBopeHHOro B aOCOIIOTHPOBAHHOM 3TAaHOJIE, C PACTBOPOM TH-
ypama B a0COIOTHPOBAHHOM d3TaHoje (xjmopodopme) [204], mnu peakiven Mexmy
6e3BoxubM COCl, u Tnypamowm (1 : 2) B anerone [205]. B mocneanem ciydae oOpa-

3YIOIHECsa OCaJKH OT(bI/IJ'IBTpOBBIBaHI/I 1 OOMJIBLHO IIPOMBIBAJINA BOI[Oﬁ; IIpu 3TOM, HHU O
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KaKOM Pa3JIOKECHUN KOMIUIEKCOB Jake He yrnmomuHaeTcs. KoopauHaimoHHbIe COenu-
HeHus aHaimornunoro cocrana [Co(Me,sTds),X,], rme X = Cl, Br, NO3, NCS, Obuin
HOJYYCHBI B3aUMOJICHCTBHEM 3TaHOJIBHBIX PAaCTBOPOB rujapaToB cojicit kobanbra(ll)
C TpexkpaTtHeiM H30bITKOM Me,Tds, pactBoperHoro B arerone [206]. [lpu 3amene
anrona Ha | wm ClO; B 3THX K€ YCIOBHAX OBLIM BBIJCACHBI COCIUHEHUS
[Co(Me,Tds)3]X,. K coxkanenuto, aBTopsl [206] TOIBKO KOHCTATHPYIOT (hakT oOpa-
30BaHMsI MPOYKTOB JIPYrOTO COCTAaBa M HE PAacCMATPUBAIOT MPUYHH TAKOTO Pa3iiu-
yusg. B ormnmume ot ganHbix [204], B3auMoIeHCTBHEM SKBHMOJIBHBIX KOJHMYCCTB
CoCl,-6H,0 ¢ Me,Tms [207-208] nm ¢ Et,Tds [209] B aTaHONE OBUIH CHHTE3HPOBa-
HbI KOMIUIEKCHI C COOTHOIIEHHEM KOoOanbT : THypaM paBHbM 1 : 1, a He 1 : 2. Coenu-
Henne [Co(MesTms),Cl,] 6bu10 TOTYYEHO TPH MCITOJIB30BAHUH IBYKPATHOTO M30bIT-
kxa Me,Tms [207-208].

Kowmmnekcsl kobanbta(ll) ¢ TMypamamu pacTBOpuUMBI B alleTOHE, HUTPOOEH30-
e, aneToHuTpuie, xaopodopme, IMCO u JIMPA. Coenunenns ¢ Me,sTds u Et,Tds
YCTOHYMBBI IPH HarpeBaHuu a0 240-265 °C (tadmn. 1.1).

OoOpamaer Ha ce0s BHUMaHue (Tabi. 1.1) 3ameTHOE paziuyune B CIEKTPAIbHBIX
cBoiictBax komruiekcoB [Co(Me,sTms),Cl,], onucanusix B padortax [204] u [207-
208]. Caenyer Takke OTMETHTh, YTO MO CPABHEHHMIO C MCXOJAHBIMH THypaMaMH 4a-
CTOThI BasieHTHBIX KojeOanuii csizeit C—N B UK criekTpax oHUX KOMIUIEKCOB CMe-
IIAIOTCS B BEICOKOYACTOTHYIO 00J1aCTh, a APYTUX — B HU3KOUACTOTHYIO. HecMoTpst Ha
3710, Bce aBTOpHI [204-209] envHbl BO MHEHUH, YTO JIMTAHJBI KOOPJIUHUPYIOTCS C KO-
oanpToM(ll) OGuaEeHTaTHO Yepe3 TMOHHBIE aTOMBI CepPhl C OOpPa30BaHUEM IIECTH- WJIU
CEMUWIEHHBIX XEJATHBIX UKIOB. Bamenturie konebanus cBsa3eit Co—S HalmroaroT-
cst ipu 340-422 cm .

Kommiekcor kob6anbra(ll) ¢ Me,Tds — BeicokociMHOBBIE, 3HaYCHUS HX D (DEek-
TUBHBIX MAIrHUTHBIX MOMEHTOB JIEXKaT B npeaenax 4,7-5,2 M.b. [206].

[Tonocer mornomenust B DCII coenunenuii [CoL,X;] u [CoLs] X, (Tabn. 1.1) B
o6mactax 15300-16100 u 20500-21600 cM * OTHECEHBI COOTBETCTBEHHO K nepexojam
4Tlg(F) — 4Azg(F) (Vo) m 4T19(F) — 4T19(P) (V3) B OKTa»ApUYECKUX KOMILIEKCaX KO-

oanpTa(ll) [204-208]. U3 OCII coenunenuii [Co(R4Tds),Cl,] Obutn paccunTansl mna-
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paMeTphl paciiernieHns kpuctamindeckum nonem (Dg = 751-870 cvm ') u Hede-
noaykcetuaeckue koddduruertsl (f = 0,84-0,91) [204-206]. JIuranmp! o Bo3pacra-
HUIO X BIusHUSA Ha D pacmonokeHspl B CIEAYIOMUN CIICKTPOXUMHYECKUAN PSIII:;
Et,Tms < Me,Tms = Et,Tds = Me,Tds < i-Bu,Tds = i-Bus,Tms < i-Pr,Tds < i-Pr,Tms

Astopsl [207-208] monararot, uro komiuiekc [Co(Me;Tms)Cl,] umeer terpa-
HIPUYECKOe CTpOeHHE. B KkadecTBe apryMeHTOB, NMPUBIEKAEMBIX B MOJB3Y TaKOTO
CTPOEHHMs, OBUIM MCIIOJIb30BAHBI BEMYHMHA Ly = 3,59 M.B. n nonoca nornomenus B
obmacti 11235-13322 cm ', orrecennast k mepexoay “Ao(F) — “Ti(P), xors mis
OOJIBIIMHCTBA TETpadApuUUecKux KomiuiekcoB koOanbTa(ll) ykazanubili nepexon
HaOmomaeTcs mpu 6osee BeicOkuX dactotax [210], a apdexTnBHBIE MarHUTHBIE MO-

MEHTBI 0OJIBIIIe, YeM YHCTO CIMHOBOE 3HadyeHue (3,87 M.b.) [211].

[TogBoast MTOT KPUTHUECKOTO aHalIM3a 0030pa JIMTEpaTyphbl, CACIAHHOTO B
JTAHHOM pasJiesie, MOKHO KOHCTaTHUPOBAaTh, YTO YCIOBUS OOpa3oBaHUs AUTHOKApOa-
maToB koOanbTa(ll) m3ydeHsl sBHO HepocTaTOuHO. Tak, B pe3y/IbTaTe PeaKiui Mex-
ny consamu kobanbTa(ll) u auTHOKapOamMaTaMu IIEI0YHBIX METAJIOB B aHAJIOTHYHBIX
YCIIOBHUSX IO OJHUM JIaHHBIM 0Opa3yroTcsi coeauHenus kodanbta(ll), a mo apyrum
xo0anbTa(lll). BBeneHne oObeMHBIX 3aMECTHTENCH Y aTOMOB a30Ta B JAMTHOKapOa-
MaTHBIX JIMTAHJaX MO3BOJISIET CTAOMIM3UPOBATH CTENEHb OKKUcIeHus +2. OgHako 1mo-
aydenue [Co(RR'Dtc),] ¢ neboapimmmu mo odwemy rpymmamu, a [CoO(RR'Dtc)s] — ¢
OOJBIIMMU CBUIECTEIBCTBYET O TOM, UTO cTepuueckue dPQexTsl 3amecTuTeseii nme-
10T BaXXKHOE, HO, BEPOSITHO, HE OIpeNesIollee 3HaUeHUe 7151 00pa3oBaHusl COeIUHE-
HUN KOoOajdbTa B TOW WJIM MHOM CTENEHM OKHUCIeHUs. B juTepaType OTCYTCTBYIOT
CBEJICHHUS O PEHTTCHOCTPYKTYPHBIX HMCCIEA0BaHUAX auTHOKapbamaToB kobaasta(ll),
a BBIBOJIBI 00 WX DJIGKTPOHHOM M T€OMETPHUYECKOM CTPOEHHUH, 0A3UPYIOIIHECS B OC-
HOBHOM Ha JIAHHBIX JJICKTPOHHOW CHEKTPOCKOTHMH U MAarHETOXUMUH, 3a4acTylO0 He-
yoenutensHbl. [lodTOMy, IS OKOHYATEIBHOTO PEIICHUS BOMPOCAa O CTPOCHHH
[Co(RR'Dftc),] HeoOxomumo mpuBiIeUCHHE TaKMX METOAOB HcciemoBanHus kak PCA
unu EXAFS cnektpockonus.

CI/IHTGSI/IpOBaHO U BCECTOPOHHE M3YUCHO OOJIBIIIOE YHCIIO ,Z[I/ITI/IOKap6aMaTHBIX
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koMmriekcoB kobansTa(lll) paznmuyroro Tuma, BKItOUass CMEIIAHHOIUTAHIHBIE U MHO-
rosjiepHbie (roMo- W rerepoouMeTauinueckue). [1oBBIIICHHBI WHTEPEC BHI3BIBAIOT
peakiuu OKUCIeHus authuokapbamatoB kobanbta(lll), B pe3yapTaTe KOTOPHIX 00pa-
s3yrorcst komtekesl kobansra(lV) [Co(RR'Dtc)s]”, merko mpeppamiatoruecs B quMe-
po1 kob6ansTa(Ill) [Cox(RR'DtC)s]”. TTockonbKy IS OCYLIECTBIEHHS TaKMX PEaKImii
OBLJT UCIIOJIB30BAH OTPAHUYECHHBIN KPYT OKUCIUTENEH, TO 11e51eco00pa3Ho paclIupUTh
€ro 3a CYET T'aJIOT€HOB.

Taxxe Oojnee AeTaqbHOrO M3y4eHHUs TpeOyeT BOMPOC O COCTaBE U CTPOCHUU
POIYKTOB B3aumoercteun kodaneTa(ll) ¢ Tmypamamu.
N310keHHO0e BBILIE ONPEAETHIIO OCHOBHBIE 33]1a4 TAHHOTO UCCIEAOBaHUS:

e pa3paboTaTh CHUHTETHMYECKHE MOAXOAbl K MOJYUYCHHUIO TUTHOKApOAMaToB KO-
0anpra(ll) M ycTaHOBUTH MX CTPOCHHE C MIOMOIIBIO COBPEMEHHBIX METOJIOB UCCIIEIO-
BaHus, BKioyass EXAFS cnexkrpockonuio;

® OMNpEJEIUTh COCTaB U CTPOCHUE MPOIYKTOB B3aWMOJCHCTBUS AUTHOKapOama-
toB kKoOanbTa(lll) ¢ ranorenamuy,

® BCECTOPOHHE MCCIICA0BATh Peakiuu Mexay coismu kodanera(ll) u Tuypammu-
cynbumamu (BIUSHHE aHUOHA COJIHM, 3aMecTuTenei y aromoB azota B (RR'),Tds,
MPUPOBI PACTBOPUTETIS U T.1I.).

Nx pemeHnto, a Takke HM3y4YCHUIO KATAUIUTHYECKOM, BYJIKAHU3ALMOHHOM W
OMOJIOTUYECKON aKTUBHOCTH CHHTE3WPOBAHHBIX KOOPIAMHAIMOHHBIX COSAMHEHUN KO-
oanbTa(ll, 111) ¢ mpou3BoHBEIMU TUTHOKAPOAMOBOM KHUCIOTHI MTOCBSIIIEHA HACTOSIIIAS

JrccepTaloHHas pabdora.
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PA3JIEJ 2
CHUHTE3 COEAUHEHUNA U METO/bI UX UCCJEJIOBAHUS

2.1. MeTOAMKM CHHTE3Q U OYUCTKHU COETUHEHUI

B kayecTBe uCXOoIHBIX BemiecTB B pabore ucnonb3zoBain N,N-aumerwn- u
N,N-ausTunauTuokapoamaTsl HaTpUs “4aa”, TUIPONHII-, AMOYTHII-, TUITUKIOT€KCHUII-
U THOSH3WIaMUHBI, TUIICPUINH, rekcaMmeTieHnMuH, Mopdosma (Merck “for synthe-
sis”), CS,, NaOH “g”, N,N,N',N'-rerpamerna-, N,N,N',N'-terpastun- u N,N'-au-
>tri-N,N'-mudennnruypamaucyasdunasr, Kz[Fe(CN)g], CoCl,-6H,0O, CoBr,-6H,0,
Col,6H,0, Co(NCS),-3H,0, Co(NOs),-6H,0, Co(ClO,),-6H,O “uyma”, 6poM u mox
“q”. Xnop nosydanu aerctBueM coisiHo kuciotel Ha KMNO,. Mo ounmianu Bo3-
TOHKOM, a CepoyrJIepoJi, aMHHBI M OPTraHUYECCKHUE PACTBOPHUTEIH — CTAHIAPTHBIMH
metoaamu [212]. INanorennasl kodanpra(ll) o6e3Bo)MBaIM 10 MeToAMKe [213].

Metoauka 2.1. Jlutnokap6aMaThl HaTpuUsl MOJy4ad B3aUMOJICHCTBHEM KBU-
MOJIBHBIX KOJMYECTB COOTBETCTBYIOIIETO aMHHA, CEpOyrjiepoja W THUIAPOKCHIA
HaTpus B oxjaxaeHHoM 10 —5-0 °C BoaHOM pactBope [3]:

RR'NH + CS, + NaOH —t=-5-0C

rae R = R'=Pr, Bu, Bn; RR' = Pip, Hmi, Morph.

» RR'NC(S)SNa + H,0,

Mertoauka 2.2. Tuypamaucynspuasl {(RR),Tds} mnonydanu oxwuciacHuem
OXJTAKICHHBIX BOJHBIX PACTBOPOB COOTBETCTBYIOIIMX TUTHOKApOAMATOB HATPHSI, HC-

noJb3ys B kauectBe okuciutens Ks[Fe(CN)g] [214]:

2RR'NC(S)SNa —<slP@sl , RR'NC(S)S-SC(S)NRR),
rae R =R'=Pr, Bu, Cy,* Bn; RR' = Pip, Hmi, Morph.

N,N,N',N'-rerpabytuntuypamaucynb@ua ObUT MOTyYeH B BUIE MACISTHUCTOU
YKUIKOCTH JKEJITOTO IBETa, OCTAIbHBIE — B BUJE KPUCTAIIOB Oenoro meeta. Ux oun-
I[AJIA IBYKPATHON MEPEKPUCTALTU3ANMEH U3 CMecH XJIOpo(opM-3TaHoI (32 HCKITIO-
yenreM Bu,Tds). Uucroty BeriecTB kKoHTpoaupoBanu MetogoM TCX Ha MmiacTHHKAX

Silufol UV-254. B kxauecTBe 3JIF0O€HTA UCIOIB30BAIA CMECH OEH30J1a U JUATUIIOBOTO

st cunreza N,N,N',N'-TeTpaiikiIoreKCu THITHYpaMaucyibduaa Obl1 HCIOIB30BaH JTH-
LUKJIOT€KCUIIUTHOKapOamMaT JULHUKIOTeKCUIAMMOHUS.
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adupa (7 : 1).

Metoauka 2.3. Cunre3 nutuokapdbamaToB kobanbta(ll) ocymecTBusiau B3au-
MojielicTBHEM Ha Bo3ayxe BogaHbIx pactBopoB (PH = 6-7) CoCl, u mutnokapbamaToB
HATpus B CTEXMOMETPUYECKOM COOTHOLIEHNH | : 2 MpU KOMHATHOW TemnepaType:

CoCl, + 2RR'NC(S)SNa — [Co(S,CNRR'),] + 2NaCl,
rae R =R' = Me, Et, Pr, Bu, Bn; RR' = Pip, Hmi, Morph.

K 0,2 monp nqutnokapOamara Hatpust B 100 mu1 BoAbl pH NepeMENIMBAaHUN Ha
MarHuTHOM Memanke moOaBmsin pactBop HCl mo pH 6-7, a 3arem — 0,1 Moub
CoCl,-6H,0 B 100 mur Bomel. OOpasyrormiuecs cpa3y e MPU CIMBAaHUH PAcTBOPOB
OCaJK{ 3€JICHOrO I[BeTa OT(UIBTPOBBIBAIM, MPOMBIBAIUM BOJON 1O OTCYTCTBHUS B
bunbTpaTe XJIOPUI-UOHOB, BHICYIIIMBAIN B BAKYyM-3KCUKATOPE HAJ| CBEKEIPOKAJICH-
HeIM CaCl,.

Metoauxka 2.4. Jlutnokap6amatsl kodansta(lll) monydanu B3aumoaeicTBuem
Ha Bo3ayxe pactBopoB COCl, u mutrokapbamMaToB HATpHsi B OPraHMYECKUX PACTBO-
putensx (MeTaHoJie, STaHOJIE, alleTOHE WJIM alleTOHUTPUIIE) B CTEXHOMETPUUECKOM

cootHoltuenuu 1 : 3:

Co?* + 3RR'INC(S)S” —225 [Co(S,CNRR')q],
rie R=R'=R =R'=Me, Et, Pr, Bu, Bn; RR' = Pip, Hmi, Morph.

K 0,03 monp nutuokap6amara Hatpus B 100 M1 3TaHoa TIpU TIEpEMEITMBAHUT
Ha MarHuTHOM Memaike n1o0aBistan 0,01 mone CoCl, B 50 M stanona. [Ipu ciausa-
HUU PACTBOPOB Cpa3zy e BBHIMAJAIN OCAJIKH TEMHO-3eJIeHOTO 11BeTa. CMech mepeme-
muBanu B TedeHue 30-40 mun. Ob6paszyroniuecst autuokapoamatsl kobansTa(lll) ot-
(GUIBTPOBBIBAIIN, IPOMBIBATIN 3TAHOJIOM M BBICYIIMBAIM HAa BO3IyXeE.

Metoauxka 2.5. Jlutnokap6amatsr kobansTa(lll) cuHTE3MpOBaTM Takke B3au-
mopeiictBueM COCly, CS; n cCOOTBETCTBYIOIIETO aMHHA B OPraHUYSCKUX PACTBOPUTE-
asx. K emecn 0,01 moas CoCl, u 0,03 mons CS; B 100 M1 MeTaHoIa (9TaHOIA, alle-
TOHA WJIM allETOHUTPUIIA) MPU UHTCHCUBHOM TIEPEMEIIUBAHUH JOOABIISIIIN IO KarlIsaM
0,03 Monp amMuHa (TUMETWUII-, TUATUI-, TUTPOIUI-, TUOYTUII-, TUITUKIOTECKCHUII-, -
OeH3uIaMuHa, MUMIEPUINHA, TeKCAaMETIIICHUMIHA Wil MopdonrHa). CMech mepemMe-

IIMBaIXd B TeueHue 1 u. OC&I[KI/I OT(I)I/IJIBTpOBBIBaJII/I, IMPOMBIBAJIN MCTAHOJIOM M BBbI-
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CYIITUBAJIA HA BO3IyXE.

Hutnoxap6amatsel kobanpTa(lll) ounimanyu nepeocaxaeHreM TUATHIOBBIM d(hu-
POM WJIM 3TaHOJIOM M3 UX HACBIIIEHHBIX PacTBOPOB B xJjopodopme. Tpuc(mopdonun-
4-kapooautroaro)kobanst(l11) moxyden B Bume compBara [Co(MorphDtc);]-CHCI.

MeTtoauka 2.6. Jlutnokap6amatsl ko6ansTa(ll) mpu pacTBopeHun B opranuye-
CKHUX PAacTBOpPUTENSAX (Xj0podopMe, aneToHe, OEH30J€ U JIp.) OKUCIISUIUCH KUCIOPO-
JIOM Bo3tyXa J0 coequHeHuid kodabra(lll).

0,03 monps nutnokap6amara kodbanbta(ll) B 30 M xsmopodopma (pacTBOpUTEH
JIOTIOJIHUTENILHO HE OYMIIAIM) NepeMelIMBaii Ha Bo3ayxe B TeueHue 10-15 muH.
PacTtBop okpammBajcs B 3€JEHBIA I[BET, €ro (UILTPOBAINA, a HEPACTBOPHUBIIHUACS
OCTaTOK MPOMBIBAJIM HEOOJIBIIUM KOJIMUeCTBOM Xxjopodopma. [Iporenypy pactBope-
HUS TIOBTOPSUTM HECKOJBKO pa3 J0 MPEKpaIleHus OKpalmmBaHUs pacTBopa. Heszasu-
CHUMO OT 3aMecTuTenei B qutuokapbamarax kodansta(ll) Macca HepacTBopuMoro co-
eIMHEHHMs KpeMoBoro Ipera cocrasisuia okono 1,3 r (0,01 mome Co(OH),-2H,0).
[Tocne otronku xsopodopma u3 puibtpara noaydaiu 0,02 MOIb COOTBETCTBYIOIIETO
nutnokapbamara kobdansra(lll).

Metoauka 2.7. Monekynspabie komiiekcsl [CO(RR'Dtc);]-21, cunte3upopanu
B3auMojielicTBreM autuokapoamatoB kobanbTa(lll) ¢ TpexkpaTHBIM U30BITKOM HOJA:
[Co(S:CNRR');3] + 21, — [Co(S2CNRR");]-215,

rae R = R' = Me, Et, Cy; RR' = Pip, Hmi, Morph.

K pactBopy 0,005 mons [Co(RR'Dtc)s] B 30 mu xsopodopMa npu WHTEHCHB-
HOM IepeMerrBanuu npubapism mo kammim 0,015 moas 1, 8 30 Mo gudTHIOBOTO
a¢upa. PeakiimoHHYIO0 CMECh MepeMelInBaId Ha MarHUTHON Mellajike B TeueHue 1 u.
BrlinaBmive ocagku TeMHO-KOPUYHEBOTO 11BeTa OTGriibTpoBhiBaM Ha (unbTpe [oT-
Ta, TPOMBIBAJIN TUATUIOBBIM d(pripom u BeicytuBanu mpu 70 °C.

MeTtoauka 2.8. KoopauHaliMoOHHbBIE COSTUHEHUS

R S—S R
N= =N [CoXy|  {(RR),Ditt[CoX,]},
R' S—S R'

rae R = R' = Me, Et, Cy; RR' = Pip, Hmi, Morph; X = ClI, Br, cunte3upoBaiu B3au-
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MOJICHCTBHEM pacTBOpPOB auTHOKapOamaroB kobanbta(lll) B Xxmopodopme (auxiop-
MeTaHe, OCH30JIe MM alleTOHUTpHUIIE) ¢ XjopoM (Opomom). Uepes pactBop, cojuep-
xamuit 0,01 mone [Co(RR'Dtc)s] B 50 min CHCl3, npu MHTEHCHBHOM TepeMEIBa-
HUU MEJUICHHO TMPOITyCKaId MpeBapUTEIbHO OYHUIICHHBIN ra3oo0pa3ubiii Cl, mo uc-
Ye3HOBCHHSI TEMHO-3€JICHONH OKpacku pactBopa. OOpasyromuecs OCaJKh ToIxyOooro
BeTa oThuabTpoBeIBaK Ha GuubTpe [lloTTa, mMpoMeIBanu XI10pohopMOM, alleTOHUT-
PHIIOM, AVATHIIOBBIM 3(UPOM U BEICYIIUBAIN HaJ cBexenpokaneHHbM CaCly.

[MpoayxTtel B3aumoseiicteus [Co(RR'DtC)3] ¢ Opomom morydaan 1o aHaaoruy-
HOU METOJIMKE, MCIIOJIb3ysl BMecTo razooopasnoro Cl, xmopodhopmusii pacteop Bry.
Brigenennbie ocaku UMETH CBETIO-3€JICHBIN I[BET.

Metoauxka 2.9. BzaumoneiictBue xynopunoB u 6pomuaoB kobansta(ll) ¢ tu-
ypamaucyibGuiaMu IpOTEeKaao B COOTBETCTBUU CO CXEMOM:

s—s R R S-S R
4CoX, +5 N— >/—N’ —2 N »=N [CoX,] +2[Co(S,CNRR)],
/ \ / \
R 5§ ¥R R s—s R

rae R = R' = Me, Et, Cy; RR' = Pip, Hmi, Morph; X = Cl, Br.

K pactBopy 0,0125 mons (RR'),Tds B 20 M xiopodopma npu HHTEHCUBHOM
nepeMenmuBanuy 100aBisn 1mo kamisaM 0,01 monb 6e3BogHoro CoX; B 35 M atero-
autpuia. Oopazosasmuiics ocanok (RR'),Ditt[CoX,4] ordunsTpoBsiBain Ha GUIETPE
[oTTa, mpombIBaIA XJIOPO(HOPMOM, alleTOHOM W BBICYIITUBAIIN HAJ CBEKEITPOKAICH-
HeiM CaCl,. Tlpu moGamieHnu K (GUIBTPATy AMITHIOBOrO 3(Hpa BBINAAAT OCAT0K
[Co(RR'Dtc)s]. Ero oT¢hunbsTpoBbIBaiu, MPOMBIBAIHM 3TAHOJIOM, a 3aT€M JIBaXK/bI I1e-
PEKPUCTAJUTM30BBIBAIIM U3 CMECH XJIOpOodopMa U 3TaHOJIA.

Metoauxka 2.10. Uogun xobanera(ll) pearuposan ¢ tnypamaucynbhugamMu ¢

o0pa30BaHUEM MPOIYKTOB, IPEICTABICHHBIX HA CXEME:

R S-S R R
4Col, +7 N~\< >/-7N/ —=2 N=C=S[I5] + 3[Co(S,CNRR");] + [Co(S,CNRR'); ]I, + 28,
/ \ /
R §s R X
{RR'Tmi[5]}

rie R =R'=Me, Cy.
K pactBopy, conepxkamemy 0,035 mons (RR'),Tds B 80 mi xiopodopma, npu

WHTEHCUBHOM IepeMemuBanuu npudasisum 0,02 mons 6e3BogHoro Col, B 80 Mt qu-
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STIIIOBOTO 3¢upa. PeakMoHHyI0 CMECh MEepEeMEeNMBaId Ha MarHUTHOW MEMIAJIKE B
teueHne 1 4. O6paszoBaBmmiics ocamok RR'TmI[l;] kopuareBoro nsera oTGHUILTPO-
BbIBau Ha ¢uibTpe [loTTa, MpoMbIBamu XJ0poGopMOM, AUITHIOBBIM 3DUPOM U
BbICymMBasy 1ipu 60 °C.

[Ipu noGaBneHun K QUIBTPATY AUAITHIOBOTO 3(uUpa BbINaAal KpUCTaJUIMYe-
ckuii ocanok [Co(RR'Dtc)s]-lI, TemHo-kKOpHuHEeBoTO 1BeTa. Ero oTdribTpoBBIBAIH,
MIPOMBIBAJIM 3TAHOJIOM, a 3aTEM JIBAX]IbI MEPEOCAXIau U3 XJI0pOo(hOPMHOrO PacTBO-
pa IU3TUIIOBBIM 3(PHUPOM.

OunpTpat moMenany B GpapPopoByro YalKy ¥ OCTaBJISUTH Ha CYTKH ISl UCTTa-
peHus pacTBopuTeiel. Brimapime TemHo-3eneHbie KpucTtamisl [Co(RR'Dtc);] mexa-
HUYECKHU OTIETSIIU OT CJIEJOBBIX KOJIUYECTB RJIEMEHTHOM Cepbl, 00pa3yromieics mo
KpasiM YalllKd, MPOMBIBAJIIM 3TAHOJIOM, a 3aT€M JIBAXK/bI MEPEKPUCTATUTMIOBBIBAIH U3
cMecH XJI0pohopM-3TaHOM.

Metoauka 2.11. B3zaumoneiicteue Co(NCS), ¢ TnypamaucyibhuaamMu IpoTe-

KaJI0O B COOTBETCTBUHU CO CXEMOM:

R\N,R'
)\ N (NCS), +2[Co(S,CNRR )],
S S7 SCo

R s—S R
3Co(NCS), + 5 N~< >/~N —~|Co
/ \
5 ¢ R Sq
4

{[Co(RR'Ditc),J(NCS),}
rie R = R'= Me; RR' = Pip, Morph.

K pactBopy 0,025 mons (RR'),Tds B 45 mu xyopodopma npu HHTEHCHBHOM
nepemernmBanuu mpubasisin 0,015 mone Co(NCS), B 25 mut aneronutpuia. Oodpa-
soBaBmmiics ocanok [Co(RR'Ditc),](NCS), spko-3eneHoro npera oT(GHUIbTPOBBIBAIH
Ha pmieTpe [lloTTa, MpoMbBIBaIM XJIOPOGOPMOM, alleTOHOM U BBICYIIIMBAIIU HAJ| CBE-
)ernpokaeHHpIM CaCly.

[Ipu nobGaBnenun K (GUABTpPATY AUATUIOBOrO 3(dupa BhINALAT OCAAOK
[Co(S,CNRR")3]. Ero otaensiin 1 04MINnaIM 10 OMUCAHHON BEIIIE METOIUKE.

Mertoauka 2.12. Peakius mexay Co(NOz),:6H,O u Me,Tds mpotekana B

COOTBETCTBHH CO CXEMOMU:

CO(N03)2'6H20 + Me,Tds — [CO(MethC)g] + CoS0O,7H,0O + NO + ...
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K pactBopy 0,02 mons Me,Tds B 50 M ameroHa mpu WHTEHCUBHOM II€peMe-
MIMBAaHUM HA MAarHUTHOM Memanke mpuOapmsm mo kamsM 0,01 monb
C0o(NO3),-6H,0 B 50 mu anerona. IIporecc compoBoOXkaacs BhIACICHUEM ra3a U 00-
pazoBanuemM po3oBoro ocanaka (CoSO, 7H,0). [Tocne mepeMenmBanus peakimOHHON
CMECH B TeueHHe | 4 0cajiok OT(UIBTPOBBIBAIIN, TPOMBIBAIN 3TAHOJIOM U BBICYIIIH-
Balu Ha Bo3ayxe. M3 ¢unbpTpara, mocie ero KoHueHTpupoBaHus a0 20 Mi u 100aB-
JICHHSI TUATHIIOBOTO 3dupa, Beianan ocanok [Co(Me,Dtc)s]. Ero otdunbsrpoBsiBay,
IIPOMBIBAJIA ATAHOJIOM, a 3aTeM JBAXbl NEPEKPUCTAITU30BBIBATIU U3 CMECH XJIOPO-
dbopm-3TaHON.

ITpu 3amene Co(NOj3),:6H,0 Ha C0(ClO,),'6H,0, Hapsny ¢ [Co(Me,Dtc)s],
00pa30BBIBAJIOCh COEAMHEHUE PO30BOTO I[BETa, OO0Jajaroliee JIEeTOHUPYIOIUMU

CBOMCTBaMHM.

2.2. Meroauky aHAJIU30B M PU3MKO-XUMHYECKUX HCCJIETOBAHNH

KoGanbT B CUHTE3UPOBAHHBIX COEJUHEHUSX OINMPEACIISIIM METOJIOM KOMIUIECK-
COHOMETPUYECKOTO TUTpOBaHus [215], rajorensl u cepy — K0i00BbiM MeTogoMm Ille-
Hurepa [216], azot — metomom roma [216].

MonsipHyIO 3JIEKTPOIPOBOJHOCTh COCIMHEHUN PACCUUTHIBAIM W3 3HAYCHUUN
conporusieHuii ux 0,001 M pacTBOpOB B OpraHMYECKUX PACTBOPUTENSIX, U3MEPEH-
HBIX C TOMONIBI0 aBTOMAaTUYECKOTro MocTa nepeMeHHoro toka P 5010 B cTekistHHOM
s4YelKe C MIIATUHOBBIMU 3JIEKTPOIAMH, MOKPHITHIMU MJIATUHOBOW YepHbIO, Tipu 25 °C.

Macc-cnekTphl 2JICKTPOHHOTO yjaapa cHuUMaiu Ha mpudope MX-1320 nyrtem
PSIMOTO BBOJIA TTPOOKI B 00J1aCTh MOHM3AIMU Mpu Temneparype ucnapenus 100-150
°C, temrniepatype nonuzannonHoi kamepsr 150-170 °C u sneprumn nonuzaiuu 70 3B.

UK cnextpsl nornoueHus: coenuuenuii (tadbnerku ¢ KBr wiu ¢ Csl) B untep-
Bane gactot 200-4000 cMm - peructpupoBamn Ha MK-®ypse criekrpomerpe Frontier
FT-IR xommanuu PerkinElmer.

Cnextpsl nuddysnoro orpaxenus (CJIO) 3anuceiBaiii Ha crieKTpodoToMeT-
pax Shimadzu MPS-50 L (4000-25000 cm ') ¢ mpucraBkoii auddysHoro paccerpa-
aust 1 Specord M 42/M 400 (11111-25000 cm ) ¢ IpHUCTABKOM /TS H3MEPEHHs H -
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dy3noro orpaxenus 45/0.

DNEKTPOHHBIE CIEKTPHI MOTJIOMIEHUSI PACTBOPOB COSAMHEHUN B OPTaHUYECKHX
PacTBOPUTEIIAX perucTpupoBain Ha cnekrpodoromerpax Specord UV VIS u Spe-
cord M40 B kBapIIeBbIX KIOBETaX C TOJIIIMHOMN IMOTJIOIIAOMIETO CJIos 1 cM.

HudpakrorpamMmbl coeanHeHuil mnonydanu Ha gudpakromerpe JIPOH-3 ¢
CoK ~u3nyuenuem u Fe-guibrpom.

JIisi moJiydeHHsT MOHOKPHUCTAILJIOB, MPUTOAHBIX JUIsl PEHTTEHOCTPYKTYPHOTO
aHalM3a, OTKPBITHIA COCYJ, HAIlOJIOBMHY 3allOJHEHHBIN HACHIIICHHBIM PacTBOPOM
xomruiekca ([Co(Me,Dtc)s], [Co(Me,Dtc)s]-1, i [Co(Me;,Dtc)s]-21,) B xmopodop-
Me, MOMEIIAIN B OIOKC C JUATHIOBBIM 3(QUPOM, OIOKC 3aKpbIBaJM M OCTAaBJSUIM Ha
CYTKH JIJIs1 KpUCTAJUTU3AIUH.

Temuo-3enensie kpuctaisl [Co(Me,Dtc)s] (CoH1sCoN3Se, M = 419,58) moHo-
kmuHHBIe, @ = 13,573(3), b = 14,017(3), ¢ = 9,791(2) A, v = 101,49(1)°, V=
1825,70(6) A%, mp. rp. P2:/n, Z = 4, F(000) = 863,85. PeHTTCHOBCKHiT SKCICPHMEHT

monokpuctaiioB [Co(Me,Dtc);] mpoBoamiau Ha aBroaudpakToMeTpe Syntex P1
(A(MoK,)-uzny4yenue, rpaduroBsiii MoHOXpomaTop, 0/20-ckanupoBanue mo 20 =
48°, mepeMeHHast CKOpOcTh ckanupoBanust 4,0-12,0 rpax-mus ©). C 06pasia pasme-
pamu 0,25x0,25x0,10 mMm° m3mepsiti uHTeHCHBHOCTH 2134 otpaenuit ¢ | > 3o(l).
CtpykTtypa pacmudpoBaHa MetogoM I[larepcoHa W yTOYHEHa MOJIHOMATPUYHBIM
MHK B anu30TponHoM NpHOIMKEHHH JIJIT BCEX HEBOJIOPOIHBIX aToMOB. KoopauHa-
TBI aTOMOB BOJIOPOJIa HAlIEHBI U3 PA3HOCTHOTO CHHTE3a U YTOYHEHBI B U30TPOITHOM
npubamxenun. OkonuyatenbHoe 3HayeHue R = 0,025. Bce pacueTsl BBINOIHEHBI IO
nporpammaMm SHELXTL u XTL xommiekca Nicolet-R3 na muan-9BM NOVA-3.
Monoxkpuctamisl komiiekca [Co(Me,Dtc)sz] 1, (CoH1gCoIoN3Ss, M = 546,45)
TpuknuHHBIe Tpu 293 K, a = 9,4281(15), b = 9,5223(15), ¢ = 12,642(2) A,
o = 102,009(13)°, B = 94,086(13)°, y = 116,056(11)°, V = 980,1(3) A%, Z = 2, konu-
YECTBO U3MEPEHHBIX oTpakeHui 3454, u3 Hux 2723 ¢ > 2o(1), dype = 1,852 reM
n=3.21cm ", Ry =0,0383, WR, = 0,0939. [TapameTpsl SIeMEHTAPHOIT SUEHKHU OIpe-

JIeJICHbI U YTOUYHEHBI MO0 24 SKBUBAJICHTHBIM pediekcam ¢ 20 < 24-28°. DkcnepuMeH-
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TaJbHbIE HAOOPHI OTPAKCHUN MOTyYaTH Ha YETHIPEXKPYKHOM aBTOMATHYECKOM JTH-
dpaxromerpe Siemens R3v/m (AMo-K,, L = 0,71074 A). Tpu cuIbHBIX OTPaKeHHS C
0 <y < 65° u3MepsUIMCh B KaUECTBE CTaHIAPTHHIX uepe3 Kaxabie 100 pedekcos. B
MIPOIIECCE ChEMKHU HE OTMEYAIOCh M3MEHEHHUSI MHTEHCUBHOCTEH ITUX OTPaXEHUH, T10-
TOMY CIlelMaibHbIE MOMpPaBKu He BBOAWIM. CTPYKTypa KOMIUIEKCa paciiu@poBaHa
NPSIMBIMU METOJAMHU M YTOYHEHA B MOJHOMATPUYHOM aHU30TPOITHOM MPUOIMKEHUN
JUTSI BCEX HEBOJOPOJHBIX aTOMOB. ATOMBI BOJOPOAa METHIIHHBIX 3aMECTUTEIICH B JTH-
ranne Me,DtC renepupoBaHbl reOMETPUUECKH U YTOUYHEHBI B MOJIEIH ‘“‘Hae3/THUKA .
Pacuersl mpoBeneHsl ¢ ucnonp3oBanueM kKomruiekca nporpamm SHELXTL PLUS
(PC Bepcus) [217].
Temuo-kpacHble TacTuHYaThie KpucTaiuisl [Co(Me,Dtc)s]-21, (CoH15C014N;3Ss,
M = 927,15) monoknuunsie, mpu 110 K a = 10,8578(14), b =13,8767(18), ¢ =
17,141(2) A, p = 104,368(3)°, V = 2501,8(6) A®, d,.. = 2,462 rAcm °, mp. rp. C2/c,
Z = 4. [TapaMeTpsbl 3J€MEHTAPHON SYEUKU W MHTEHCUBHOCTH 12456 oTpakeHui u3-
mepsiii Ha audpaxtomerpe Bruker SMART 1000 CCD mpu 110 K (A(MoK,) =
0,71072 A, ®-ckaHupoBaHue ¢ marom 0,3° U JeCITUCEKYHIHOU IKCIO3UIUEH KaxK-
noro (peiima, 20 < 63,46°). [{ns pactmdpoBKH U YyTOUHEHUST CTPYKTYpPhI ObUIH HC-
noib3oBanbl 3892 HeszaBucuMbIXx oTpakeHus (Riyy = 0,0385). Ilormormienue
(1(MoK,) = 6,123 MM %) yuTeHo mpu Hcmop3oBanun mporpammsr SADABS [218] B
npoiecce 00pabOTKHA UCXOAHOTO SKCIEPUMEHTAIBHOIO MaccuBa JaHHBIX. CTpyKTypa
pelieHa npsiMbIM MeToA0M. YTouHeHue npoBeaeno MHK mo thk| B aHU30TPOITHOM
MPUOJIMKEHUH JIJII HEBOJOPOJIHBIX aTOMOB. ATOMBI BOJOPO/Ia JOKATN30BaHbI B pas-
HOCTHBIX CHHTE3aX AJICKTPOHHOH IUIOTHOCTH M YTOYHEHBI B U30TPOITHOM TPHOJIMKE-
Huu. OkoHYaTenbHbIe GakTopsl HepocToBepHOCTH: R = 0,0364 (paccuntano mo Fpy
st 3374 otpasenunii ¢ | > 25(1)), WR, = 0,1084 (paccuntao mo Fy s Bcex Hesa-
BUCUMBIX OTpakeHuil), 142 yrounsieMblx mapameTrpa. Bce pacuerbl BBIIOJIHEHBI MO
xomruiekcy mporpamm SHELXTL [219-220].
PeHTreH03/IeKTpOHHBIE CIIEKTPHl O0pa3lloB CHUMAIW Ha CIIEKTPOMETPE

ESCA-3 VG.
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Pentrenosckue QayopecuenTHbie SK-3MHUCCHOHHBIE CIIEKTPHI MOJyYald Ha

PEHTIeHOBCKOM criekTpomeTpe Cmeapam B nepBoM MOpsiike oTpaxkeHus. B kauecTe

KpUCTaJIa-aHaJIM3aTOPa UCTIOJIb30BaIU KBapI] (IIIOCKOCTh IOil).

PentrenoBckne COK-kpasi mornomeHus auTrokapOamatoB kobOambra(ll) B
TBEPJIOM COCTOSIHUM TOJIyJaJIM B pexkuMme mnpomnyckanus Ha EXAFS-cnektpomerpe
(cranuus CTpyKTypHOro MarepuanoBeieHns B KypuaToBCKOM CUHXPOTPOHHOM LIEH-
Tpe, MockBa). DHeprusi AJIEKTPOHHOIO My4YKa, KOTOPBIM MCIHOJIB30BAJICS B KaueCTBE
UCTOYHUKA PEHTI€HOBCKOTO CHHXPOTPOHHOIO M3nyuyeHus, 2,5 3B, Tok 80-100 MA.
JI1si MOHOXpOMATHU3alMK PEHTIEHOBCKOTO M3JIyYEHHSI MCIOJIb30BAIM JIBYKPUCTAJIb-
Hb1it Si(111) moHoxpomatop. TBep/bie 00pa3Ibl KOMIUIEKCOB MTOMEIIATH MEXIY TOH-
KHMH JIaBCAaHOBBIMU IJIEHKaMH. OOpabOTKy CIEKTPOB OCYIIECTBIISUIA IyTEM CTaH-
JApTHBIX IPOLEAYp BblAEIEHHS (POHA, HOPMHUPOBAHUS HA BEIMUMHY cKauka K-kpas u
BBIJICJICHUS. aTOMHOTO TOTJIOMICHHS Lo [221], mocie gero npoBoauian Dypbe-mipeos-
pasoBanue EXAFS ()-crekTpoB B MHTEpBaJie BOIHOBBIX BEKTOPOB (DOTOAIEKTPOHOB
k or 3,0 10 13,0 A ¢ Becosoit dymkumeii k*. TTomyuenusie Mogymn Pypbe-mpeodpa-
3oBannit (M®II) mpexacrasmsuin coboii MceBAOpaAMAILHOE paclpeie]ieHUe aTOMOB
onkaimmx koopauHaoHHbIX cdep (KC) Bokpyr nmorjomaroiiero aroma Koodaibra
co 3HaueHusIMU paauycoB KC, mosydyaeMbIX ¢ TOYHOCTBHIO A0 (ha30BbIX MOIMPABOK.
[ToporoByio sHepruto noHu3auuu Ey BeIOMpanu Mo 3HAYEHUIO MaKCUMyMa MEpBOU
pou3BOAHON K-Kpas v B AalibHEIIEM BapbUPOBAIM NPHU NOATOHKE. TOUYHbIE 3HAYE-
HUS TTapaMETPOB CTPYKTYPHI ONFKaMIIero okpykeHus HoHoB kobanbta(ll) B coenu-
HEHUSAX ONpEeNeNsiii MyTeM HEIMHEHHOW MOJITOHKH MapaMeTpOB COOTBETCTBYIOIIMX
KC npu conocraBnenun paccuntanHoro EXAFS-curnana u BeIIEIEHHOTO U3 MOJIHO-
ro EXAFS cnekrpa merogom ®dypre-punprpanmun MOII. YkazanHyto HEIUHEHHYIO
HOJITOHKY TTPOW3BOIMIIM C UCTIOJIb30BaHUEM maketa nporpamm IFFEFIT-1.2.11 [222].
HeoOxoaumblie 11 MOCTPOSHUSI MOZEIIBHOTO CHEKTpa (pa3bl M aMIUIUTY bl pacCesHUS
(OTORJIEKTPOHHOM BOJIHBI PACCUUTHIBAIM C HCIOJb30BaHMEM mporpammbl FEFF7
[223] u aTOMHBIX KOOpAMHAT COCAMHEHHUH € OJIM3KON aTOMHOU CTpyKTypoi. Umcio

napaMeTpoB, BapbUPYEMbIX MPU MHOTOC(HEPHOMN MOATOHKE, BO BCEX CIydasX HE mpe-
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BBIIIAJIO YUCJIa HE3aBUCUMBIX NapaMmeTpoB Nj,4, KOTOPOE MOYKHO JOCTOBEPHO yCTa-

HOBUTH U3 fanHoro EXAFS cnekrpa B 3aganubix unTepBaiax Ak u Ar o ¢popmyiie:
Ning = (ZArAk/n) + 1,

rne AK — ananmupyemast oosacte EXAFS criektpa B IpocTpaHCTBE BOJHOBBIX BEK-

TOpoB (POTOANEKTpPOHA; Al — o0macth R-mpocTpaHcTBa, B KOTOPOW MPOBOIMIACH

®Oypre-punprparus. OyHKINIO KayecTBa MOATOHKH Q, MUHUMU3AIMS KOTOPOU MPo-

BOJWIACH MPU HAXOXKJECHUHU MapaMeTPOB CTPYKTYPhI ONMKANIIETro OKPYKEHUs, pac-

CUUTBIBAIH O opMyJie:

Y Beo -k
) MOK

MaI‘HI/ITHYIO BOCIIpPUUMYHUBOCTL IIpHU KOMHATHOM TCMIICPATYPC U B HHTCPBAJIC

Q(%) 100

temneparyp 105-300 K onpenensiin metonom ['yu. Y ienbHyr0 MarHUTHYO BOCIIPH-
MMYHBOCTB ¥, (CM3'1:1) paccuuThIBaIU 110 hopMmyIie:

o m® opn

Zg—ngrﬁ m

rac ){go — YACJIbHAaA MarHvuTHas BOCHPUHUMYHNBOCTb BCIICCTBA-CTAHAAPTA, B KAUCCTBC

4800

—— 10 cM’r* [224]); m° um —
T+19

kotoporo ucnoib3oBam CO[HG(CNS),] ( ;(g =

0
MaccChl BellleCTBa-CTaHIapTa U UcclelyeMoro oopasna; Am  u Am — Kaxymecs: u3-
MEHEHHS MacC CTAaHAAPTHOTO U U3Y4aeMBbIX BELIECTB B MArHUTHOM IIOJIE.
CyMMapHyt0 MOJIIDHYKO MarHUTHYIO BOCHPHUMYUBOCTD UCCIIENYEMbIX 00PasLoOB %, ,
3 -1
(cM™*MOJTB ) pacCUUTHIBAIH 11O (HOPMYJIE:
I = M,

-1
rae M — MonsipHast macca, I'MOJIb .
Jlyist mostyueHuss MOJIIPHON MapaMarHUTHOW BOCIIPUMMYHUBOCTH %, U3 CyMMapHOi

ZM BbIYUTAIM AMAMAarHUTHYIO BOCIIPUUMYNBOCTD } g’ pacucT KOTOpOﬁ IIPOBOJANIIN I10

aTOMHBIM MHKPEMEHTaM M KOHCTUTYTHBHBIM TOMpaBKaM, B3ATbIM U3 [224]. Dddek-

THUBHBIM MarHUTHBIA MOMEHT |,g (M.B.) paccunTeiBanu o gpopmyie:
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€ 00 =\8xu' T,

rae T — remneparypa, K.

TepMmuueckyto yCTOMYMBOCTh COCIMHEHUN M3Yy4Yal B TUIATMHOBBIX THUIJISIX HA
Q-nepuBatorpade cucremsr F. Paulik, J. Paulik, L. Erdey (MOM, BbynamemT) B BO3-
nymHou cpene B uHTepBaie temmeparyp 20-1000 °C. Ympasnenue pabotoit me-
puBaTorpada, yCoBepIICHCTBOBAHHOTO CHCTEMOW aBTOMAaTHYECKOTO YIPaBICHUS U
perucTpanuu sIBJICHUH, U 00pabOTKy JepUBATOrpaMM OCYIIECTBIISUIA C MOMOIIbIO
MEPCOHANBHOIO KOoMIbIOTepa. HarpeBanue mpoBoaunu co ckopoctbio 10 K-muH .
Macca o6pa3uoB cocranisiia 200 mr. B kauectBe 3tanona ucnons3obanu Al,Os.

[To TepMOrpaBUMETPUYECKUM JAAHHBIM JJI TIEPBBIX CTAIUNA TEPMOJIN3a TUTHUO-
kapb6amatoB koOanbra(ll, III) paccuuThiBaiM KaXKyUIyrOCS SHEPrUI0 AKTUBALUH
(Ea, JK'MOTIb ) M IPeIdKCIOHEHIMANB B MHOXUTENb (Ko, ¢ 1), SBIIMIOMMEcs KO-

¢ dunrieHTaMu B ypaBHEHUH AppeHunyca:

_Ea
k=koe RT,
rae K — KoHCTaHTa CKOpOCTH TpeBpalleHusl 00pasioB; R — yHuBepcaabHas ra3oBast
MOCTOSIHHAS, I[)I(‘MOJ'IL_I'K_I; T — abcomoTHas Temmeparypa, K.
Matematnyeckyto oOpabOTKy TEPMOTPABUMETPUUECKUX W3MEPEHH, BBIOJIHEHHBIX
B HEM30TEPMHUYECKOM PEXUME B YCIOBHSX JIMHEMHO MOBBIIIAIOIIECHCS TEMIIEPATYpHI,
IPOBOJMIIM C HCIIOIB30BAHUEM alNpPOKCUMALMOHHOro mMeTtona I'opoBuma-Merurepa
[225], ocHOBaHHOTO Ha OMpECIICHUH OMOPHOW TeMIepaTypbl s, KOTOpas COOTBET-

CTBYCT MaKCHUMaJIbHOU CKOpPOCTH 06pa3013aH1/1;1 BCIICCTBA. ITocne OIIPCACIICHUA OIIOP-

W, -W,

HBIX TEMIIEPaTyp CTPOUIIH 3aBUCUMOCTh In In ————* ot 6, e W — ocraTtounas mac-
N

ca mpu naHHoi Temmeparype; Wy u W; — COOTBETCTBEHHO HadalibHasi U KOHEUYHAas

macchel; 0 = T — Tg. [Ipu npaBWIbHOM OTpeeCHUN TIOpsiiKa peakiuu (N) 3Ta 3aBU-

CUMOCTb MUMEET JIMHENHBIN BUA. [ N = | TaHreHc yriia HakjIOHAa yYKa3aHHOM 3aBU-

E, y
CUMOCTH ONpCACIIACT BEIUMYUMHY, PABHYIO W , U3 KOTOPOHU paCCUHUTHLIBAJIMU SHCPIUIO

S

AKTHUBAllNH. Hpe,ZIBKCHOHeHHI/IaJIBHI:Jﬁ MHOXXUTCIIb HAXOJUJIN U3 YPABHCHUA!
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1€  — CKOpOCTh HarpeBa BEIIECTBA.

2.3. MeToaukn HMCCAeI0BAHUSI KATAJIUTHYECKOTO BJIMSIHUSI TUTHOKApOa-
MAaTHBIX KoMIuUlekcoB koOaabTa(lll) Ha pacnmag MHUIHATOPOB B MOAEJbHBIX
CHCTeMAaX U NMPHU MOJMMePU3alHU CTHPOJIA

Crupon (TeXHHYECKHI) ouumanu OT TuApoxuHoHa 10%-HBIM pacTBOpOM
KOH, npombiBanu Bogo# 10 HeWTpanbHoit cpeasl, cymmmm Hag CaCl, u ocymecTs-
1M GpakUMOHHYIO NIEperoHKy B armocdepe aprona npu 1,3 klla. YucroTy MoHO-
Mepa ONpeessu MO MOKa3aTeNo MPEJIOMICHHUS U TJIOTHOCTU. XJIOpOEH30J U STUII-
OeH30J1 oumIany, corjacHo [212]. B kadecTBe WMHHUITMATOPOB MOJMMEPHU3AINH HC-
IOJIb30BAJIM TTEPOKCH] TUKyMuIa, 2,2-a30-0uc-u3o00yruponutpuia (Merck “for syn-
thesis”) u TexHuUecKHe MEepPOKCHI OCH30MIIA, TPET-OyTHIEepOEeH30aT, THAPOIEPOK-
CUJ KyMOJIa, KOTOpbIE OUHIaiy 1Mo MeroankaM [226]. ComepxaHue OCHOBHOTO IPO-
JTyKTa B OUMIIEHHBIX MHUIIHATOpaxX cocTaBisiio 97,5-98,6%.

Kunernueckue omnbiTel mo pasznoxenuro |BPB n CHP, xaramusupoBaHHOMY
nutrokapoamatamu kodanbta(lll), mpoBoawu B cpene xmopOeH301a U ATUIOEH30a,
BBITIOJIHAIOIINX POJIb MOJIeNIe MOHOMEpPA CTUPOJIa, B peakTope 6apOOTaXKHOTO TUIIA B
atMocepe azora. B Harpetwiii 10 3amanHoi Temmepatypsl (343-363 K) pactBop
nrrnparopa (C = 10 -10 % monsr V) BBogmmu pactBop [CO(RR'Dtc);], rie R = R =
Me, Et (C = 10 3-10 Momb-1 ) 1 110 X0y peaKiuu OTOHPAIN IPOOBI, KOTOPBIE TOI-
Beprajii aHaJIM3y Ha COJEpKaHUE HEPa3JIOKHUBIIETOCS MHHUIIMATOPA METOJOM HOJI0-
METPHH.

KuneTnky moammepu3anuyd CTHpOiIa B Macce M3y4ald JUIATOMETPHUYCCKUM
MeToaoM [227]. JlunaTomeTp, 3aNOJIHEHHBIN OIpPEAENIEHHBIM KOJIMYECTBOM pEeaKIlu-
OHHOW CMECH, COJIepIKaIleil MOHOMED, UHUITMATOP M KaTaJIu3aTop, MOMEIIAIHN B TEP-
MOCTAaT, HarpeThlid 0 3aIaHHOM TeMmIepaTyphl. TemiepaTypa B TEPMOCTATE PETyIu-

poBajiaCh C IMOMOHIBIO KOHTAKTHOI'O TCPMOMCETpPA 4YCPEC3 IJJICKTPOHHOC PCJIC C TOY-
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HocTthio £0,1 °C.
['myOuHy monmmMepu3auu MOHOMEpa PacCUUTHIBAIM 10 (popmyIe:

S= Av -100,

1 1
g.(d_dn)

m

rae S — miyOmHa monuMepu3anuu, %; § — Macca MOHOMEpa B JUJIaTOMETpE, T;
dm, 0y — IIOTHOCTH MOHOMeEpA U IOIMMEpA IIPU TEMIICPATYPE OTUMEPH3ALIHH, T-MII
AV — KOHTpAaKIMsI TOJUMEPU3AIMOHHON CUCTEMBI 3a ONPEACICHHBINA MPOMEXYTOK
BPEMEHH, MIL.

Cxopocts monumepuzaruu (Wi, Monb-n*l-cfl) JUIsl CTAllMOHAPHOW CTajauu
npolecca HaXOIUJIH TI0 TAHTEHCY YIJIa HaKJIOHA KHHETHYECKOH KPUBOU 3aBUCUMOCTH
“rmyOnHa oJIMMEepH3aliii — BpeMs, ucroiib3ys nporpammy Microsoft Office Excel,
a ckopocTh nauIuupoBanus (W,,,) paccauteiBasiv o popmyoe:

Wi e o
(&/s5)%[M*

-1, 1.
rae K, — KoHCTaHTa CKOPOCTH POCTa LENH, JI'MOIb ¢ ; Ky — KOHCTaHTa CKOPOCTH

oOphIBa 1IN, J'MOJIB +C [M] — KoHIIEHTpalisi MOHOMEDA, MOJIBJT . 3HAYCHHUS
Ko/ K,"? mpu TeMIiepaTypax OImbITOB B3sITHI 13 [228].

[Topsinku peakiuii TOJTMMEPU3AIMH TI0 UHUITMATOpaM U AUTHOKapOaMaTraMm Ko-
Oanmpra(lll) Haxomwym 1O TaHTeHCY YyIyla HakioHa 3aBucumoctedt IgW,,, ot
19 Crommonenras HCTIONB3YS Tiporpammy Microsoft Office Excel.

Koncranty ckopoctu unutuuponanus (K,;,) paccuutsiBanu no ¢popmysie:

Ko W, o
ddz” ,,2n |, 2m
Yooty s ( pm;

1.
rae C,; — KOHUEHTpAIUs WHULMATOPA, MOJbL I C[Co(RR'Dtc)3] — KOHIICHTpalHus

-1,
nutrokapOamata kodanbta(lll), Mosb-T 7 N, M — MOPSAKKU PEaKIMU COOTBETCTBEHHO
110 UHUIIHATOPY U auTHOoKapOamaTy kooaaeTa(lll).
OddexkTuBHBIC YHEPTUN aKTUBAIMK TToIuMepu3aiuu ctupona (E,, JIK-MOIB )

paccYuThIBAIIU 1O PopMyJie:
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E

) T,-T |
rae R — yHuBepcanbHas rasosas noctosusas, Jx-Mons ~K 5 W, 1 Wy — ckopocTu
IOJIMMEPHU3ALMHU IpU Temmeparypax T u Tj.

OO0pa3upl NOJUCTHPOJIA ISl ONPENETICHHUS] MOJIEKYJIIPHBIX MAacc MOJIy4yalH I10
noctrkeHnio 20%-Hoil CTEeNeHn KOHBEPCHH MOHOMEpA, MX JIBAXK]Ibl MEPEOCAKIAIH
u3 OCH30JBHBIX PACTBOPOB B METAHOJ, CYIIMIM B BaKyyme IO MOCTOSHHOW MaccChl
IpU KOMHATHOM Temmeparype. XapakTepUCTUYECKYIO BA3KOCTb OEH30JbHBIX PacTBO-
POB MOJIMMEPOB [1] U3Mepsiu B BUuckozumeTpe YO00enoae npu 298+0,1 K. Moneky-
JSIPHYIO Maccy MOJMCTHPOJIA PACCUYUTHIBAIIN 110 YpaBHEHHIO Mapka-KyHa-XayBuHKa:

[n] = KM,
re K =2,7:10, o= 0,66 [229].

2.4. MeToaMKHM NMPUTOTOBJICHUS M UCHBITAHUSA PE3MHOBBIX CMeceH U BYJI-
KAHHU3aTOB HAa OCHOBe 0yTaJHeH-CTHPOJIbHOI0 KayuyKa

B coctraB pe3nHOBBIX CMeceil BXOAWIM CIIEAYIOIIME MHIPEIUEHThI, Mac. 4.
KaydyK cuHTeTHueckuil OyragueH-ctupoabHbiii CKC-30 APKM-15 (I'OCT 11138-
78) — 100; cepa texuudeckas copt 9995 unu 9990 (I'OCT 127.4-76) — 1,0-2,75; anb-
takc {mu-(2-6ensruazonun)-nucynpdpun} (FOCT 7087-75) — 3,0-3,75; cynbden-
amuy L] (N-nimkimorekcunoensoruason-2-cynbdenamun) (TY 6-14-868-81) — 0,6-1,1;
kasibims rugpoken (TOCT 9179-77) — 1,5-5,0; yraepon texuuueckuii Mapku [1-324
(TOCT 7885-86) — 35-65; men mpupomHbiii oboramiennbiii Mmapku MMO (I'OCT
17498-72) — 35-60; kucnora creapunoBas Texuudeckas (IOCT 6484-64) — 1,0;
koopauHanuonHoe coeaunenne (RR'),Ditt[CoX;,], rne R = R' = Me, Et; RR' = Pip,
Hmi, Morph; X = ClI, Br,-0,1-2,0.

HenanonHeHHbIE ¥ HAMIOJIHEHHBIE TEXYTJEPOAOM MM MEJIOM PE3UHOBBIE CMe-
cu rotoBui, corsacHo [230], Ha madoparopHbix Banblax npu 50+5 °C. UHrpeaueH-
Thl BBOJWJIM PABHOMEPHO MO BCeH AMMHE BOJOKHA. [IpogomKUTeIbHOCTD CMEIIeHNUS

COoCTaBJIAIA 35 MUH.
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BynkanuzanmoHHble XapaKTEPUCTUKHA PE3WHOBBIX CMECEH, TaKWe KaK MUHU-
MaJbHBIA ¥ MaKCUMAJIBHBIA KPYTSIIHE MOMEHTHI, BpeMsl Hadyasia ByJKaHU3AINH (Ts,
MHUH) ¥ ONTHMAaJbHOE BpeMs (Tgg, MHH), OIpeACIIsiin, coracHo [231], mo peorpam-
MaM, CHATBIM Ha peomerpe gupmbl Monsanto mpu 143 °C. Ilokaszarenb ckopocTu
-1 .
ByJikaHu3auu (Ry, MUH ) BEIYUCISIN IO popmyie:
100
RV ==
Wo—- L
O cKkopoCTH CTPYKTYpPUPOBaHUS CYIWIH IO U3MEHEeHUI0 napametpa C, paccuu-

TaHHOTO 10 (opMyJIe:

C:ﬁ,
Wo—-U

rae AM — pa3HOCTh MaKCUMaJIbHOIO 1 MUHUMAJIBHOTO KPYTSAIIMUX MOMEHTOB, H-M.

CrnocoOHOCTh K MPEKIEBPEMEHHON BYJIKaHU3ALMU ONPENEISIN, COIIACHO
[232], mpu 120 °C Ha npubdope Tha MyHH U OICHUBAIH IO MOKA3aTEIIO Ts, Xapak-
TEPU3YIOLIEMY BpeMsl B MUHYTaxX OT Hauyaja HUCIbITaHUs, IPU KOTOPOM BA3KOCThH 00-
paslia MpeBbIIIaeT MUHUMAJIbHYIO Ha 5 eAuHUI] 10 MyHH.

YIpyronpo4HOCTHBIE CBOWCTBA NMPHU PACTSKEHUU PE3UH ONPEIEISUIM B COOT-
BeTcTBUU C [233] Ha paspsiBHON mammuHe PMU-250 npu temnepatype 23+2 °C u
ckopocTH pacTsikenus: 500 MM°MHH .

HcnpiTanue pe3rH Ha TEIUIOBOE CTapEHUE B BO3AYIIHOW Cpelle MPOBOAWIA B
cootBeTcTBUM C [234] mpu Temmepatype 100 °C B Teuenue 72 4. 3a pe3yiabTaT UCIIBI-
TaHUS! IPUHUMAIIN KO3()PUIMEHTHI CTapeHUs pe3uHbl 1o npeaeny npoyHocTtH (Ky) u
OTHOCUTEIBHOMY YJUTMHEHUIO npu pazpbise (K| ). Koadduuuments Tennosoro crape-

HUSI Pe3UH BBIYUCIISIIN IO (hopMyJie:

rae [1; — nokazarens, XapakTEpU3YIOLIMK CBOWCTBO Pe3UHBI 10 crapenus; 11, — moka-
3aTejb, XapaKTEPU3YIOLIUN CBOMCTBO PE3UHBI TIOCIIE CTAPCHMUS.
TBepmocTh pe3nH (B MEXKIYHAPOIHBIX SIMHHUIIAX ) OTPEACIISUIHT, coriacHo [235].

WcnbrTanust Ha DIaCTUYHOCTH IO OTCKOKY MTpoBOIMIN Ha pubope tuma [1looa,
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HU3MCPsAsL BCIIMYUHBI OTCKOKA Oolika MasiaTHHUKaA, I1agaromicro ¢ onpe/:[eneHHofI BBICOTHI

Ha oOpaszer] pe3uHbl [236]. DmacTHIHOCTH 10 OTCKOKY (R, %) Bbraucisim 1mo Gpopmysie:

R=£-100,
H

rae h — BeicoTa OTCKOKa OoliKa MasTHUKA IOCiie yaapa, MM; H — BeicoTa moabema

Oolika MasTHUKA B HCXOAHOM IIOJIOZKCHHUH, MM.

2.5. Meroguku omnpeejeHuss OMOJIOTMYECKOl AKTHBHOCTH KOOPAWHA-
noHHBIX coequHeHnid kodanabTa(ll, III) ¢ mpou3BOAHBIMH AUTHOKAPOAMOBOI
KHCJIOTHI

JIns u3ydeHus BIUSHHUS CHHTE3MPOBAaHHBIX KomruiekcoB koOambTa(ll, I11) Ha
aKTUBHOCTh SH3MMOB HCIIOJIb30BaIM BHEKJIeTOYHbIC nentuaasbl Bacillus thuringien-
sis UMB B-7324 ¢ snactonmtudeckoil 1 GUOPUHOIUTHYECKONW aKTUBHOCTBIO [237],
BHeKJIeTOuHbIe a-L-pamuosumaser Eupenicillium erubescens 248 u Cryptococcus al-
bidus 1001, a-amuna3sr Aspergillus flavus var. oryzae 80428 u Bacillus subtilis 147.

[HItamm B. thuringiensis UMB B-7324 ky1bTUBHPOBAIHM HA KHIKUX MTHTATEIIb-
HBIX Cpelax, ONTHUMH3WPOBAHHBIX JJISI CUHTE3a AJIACTOJIMTHYECKOM menTunaassl 1 u
budpuHoMMTHYECKOU menTuaasel 2 [238-240]. Illtamm BeipamiuBaiy B TeueHue 18 4
(mmst mosmydyeHust nentuaasbl 1) u 48 9 (1 mosrydeHus menTuaasbl 2) B Koidax Ha
kagankax (150-200 v cpenst, 42 °C, 200 06-MuH *). NHOKYIIOM TIOIy9aii Ha COOT-
BETCTBYIOIIUX Cpe/lax B TeueHUe 18 4 u 3aceBaji B KOJIObI B KOHIICHTpAIlUU 10°-10°
KOE-min ' (KOE — KOJIOHHEOOpa3yromue enuHuilbl). [lenTumassl U3 cynepHaTaHTa
KyJbTYpalbHOM KMJIKOCTU MPOAYLIEHTA OuMILaiu Xxpomarorpaduuecku [239, 241]. B
pe3yNbTaTe OYMCTKHU TOJYYWIM TMENnTUaazy 1 co cnenu@uuHOCThIO K DJIACTUHY U
bubpuHy ¥ mentuaaszy 2, cnenuuuHyo TOJBKO K (GUOpHHY. DIacTa3Hyl0 aKTHB-
HOCTh OTIPEJICIISTN KOJOPUMETPUYECCKU 110 MHTCHCHUBHOCTH OKpAIIIMBAHHS PacTBOpa
MIPY SH3UMATHYECKOM THAPOJIM3E JIACTHHA, OKPAIIICHHOTO KOHTO KpacHbIM [242]. 3a
CAMHMITY aKTHBHOCTH MPUHUMAJIA KOJIMYECTBO SH3MMa, KOTOPOE KaTaIU3UpyeT TH/-
poru3 1 Mr cyOcTpaTa 3a | MUH B CTaHAAPTHBIX YCIOBUSIX. ODUOPUHOIUTHIECKYIO aK-

TUBHOCTh W3Mepsuth 1o Metony Masada [243], ucnons3ysi B KadecTBe cyoOcTpaTa
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bubpun. 3a enuHUIly (PUOPUHOMMTHYECKOW AKTMBHOCTH MPUHUMAIN TaKOE KOJH-
4eCTBO (pepMEHTa, KOTOPOE B YCIOBHSIX OIBITA MOBBIIMIAET ONTUYCCKYIO TUIOTHOCTH
peakuronHoi cmecu Ha 0,01 3a 1 MuH. AKTUBHOCTBH MENTHIa3bl | cocramisiia
197,3 eq-mr * MpoTerHa (JJ1s1 AiacTa3Hoi akTuBHOCTH) U 100 eMI npoTtenHa (s
(GUOPHUHOIUTHYECKON aKTUBHOCTH), a I MenTuaasbl 2 ¢ (HUOPUHOIUTHYECKOU
aKTHBHOCTBIO — 87,9 ex-Mr - potenta. Coxpepskanue mporerta — 0,1 Mr-wmir .

[Mponynents a-L-pamuosuna3 C. albidus u E. erubescens BeipammBamy Tiy-
GUHHBIM criocoGoM B Tedenune 4 cyt mpu 28 °C Ha Kagankax mpu 220 o6-MuH .
C. albidus xynpTHBHpOBaIM Ha ONTUMH3HPOBAHHOW cpene [244], a E. erubescens —
Ha cpene Yaneka [244]. DH3uMHBIE TTpenapaThl o-L-pamMHO3MIa3 BRIACISUIN U3 KYJIb-
TypalIbHBIX (PUIBTPATOB MpoayLeHTOB ocaxaeHueM cyxum (NH;),SO4 mo 90%-Horo
HACBIIICHUS, a 3aTEM OYHIIAIN XpoMaTorpadudecKr Ha KOJOHKAX ¢ HEUTpaIbHBIMH
u 3apspkeHHbiMu  TSK-remsmu Toyopearl HW-60 u DEAE-650(S) [245-246].
a-L-PaMHO3MTa3HYI0 aKTUBHOCTH ompeaessuiu MeTonoM Davis [247], ucrons3ys B
KauecTBe CyOCTpaTa HApUHTHH. 32 CAMHMIYY aKTUBHOCTH DH3WMa MPUHUMAIIA TaKOe
€ro KOJIMYECTBO, KOTOPOE B YCIOBUSAX OMbITA TUAPOIU3YET 1 MKMOJb cyOcTpara 3a 1
MUH. YJCIBHYI0O aKTUBHOCTH PAaCCUMTHIBAIM KaK KOJUYECTBO CIWHHUI] aKTHBHOCTH,
oTHeceHHoe K 1 Mr Genka. OHa cocrapmsiia 12 ex-mr - mpoTenHa (comepkanne — 0,01
MF’MJ’I_l) s C. albidus w 120 en-mr * nus E. erubescens.

[Mponynentsl a-amunas A. flavus var. oryzae u B. Subtilis xynsTrBHpOBaN
rIIyOMHHBIM CITOCOOOM Ha JKHUJKHUX IMHUTATENBbHBIX cpenax [248] Ha kadaikax co CKo-
pocThio Bpamenus 220 o6-mun - pu 25 °C (A. flavus var. oryzae) u 42 °C (B. Sub-
tilis) B Teuenne 5 u 3 cyTOKk COOTBETCTBEHHO. J[JIs1 OUMCTKH 3H3MMOB UCIIOJIb30BAIH
METO/bl TeNb-PUIbTpallid, HOHOOOMEHHON Xpomartorpaduu, a Taxxke adGUHHON
copOruu Ha kpaxmaie [248]. AMUIOIUTHYECKYIO aKTUBHOCTD OTPEACISIIN, KaK OIMu-
caHo B pabote [249]. Conepkanue NMpoTerHA OMPEIEIIsIA CIEKTPO(POTOMETPUUECKH,
a ero koimuecTBo — MetooM Lowry [250]. Onpenenenue o611eit mpoTeOTuTHYECKOM
AKTUBHOCTH OCYIIECTBIISLTU 110 MeToy AHCoHa B Moaudukammu [letposoii [251].

[Tpu uzyuenun Bnusaus coeauHenui koobanpta(ll, I1) Ha aKTUBHOCTH PH3UMOB

COJIepKaHhe KOMILJIEKCOB B peakinoHHoil cmecu coctasiisuio 0,01 u 0,001%, Bpems
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sKkcro3uuu 60 MUH pU KOMHATHOW Temnepatype. Kommiiekcsl 100aBisan B COOT-
BETCTBYIOIINE peakinonHbie cmecu B Buae 0,1%-ubix pacteopos B JIMCO. Bo Bcex
onbITax 3a 100% npuHUMaNM 3H3UMATUYECKYIO AKTUBHOCTh B OTCYTCTBHUE COEIIUHE-
Huii kobanbta(ll, IT) (koHTpOJIB).

Jlns uccnenoBaHusl aHTHOAKTEpUAIIBHBIX CBOMCTB KoMIuiekcoB kooanbTa(ll, I11)
B KaueCTBE TECT-MHUKPOOPTaHMU3MOB HCIIOJIb30BaIM mTaMM Oaktepun Staphylococcus
aureus ATCC 25923, nosrydeHHbII U3 My3€sl KyJIbTYyp MUKPOOPTaHU3MOB HHCTHTYTA
AMUEMHUOJIOTHH U UHPEKITMOHHBIX 00se3Hert uM. JI.B. I'pomameBckoro AMH Vkpa-
uHBl. JUJIs WCCIIENOBAHUM HCIIONB30BAIM CYTOYHYHO KYJIBTYpPY, BBIPAIICHHYIO Ha
CKOIIEHHOM Msco-nienToHHOM arape npu 37 °C. KynbTypy CMBIBAIA CTEPHUIBHBIM
(U3HOTOTUYECKUM PACTBOPOM, KOHIIEHTPAIUIO OaKTEpUATBHBIX KJIETOK ONMPECIIsv
cnektpodoromerpuuecku. [ns ouenku BiausiHus coenuHenuit koOanbpra(ll, III) Ha
POCT YCIIOBHO-TIATOT€HHOM OakTepuu S. aureus pactBopsl komiiekcoB B JIMCO pas-
OaBsu cpenoit ['mcca ¢ rmoko3oi 0e3 nHAnKaTopa AHApese 10 KOHIEHTpaui 25,
50 u 100 Mmomb1 . Yncio napasulesIbHbIX OOpa3IoB Ka)XXI0W M3 KOHIIEHTpaLUi
paBHsutoch 5. TIpoOupku co cpemoii crepuin3oBanu B aBTokiase mpu 50 klla [252].
CycCIeH3uI0 TeCT-KyIbTYypbl BHOCWIN B MPOOUPKH 10 KOHIICHTPAIIUU 1-10°* KOE-mx .
KynbsTuBupoBanue ocymiectsisuid npu 37 °C B Teuenue 24 4. Konuenrtparuio 0ak-
TEPUAIBHBIX KJIETOK B CYCIICH3UH OIICHUBAIHU CIEKTPO(DOTOMETPUUECKH TIPHU JIJIMHE
BOJIHBI 540 HM. IHTEHCUBHOCTH POCTa BBIPAXKAIN B MPOLEHTAX OT KOHTPOJISI, HE CO-
nepxarero komriekcos (100%).

Bce pesynbTaThl nMcciaeaoBaHuil 00paldaThiBadl CTATUCTUYECKHU MPU MOMOLIU
nporpammbl Microsoft Office Excel. OtkioHeHue ot cpemHero apudMeTH4ecKoro

3HA4YEHUS TPEX NOBTOPHOCTEN HE MpeBhIANo 5%.
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PA3JIE] 3
KOOPIVNHAIIMOHHBIE COETUHEHUS KOBAJBTA(I, I11) C
MPOU3BOHBIMU JUTUOKAPEAMOBOI KUCJIOTBI

3.1. YciaoBus NoJIyuyeHUsl, CTPOeHHEe U CPABHUTEIbHAsI XapaKTepHCTHKA
auTnokapoamarToB kodaabTa(ll) m kodaabTa(lll)

AHaJIM3 UMEIOIUXCS B IUTEepaType AaHHBIX (pa3naen 1) mokasan, 4To Mpu B3au-
MojercTBum cosiei kobanbTa(ll) ¢ TuTHOKapOamMaTaMu MIETOYHBIX METAIJIOB OOBIYHO
oOpa3zytorca coeauHenus kodanpra(lll). Bo3moxkHOCTh mosydeHus: AuTHOKapOama-
ToB KoOanbTa(ll) 10 cuX Mop BBI3BIBAET Yy MCCIEAOBATENIEH MHOIO PAa3HOINIACUNA U B
HACTOSIIIEe BpeMs SIBISIETCS TIpeAMeTOM JaucKyccuil. C 1eblo BbIsBICHUS (haKTOPOB,
BIIMAIONIMX Ha oOpa3oBaHUE IUTHOKapOaMaTOB KOOajdbTa B Pa3IMYHBIX CTEMEHSIX
OKHUCJICHHS, OIPOOOBaHbl TpU METOAUKHU (2.3-2.5) MX CHUHTE3a C HCIOJIb30BAaHUEM
pacTBOpUTENIeH pa3IMYHON TMPHUPOABL: BOJAA, METAHOJ, STAHOJI, allETOHUTPUI U alle-
TOH. PacTBOpHTENN BRIOpaHBI, HCXOSI M3 HAMOO0JIEE BEICOKOW pAaCTBOPUMOCTH MCXO/I-
HBIX BEIIECTB B HUX.

[lo pesynbraraM siemMeHTHOro aHanusza (Tabn. 3.1) ycTaHOBJIEHO, YTO MpHU
B3aumozeiictun CoCl, ¢ nutnokapbamatamu HaTpusi B BOAE 00pa3yroTCs TUTHOKAP-
6amatsl kobansTa(ll) 1-8 (MeTonuka 2.3), a B MeTaHoJIe, ITAHOJIE, AllETOHUTPUIIE HIIN
arietone — quTrokapoamatel kodaasTa(lll) 9-16 (MeToauka 2.4). CuHTE3 COeTMHEHHN
1-8 Heob6xoaumo npoBoAUTH Mpu PH 6-7, TOCKOIBKY B HIEIOYHBIX PACTBOpPAX B Kaue-
cTBe nobouHoro npoaykra oopasyercs Co(OH),, a B kucibIx cpegax QuTuokapoamo-

BbIC KHCJIOTHI PACIaIAl0TCs HA CEPOYTIICPO U aMHH B COOTBETCTBUU CO cxemoid [3]:

5 &
R\ //S HJr 1{\ 87/8 I{\?SJr @S R\ //S HJr R\ n //S
AR ey S A W /NH+C\\ n /NH2 +C\\
R' s| -H r SH R H-S R' s -H R S

[Tpu wenocpencreennom B3ammoseiicTBuu COCly, CS, U cOOTBETCTBYIOMIETO
aMUHa B OPTaHMYECKHX PACTBOPUTENSX (MeTo/uKa 2.5) o0pa3yroTcs AUTHOKapOaMa-
Tl KoOanmpTa(lll) 9-17, a B Boge — cmech [CO(RR'Dtc),] u [Co(RR'Dtc)s].

PentrenodazoBsiii ananm3 komruiekcoB 1-16 (ta6:ma. b.1) mokazan, 4to kaxmaoe
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COCIMHEHUE SBISICTCS MHAUBUAyalbHbIM. Komiuiekcebl 5 u 8 pentreHoamopdHsl, a
OCTaJIbHBIC XapaKTEPU3YIOTCSI COOCTBEHHBIM HAOOPOM MEKIIOCKOCTHBIX PACCTOSHHIA
U OTHOCHTEJbHBIX MHTEHCHUBHOCTEH. JluTHokapOamaTsl kobanbTa(ll) HEe comepixkar
npuMmeceit coennuennii kodansTa(Ill), 9To OTYETIIMBO BUAHO NPU CPaBHEHUH IITPUX-
pentrenorpamm komiuiekcoB [Co(Me,Dtc),] u [Co(Me,Dtc)s], nmpuBeAeHHBIX IS

npumMmepa Ha puc. 3.1.

wi il 1 L ||| L | || | |I | | . |I L 1
6 7

1 2 3 4 5 8 d,E

Puc. 3.1. llItpuxpeHTreHOrpaMMbl TuMeTHIAUTHOKapOamMaToB kobamsTa(ll) (1)

u xoo6amwsTa(lll) (2)

Hutnokapbamarsl kobanbta(ll, 11l) mpencraBnsitor coboii KpuUCTATITMYECKUE
nopoiku 3eneHoro npeta. Coenunenus koodanbTa(lll) xopoiio pacTBOpUMEI B XJIO-
podopme, TuXiIopMeTaHne, 0eH30J1e, TOIyoJIe, ATunamerare, aierone, MDA, xyxe —
B ATaHOJIE, allETOHUTPUIIE, HEPACTBOPUMBI B BOJIE.

HutnokapOamatsl koOansTa(ll) ycroitunBel B TBEpAOM BUIE, OJHAKO MPHU pac-
TBOPEHUU B OPTaHWYECKUX PACTBOPUTENAX, TAKUX KakK XJIOpOoQpopM, aneroH u p.,
JIETKO OKHUCJISIFOTCSl KUCIIOPOJIOM BO3ayXa 0 authokapoamatoB kodanbTa(lll) (Meto-
JIUKa 2.6) B COOTBETCTBUH CO CXEMOM:

3[Co(S,CNRR'),] —22H2° 5 2[Co(S,CNRR");] + Co(OH),-2H,0
MeTto0M rpaBUMETPUM YCTAHOBJIEHO, YTO ATOT MPOIIECC MPOTEKAET KOJIUUYECTBEHHO.
CrnenoBartenbHO, IMEHHO TIPUPOJIa PACTBOPUTEIIS SBJISIETCS ONPEISISIFOIIIM (PaKTOPOM
CaMOMPOM3BOJILHOTO OKHCIICHHS AuTHOKapOoamaroB kobanbra(ll) no kodansra(lll).

Hekortopsie naeHTUPUITMIPOBAHHBIC MUKW METAIICOAEPKAIUX (PParMeHTOB B
Macc-CIeKTpax AIEKTPOHHOTO yaapa nutuokapbamartoB kodanbta(lll) mpencraBnens

B Ta0i. 3.2.
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Tabmuna 3.2

OTtHocuTeabHbIe HHTEHCUBHOCTH (1, %) MeTa/Licoaepxamux pparmeHToB

B Macc-crnekTpax gutaokapoamaros kodaabTa(lll) [Co(RR'Dtc);]

L i+ . > =
= L o ol o I= S
Vou I I I I T T S

o @ x x I I I

I I I I oy oy oy

@ [nd [ [ [ [ [
[M]” 19,7 | 159 | 15,6 9.3 116 | 166 | 14,1
[Co(RR'Dtc), + S]° 1,3 0,8 0,6 0,6 0,5 0,3 1,6
[Co(RR'Dtc),]" 100,0 | 100,0 | 100,0 | 100,0 | 100,0 | 100,0 | 100,0
[Co(RR'Dtc), — H]" 7,2 1,1 2.8 3,2 0,8 30,3 3,1
[Co(RR'Dtc), — ST 3,3 2.3 2.8 2,0 2.7 19 1,6
[Co(RR'Dtc), — 2S]" 270 | 159 4.4 1,2 8,4 8,6 17,2
[Co(RR'Dtc), — 2S — R]” 79 3,0 1,6 0,8 — — -
[CoRR'Dtc + S]* 2,0 1,9 0,8 0,7 0,8 0,8 1,6
[CORR'Dtc + H]* 243 | 15,2 50 2.2 9,7 9,7 28,1
[CoRR'Dtc]” 211 | 13,6 6,3 4.4 41 7,2 125
[CoRR'Dtc — R]" 53 4.2 1,9 1,2 — — -
[COoRR'Dtc — HS]* 7,2 7.2 4.7 0,9 54 9,7 9,4
[Co™] 11,8 | 424 0,9 3,0 27,0 4.4 35,9
[Co(RR'Dtc)s]** — — 0,8 — — 0,1 —
[CO(RR'DtC)z]2+ — 0,8 0,3 0,2 — 0,8 -

Kak BuaHo u3 Tabn. 3.2, B CEKTpax 3TUX COCAUHEHUMN NMPUCYTCTBYIOT MHUKHU

MOJICKYJIIPHBIX MOHOB. JlucconnaTtuBHash MOHW3AIMs KomruiekcoB 9-16 (puc. 3.2)

MMPOTCKACT IMYTEM ITOCJICAOBATCIIBHOI'O OTIICIIIICHHA )II/ITI/IOKap6aMaTHBIX JJUTaHOOB U

(un) atoMoB cepbl. OcHoBHBIC mporecchl ¢parmentanuu xenatoB [COo(RR'Dtc);]

BKJIFOYAIOT BBIOPOC AUTHOKApPOAMATHOTO JIMTaHJa ¢ 00Opa30BaHUEM OYCHb MHTCHCHUB-

noro mika [Co(RR'Dtc),]". Jipyroii 0oco6eHHOCTBIO (pparMeHTalu paccMaTpHBAEMbIX

coeuHeHuH aBnsAoTCca BEIOpock S, S, 1 SCNRR' u3 wactur; [M]" u [Co(RR'Dtc),]".
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/ \ CO(RRD&

[Co(RR' Tt ¢), +S] —  »[Co(RR'Dtc),F——»[Co(RR'Dtc), - 2S]"
[CORRDtc+S]— 5 [CoRRDtcle—— [Co(RR'Dtc), - 2S - R]"
[CoRRDtc - R]" [CoRR'Dtc - HS]"

[Co]”

Puc. 3.2. Cxema ¢parmenTanuu autnokapoamaros koodansta(lll)

[TpuMeuaTenbHO, YTO MacC-CIIEKTPhI quTHOKapOamaToB kobanbta(ll), Hapsay ¢
MUKaMK MOJIEKYJISIpHBIX MOHOB, coiepxar nuku uoHoB [CO(RR'Dtc)s]”, o6pasyro-
IUXCS TIPU DJIEKTPOHHOM yAape MCXOJHBIX BEMIECTB. BO3ZHMKHOBEHWE 3THX HMOHOB
MOXET OBITh PE3yJbTaTOM KaK BHYTPHUMOJICKYJSIPHBIX MEPErpyNIUPOBOYHBIX IPO-
IIECCOB, COMPOBOXKIAMOIINXCS 00pa30BaHUEM HOBOHM CBS3H, TaK U HWOH-MOJICKYJISP-
HBIX peakiuii. BeposSTHOCTh CTOJKHOBEHHSI MOHOB C HE3apSHKEHHBIMU YaCTUIIAMU C
o0pa30BaHHEM HOBBIX MOHOB B YCJIOBHUSIX IIyOOKOTO BaKyyMma HEBEJIMKa, TEM HE Me-
HEe, B pAJIe CIIy4acB TaKue SBICHUS UMEIOT MecTo [253].

B UK cnekrpax nmutuokapbamaros kobanbta(ll, I11) moctaTouno crnoxHo pas-

TUIuTh Kostebanus oTaenbHBIX cBs3eit C—N, C=S, C—C u ap. u3-3a ux CyIiecTBEHHO-

|
r0 CMEIICHHs], XapaKTePHOTO Ui COeAMHEHHH ¢ ThoamuaHou rpymmoii >N-C=S,

[Toatomy mist maTepniperaniun UK criekTpoB ObUia MCMONIb30BaHA KOHIICTIIIHS “‘THO-
amMunHbIX mosoc” -V [254-256]. TTomocst I (1480-1540 cm ™), IV (960-980 cv ) u V
(530-585 cM ) o6ycioBineHs! B ocHoBHOM BKiaagamu V(C—N), v(C=S) u §(NCS) co-
otBeTcTBeHHO, a 11 (1230-1280 e %) m 11 (1120-1160 cm * 1 1010-1050 ev ) ciemyer
paccMaTpHuBaTh Kak CKeJIETHbIC KOJICOaHMsI CO 3HAUMUTENIbHBIM BKJIAJIOM BCEX CBSI3e
THOAMHIHOU CHCTEMBI U ee OJmkaiiiero okpyxenus [256]. TeopeTudecku ctpoeHue

I[I/ITI/IOKap6aMaTHOFO HOHAa MOHO IIPCACTABHUTL B BUAC TPCX PABHOBCPOATHBIX KAHO-
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HUYECKUX CTPYKTYP, OTIIMYAIOIIMUXCS JUIMHOM U KpaTHOCTBIO cBA3u C—N (puc. 3.3):

S LR S R s R

SN =N =N

S, R s R s R
A B C

Puc. 3.3. Pe3onancusie hopMbl 1uTHOKApOAMATHOW TPYTIIIBI

Cpapautensubiii ananmu3 MK cnektpoB nurnokapdamatoB kodansTa(ll) u xo-
oanpra(lll) ¢ ONMHAKOBBIMM 3aMECTUTENSIMU Yy aTOMOB a30Ta, MPOBEACHHBIA C HC-
MI0JIb30BAaHUEM MPOTPAMMHOTO obecredeHust Spectrum 10, mokasai, 94To UX CHEKTPHI
IPAKTUYECKU TIOJHOCTBIO COBMAJAIOT (KOA(P(GUIMEHT KOPPENSIIMA COCTaBIIsUI
0,96-0,99). Tuoamuanas monoca | B8 MK crnekTpax 3TuX coemuHeHUN HaOJI0MaeTCs
npu 1486-1525 e * (tabum. 3.3), T.e. 3aHHUMAET IPOMEKYTOUHOE MOTOKEHHE MEXKILY
v(C=N) (1640-1690 cm ) i v(C—N) (1250-1360 cM ). YBenuueHre KpaTHOCTH CBSI3H
C=N wu3-3a ME30MEPHOr0 CMEIIECHHUS 3JIEKTPOHHOro obinaka rpynmbsl NCS, Kk HOHY
MeTasuia mpenoiaracT OOJIbIION BKIIA pe30HaHCHOM (opMbl C B CTPYKTYPY IUTHO-
kapbamara. Takas cuMMeTpruyHas popMa peanuzyercs npu OMIEHTATHOW KOOpUHAa-
[IUU TUTHOKapOaMaTHBIX JUTaH0B. BanentHeie konebanus cBsizu CO—S mposBIIsitoT-
cst ipr 359-372 cm .

Tabmuua 3.3
OcHoBHbIe KoJiedaTebHbIe YacToThl B UK cnekrpax, di d-nepexoant B CAO u 3¢-

(dexTnBHBbIE MAarHUTHBIE MOMeHTHI (T = 292,5 K) nuTnokapoamaros kodanbTa(ll)

TroaMHUIHEIE TTOJIOCHI, cM T V(Co-S),| Amaxs | Hogps

Coennuenue o
| I 11 AV V cM oM | M.b.

1525 1253 | 1143, 1050 | 985 | 580 362 640 | 2,19

1493 1271 | 1148, 1077 | 1002 | 582 362 645 | 2,30

1491 1241 | 1155, 1101 | 984 | 618 362 642 | 2,31

1494 1290 | 1149, 1109 | 983 | 615 362 645 | 2,45

1495, 1479| 1218 | 1155,1080 | 992 | 560 372 641 | 2,36

1489 1236 | 1129, 1020 | 1004 | 545 360 651 | 2,27

1489 1267 | 1168, 1097 | 986 | 560 359 653 | 2,21

Ol N O O | W N| B~

1486 1232 | 1111, 1066 | 1005 | 550 360 649 | 2,22
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N3mepenrie MOJISIpHON MarHUTHON BOCIIPUUMYHMBOCTH coennHeHuit 9-17 moka-
3aJ10, YTO BCE OHM JMAMATHUTHBI U SIBISIFOTCS HU3KOCIMHOBBIMU KOMILUIEKCAMHU KO-
oanbra(lll). DddexTnBHBIE MarHUTHBIE MOMEHTHI coeMHeHul 1-8 mpu KomMHaTHOMU
TeMreparype jexar B npenenax 2,19-2.45 M.b. (tabiu. 3.3), 4TO0 COOTBETCTBYET O/I-
HOMY HECTIapEHHOMY 3JIEKTPOHY JJII HU3KOCIUHOBBIX KoMmIuiekcoB kobanbTa(ll) (S =
1/2) ¢ uckakeHHBIM IIOCKOKBAAPATHBIM JIMTAHIHBIM OKpyX)eHueM. bosee Bbicokue
BEJIMYMHBI [L,gp, YEM YUCTO cruHOBOE 3Haudenue (1,73 M.b.), oOycnosnensr opOu-
TaJbHBIM BKJIAJIOM, KOTOPBIM sBIsieTCs (DYHKIMEH MOJiA JUTaHJAOB MU CUMMETPUU
KOMILIEKCOB.
Anamm3 CJIO xomruiekcoB 1-8 mokasan, 4yTo mpupoja 3aMeCcTUTENeH B AUTHO-
KapOaMaTHBIX JIUTAH/IaX HE OKa3bIBAE€T CYIICCTBEHHOTO BIHMSHUS HA TOJOXKEHUE U
¢dbopMy TOJIOC TIOTJIOMICHHS, BCE OHM TOJOOHBI M UMEIOT BHI, aHAJOTHYHBIN CHIEKTPY

ouc(nuytunautuokapoamaro)kodansTa(ll) (puc. 3.4).

Ao
250 300 350 400 500 600 700800
4 I ! I I I | | |

11—

«—]

______

e=2535
a-Mons -yl

llomomenue —

104, mMone! ol
[ )
1

Puc. 3.4. Dnexkrponnsiii criektp noriomeHus [Co(Et,Dtc)s] B xmopodopme (1)
u CJ10 xommiekcoB [Co(Et,Dtc)s] (2), [Co(Et,Dtc),] (3)

Tpu monockl MOriomEHUsT B BUAUMOM 0OJACTH CIEKTpa CBUIETENIBCTBYIOT O
D,n cuMMeTpun MI0CKOKBaApaTHBIX KoMIiekcoB kobansTa(ll) u cormacyrores ¢ pe-

3yJIbTaTaM1 MAarHECTOXUMHUYCCKUX PICCJIC,Z[OBaHPlﬁ. OTtyeTnMBO BbIpa’)XCHHAA 110J10Ca C
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MakcuMymMoM Tipu 640-653 HM (Tabmn. 3.3) otHeceHa k d—d-mepexomam 2Ag — 2Blg
(dxz,y2 — Oy) u 2Ag — Zng (dx, — dy), a mneun npu =490 u ~400 HM — K epexogam
C IICPEHOCOM 3apsijia OT MeTalljia K JINTaHIy 2Ag — 2By, {0y, — L (1"} u 2Ag — 2By,
{d,; — L (n*)} coorBercTBenHO [28, 40].

Nzyuenue DCII pactBopoB [CO(RR'DLC)3] B pacTBOpUTEIIAX pa3IMuHON HOJISP-
HOCTH TIOKa3ajio, YTO HHU Cpejla, HU MPHPOJIa 3aMECTUTENIed B JUTHOKapOaMaTHBIX
JUTaH/IaX HE OKA3bIBAIOT CYIIICCTBEHHOTO BIIMSHHS Ha MOJIOKEHUE, MHTEHCUBHOCTD H
dbopmy nojoc nornomenus. [Toaromy crektp nornomenus pacrsopa [Co(Et,Dtc)s] B
xjaopodopme (puc. 3.4, Tabn. 3.4) MOKHO paccMaTpuBaTh KaK TUIMYHBIA JJIS BCEX
U3YYEHHBIX B padboTre nutnokapbamaToB kobanpTa(lll) n onucare cnenyronmm obpa-
30Mm [3]:

¢ rmoyioca Hu3Kkor nHTeHcuBHOCTH (Ige = 2,69-2,73) mpu 641-644 um 00ycioBIe-
Ha XapaKTePHBIM I OKTa’PHYCCKUX HU3KOCITUHOBBIX KOMILIEKcoB koOambTa(lll)
CIIUH-PA3PEIICHHBIM NIEPEX00M 1Alg - 1Tlg;

e mie4o npu ~475 um (Ige ~ 2,85) OTHOCHUTCS KO BTOPOMY Pa3pelICHHOMY II0
crimHy Tiepexony Ay — o,

® TI0JIOCHI, OTBEYAIOIIUE TEPEHOCY 3apsI0B MEXKIY LIEHTPAIbHBIM aTOMOM Me-
TaJyla U aToMaMu Juranaos (d — m-mepexojibl), HAOIIOAIOTCS B BUAE TUICUEH MPH
~390 um (lge ~ 3,7) u 360 um (lge ~ 3,8);

e moJjoca npu 323-326 um (Ige = 4,35-4,39) oOycioBiena N — T*-mepexoaoM;

e rmoJioca Beicokoi uHTeHCHBHOCTH (lge = 4,55-4,62) ipu 270-278 HM OoTHECeHA
K N = o*-nepexonam B rpynne N—C=S, 4To xapakTepHO TOJBKO JJIs TUTHOKapOama-
TOB;

e elie oJHa mojoca Beicokoi nHTeHCHBHOCTH (Ige = 4,52-4,54) npu 246-251 M
OTHECEHA K T —> T*-TIepexoJaM dJIEKTPOHOB CO CBSI3bIBAIOIIEH OPOUTAIN OCHOBHOTO

COCTOSIHUS Ha OpOuTaib ¢ Oosee BRICOKOM sHepruei B rpyrme S—C=S.
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Tabmuna 3.4

CrnexkTpockonnyeckue JaHHbie B OmzkHell Y@ u BUAUMOI 001acTIX A5

auTuokapoamaron kodoaasTa(Ill) B xuropodopme

Coenunenue Amax, HM (1g€)

[Co(Me,Dtc)s] 642 (2,68) 323 (4,35) 270 (4,55) 246 (4,54)
[Co(Et,Dtc)s] 643 (2,73) 323 (4,36) 274 (4,57) 248 (4,52)
[Co(Pr,Dtc)s] 642 (2,73) 324 (4,39) 278 (4,61) 249 (4,54)
[Co(Bu,Dtc)s] 642 (2,73) 323 (4,38) 276 (4,60) 248 (4,53)
[Co(PipDtc)s] 642 (2,71) 326 (4,36) 275 (4,59) 249 (4,52)
[Co(HmIiDtc)s] 641 (2,70) 324 (4,36) 275 (4,58) 249 (4,52)
[Co(MorphDtc);]-:CHCl; | 644 (2,69) 326 (4,35) 278 (4,62) 251 (4,52)
[Co(EtPhDtc),] 640 (2,74) — 287 (4,69) -

[TnockokBaapaTHOE cTpoeHue auTnokapoamaros kobanera(ll) 1-8 Hamuto moa-
TBEpXkKACHUE B pe3ynbTarte aHanu3za HopmupoBaHHbIX XANES CoK-kpast pentrenos-
CKHUX CIEKTPOB IOIVIOUIEHUS M HUX MEPBBIX MPOM3BOAHBIX. Kak BuaHO W3 puc. 3.5,
dbopma u xapakrepuctuku crekTpoB XANES s Bcex uiccieoBaHHBIX COSTUHEHUN
OuYeHb OJIN3KH, YTO YKa3bIBAET HA CXOJICTBO F'€OMETPUU OIMKANIIEro OKPYKEHUS KO-
oanmpta(ll) B 3THX KOMIUTeKcax. VICKITFOUeHHE COCTABISET TOJBKO CIEKTp Ouc(aume-
THIIUTHOKapOamarto)koodansTa(ll), rae ectb HEKOTOphIE OTIUYMS B 00JaCTH OCHOB-
HOTO MakcumyMa noronieHus: D. Tonkas crpykrypa criektpoB XANES coennnennmii
1-8 B 005aCcTH HEMOCPECTBEHHO Kpas MOTJIONIeHHUs U Bbilie ero A0 ~50 3B o0ycnos-
JIeHa, Ipexie Bcero, 1S — 4s- u 1S — 4p-371eKTpOHHBIMU NEPEX0/IAMU COBMECTHO C
MHOT03JIeKTpoHHBIMU (Shake-down) nepexomamu urana-mMetant (0COOCHHOCTH Kpast
B-E, puc. 3.5). Cnextpet XANES nutnokxap6amaroB kobanbra(ll) umeroT cioxHyto
CTPYKTYpPY, KOTOpasi ONpEIeNseTcss HaTuIYueM HECKOJIbKUX MakCUMyMOB. OCOOEHHO
yeTko mpossisgercs iedo C, 00yCIOBIEHHOE TUIMHMYHBIM IS TUIOCKOKBAIPATHBIX
KOMILIEKCOB 3JIEKTPOHHBIM MepexoaoM 1S — 4P, (och Z mepHeHuKyJsipHa IIOCKO-
ctu Sy). [IposiBenne npeakpaeBoro nuka A B oosact 7110 3B cBs3aHo Kak ¢ Maio-

HMHTCHCUBHBIMH KBAJIPYIIOJbHBIMHA 3JICKTPOHHBIMHU IICPEXOdaMH 1s — 3d, TaK 1 C JU-
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TIOJILHBIMH TIEPEX01aMU Ha CBOOOAHBIE opOuTanu, 0Opa3oBaHHbBIE B pe3yibTare p—d-
rHOpUIU3ai aTOMHBIX opOuTtaneid Mmeraimia. OmHako Takas P—d-ruOpuau3ars
CTPOTO 3alpelieHa sl EHTPOCHMMETPUYHBIX KOOPAMHAIMOHHBIX TOH3APOB [257],
T.€. B CIy4yae OKTa’JpPHUYECKOr0 M TUIOCKOKBAJPATHOTO OKPY)KEHHsI MOTJIOIIAIOIIETO
atoMa. B ciaydae nqutrokap6amaroB koOaibTa(ll), sHepreTnueckoe moyokeHue, TOH-
Kasi CTPYKTypa W 3aMeTHas HWHTEHCHUBHOCThH MPEAKPAcBOro Muka A B 00JacTH
7110 5B yka3bIBalOT Ha UCKAKEHHYIO CTPYKTYPY IJIOCKOKBAJAPATHOW KOHPUTYpALIUU

KOOpAUHAIMOHHOTO y371a C0S,.

W, yca.en.

D E :
. "‘\/ T
~\ 2 ]
C
0,8 / W, yei.en. A
‘ 0,24
020 g
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Puc. 3.5. Cnexrper XANES CoK-kpaeB norjioiieHus: JuTHOKapOaMaToB KO-
oampTa(ll) 1-8 (1) m cooTBeTCTBYIOIIME MTEPBHIC IPOU3BOAHBIE KpaeB (2). Ha BcTaBke

IIOKa3aHa IMpeaKpacBas 00J1aCTh.
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B kommmiekcax [Co(RR'Dtc)s] atom koOaiibTa OKpY)KEH IO BEpIIMHAM HCKa-
JKEHHOT'O OKTadj[pa IIECThI0 aTOMaMH Cepbl TpeX IWTHOKApOAMATHBIX JIUTAHIOB.
PeHTreHOCTpyKTypHOE HCClIeoBaHHe TpUc(auMeTuiauTuokapoamaTo)kooamsTa(lll)
(puc. 3.6, Tabn. b.2-b.3) nmokasano, yro kpucramisl [Co(Me,Dtc)s] umeror MoHOMEp-
HYIO MOJIEKYJIIPHYIO CTPYKTYpy. MoOJeKyia COACPKUT OANH CHMMETPUYHBIA U J1Ba

ACMMMETPUYHBIX YEThIPEXaTOMHBIX XeaTHbIX 1ukiia {CoS,C}.

Puc. 3.6. Ctpoenue Mosiekyibl Tpuc(auMeruiantaokapoamaTo)kooamsTa(lll)

Jmunbl cBsizelt CO—S B HECUMMETPUYHBIX IUKJIAX CYIIECTBEHHO Pa3IHMYarOTCs:
omHa cBa3b (2,280(2) m 2,275(1) A) smaumtenbno Gonbime apyroit (2,261(2) u
2,258(1) A). B tpethem 1mkne jumuHb cBsizeit CO—S pasubl 2,274(2) u 2,271(2) A.
Cessu C-S (1,706(10)-1,711(4) A) u C-N (1,323(5)-1,333(11) A) npaxtuuecku
OJIMHAKOBBI BO BCEX ITUKJIAX M OJIM3KA K COOTBETCTBYIOIINM CPETHECTATUCTUUECKUM
3HAYEHMSAM B JUTHOKapOaMaTHbIX Komruiekcax (1,715 u 1,322 A [2] cooTBeTcTBEH-
HO). Cpennue 3HadyeHus yriioB S—Co-S, Co-S-C u S-C-S B mukiax cOCTaBJISIOT
76,4, 86,5 u 110,5° coorBercTBeHHO. JluTHOKapOamaTHbie auranasl B [Co(Me,Dtc);]
MpakTU4eCKu Iulockue (Tabs. 3.5). HauOosbimine OTKIOHEHUsSI OT IUIOCKOCTEH
HaOmonaroTes B neppoit rpynmne CoS,CNC,. Jlusnpuyeckue yribl MEXAY IJIOCKO-

ctamu | m Il cocraBmsror 85,9°, | u 11l — 82,8°, 11 m 11 — 94,1°.
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Tabmuma 3.5
OtkJionenusi atomoB ot miaockocreii I-111 B crpykrype [Co{S,CN(CHj5),}3]
I I Il

Atom | Otkinonenune, A | Atom | Otkionenue, A | Atom | Otkionenue, A

Co 0,019 Co 0,004 Co —0,002
S(11) 0,027 S(21) —0,006 S(31) 0,003
S(12) 0,027 S(22) —0,006 S(32) 0,003
C(11) —0,035 C(21) 0,008 C(31) —0,004
N(11) —0,144 N(21) 0,039 N(31) —0,025
C(12) —0,151 C(22) 0,088 C(32) 0,009
C(13) —0,255 C(23) 0,061 C(33) —0,046

N3-3a BBICOKOW CKJIOHHOCTH auTHOoKapOamaToB koOanbTa(ll) k okucnenuro npu
PacTBOPEHHH B OPTAHUYECKUX PACTBOPUTEINISIX HE YIAIOCh MOJIYYUTh UX KPUCTAJLIBI,
MPUTOJIHBIC NI PEHTTCHOCTPYKTYPHBIX uccienoBanuil. [loaTomy miist onpeneneHus
CTPYKTYPHBIX MapaMeTpoB Oirkaiiiiero okpyxkenus kobanbra(ll) B aTHX coenuHe-
HUSX Obl1 mcmoib3oBaH Meton EXAFS cnexkrpockonuu, mo3BOJISIONIUN TOJIyYaTh
Takue napaMeTphl, KaK MeXKaTOMHBIE paccTosHus (¢ TouHocThio 10 0,02 A), koopau-
HallMOHHBIEC YUCJa, CPEHEKBAIPATUYHbBIE OTKJIOHEHUSI aTOMOB B KOMILIEKCaX, HaX0-
JISIITUXCSI B JIFOOBIX arperaTHbIX COCTOSTHUSX.

KonnuecTBeHHbIE XapaKTEPUCTUKHU JIOKAIHHOTO aTOMHOTO CTPOCHUS TUTHUO-
kapbamaToB koOanbTa(ll) 1-8 momyuens! u3 ananmuza EXAFS CoK-kpas peHTreHoB-
CKMX CIIEKTPOB MOTJIONMIEHUS 3TUX coeauHeHui. M3 puc. 3.7 BugHo, uro Bce MDII
EXAFS coctosT n3 ocHoBHoro nuka npu = 1,80 A, KOTOPBIM OJTHO3HAYHO COOTBET-
CTBYET PACCESIHUIO Ha ONIMKAWIINX KOOPAWHAIMOHHBIX cepax, COCTOSIINX U3 aTo-
MOB Cepbl IUTHOKApOAMATHBIX JIMIAHIOB, M MUKa Ipu I = 2,34 A, koTopklil B cOOT-
BeTCTBHH cO cTpoeHueM ¢gparmenta S,CNRR' M0oxHO OTHECTH K aTomMam yriepoja,
ommxaitmmM x ko6anbsTy(11). Tuku npu mansix r = 1,40 A He oTBeuaroT CTPYKTYp-
HBIM OCOOEHHOCTSIM UM MPOSIBIISIIOTCS B cuily Dypbe-npeoOpa3oBaHus cUTHaIA U 0CO-

OCHHOCTEH aMIUTUTYAHON (QYHKIIMU paccesHusl Ha aToMax Cepbl.
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Puc. 3.7. MOIT EXAFS cnektpoB COK-kpaeB mormomieHusi TuTHoKapOamMaToB
koOanmpTa(ll) 1-8 (criomHOM JWMHWEH TOKa3aHbl SKCICPUMCHTAIBHBIC JIaHHBIC,

KPY>KKaMU — pe3yJIbTaThl pacyeTa)

PesynbTaThl pacueToB mapaMeTpoB JOKAIBHOTO ATOMHOTO OKPYKEHUSI KOOasb-
ta(ll) B coenuuenusx 1-8 npu BeIOOpE COOTBETCTBYIOMIMX MO/IEIEH aTOMHOTO CTpOe-
HUSI KOOPJIMHAITMOHHOTO y37a (Tabi. 3.6) yka3bpIBalOT Ha OJM3KUE CTPYKTYpHBIC Ma-
pameTpbl ONFKaMIIero OKpyXeHHUsi BO Bcex Komruiekcax. Bokpyr kobGampra(ll) Ha
paccrosHusax 2,22-2,26 A HaxopmsaTcs yeThIpe aToMa cephl M Ha PaccTOSHMAX 2,73-

2,74 A — nBa aTroma yraepoja asyx ¢pparmentoB S,CNRR'.
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Tabawna 3.6

CTpykTypHbIe IapaMeTpbl AUTHOKApPOamMaToB KobaabTa(ll), mosyyennbie u3
MHOrocgeproi noarouikn EXAFS nannbix (R — me:xxkaroMHuble paccTosiHust, N —
KOOPAMHALMOHHOE YHUCJIO0, o’ — dakrop [dedas-Bamnepa, Q — pyHkuus KauecTna

MOJATOHKH, B CHOCKE MOKAa3aHa 00J1aCTh ANMPOKCUMAIIMH)

Coenunenue N R, A (52, A2 aToM Q*, %

1 2 2,24 0,0039 S 1,6
2 2,25 0,0039 S
2 2,74 0,0039 C

2 2 2,24 0,0030 S 1,5
2 2,25 0,0030 S
2 2,74 0,0030 C

3 2 2,24 0,0031 S 1,7
2 2,26 0,0031 S
2 2,74 0,0031 C

4 2 2,24 0,0035 S 1,4
2 2,25 0,0035 S
2 2,74 0,0035 C

5 2 2,22 0,0036 S 1,5
2 2,24 0,0036 S
2 2,73 0,0036 C

6 2 2,23 0,0033 S 1,7
2 2,24 0,0033 S
2 2,73 0,0033 C

7 2 2,24 0,0034 S 1,4
2 2,25 0,0034 S
2 2,74 0,0034 C

8 2 2,24 0,0030 S 1,6
2 2,25 0,0030 S
2 2,74 0,0030 C

* r-npocTpanctso Ar = 1,0-2,1 A.




75

O 10CTOBEPHOCTH PE3yJIbTATOB UCCIEN0BaHUsI, ToydaeMbix MeTogoM EXAFS

CIIEKTPOCKOIINH, MOXHO CYAWTh Ha ocHOBaHuHU Toro, uro jisi [Co(Et,Dtc)s] B Oen-

30JILHOM PAacTBOpe aOCONIOTHOE 3HaueHue paccrosuus Co—S pasHo 2,26 A, a B TBep-

noM coctostauu — 2,28 A [128], uTo XopoIo cornacyercs ¢ peHTreHOCTPYKTYPHBIMH

JTaHHbIMHU (Tad. 3.7).

Tabmuua 3.7
Cpennne 3Ha4YeHNs JUIMH CBsi3eil B CTPYKTYypax
aaTuokapoamarton kodaabTa(lll)
CoennHenune cos sC EN R Jlurepatypa
[Co(Me,Dtc)s] 2,264 1,705 1,320 1,450 [73]
2,268 1,713 1,323 1,462 [140]
2,270 1,708 1,328 1,449 [258]
[Co(Et,Dtc)s] 2,267 1,718 1,309 1,466 [142]
2,258 1,704 1,319 1,496 [143]
2,267 1,710 1,328 1,460 [141]
2,269 1,718 1,316 — [74]
[Co(Pr,Dtc)s] 2,262 1,703 1,340 — [74]
[Co(Bn,Dtc),] 2,269 1,712 1,318 1,467 [141]
[Co(MorphDtc)s] 2,270 1,716 1,321 1,467 [77]
[Co(MorphDtc);]' CH;CN | 2,273 1,708 1,321 1,465 [109]
[Co(MorphDtc)s]-CeHe 2,275 1,706 1,330 1,467 [110]
[Co(MorphDtc)s]'CH,CI, | 2,273 1,714 1,318 1,472 [111]

[Tomy4yenusie amunbl cBs3eit CO—S B komiuiekcax 1-8 HECKOIBKO MEHbIIE, YeM

B COOTBETCTBYIOIIMX AUTHOKapOamarax koOanbTa(lll), XoTs u3BecTHO, YTO MpU MO-

HWXKCHHH CTCIICHHU OKHCIICHUA KOMHJIGKCOO6pa?>OBaTCJIH JJIINHBI CBSI3€H MeETayI-

JIMTaH/J] JOJIZKHBI YBCIIMYMWBATLCA. HpaBI[a, CCJIM Yy4YCCTb, 4YTO OOBIYHO ITH CBSI3H KO-

PpoUC B INNIOCKOKBAAPATHBIX KOMIIJICKCAX, YEM B OKTa3APHUYCCKHX, 4 TAKKC TO, YTO
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IIPY TIOHWKEHUU CTETICHU OKHCIICHUS KoOaiabTa OT +3 10 +2 M3MEHSIETCS] TeOMETPHUS
KOOPAMHAIIMOHHOTO y3Ja OT OKTa3pUUYECKO 10 MCKaKEHHOM ITOCKOKBAIPATHOM,
MO>KHO 3aKJIIOUHTh, YTO 3TH JBa (PaKTOpa KOMIIEHCUPYIOT JIpyr npyra. BaxxHo oTme-
TUTh, YTO KJIFOUEBON OCOOCHHOCTHIO KPUCTAIUIOrpaUUECKUX UCCIETOBAHUIN AUTHO-
kapOamatoB kobanbta(lll) sBisiercs To, uto cemb aroMoB COS,CNC,... nexar npak-
TUYECKU B OJHOM TJIOCKOCTH, a AUTHOKapOaMaTHbBIE JIUTAH/bl SBISIIOTCS CTEPEOXU-
MUYECKH KECTKUMH. ITOT (pakT, a Takke uaeHTHIHOCTh MK ciekTpoB mutnokapba-
MatoB koOanbTa(ll) m kob6ansTa(lll) ¢ oMMHAKOBBIMH 3aMECTUTEIISIMH Y aTOMOB a30Ta
MO3BOJIAIOT 3aKIIOYUTh, YTO TE€OMETPUUYECKUE TMapaMeTphl AUTHOKApOaMaTHBIX JIH-
TaHJ0B MPaKTUYECKU HE OYIyT MU3MEHAThCS Mpu mepexonae oT kobambra(lll) x ko-
oanbty(1l), TpanchopmupoBathest OyeT B OCHOBHOM OJrbKaiiiliee aTOMHOE OKpY»Ke-
Hue kobanpTa(ll).

HccnenoBanne TEPMHUYECKOW YCTOWYMBOCTH AUTHOKapOaMaToB KoOalb-
ta(ll, I1I) B HEM30TEpMHUUECKUX YCIIOBUSX Ha BO3AYyXE MOKa3ajo, YTO UX TEPMOJIU3
UMeeT CXOIHBIN XapakTep. Ha puc. 3.8 mpencraBieHbl 1epuBaTorpaMMbl COCTHHCHHMA
[Co(Me,Dtc),] u [Co(Me,Dtc)s], kKoTopbie SIBIASIOTCS TUIMTUYHBIMU JJIs1 OOJIBIIIMHCTBA
UCCIIeyeMbIX KoMIieKcoB. 13 puc. 3.8 BumHO, 4TO 3TH COETUHEHHS YCTOMUNBEI TIPU
HarpeBanuu 70 280 u 310 °C coorBeTcTBeHHO. OTINYATENHHONW 0COOCHHOCTHIO TEP-
muueckoro nosencaus [Co(Me,Dtc),] B untepane 20-280 °C sBisercsl IIaBHOE
yMEHbIIIEHHEe Macchl obpasia Ha 2,5%, torma kak macca [Co(Me,Dtc);] B aTom xe
TEMIIEpaTypHOM HHTEpBajie HE U3MeHseTca. Takue e paznuuus ObUTH 3aUKCUPO-
BaHBl M JUJIS OCTadbHBIX auTHOKapOamatoB koOanbTa(ll) m xobampra(lll). Tloteps
maccel [CO(RR'Dtc),] mpu HarpeBanmm g0 250-290 °C cocraBmsna 2,5-8,8%
(Tabm. 3.8). JnuTenbHOe HarpeBaHue 3TUX COEAMHEHHI B CyOiMMaTope ¢ BHYTpPEH-
Hel TpyOKoM, OXJIaKIaeMOU BOJIOHN, MpU TeMIlepaTypax, MPEaIIeCTBYIOMMNX PasJio-
KEHUI0, B aTMOC(EPHOM JIaBJICHUH, a Takke MACHTHUYHOCTh MK criekTpoB McXoMHbIX
XeJaToOB, CyOJIMMATOB U OCTAaTKOB MOKa3aJlk, YTO U3MEHEHUE MacChl 00pas3IoB 00y-
CIIOBJICHO UX cyOnuManued. B aHalOrMyHbBIX YCIOBHUSIX NUTHOKapOamMaThl KOOalb-
ta(Ill) okazanuch NpakTUUYECKU HENETYYHUMH, XOTSI, COTJIACHO JINTEPATYPHBIM JaHHBIM

[259], mpouent cy6mumaumu [Co(Et,Dtc)s] mpu 180 °C u maBnenuu 2,25-3,75-10 * [Ta
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Puc. 3.8. JIlepuBarorpammsr [Co(Me,Dtc),] (1) u [Co(Me,Dtc)s] (2)

cocrasisia 4,5%, a TerioTa cybmmmanmn — 2,22+0,05 k[x-Moms - [17]. Takum o6pa-
30M, autuokap6amatsl kodaneTa(ll) Oonee neryuu, yem coeauHenus kodanpra(lll).
[lepBbie sHAOTEpMUYECKHE TMKH Ha KpuBBIX JITA uccnenyembix coequHeHuit (Tadm.
3.8) 00ycnoBieHB UX TJIABJICHUEM, YTO MOATBEPKIATIOCHh BU3yalbHBIMU HaOIO/IE-
Husmu. Tonbko B ciyuae coeaunenus [Co(MorphDtc);]:CHCI; nBa mepBbix 3H[10-

a¢eKTa cBA3aHbI CO CTYNEHYATHIM yJAICHUEM COJIbBATUPOBAHHOTO XJI0podopMa.
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Tabmuna 3.8
Pe3yJIBTaTLI AHAJIN3a HAYAJIBbHBbIX CTaIlI/Iﬁ TEPMHUHYECKOTI0 PA3JTOKCHUS
puruokapoamarto kodaabTa(ll, 111)
NutepBan | Tyax U Thin 2K30- Cymnap-
Coenunenne temnepa- | (1) ¥ 3HIO3)- HALIOTE ko, C* = )
ps Macchl, KK MOJIb |
Typ, °C dexroB (|), °C
%
[Co(Me,Dtc),] 20-280 - 2,5 — —
280-390 | 320 (1), 375 (}) 68,4 | 2.8:10° 142
[Co(Et,Dtc),] 20-275 265 (|) 5,4 — —
275-375 | 305 (1), 350 (|) 706 |8,3-10" 166
[Co(Pr,Dtc),] 20-285 175 () 5,4 — —
285-375 330 (]) 744 |5,510% 179
[Co(Bu,Dtc),] 20-290 145 (|) 4,5 — —
290-360 330 (}) 759 | 6,5107 233
[Co(Bn,Dtc),] 20-285 225 () 7,5 — —
285-330 300 (}) 68,3 - -
[Co(PipDtc),] 20-285 215 (}) 8,8 — —
285-360 | 305 (1), 335 (|) 68,6 | 4,610 146
[Co(HmiDtc),] 20-250 — 3,5 — —
250-320 | 295 (1), 310 (}) 58,9 - -
[Co(MorphDtc),] | 20-285 215 () 6,2 — —
285-345 315 (]) 69,3 |5,3-10" 236
[Co(Me,Dtc)s] 310-410 | 340 (1), 390 (|) 762 | 2,1-10" 171
[Co(Et,Dtc)s] 20-285 275 (|) 0 — —
285-375 355 (]) 786 | 3,610 235
[Co(Pr,Dtc)s] 20-310 175 () 0 - -
310-385 | 330 (1), 370 (}) 825 |1,310% 320
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[Iponomxenue tadn. 3.8

Cymmap-
NutepBan | Tyax U Thin 2K30-
Has [oTe- _1 Ea,
Coenunenne temnepa- | (1) 1 3H1030- Ko, C )
ps Macchl, K/ MOIb
Typ, °C dexros (]), °C
%
[Co(Bu,Dtc)s] 20-220 145 (}) 0 — —
225 (1), 285 (}),
220-360 1) 1) 83,4 - -
340 (|)
[Co(Bn,Dtc)s] 20-275 230 (|) 47 — —
275-335 305 (|) 75,1 - -
[Co(PipDtc)s] 20-310 265 (|) 1,6 — —
310-375 | 330 (1), 345 (|) 774 | 8410 194
[Co(HmiDtc);] 20-250 240 (|) 2,5 — —
250-335 | 275 (1), 315 (|) 69,9 |3,1-10% 355
Co(MorphDtc)s]-
[CoMorphBIS)I 55 110 100 (|) 9,6 - -
-CHCl,
110-200 190 (}) 18,4 - -
200-270 265 (|) 20,6 - -
270-350 | 295 (1), 330 (|) 752 | 5,810 227
[Co(Cy,Dtc)s] 20-240 215 (|) 3,1 — —
255 (1), 290 (1),
240-360 M M 82,8 |3,410% 219
320 (1), 340 (})
[Co(EtPhDtc),] 20-310 235 (|) 5,0 — —
310-375 355 (]) 777 | 62107 261

[Ipu nanpHEeIeM HarpeBanuu auMeTwiauTHokapobamaroB kobanera(ll, I1I) Ha

kpuBbIX JITA B unTepBane temneparyp 280-410 °C nHabmronaroTcst Cienyronme oI

3a JIPYTUM 3K30- U 3HJI03(P(HEKThI, COMPOBOKAAIOIIUECS OTepel 3HAUUTEIbHON Ya-

CTH NEepBOHAYAILHOM Macchl 00pa3oB (68,4 u 76,2% cooTBeTCTBEHHO). PacyeTsl mo

kpuBbIM TT', a Takke aHaIM3 MPOAYKTOB PA3JOKEHUSA MOKA3ad, YTO TEPMOJIU3 HA
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ATOM CcTaguu mpoTekaeT ¢ oopasoBanueM COS. BOIBITMHCTBO HCCIIEIOBAHHBIX B pa-
6ote coenuaeHmit pasznaratorcs 10 CoS B oany craguio (puc. 3.8). Tonbpko Ha KpH-
BbIX TI" rexcamerunenautrokapoamatoB kodanera(ll, II) (puc. 3.9) oTyeTnmBo BU-
HBl JIB€ CTYNEHM, MEpBas U3 KOTOPHIX OOYCIOBJIEHA pasiiokeHHeM oOpas3loB A0
Co(NCS)3, a BTOpas — obOpazoBanueM COS. DTo coryiacyercss ¢ MHCHHEM aBTOPOB
[10-11] o ToM, YTO TEpMHUYECKOE Pa3IOKCHHE TUTHOKApOAMaToOB IMEPEXOIHBIX Me-
TaJUIOB JIO COOTBETCTBYIOUINX CYIb(PHUA0OB, KaK MPABUIIO, IPOTEKAET Yepe3 MPOMEKY-
TOYHOE 00pa3oBaHNE N30THOIIMAHATOB ATHX METAIJIOB.
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Jns Tomoxumuueckux mpoueccoB [CO(S,CNRR'),] —» CoS (n = 2, 3) u
[Co(HmMIiDtc)s] - Co(NCS); Obuim omnpenecHbl KaKyIUecs YHEPTUU aKTUBAIMU U
NPEI3KCIIOHCHIIMATBHBIC MHOXKUTEIIN B ypaBHCHUH AppeHuyca (Tadi. 3.8). Pe3yiib-
TaThl JUHEAPU3AIUU MCXOJHBIX JAHHBIX JUHAMHYECKOM TEpMOrpaBUMETPUH 00pa3-
IIOB, JUTsI KOTOPBIX pacyeTHBIC TOUYKH YKJIaIBIBAJIUCH HA TIPSMbIC JIMHUH, TIPEACTaBIIE-
Hbl Ha puc. b.1-b.2. AHau3 NOJy4YeHHBIX KHHETUYECKUX MapaMeTpoB MOKa3al, YyTo
MOBBIIICHHE CTENIEHN OKUCIEHUS KOMILIEKCO00pa3oBaTelis, a TakKe YAJTUHEHHUE 1IeTH
AIKUIBHBIX 3aMECTUTEINICH TPUBOMSAT K YBEJIIMUCHUIO SHEPTUM aKTUBAIUU.

[Tpu narpeBanuu Boite 450 °C cynbdun xobanpra(ll), oOpasyrommuiics B pe-
3yibTaTe TepMmoin3a autuokapbamaroB koOanbTa(ll, II1), okucnsercs kucmopogom
Bo3nyxa 10 CoSO,, uTo compoBoxaaercs 3k303pdexkrom Ha kpuBoil ATA u npu-
poctom Macchl Ha kpuBoi TI' (puc. 3.8). IIpu Temneparype Boiie 800 °C CoSOq
pasznaraercst 10 Co30y4, KoTOpBIM Npu HarpeBanuu Bbimie 900 °C mpeBpaiaercs B
Co0. OTu nporeccsl cONpoBOXAAOTC IByMs 3HA03pPextamu Ha kpusoil JTA u
HE3HAYUTEINBHON NOTEpEN Macchl Ha KpuBou 1T

OCHOBBIBasICh Ha MOJYYCHHBIX PE3yJbTaTax U JIUTEPATypHBIX JAaHHbIX [10-11],
OOIIYyI0 CXEeMY TEPMHUYECKOTO pa3iokeHus: autuokapoamaroB kodansta(ll, I1T) Mmoxk-
HO TIPEJACTABUTH CIICTYIONIUM 00pa3oM:

[Co(S.CNRR"),] - CoS —» CoSO, —» Co0304 — CoO
He uckmroueHo, 4to nepBas craaus nporekaeT ¢ odpasoanuem CO(NCS); B kaue-
CTBE MHTEPMEINATa TEPMOJIH3a.

Takum oOpa3om, IPUBECHHBIC BHIIIC TaHHBIC YKA3bIBAIOT HA TO, YTO, HECMOT-
psl Ha BBICOKYIO CKJIIOHHOCTH JAuTHOKapOamaToB kobOaiabTa(ll) k okucienuio (ocodeH-
HO B OPraHMYECKUX PACTBOPUTEIISAX), UX MOXHO CHHTE3MPOBATH B BOJE, JAXKE HE
npuberas K CO3MaHUI0 MHEPTHON atMochepbl. OTHOCUTENIBHYI0 YCTOWYUBOCThH pas-
HBIX CTETICHEW OKMCIICHHS IEHTPAILHOTO aTOMa MOYKHO OILIEHUTh, UCXO/SI U3 DHEPTUU
crabunumzanuu kpuctamundeckum nojem (DCKII). U3BecTHO, YTO B BOAHOM pacTBO-
pe kobaibT(l1l) HeycToiiunB 1 BocctanaBiuBaeTcs q0 kodamsTa(ll) [260], Torma xak
B OPTaHUYECKHX PACTBOPUTEINIAX B MPUCYTCTBUU TUTHOKAPOAMATHBIX JUTAHIOB, Xa-

PaKTEePUBYIOMIUXCSl CHIIBHBIM TTosieM, KoOanbT(ll) camMmompou3BoIbHO OKUCTSETCS IO
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koOanbTa(lll). Cocrosinue kobansTa(lll) cTabmmmsupyercs, yemy cmocoOCTBYIOT 3Ha-
yeHus sHeprun cnuH-cnapuadus U DCKII, ocobeHHO mpu CHIIHOM TI0JI€ JINTAHIOB.
Oxucnenune kooansTa(ll) 1o ko6anmpTa(lll) MpUBOAKUT K MEpexo1y BHICOKOCITHHOBOTO
COCTOSIHUSI IIEHTPAJIBHOTO aToMa B HHU3KOCHMHOBOE. [IpenanonokutenbHO, Mpolecce
OKHUCJICHUS IPOUCXOAUT B JIBE CTAUU: TIEpBasi U3 HUX — MEPErpyNIUpoOBKa dIEKTPO-
Ha B HU3KOCIIMHOBOE COCTOSIHHME, BTOpas — yJlaJIeHUE CEeIbMOI0o 3JIEKTpOHA ¢ 00pa3o-
BanueM kodanpra(lll):

C02+(t295e92) N C02+(t296egl) :_} C03+(t296e90)

JlaHHBIN MEXaHU3M HE 03HAYaeT, YTO PEaKIus ACHCTBUTEIILHO MPOTEKAET TAKUM 00-
pa3oM, HO 3TU CTaJAUM YAOOHBI JIJIsi paCCMOTPEHUST TePMOJAMHAMUKH Tpoliecca. [lep-
Bas CTajusl BKJIOYAET CHApUBAHUE DJICKTPOHOB, IMPUYEM DSHEPrUs CHapUBaHUS
yacTUYHO KomrieHcupyetcs nosbiieHHoM DCKII nns Hu3kocnmHOBOM KOH(UTypa-
1y, JIuranapl ¢ CUIBHBIM TOJIEM CIIOCOOCTBYIOT MPOTEKAHUIO 3TOM cTtaguu. Bropas
CTazusA, T.C. yJaJCHUE DICKTPOHA, 3aHMMAIOUIETO BBICOKOOHEPIETUYECKUM E4-ypo-
BEHb, Oy/IET HIOTEPMHUUECKON M3-32 BHICOKOTO 3HAUCHHS YHEPTUU MOHU3ANHU |3 Jist
nepexoma Co** — Co*, mo DCKII croco6CTBYeT HOHM3AIMH, IPUUEM, YeM CHIIbHES
noJie, TeM OoJibllle 3HAYEHUE MapaMeTpa pacuieruienus. Kpome toro, Hago y4uThI-
BaTh TAK)KE SHTPONMUUHBIN (haKTOp Mpu 00pa30BaHUM XETATHBIX ITUKIIOB.

CnenyeT moadepkHyTh, 4TO auTHokapOamarel kobanbra(ll) m xobdampTa(lll)
CYILIECTBEHHO Pa3JIMYalOTCA MO0 COCTaBY, MArHUTHBIM CBOMCTBAaM, CTPOEHUIO KOOPAU-
HAllMOHHOTO Monudpa, xoTs ux crnekrpockonuueckue (MK, OCII) u tepmuueckue
XapaKTePUCTUKU O4YCeHb OJM3KU. TakuM oOpa3om, B pe3ysibTaTe JaHHOTO HUCCIIEIOBA-
HUs OBLT pa3pelieH AUCKYCCHOHHBIA BOMPOC O BO3MOKHOCTH TOJTYYEHUS TUTHOKAP-

6amatoB koOanbTa(ll) u ux crpoeHuu.

3.2. MoJiekyasipHble KOMILUIEKCHI IuTHOKapOamaToB kodaabTa(lll) ¢ mogom

CornacHo JaHHBIM 3JIEMEHTHOTO aHanu3a (Tabn. 3.9), mpu B3auMMOJEWCTBUU
[Co(RR'Dtc)s3] ¢ TpexkpaTHbIM M30BITKOM |, B cpezie XJ1opodopM-au3ITHIIOBBINA d(up
o Metoauke 2.7 momydeHsl mpoaykTsl coctaBa [CO(RR'Dtc)s] 21, (19-24).

CuHTE3upOBaHHBIC COSTUHEHHUS XOPOIIIO PaCTBOPUMBI B Xstopodopme, 6eH3ore,
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stunanerare, JJM®PA, aneroHuTpuiie, Xyxe — B 3TaHOJIE, TUITHUIOBOM 3(upe, mpak-
TUYECKH HEpacTBOPUMBI B Boje. CleyeT OTMETUTh, YTO UX PAcTBOPHI B XJI0podop-
Me, O€H30J1€ UMEIOT KOPUYHEBBIN LIBET, TAKOM K€, KaK B TBEPJOM BHJE, & B allETO-
Hutpuie, [IM®PA — 3eneHblil. ITO CBUAETENBCTBYET 00 OTCYTCTBUU COJIbBATAllUU B
IIEPBOM CJIy4ae U O €€ HAJIMYUU — BO BTOPOM.

N3mepenue  MOJSpPHOM  MAarHUTHOM  BOCHPUMMYHUBOCTA  COECAWUHEHUH
[Co(RR'Dtc)s]-2l, mokazano, 94To BCce OHH JUAMArHUTHBI U SIBJISIOTCS HHU3KOCIIHMHO-
BbIMH KoMIniekcamu kooamsTa(lll).

J17is BBIICHEHUS IPUPOJBI CBsA3el B KomIuiekcax 19-24 Ol poBeieH CpaBHU-
TenbHbIN aHanu3 MK crekTpoB 3TUX COEAMHEHUH M COOTBETCTBYIOIIUX IUTHOKapOa-
matoB kobanbTa(lll). OTHECEHNE OCHOBHBIX KosiebaTenbHbIX YacToT B UK cnekrpax

npuBezeHo B Ta0. 3.10.

Tab6auna 3.10
OcHoBHbIE KoJ1e0aTebHbIe 4acTOThI B UK ciekTpax nuTtuokapdoamMmaros

kobaabTa(lll) m X MoJIEKYJISAPHBIX KOMILIEKCOB € HOIOM

TuoamuiHBIC TOJIOCHI, oM
CoenuHenue I T 0 IV Y v(Co-S), em !
[Co(Me,Dtc)s] 1525 | 1253 | 1143, 1050 984 580 362
[Co(Me,Dtc)s]-21, 1538 | 1249 | 1149, 1052 974 S77 355
[Co(Et,Dtc)s] 1486 | 1267 | 1148, 1077 1001 578 361
[Co(Et,Dtc)s]-21; 1506 | 1272 | 1147, 1076 987 570 360
[Co(Cy,Dtc)s] 1472 | 1241 | 1150, 1055 1003 582 368
[Co(Cy,Dtc)s]-21; 1484 | 1244 | 1151, 1056 1000 585 362
[Co(PipDtc);] 1489 | 1236 | 1129, 1024 1005 544 361
[Co(PipDtc);]-21, 1509 | 1243 | 1135, 1021 976 550 359
[Co(HmMIDtc);] 1498 | 1267 | 1168, 1097 985 560 359
[Co(HmIDtc)s]-21, 1506 | 1268 | 1167, 1095 976 554 359
[Co(MorphDtc)s] 1488 | 1233 | 1111, 1066 1004 550 361
[Co(MorphDtc);]-21, | 1501 | 1236 | 1109, 1064 988 o547 365
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N3 tabnuiel BugHO, 9TO YacToThl THoaMuAHbIX Tosioc I, 11l u V B cmekTpax
nutnokapbamaroB kobampTa(lll) M UX KOMIIEKCOB ¢ HOOM Majio pa3iaudaroTcs. W3-
MeHeHus npetepnenatoT nosockl | u [V. Cmenienne B HU3KOYAaCTOTHYIO 00JIacTh Ha
3-16 cM * THOAMHTHOM MOJIOCHI IV, OTBETCTBEHHOM B OCHOBHOM 3a BaJICHTHBIC KOJIe-
Oanus cBs3u C=S, yka3bIBaeT Ha y4acTHE aTOMOB CEPbI B CBA3BIBAaHUU ¢ HOAOM. [Ipu
9TOM THOAMHZIHAS ToJ0ca | cMemaercs B BHICOKOYACTOTHYIO 061acTh Ha 8-20 cM ',
YTO CBHJICTEIHCTBYET O HE3HAYUTEILHOM yBEIMUYCHUH KpaTHOCTH CBs3u C—N.
[TonpoOnas uHbopmaius o ctpoeHun 19-24 Obulta mosiydeHa B pe3ynbTaTe
PCA coenunenus [Co(Me,Dtc);]-21, (tabn. b.4-B.5), cTpykTypa KOTOPOTro MpeacTas-
JseT cOoOOM MOJEKYJSAPHBIA KOMILJIEKC M COCTOMT M3 KOMIUIEKCHBIX MOJEKYI

[Co(Me,Dtc)s] (puc. 3.10) u mostekyat I,.

Puc. 3.10. Crtpoenue komriuiekcHoi Mmoisekynbl [Co(Me,Dtc)s] B cTpykrype
[Co(Me,Dtc)s]-21,

B crpykrype [Co(Me,Dtc)s]-2l, monekyna [Co(Me,Dtc);] pacnonaraercs Ha
KpucTamiorpadpuueckoii ocu 2, rorga kak B ucxoauom [Co(Me,Dtc)s] — B 061mmem mo-
JIOKCHUH, T.€. HE COJCPKHUT 3JIEMEHTOB cuMMeTpuu. OHa TakkKe COCTOMT U3 JIBYX
OJTMHAKOBBIX aCHMMETPUYHBIX M OJIHOTO CHMMETPHYHOTO YETHIPEXaTOMHBIX XeJaT-
HeIx 1UKI0B {CoS,C}. Koopaunanmonnsiii noiamdap aroma Co — TeTpadApHUueCcKH

HCKaKCHHBIN OKTaoaAp, ABYI'PAHHBIC YIJIbI MCXKAY IIJIOCKOCTAMU CoSS oTknoHSIOTCS
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oT uaeanbHoro 3HadeHus (90°) u paBubl 83,3-96,7°. Jlinnbl cBsazeir CO—S cymiecTBeH-
HO Pas3IMyaloTCs: HauMeHbllee 3HaueHue (2,2600(8) A) umeer casp Co(1)-S(2) B

HertockoM xematHoM 1ukiie Co(1)S(1)S(2)C(1), B koTopoMm meperud muKiIa mo CBs-

31 S---S cocTapnuser 6,7°; Bropas csa3b Co(1)-S(1) camas anunnas (2,2786(8) A). B
cuMMeTpuIHOM TutockoM xenatHoMm mukie Co(1)S(3)S(3#)C(4) ceszn Co(1)-S(3)
MMeeT MpoMeXyToyHoe 3HadeHue (2,2722(8) A). Ilpu stom mmmHE cBsaseit C—S u
C—N B 000MX XeNaTHBIX MHUKJIAX MPAKTHYECKH (B Tpenenax 26) oauHakoBel: C—S —
1,722(3), 1,725 u 1,731(3) A; C-N - 1,310(4) u 1,317(5) A.

B monekynax l,, Bxomgmux B cocTaB kKomiuiekca, cBs3u |-l (2,7540(6) u
2,7784(7) A) nnunnee, ueM B cTpykrype umcroro l, (2,72 A [261]). HexoTtopoe
ocnabyenue cBszet -, a Taxoke paznuuune B nimHax cBsizeit CO—S MOKHO OOBSICHUTD
cenupUKoOl MEKMOJICKYJIIPHOTO B3aMMOJICUCTBHUS MEXIYy aTOMaMH HOAA W CEpBHI.

YnakoBka MOJICKYJI B KpUcTasuie cioucras (puc. 3.11).

o

Puc. 3.11. Cnoucroe pacnosoxenue Mojekyn B ctpyktype [Co(Me;,Dtc)z]-21;

Cron, mapaiienbHble TuIockocTu DC, cocrost u3 monekyn [Co(Me,Dtc)s] u
TUMepoB ly-- -1, B KOTOPBIX pacCTOSIHAE MEKIYy aTOMaMH HOJa Pa3HbIX MOJICKYJT paB-
HO 4,249(1) A, 4To HeckoJbKO MeHbIIE, YeM CyMMa BaH-JIep-BaalbCOBBIX PaNYCOB
(4,29 A [262]). B cnosx mexmonekynspusie paccrosaus S(1)---1(1) (3,817(1) A) n
S(2)---1(1) (3,836(1) A) 6nus3ku k BenmuuMHE, XapaKTEpPU3YIOIIEH creruduyecKoe
B3auMoieiicTBIe Mexy atoMami (3,82 A), 1 cyliecTBEHHO KOpoue CyMMBbI BaH-7ep-

BaaabCOBBIX paauycos (3,97 A), Toraa kak Mexy cnosiMu HabII0aeTCs 60ee CHIlb-
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HOC BBaHMOHCﬁCTBHG MCXKY aTOMaMHU CEPbl U MOJa — PACCTOSHUA |---S HEeoObIUatHO

xopotkue (1(1)---S(3) — 3,148(1) A, 1(2)---S(2) — 3,144(1) A) (puc. 3.12).

/* . Q/QS( 3E)
5("[) '
jI(lAA)
S1(1B)

I(2AA)
1(23)1

1
’

! '

1 ’

S(24) €2 Co(1)ERSBA)
» :
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S(2) ;e

Puc. 3.12. Konrakrtsi |---S mexay crnosimu mosiekyn B crpykrype [Co(Me,Dtc)s] 21,

CraenyeT OTMETHTD, 4TO JIMHBI cBs3eit CO—-S ¢ yuactrem atomoB S(2) u S(3),
BOBJICUCHHBIX B TaKOE MEKMOJICKYJIPHOE B3aMMOJICHCTBHE, KOPOUYE MO CPABHEHUIO
co cBsa3bio CO(1)-S(1), mpruyuem ecTh OIpeac/IeHHas JTOTHKA B U3MEHEHHUH IJIHH dTHX
cBsizeil. AtoMm S(2) yuacTByeT B IByX KoHTakTax (3,144 u 3,836 A), atom S(3) — B
onHoM (3,148 A), atom S(1) — Toxe B oHOM, HO Gonee cnadom (3,817 A), n nnunbI
cBszeit CO—S cuMOaTHBI y4acTHIO aTOMOB CEpPhl B KOHTAKTaX M PaBHBI COOTBETCTBEH-
HO 2,2600, 2,2714 u 2,2786 A. MoxHO monarartk, 4To OOHapyXEHHOE MEXMOJICKY-
JSIPHOE B3aWMOJICHCTBHE CEPa-HUOJ OMPEACIISICTCS B3aUMOACHCTBHEM HEIOICIICHHBIX

anekTpoHHBIX Tap (HOIT) aToMOB cepbl U MO/a U SBISETCS HAPABICHHBIM B3aHMO-
neiictBueM. B caMbIx npounbix koHTakTax (3,14 A) snauenus yrios 1(1A)-1(1)---S(3)
u 1(2A)-1(2)---S(2) oauzku k 180°, a yroa I1(1)---S(2)---1(2) mexay npodHbiM u 00-
nee cnabeiM (3,84 A) xonraktamu 61m30k k 120°, T.e. COOTBETCTBYET OPHEHTALINH

HOII atoma S(2). Ecnu npuHSATh TaKkyro MOJIelh B3aUMOJCHCTBUSA, TO Jajiee CIEeTyeT
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paccmarpuBath “BbiBezeHue” HOII atomoB cepbl kak GakTop, MPUBOIAIINMA K TOHU-
XKEHHUIO 3(P(GEKTUBHOTO OTPUIATEILHOTO 3apsiia Ha aTOME CEepbl, a 3HAUYUT K YMEHb-
IIICHUIO MOHHOM KOMITOHEHTHI CBsi3u CO-S, T.e. K yIpoueHHIO 3TOH cBs3u. HalineH-
ueie B [Co(Me,Dtc)s] 21, nnunbl cBsizeit CO-S cormacyrorest ¢ yuactueM aByx HOII
atoma S(2) u no oxnoit HIII atomor S(3) u S(1). JlanHbie, noxydeHHbIE B PE3ybTa-
te PCA, moarBepauim NMpaBUILHOCTh BBIBOJOB O XapakTepe CBs3el B KOMILIEKCAX
[Co(RR'Dtc)s]-21,, cnenannbix nmpu uaTepnperanmu UK criekTpos.

CocTostHuEe MOJIEKYJISIPHBIX KOMILIEKCOB 19-24 B pacTBOpax ompe/esieHO CpaB-
HenueM ux JCII co crekTpamMu UCXOIHBIX COSAMHEHU B PACTBOPUTEIISAX Pa3IUIHON
MOJISIPHOCTH (TeTpaxjiopMeTaH, 0eH3od1, xjiopodopm, 1,4-muokcan, sTUNAETAT, TET-
paruapodypan, MDA, aneronutpui). B kadectBe wwmtoctpanuu Ha puc. 3.13
npejcTaBiIeHs! ciekTpsl mormomenus [Co(Me,Dtc)s]” B xmopodopme, a Takxe noaa
u [Co(Me,Dtc)s]-21, B anleronutpuiie u B xjiopodopme. Mosisipabie KO3GGUITHCHTBI
ceeronoromeHust [Co(Me,Dtc)s]-2l, B obmactu 450-800 HM paccunTaHbl JJIs KOH-

LEHTpali KOMILIEKca 3 10 Mot Y, a B 06mactr 250-450 HM — 2-107° MO
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Puc. 3.13. OCII pactsopos [Co(Me,Dtc)s]-21, B xmopodopme (1) u B arieTOHUT-
puie (2), [Co(Me,Dtc)s] B xmopodopme (3), I, B ximopodopme (4) u B atietorutpuie (5)

OTHeceHne MOJOC MOTIONMIeHUs s quTHoKapOamaroB kobanpta(lll) mpuBeneHo B moa-

pazaene 3.1.
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N3 puc. 3.13 BugHO, 9TO CEKTPHI Mo/a B xjJopodopme (kpuBas 4) U B arieTo-
HUTpuUIE (KpuBas 5) pe3ko paznuyarorcs. [lepBblil UMEET €IMHUYHYIO TTOJIOCY TOTJIO-
HieHust okoJio 515 HM, XapaktepHyto Juist |, 1 HaOIIOJAIOIYIOCS TAK)KE B CIIEKTPE Ta-
poB nona [263-264]. Bo BTopoM MOSBISIIOTCS 1BE€ HOBbIE HHTEHCHUBHBIE TIOJIOCHI, KOTO-
pbI€ B COOTBETCTBHH C JIMTEPATYPHBIMU JaHHBIMU [263-264] TUMYHBI 1JI1 KOMILICK-
COB MOJIa C JIOHOPHBIMU PACTBOPUTEISIMU U MPUITHCHIBAIOTCS TOTJIONIECHUIO, CBSI3aH-
HOMY C IIEPEHOCOM 3apsijia IpH MEePexo0/ie U3 OCHOBHOTO COCTOSIHUS B BO30YKJICHHOE.

OCII pactBopor [CO(RR'Dtc)s]-2l,, comepkamux pa3indHble 3aMECTUTEIIN Y
aTOMOB a30Ta B TUTHOKapOaMaTHBIX JIMTAH/IaX, OAHOTHITHBI, YTO CBHIETEIBCTBYET 00
aHAJIOTUYHOM CTPOCHUU ITUX coeAuHEeHHH. Paznuuust HaOIIOJaI0TCS TOJBKO B WH-
TEHCUBHOCTAX NOJIoC norjomieHus. Tak, ontuyeckas miuotHocts 0,001 M pactBopos
[Co(RR'DtC)s]-21, B x510podropme mpn =641 um (mepexon ‘Ayy — 'Tig) yObIBaeT B psi-
ny: Pip (1,32), Hmi (1,30), Et, (1,12), Me, (0,79), Morph (0,76).

Bonee cuibHOE BAMSHUE HA MOJIOKEHHUE, HHTEHCUBHOCTh U (POPMY OJIOC T1O-
romeHus okasbiBaeT u3meHenue cpeasl. B ICII pactBopos [Co(RR'Dtc)s]-21, B He-
NoJIAPHBIX anpoToHHBIX pacTtBopuTesx (CCly, C¢Hs, CHCI3) naGmomaercs yBemnu-
YeHHe MHTEHCUBHOCTEH BCEX TOJIOC MOTIIOMICHHUS 0 CPAaBHEHUIO C UCXOIHBIMHA KOM-
noHeHTamu. [Ipu 3TOM HOJHAs MOJjoOca mpereprneBaeT HEOONBIION THIICOXPOMHBIM
caur (taba. 3.11). OOpamiaer Ha cedsl BHUMaHHE TOT (PAaKT, 4TO MpU pa3z0aBiIeHUU
pacTBOPOB MHTEHCUBHOCTH I0JIOC TOIJIOMIEHHUS KOMILJIEKCOB YMEHBIIAIOTCS B 0OJIb-
el CTemeHu, YeM 3To clieAyeT u3 3akoHa byrepa-JlamGepra-bepa, u Tonpko o4eHb
pa30aBieHHBIE PACTBOPHI MOAUYUHSIOTCS OCHOBHOMY 3aKOHY CBeTOmoOTomeHus. Ode-
BUAHO, uyTo mnpu wm3MeHenuu kouueHntpauuid [CO(RR'Dtc)s]-2l, cocrosiHue rmo-
TJIOMIAIOIINX YaCTUI[ MEHSETCS, U B HETIOJSPHBIX PACTBOPUTEIISAX yCTAHABIMBAIOTCS
pPaBHOBECHS MEKY MOJIEKYJISIPHBIMUA KOMITJIEKCAMH U MPOTYKTAMH MX JUCCOIMAITIH:

[CO(RR'DtC)g]Zlg = [CO(RR'DtC)g]lg +1,= [CO(RR'DtC)g] + 21,

B nosnsipHbIx pacTBOpuTENAxX (3THianeraT, Terparuapodypatn, MDA, auero-
Hutpwi) B DCII kommiekcoB 19-24 nabmonaercs nojoca npu ~360 am. CorjacHo Jiu-
TepaTypHBIM JaHHBIM [265], TaKkyio MOJOCY B CIIEKTpax KOMIUIEKCOB THOKAPOOHMIIb-

HBIX COEAMHEHUN C HOJIOM CBSI3BIBAIOT C MEpeHOocoM 3apsiaa (N — c*-nepexon). Cie-
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IyeT OTMETHTh, uTo ee mHTeHcHBHOCTh B JCII coemuuenmit 19-24 yenmuuuBaercs
CUMOATHO POCTY OUAJIEKTPUUYECKOW MPOHHUIIAEMOCTH M aKUENTOPHOM CIOCOOHOCTH
pactBopuTenen (tabn. 3.11), a UHTEHCHBHOCThH MOJOCHI MOJAa B BUAMMOM 00JacTH
CHEKTPOB KOMILJIEKCOB YMEHBIIAETCA BIUIOTH JI0 MOJHOIO €€ Mcue3HOBeHusA. Kpome
Toro, B criekTpax pactBopos [CO(RR'Dtc);] 21, B aleToHuTpHIie MOSBISETCS €I OHA
uHTeHCHBHas mojoca mpu ~290uM. [lomocer mpu =360 u =290 HM 0O0YCIOBICHBI
g — Oy - U Gy — G, -IIEPEX0[aMH B CHMMETPHYHOM TPHHOAUI-HOHE [266], xapakTep-
HBIMU JUIs OOJIBIIMHCTBA KOMIUIEKCOB MOJa C Pa3MUYHbIMH JOoHOpamu. [losiBieHue
ykazaHHbIX nosioc B DCII coeaunennit 19-24 cBsizano ¢ 00pa3oBaHHEM B MOJSIPHBIX
pacTBOpuTensx MoHHBIX accommatoB [CO(RR'Dtc)s 1]'[ls]” u mpoaykToB mx amcco-
YAy, OTO 3aKJIIOYEHHE, CACIAHHOE Ha OCHOBAHMM CIIEKTPAIBbHBIX JTaHHBIX, MOJI-
TBEP)KIAECTCA KOHIYKTOMETPUUECKUMHU HCCIIEIOBAHUSAMU. 3HAYCHUS MOJISIPHOU 3JIEK-
tponpoBoanoctd 0,001 M pactBopoB Co[Me,Dtc)s]-21; (8 AM®PA u B aneTOHUTpHIIE
COCTABISUTH COOTBETCTBEHHO 137 1 268 OM '-cM**MOIb *, UTO XapaKTepHO UIS dJIeK-
TPOJIUTOB [267].

W13 BhImIen310KeHHOr0 cienyet, uro B pactBopax [COo(RR'Dtc)z]-21, ycranas-
JMBAIOTCSl PABHOBECHS, HA CMEIICHUE KOTOPBIX CYIIECTBEHHO BIIMSET MPHUpOJa pac-
TBOpUTEJS. DTH PAaBHOBECHUS C YYETOM TEOPETUYECKHUX MPEICTaBICHUA B YIPOIIEH-
HOM (popMe MOXKHO IPECTaBUTh CIAEAYIOLIUM 00pa3oM:

[Co(RR'Dtc)s] + 21, = [Co(RR'Dtc)s]:I, + I, = [Co(RR'Dtc)s]-21, =
= [Co(RR'Dtc)s 1][Is]” = [Co(RR'Dtc)s 1T + [13]

N3yuenue npoiiecca TEpMUUECKOTO pa3noxkeHus: coeaguHenuii 19-24 nokaszaio,
YTO UX TEPMOJIU3 MPOTEKAET B HECKOJIBKO CTauM, UMEET CIOKHBIM MEXaHU3M, KOTO-
pBIi HE CBOJUTCS K MOCJIEI0BATEIbHOMY OTIIEIUIEHUIO JBYX MOJIEKYJ MOJa U Jlaib-
HeleMy pa3iokeHuio oopaszyromuxcs qutuokapoamartos kobansTa(lll). I[Ipeacras-
nenHas Ha puc. 3.14 aepuatorpamma [Co(PipDtc)s]-2l, sBaseTcs THIUYHOM s
coequuenut 19-24.

[lepBoil cTanueil paznoKeHHs] KOMIUIEKCOB SIBJISIETCS MPOLIECC MHKOHTPYIHT-

HOT'O IUIABJIEHHSI, KOTOPOMY COOTBETCTBYET SHAOTEPMUYECKUN MUK HA KpuBoi J(TA

6e3 motepu maccsl ipu 140 (Et), 150 (Pip), 165 (Me), 190 (Morph) u 200 °C (Hmi).
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100

Puc. 3.14. lepuarorpamma [Co(PipDtc)z]-21;

Bropoii sunosddext Ha kpuBbix JITA mpu 210-260 °C cooTBeTCTBYET mOTEpe
OJTHOTO MOJIb M0JIa, YTO TOATBEPKIACTCS CXOIMMOCTHIO PACCUMTAHHBIX U HA0IIO/1ae-
MbIX Ha KpuBbIX T yObuIei Macc, a Takyke BU3yallbHBIMU HAOJIOICHUSIMU.

Tpetunit sum03¢pdext Ha kpuBbix A TA npu 290-380 °C conpoBoxmaercs Oomee
3HAYUTENLHON MOTepeil MacChl, CBUACTEILCTBYIOMIEH O TOM, YTO, HApsAOAy C ynaje-
HUEM HO0J1a, TPOUCXOJUT TEPMOJACCTPYKIIUSI TUTHOKapOamaTHoro nuranaa. [Ipumep-
HO B 3TOM JKe TemrepaTypHoM uHTepBaie ucxoaubie [Co(RR'DtcC);] pasnaratorcs no
CoS (puc. 3.8, Tabm. 3.8), yero He HaOmogaercs B ciyyae [Co(RR'Dtc)s]-2l,.

XapakrtepHo, uTo 3k303¢dexTsl Ha KpuBbix JTA Bboie 470 °C conpoBoxa-
forcs B otinune ot [Co(RR'DIC)3] He mpupocTOM, a CTyIMEeHYaToH YObUIbIO MacChl Ha
kpuBoil TI" 1 00yCIIOBJICHBI TITYOOKON OKHCIUTEIHLHOM TEPMOAECTPYKIIUEH 00pa3IioB
c oOpa3oBaHHEM B KadyecTBE KOHEYHOro npoaykra tepmonn3a Co30,. [Ipu Harpea-
Huu Boite 900 °C on paznaraercsa 10 CoO, 4To COMPOBOXKIAETCS 0OPATUMBIM 3HJI0-
s dexrom Ha kpuBoit JITA u He3HAUNTETHLHOW YOBUTBIO MacCchl HA KpuBoi TT.

Takum o0OpaszoM, ycranosieHo, uro coeaurenus [Co(RR'Dtc)s]-21, oopasyror-
Csl B pe3yJibTaTe JOHOPHO-AKIIENITOPHOTO B3aUMOJICHCTBUS MEXTy MOJICKYJIAMH MO/
(akenTopoM) M IUTHOKapOaMaTHBIMHU JIMTAHJIAMH (JJOHOPOM) M TMPEJCTaBIISIOT CO-

0011 KOMILJIEKCHI C IEPEHOCOM 3apsijia.
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3.3. OcobOennoctu B3ammoaeiictTBus auTHoOkapéamaroB kobaabTa(lll) ¢
XJI0pOM U OpoMoM

B orauune ot mona, npu B3ammoxciicteuu [COo(RR'Dtc)s] (R = R' = Me, Et,
Cy, RR' = Pip, Hmi, Morph) ¢ xmopom mim 6pomom (MeToauka 2.8) o0pa3yroTcs co-
eJIUHEHUs, B KOTOPBIX, coriacHo OpyTrTo-popmynam (Tadi. 3.12), Ha OAUH aTOM KO-
OanmpTa TPHUXOMUTCS JBa JUTHOKApOAMATHBIX JIMTaHIa, OOO3HAYCHHBIX Kak
(RR"),Ditt, u verbipe aroma ramoreHa. HesaBucumo ot pactBoputreias (CHCls,
CH,ClI,, CgHg, CH3CN u ap.), ecmu R = R' = Pr, Bu, Bn, HoBBIe coeuHEeHMS BbIC-
JUTH HE YIaTI0Ch.

[Tonyuennsie coequnenus (RR'),Ditt[CoX,], rme X = Cl, Br, npakTudecku He-
pacTBOPUMBI B OPraHMYECKUX pacTBOpUTENAX (Xsopodopm, OEH30J, alleTOHUTPUII,
alleTOH | Jp.), @ B Boje U (hopmMaMue pacTBOPSIOTCS C pasiiokeHueM. VX wHIuBH-
TyalbHOCTB TOATBepkAcHA JaHHBIMU PDA (Tabmn. b.1).

DOHeprusi dJIEKTPOHHBIX IMEPEXO0J0B U MYJBTUILIETHAS CTPYKTypa IOJIOC IO-
riomenus B ommwkHer MK u Buaumoit oonactax CJ1O coequnennii (RR'),Ditt[CoX4]
(puc. 3.15) He 3aBucAT OT mpuponbl 3amecTtutenei RR', a ompenenstorcst TOIBKO
HaJIMYMEM B WX COCTaBE aTOMOB XJjiopa miu Opoma. ComocTaBIICHHE MOTyYEHHBIX
criexTpoB orpaxenus ¢ ICII coenuuenuii, coxepxaumx [CoCl,]* u [CoBr,]* -noust
[271], mo3BoMsIET CcaenaTh BBIBO, YTO B MCCIIEAYEMBIX KOMILIEKCAX aTOM K0OajbTa
HAXOJUTCS B TETPAdIPUUCCKOM OKPYKECHUHU YETHIPEX MOHOB rajoreHa. [1omocer B 00-
nacti 4400-6100 cM ' otHecens! k mepexoay ‘A, — “Ti(F) (v,), a Gomnee BhICOKOUa-
crotabie (13800-15900 cm ') — k mepexoxny ‘A, — *T1(P) (v3). Llupuua u MynbTH-
wietHocTh nojioc B C/1O coeaunenuii (RR'),Ditt[CoX,] cBumerenbecTBYIOT 00 BX KO-
nebaTenbHON CTPYKTYpE, CIUH-OPOUTAIHPHOM B3aWMOJICHCTBUU W MCKAKEHUH CHM-
METPHUH KOMILICKCOB.

Bennuunbl 5Q(hEeKTUBHBIX MATHUTHBIX MOMEHTOB COEUHEHUHN 25-36 mpH KOM-
HATHOW Temmeparype coctaBisitorT 4,63-4,91 M.b. (tabn. b.6), uTo yka3piBaeT Ha BbI-
cokocruHoBoe coctosinue kobanpra(ll) (S = 3/2) u Terpasapuueckoe CTPOCHHUE KC-
CclIelyeMbIX KOMIUIEKCOB. MI3MepeHHbIE BETUUYHMHBI |y IPEBBIILIAIOT YUCTO CIIUHOBOE

3HaueHue (3,87 M.b.). O0yclioBI€HO 3TO T€M, UTO 3a CUET CIMH-OPOUTAIBHOTO B3au-
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[lornowenue —

24000 20000 16000 12000 8000 4000

Puc. 3.15. C10 coenunennii (RR'),Ditt[CoCl,] (1) u (RR"),Ditt[CoBr,4] (2)

. 4
MOJICHCTBUSI TPOUCXOUT CMEIIMBAHUE OCHOBHOTO COCTOSIHUSL Ay C BO30YKICHHBIM
MarHUTHBIM COCTOSIHUEM, KOTOPOE B TETpadpuYecKux Komiuiekcax kooOambTa(ll)

CpPaBHUTEIBHO Masio 1o sHepruu [211]. W3 3aBucumMocTH )(lel or T nna coenvHeHust
Et,Ditt[CoCly4] (puc. 3.16), a Takke AaHHBIX, IPUBEACHHBIX B Ta0JI. b.6, ciemyeT, 4To
W3MEHEHHEe MOJISIpHON MarHuTHOHN BoctpuumunBocTH (RR'),Dittf[CoX,] B nHTEpBae

temrepatyp 105-300 K nomuunsiercs 3akony Kiopu-Beiicca:

C

: 3 -1.
TJIE X,, — MOJISIpHAs IapaMarHuTHask BOCIPHUMYHMBOCTh, CM *MOJIb —; C — KOHCTaHTa
3 1. .
Kropu, cm™-K-monb ~; © — koHcTaHTa Belicca, K.
7 hoemMons
100 -
80 -

60

40 -

0 50 100 150 200 2350 300 T.K

Puc. 3.16. TemneparypHasi 3aBUCUMOCTb XM'_l coequnenwus Et,Ditt[CoCl,4]
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KoncranTel Kropu, Belicca 1 MarHuTHbIE MOMEHTHI [Lg, PACCUATAHHBIE C y4e-
TOM KOHCTaHT Beiicca o dopmyne €,=./8y, (T —U ), npusenensr B tabm. 3.13.
Cob6monenne 3akoHa Kropu-Beilicca yka3piBaeT Ha MOHOSJIEPHBIA XapaKTep COEaU-
HeHuit 25-36. [Ipu nonmwkenun temnepatypsl 10 105 K ux appextuBHbIe MarHUTHBIE
MOMEHTBI YMeHbIatTcs 110 4,29-4,79 M.b. (tabda. b.6), uTo cBsi3aHO C pacuieneHU-
eM (8) ocHOBHOrO TepMma ‘A, B HyneBoM mose. B mone cummerpun, Goliee HHU3KOIL,
yeM T4, 3TOT TepM paciierisieTcss Ha nBa KpamepcoBsix ayomnera ¢ Ms = +1/2 u Mg =
+3/2. MarauTHbIe JTJaHHBIC TIOKA3bIBAIOT, YTO HIDKHUM sIBiIseTCs ayoinet ¢ Mg = +1/2

(6 > 0) u, cormacHo [272], TeTpasAp CKAT IO OCH TPETHETO TOPSIKA.

Tabmuma 3.13
Koncrantsl Kiopu, Beiicca 1 MAarHUTHbIE MOMEHTHI [y, PACCYMTAHHBIE C YYETOM

koHcTaHT Beiicca, s coenmuennii (RR"),Ditt[CoX,]

Coenunenue C, e K-monp 0, K wo, M.b
Me,Ditt[CoCl,] 3,18 -16,1 5,04
Me,Ditt[CoBry] 2,96 -3,6 4,87
Et,Ditt[CoCl,4] 3,11 -10,4 4,99
Et,Ditt[CoBr,] 3,07 -8,5 4,96
Pip,Ditt[CoCl,4] 2,91 -13,0 4,82
Pip,Ditt[CoBr,] 2,89 -13,9 4,81
Hmi,Ditt[CoCl,4] 3,02 -17,1 4,92
Hmi,Ditt[CoBr,] 2,99 -31,0 4,89
Morph,Ditt[CoCl4] 3,22 42,3 5,08
Morph,Ditt[CoBr,] 3,27 -30,4 511

Terpasapudeckoe oxpyxkenue kobOambra(ll) YeThippMs XiOpUA-HOHAMU B
Me,Ditt[CoCl,] cornmacyercs ¢ JaHHBIMH PEHTTEHOJJICKTPOHHOM CIIEKTPOCKOIHU
(tabn. 3.14). VYpoenb CO02Z2p pacmnojokeH B HEM BbIIIE, YeM B HCXOJIHOM
[Co(Me,Dtc);]. Pentrenoanexkrponnsiii ciektp MeyDitt[CoCl,] otBewaer cocrostHuro
K00abTa, 10BOJIbHO O3KkoMy K ero cocTostHuio B CSy[CoCly] u {(C,Hs)sN},[CoCly],

B KOTOpBIX dHEprus cBsizu Co2p pasua 781,2 5B [273].
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Tabmuma 3.14

I[aHH]JIe peHTFeHOC)JIeKTpOHHOﬁ CIICKTPOCKOIINH

*DHeprus cBszu, 5B
Coenunenue
Cils S2p Co2p N1s
Me,Tds 284.8 160,2 — —
286,8 164,2
[Co(Me,Dtc)s] 2848 159,7 783,3 -
286,3
Me,Ditt[CoCl,] 284.,8 162,5 781,1 402,0
286,1

*JHeprum cBs3M NpUBeICHBI oTHOCHTENbHO C1S B yrieBogopoaax (284,8 3B).

Hanmuue B cocraBe coemumuenuit 25-36 terparanorenoxkoo6ansTat(ll)-noHoB
noaTBepxaaetcs U ganueiMuA MK cniektpockonuu. B UK crekrpax (RR'),Ditt[CoX,4]
rcuesaer xapakrepHas s ucxoaueix [Co(RR'DtC);] momoca mpu 359-368 cm ', o1-
BETCTBEHHAs 3a KoyieOanus cBsa3u CO-S, U MOSBIISIOTCS HOBBIE MOJIOCHI B 00JIACTH
278-315 u 215-245 cm ' (1abm1. 3.15), 06YCIOBICHHbIC BAICHTHBIMU KOICOAHUSIMH
cesaseit Co—Cl u Co—Br coorBercTBenHo [274].

Takum 0OpazoM, TaHHBIE PJIEMEHTHOTO aHAIM3a, MArHETOXUMHUU U CIIEKTPaJIb-
HBIX MCCJIEJOBAHUM OJHO3HAYHO YKAa3bIBAIOT Ha TO, YTO B PE3yJbTaTe B3aWMOJCH-
cteusi [CO(RR'Dtc)s] ¢ Cl, (Br,) odpasyrorcs anronHbie KoMIuiekcsl kooansTa(ll), B
KOTOPBIX KOMIUIEKCOOOPa30BaTEIh HAXOAUTCS B TETPAIIPUUECKOM OKPYKCHUHU Ue-
TBIPEX aTOMOB XJiopa (OGpoma).

JI1s1 BBISICHEHUS CTPOEHHUSI OPTraHUYECKOTO KaTHOHA (RR')ZDitt2+ OBLI MPOBEJICH
cpaBHUTENbHBIN aHamu3 MK CrieKTpoB COOTBETCTBYIOMINX TUTHOKApOaAMaTOB KOOATh-
ta(lll) (tabn. 3.10), TuypamaucynshunoB u coequHenuit 25-36 (tabu. 3.15). Cneny-
€T OTMETHT, YTO B CIIEKTPAIbHOM auamasoe 350-4000 cm ' MK criekTpbl coemuHe-
auit (RR'),Ditt[CoCl4] u (RR"),Ditt[CoBr,], cogepxamnux oauHaKOBbIE 3aMECTUTEIH
y aTOMOB a30Ta, MPaKTUYECKH MOJHOCTHIO COBIAAIOT. DTO yKa3bIBAET HA UIACHTUY-
HOE CTPOEHHE KaTHOHOB B 000WX ciydasx. OTaudusi HaOJFOMAI0TCS TOJIBKO B 00a-

CTH BAJIEHTHBIX KoJie0anuii ceszert Co—Cl u Co—Br.
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Tabmuma 3.15

OcHoBHbIe KoJIe0aTeabHbIe YacTOThI B UK cnekTpax Tuypamaucyib@uios u

KoopaAHHAIHOHHBIX coennuenuii (RR"),Ditt[CoX,]

THOAMUIHBIE [IOJIOCHL, CM v(S-S), | v(Co—X),
Coenunenue ., 9
I I i v \/ cM cM
Me,Tds 1498 | 1236 | 1147, | 970 562 440 —
1039
Me,Ditt[CoCl,] 1598, | 1249 | 1170, — 569 430 306, 289
1584 1060
Me,Ditt[CoBr,] 1598, | 1250 | 1169, — 569 430 235, 218
1585 1059
Et,Tds 1497 | 1273 | 1150, | 967 554 431 —
1060
Et,Ditt[CoCl,4] 1581, | 1270 | 1146, — 567 438 302, 283
1557 1074
Et,Ditt[CoBr,] 1578, | 1270 | 1142, — 566 437 231, 218
1556 1073
Cy,Tds 1487 | 1238 | 1163, | 987 560 458 —
1034
Cy,Ditt[CoCl,] 1630, | 1242 | 1158, — 550 446 307, 284
1576 1043
Cy,Ditt[CoBr,] 1627, | 1245 | 1153, — 547 446 235, 222
1579 1050
Pip,Tds 1479 | 1242 | 1137, | 957 545 415 —
1020
Pip,Ditt[CoCl,] 1563, | 1238 | 1130, — 541 428 310, 278
1552 1018
Pip,Ditt[CoBr,] 1562, | 1237 | 1130, — 544 429 240, 215
1549 1023
Hmi,Tds 1496 | 1266 | 1165, | 937 563 442 —
1043
Hmi,Ditt[CoCl,] 1565, | 1283 | 1168, — 553 443 315, 300,
1547 1096 281
Hmi,Ditt[CoBr,] 1565, | 1282 | 1168, — 553 443 245, 215
1547 11096
Morph,Tds 1474 | 1228 | 1116, | 977 535 412 —
1060
Morph,Ditt[CoCl,] | 1584, | 1277 | 1110, — 545 410 307, 290
1563 1062
Morph,Ditt[CoBr,] | 1583, | 1275 | 1112, — 545 411 242
1562 1064
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Puc. 3.17. UK cnektpsl [Co(Me,Dtc)z] (1), Me,Tds (2) u MeyDitt[CoCl,] (3)

N3 puc. 3.17 Buano, yro WK cnekrtper [Co(Me,Dtc)s], Me,sTds wu
Me,Ditt[CoCl,] cuipHO paznuyarorcs, mpuyeM cambie OOJIbIIIME U3MEHEHUS TpeTep-
neBaroT Tuoamuanabie moiockl | u 1V. [TogoOubie Tpanchopmanmu ormeueHsl U B UK
CIeKTpax coeauHeHuit ¢ npyrumu RR'-rpynnamu.

Tuoamunnast monoca | Hanbosiee YyBCTBUTEIbHA K CTPYKTYPHBIM U3MEHEHUSM,

B UK cnekrpax (RR'),Ditt[CoX,] nMeHHO OHa CYIIIECTBEHHO CMEIIAETCS B BBICOKO-
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JacTOTHYIO 00JacTh MO cpaBHEHHIO ¢ ee moyiokeHneM B crektpax [Co(RR'Dtc)s]
(1486-1525 cm ') u (RR'),Tds (1474-1498 cm V). TlosoxeHue 3TOM MOJIOCH B CIICK-
Tpax coenuHeHnii 25-36 (1547-1627 cM ') CBUAETEIBCTBYET O 3HAYHTEIBHOM YBEIIH-

yeHuu KpaTHocTU cBsA3M C—N, U MO3BOJISET paccMaTpuBaTh €€ KakK MOJISIPHYIO ABOM-

4
Hyto N =C. U3 Tpex paBHOBEPOATHBIX KAHOHHUYECKUX CTPYKTYp AUTHOKapOaMaTHO-
ro WOHA, MPEACTAaBICHHBIX Ha puc. 3.3, OCHOBHOW BKJIaJ B CTPOCHHE KaTHOHA
(RR"),Ditt** BHOCHT pe3onancHas dopma C. Pacmernienue THoaMuaHO# mostocs I Ha
JIBE€ COCTaBJISIONINE BBI3BAHO, MO BCEH BUIUMOCTH, HEIKBUBAJIIEHTHOCTHIO JBYX CBS-
3eit C=N B cocTaBe KaTHOHA.

XapaxktepHoit ocobenHocThio K criekTpoB coemunenuii 25-36 sBisercs OT-
CYTCTBHE B HUX THOaMHUIHOH mosockl 1V, Habmonaemoit B ciekrpax [Co(RR'Dtc)s] u
(RR"),Tds B Bue HHTEHCHBHOTO mHKa mpu 984-1005 e * (Tabm. 3.10) 1 957-977 cm
(Tabm. 3.15) coorBercTBeHHO. [ToCKONIBKY 3Ta MoIoca 00yCIIOBJIEHA B OCHOBHOM Ba-
JICHTHBIMH KoJieOaHusIMH cBsi3u C=S, TO TaKOW XapaKTep CIIEKTPOB OJHO3HAYHO YyKa-
3BIBACT HA OTCYTCTBHE THOHHOIL cepbl B cocTaBe kKaTnoHoB (RR'),Ditt” 1 3HaunTemns-
HBIM BKIa cTpyKTyphl C (puc. 3.3) B uX cTpoeHHE.

Hamnune B UK cnektpax tuypamaucyiabhuioB ciiaboil monocel B 00J1acTv
410-530 cM * CBSI3BIBAIOT C BAICHTHBIMU KONIeOGaHMsIMH CBsizu S-S [256, 275-276].
[Tono6nas monoca Habmomaercs u B K criektpax coenunenuii 25-36. OueHb HU3Kast
€e MHTEHCUBHOCTD 3aTPYIHSIET OJHO3HAYHOE OTHECEHHUE, XOTs CO 3HAYUTEIbHOU J0-
JIei BEPOSATHOCTH ATy MOJIOCY MOKHO OTHECTH K V(S-S).

Hcxonsa u3 peynbratoB UK criekTpanbHBIX UCCIECA0BAHUN, & TAKKE IPUHUMAS

Bo BHUMaHue coctaB coenuHeHnit (RR'),Ditt[CoX,], ctpoenne nx BHemHE#H cdeps

S R
/
MOXHO TIPEACTaBUTh B BUJE ABYX OJIHO3APSIAHBIX ‘>:N+ WU OJIHOTO ABYX3apsii-
\RV
\ S_S /
HOTO KaTHOHOB /N+:< >=N\+ . O6pa3oBaHne HANPSHKEHHOTO TPEXUJICHHOIO
R' S—S R'

IIUKJIA MaJIOBEPOSITHO M, CJIEIOBATENIbHO, MOCIEAHS CTPYKTypa Oojiee MpeArnoyTH-

TCJIbHA.
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BsiBoj 0 ToM, uto B KatroHe (RR'),Ditt** cepa Haxoaurest B THOMBHOM hopme,
OBbUT MOATBEPKACH CPAaBHUTEIBHBIM aHAIM30M PEHTIC€HOAIEKTPOHHBIX (Tabi. 3.14), a
TaKXKE PEHTIeHOBCKUX SMUCCHOHHBIX SKg-criexktpoB coenunenuit MeyDitt[CoCly],
[Co(Me,Dtc)s] u Me,Tds (puc. 3.18). B pentrenosiiekrporrom criektpe MeyTds ot-
4eTIUBO (UKCHUPYIOTCS JIBa COCTOSIHHSI aTOMOB Cepbl: OoJiee TIyOOKHH YpOBEHB
(164,2 »B) npuHaIEKUT THOJILHOM cepe, a ypoBeHb ¢ sHeprueii 160,2 3B — THOHHOMH,
B To Bpems kak B crektpax Me,Ditt[CoCly] u [Co(Me;,Dtc)s] takoe pasnuune He
HaOmoaaeTcs (Tabn. 3.14). DHepruu cBs3u 1S 3JEKTPOHOB aTOMOB YIJIepojia MOKa3bl-
BAIOT, YTO AJICKTPOHHBIC COCTOSHHS ITUX aTOMOB B UCCIICYEMBIX COCTUHCHUAX pa3-
JMYAIOTCS] HE3HAYMTEIBHO, U BCE OHH COJICPIKaT J[Ba THIIA aTOMOB yIJIepO/ia.

JIist MOHMMaHUST IPUPOBI AMEKTPOHHBIX B3aumojeicTeuit B MeyDitt[CoCly],
[Co(Me,Dtc)s] u Me,Tds, a Takke BBISICHEHHS THIIA BaJCHTHOTO COCTOSIHHS aTOMOB
Cepbl B HHUX, II€JIeCOO0pa3HO OBLIO COMOCTaBUTh PEHTICHOBCKHE ASMHCCHOHHBIC
SKg-criekTpsl 3THX coeAMHEHUH ¢ MOJPOOHO U3YUEHHBIMU CIEKTPaMH THOMOYEBUHBI
[277] u mumetuncynbduna [278], B KOTOPBIX cepa HAXOIUTCS B THOHHOUW U THOJIBHOM

dopmax coorBeTcTBEeHHO (pHC. 3.18).

[

[

[

L]

e

i

2460 2464 2468 2472 IE_. 5B
Puc. 3.18. Pentrenosckue smuccuoHHble SKg-CIEKTpbl  COEIUHEHUIL:
(H2N).C=S (1), (CHa3),S (2), cymmapnsiii criektp | = (13 + 1,)/2 (3), Me4Ditt[CoCl,] (4),
[Co(Me,Dtc)s] (5), Me,Tds (6)
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B cniektpe tTnomoueBunsl (puc. 3.18, kpuBas 1) makcumym npu 2468 5B 00y-
CIIOBJICH HAJIMYUEM PACIHOJOKEHHBIX OJHM3KO JIPYT K JAPYTYy BEPXHHUX 3alOJHEHHBIX
MOJICKYJISIPHBIX YpoBHe# b, u by (rpynmna cummerpun Cy,), rae b, moctpoen 3a cuer
3P,-2JIEKTPOHHON IIOTHOCTH CEPBI U UMEET N-HECBS3bIBAIONIMI XapakTep (“Hemoje-
JICHHas mapa’), a ypoBeHb D; oTpakaeT 3P,-COCTABISIONIYIO B CUCTEME 3P-3JIeKTPOH-
HOM IJIOTHOCTU CEpbl U MMEET 7M-ClIabOCBA3bIBAIOIIMN XapakTep. MakcumyM mpu
2464,3 3B nposBasieTcss NPEeUMYIIECTBEHHO 3a CYET YPOBHS 81, KOTOPBIA COCTOUT U3
3Px-3IEKTPOHHOM TJIIOTHOCTH M UIMEET G-CBSI3BIBAIOIIMI XapakTep.

B SKg-cnektpe mumeruncynsuna (puc. 3.18, kpuBas 2) MakCUMyM IIpH
2469,3 3B COOTBETCTBYET HECBS3bIBAIOIIEMY YPOBHIO D; (“HemojeiieHHas mapa’),
MakcUMyM npu 2467 3B oTBeuaeT a;-ypOBHIO G-CBSI3U U CJIa0Opa3pellieHHbIH MUK
oK0J10 2465 3B coOTBeTCTBYeT YypoBHIO Dy, MMeromeMy G-CBA3YIONIMH XapakTep.
BaxHo OTMETUTh, UTO CHEKTPHl COENUHEHUH, cojepxkamux rpynnsl C=S umm C-S,
JOCTATOYHO XOPOIIO PA3IUYAIOTCs. B ciiydae MX COBMECTHOTO IPUCYTCTBHSI MOYKHO
Ha0JII0/1aTh HAJIOKEHUE 000MX CMEKTPOB. TakoW Cyneprno3ulIMOHHBIA CIIEKTp, MOJTY-
YEHHBIA KaK MOJIyCyMMa B KaXKJOM TOYKE MO IIKaJie MHTEHCUBHOCTEN CHEKTPOB 1 u
2, mpuBeneH Ha puc. 3.18 (kpuBas 3). BugHo, 9TO OH BHOJIHE YIAOBJIETBOPUTEIHHO
coBmagaer co crekrpom Me,Tds (kpusas 6). Kommiekc [Co(Me,Dtc);] umeer
Ks-aMuccnoHHBIN criekTp (kpuBast 5), 61M3Kuil o xapakrepy kK 6, HO ¢ HEOOJIBIINM
CMEIIEHUEM BBICOKOIHEPIeTHUECKOro Muka 10 2467,5 3B, 4To MOXKET OBbITh pe3yiib-
TAaTOM Tiepepacnpeenenus MekTponHol maotnoctu HOII aromoB cepwl rpynn C=S,
BCJIeICTBHE 00pa3oBaHMs CBs3eii ¢ atromom kobOanbra. s MeyDitt[CoCl,] xapakre-
peH emle Oojnee ymupeHHbIM crnekTp (kpuBas 4) ¢ mMakcumyMoM npu 2467 3B u
YMEHbILIEHUEM MHTEHCUBHOCTH MUKA B 00JIACTU MPOSIBICHUS NIEPEXOJIOB C yYaCTHEM
0-CBSI3BIBAIOIINX YPOBHEHW aTOMOB cephl. B mpuHImne Habat01aeMblil CIEKTP HE TPo-
TUBOPEYHT BBIIIIEIPUBEACHHONU (DopMysie KaThuOHA (RR"),Ditt*, MIOCKOJIBKY, B 3TOM
ciiy4ae JObKeH mposBisaThesa dhdext compspkenus cpszeit C=N u C-S depes nBe
IpyNIbl —S—S—, BbI3BaHHBIA CUJIBHBIM JJOHOPHBIM JEHCTBUEM METHIIbHBIX 3aMECTH-
TEJIEH.

UccnenoBanue TepMUYECKON YCTOMYMBOCTH coequHeHui 25-36 (Tab. 3.16)
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Tabmuma 3.16

Pe3yabTaThl TepMuUyeckoro anaansa 3,6-1u(RR'-umunno)-1,2,4,5-rerpaTnana

Terparajiorenoko6anbTaToB(l1)

WNHuTtepBan tem-

Timax 1 Tmin 3K30- (1) 1

CyMmapHas mno-

Coepuuenne nepatyp, °C su103ddexros (), °C Teps Macchl, %
Me,Ditt[CoCl,] 160-220 210 () 19,1
220-275 225 (1), 265 (1) 28,9
275-470 435 (1) 53,7
470-750 575 (1) 74,1
Me,Ditt[CoBry] 160-245 235 () 26,8
245-290 275 (1) 34,7
245-450 300 (1), 435 (1) 55,9
450-670 630 (1) 85,5
Et,Ditt[CoCl4] 130-220 210 () 45,0
220-390 280 (1) 68,0
390-630 550 (1) 83,0
Et,Ditt[CoBr,] 150-220 205 () 43,4
220-400 280 (1), 390 (1) 56,4
400-620 510 (1), 600 (1) 84,4
Cy,Ditt[CoCl,] 100-280 220 () 13,4
280-390 315 (1) 69,6
390-680 520 (1), 640 (1) 97,5
Cy,Ditt[CoBr,] 100-220 200 () 26,9
220-420 320 (1) 58,7
420-630 520 (1), 620 (1) 86,5
Pip,Ditt[CoCl,4] 160-240 220 () 28,3
240-435 305 (1) 54,5
435-690 620 (1) 83,3
Pip,Ditt[CoBr,] 150-250 245 (1) 21,3
250-420 320 (1) 37,6
420-680 605 (1) 89,3
Hmi,Ditt[CoCl,] 140-240 225 () 20,3
240-440 300 (1), 420 (1) 54,5
440-700 615 (1) 82,1
Hmi,Ditt[CoBr,] 180-260 240 (1) 16,3
260-440 310 (1), 410 (1) 58,5
440-740 615 (1) 89,6
Morph,Ditt[CoCl,] 130-260 200 (), 245 (1) 27,8
260-400 290 (1) 58,5
400-680 595 (1) 85,2
Morph,Ditt[CoBr,] 160-260 240 () 32,8
260-400 320 (1), 385 (1) 51,7
400-680 640 () 87,5
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MoKa3ajo, YTO OHM pasjararoTcsi 0e3 IUIaBlIeHUs MpH Oojee HU3KUX TeMIepaTypax,
94eM COOTBETCTBYIOMME AuTHOKapOamartkl kodansTa(lll) (Tadn. 3.8). [Ipupoma ramo-
TCHH/I-MOHOB M 3aMECTUTEJICH Y aTOMOB a30Ta HE OKa3bIBAIOT CYIIICCTBEHHOTO BIIHSI-
HUS Ha MEXaHU3M HUX TepMoim3a, nostomy naepuBarorpammbl MeyDitt[CoCly] u
Me,Ditt[CoBr,] (puc. 3.19) MokHO paccMaTpHBaTh KaK TUIIHYHBIC IJIs HCCIIETYEMbIX
coequHeHuid. 13 puc. 3.19 BUaHO, 9TO UX TEPMOJIU3 MPOTEKAET CTYNICHUATO U OoJiee
ciioxao, yeM ucxoaHbix [CO(RR'Dtc);]. Ananmu3 kpuBbix TI' MO3BOJSET BBIJACIHTH
HECKOJIBKO XapaKTEPHBIX YYaCTKOB, OTOOPAKAIOIIMX MEXaHW3M TEPMHUYECKOTO pas-

noxenus: MeyDitt[CoX,] (Tab:a. 3.16).

Am, % TO T,-T,.°C
0

10

10

]

100

L¥§]
[
L]
e

¥

L]

150 250

L
L]

Am, % TT T,-T."C

100

Puc. 3.19. JlepuBaTorpammbl MeyDitt[CoCly] (1) u MeyDitt[CoBr,4] (2)
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Ha nepBom yuactke (160-245 °C) na xpubix JITA HaOII01a0TCS SHIOTEPMU-
geckue 3(HEKTHI, COMPOBOKAAOIINECS TIOTEPEH 3HAYUTETHFHON YaCcTH MePBOHAYATH-
Hoit maccel (19,1 u 26,8% s Me,Ditt[CoCl,s] u Me,Ditt[CoBr,] cooTBeTcTBEHHO).
Jlis BBIACHEHHWsSI XapaKTepa TEPMUYCCKUX IMPEBpAICHUH, MPOTEKAIONINX Ha STOU
cTaauu, ObUIO MPOBEACHO u3oTepMuueckoe BoiepxkuBanue MeyDitt[CoCly] npu
TeMiiepaType Havana sHa03pdexra (200+£3 °C) B TeueHue vaca.

Y cTaHOBIIEHO, YTO MOJIyUYEHHBIN B pe3ybTaTe TEPMOOOPAOOTKH OCTATOK MpEI-
CTaBJISIET COOOM CIOXHYIO CMECh Pa3IMYHBIX MPOIYKTOB TEPMOJIM3A, U3 KOTOPOU
yAAJIOCh BBIJICIUTh U UACHTU(DUIIMPOBATH AJIEeMEHTHYIO cepy (<1,8 moinb S u3 1 momnb
Me,Ditt[CoCl,]), xnopun kobansra(Il) u (CH3)sN[CoCly].

Bropoii ygactok (220-290 °C) xapakTepu3yercss HAIMYUEM SK30TEPMUIECKUX
s¢¢pexroB Ha kKpuBbIX ITA ¢ MmakcumyMamu UKoB mpH 225, 265 (MeyDitt[CoCly]) u
275 °C (MeyDitt[CoBr,]) m eMy COOTBETCTBYET 3HAUMTEIIHPHO MCHbINIAS MOTEPST Mac-
cbl Ha KpuBbIX TI" (7,9 u 9,8%). Cnenyet oTMeTUTh, uTo npu HarpeBanuu S, CoCl, u
(CH3)4N[CoCl,] B oTtaenbHOCTH 3K303PPEKT ¢ MakCUMyMOM Tipu 265 °C Ha KpHUBBIX
JTA ne nadmonaetcsi. Takoi 5k303¢(HEKT MOSIBISETCS MPU HArPEBAaHUU CMECH CEPBI
U TeTpaMeTWIaMMOHuI TeTpaxiopokodanbrara(ll), u ero mpupona, BeposiTHee BCero,
CBsI3aHA C UX B3aMMOJICHICTBUEM.

[Tpu narpeBanuu Me,yDitt[CoX,] no 450-470 °C Ha kpuBbix JITA HaOIHOAaI0T-
cs1 9K303((EKTHI, TaKXKe COMPOBOXKAAIOIIMECS MMOTepel Macchl 0OpasuoB. U3 cmecu
IPOAYKTOB TEPMUUYECKON JECTPYKIIUH, MTOJYICHHON B Pe3ylbTaTe M30TEPMUIECKOTO
BoeiepkuBanus MeyDitt[CoCl,] mpu 450 °C B TeueHue yaca, ObLIO BBIIEICHO HEepac-
TBOPHUMOE B BOJIC U B OOJIBIIMHCTBE OPTaHUYECKUX PACTBOPUTENCH COSAMHEHHUE Yep-
HOTO 1BETa, B KOTOpOoM MosibHOE cooTHornenne Co : Cl:S: N cocrasmsmo 1:1:2: 4.

Crnenyrommii ygactok (470-750 °C) xapakTepusyercss HAUIMYHUEM Ha KPUBBIX
JTA sk3oTepmuueckux 3¢ ¢dexktoB B obdnactu temrepatyp 550-640 °C, cBuumeremns-
CTBYIOIIMX OO0 OKUCIUTEIBHOU TEPMOJECTPYKIIUUA OOPa3yIONIUXCS MPOIYKTOB TEP-
Monu3a. Ha aToit cramuu mist Bcex TerpadpomokobanbratoB(ll) Ha kpuBbix TIT

Ha6HIOI(aeTC$[ OoJiee 3HAYUTEIHLHAS moTepss MaCChl, 4Y€M IJIs1 COOTBCTCTBYIOIINUX TCT-
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paxsopokobanpraTtoB(Il), 4To yka3piBaeT Ha ynajieHHWE TAJIOTEHOB HA JTOM JTarle.
Koneunbsim npoaykTom Tepmonu3a coenunenuit 25-36 apnsercs C030;,.

Takum 00pazom, B pe3ysbTaTe MPOBEIACHHBIX UCCIICAOBAHUN YCTAHOBIICHO, YTO
B OTJIMYHME OT MOJa, C KOTOPHIM OBUIM IMOJy4eHBbl KOMIUIEKCHI C MEPEHOCOM 3apsiia
[Co(RR'Dtc)s]-2l,, B3aumoneticteue [CO(RR'DtC);] ¢ xmopom i OpoMOM HOCHT
OKHCIIUTEIbHO-BOCCTAHOBUTEIILHBIA XapakTep M MPUBOJUT K 0OPA30BAHHUIO KOODPIH-

HAIIMOHHBIX coequHeHui kobaapTa(ll)
R S—S R
N N [eoxd)
R' S—S R' ,
rae R = R'= Me, Et, Cy, RR' = Pip, Hmi, Morph; X = Cl, Br.

[IpuunH pa3nIuyHON peaKIMOHHONW CIOCOOHOCTH pacCMaTpPUBAEMBIX Trajore-
HOB, KAK MHUHHMYM, JBE — 3TO YMEHBIIECHUE OKUCIHUTEILHON CIIOCOOHOCTH B PSAY
Cl, > Br, > |, u anTnbaTHOE M3MEHEHUE SHEPTUU CHII JUCIIEPCHOHHOIO B3aHMOICH-
cTBHs. bosbIINii 10 pa3Mepy M MOJAPU3YEMOCTH HOJ B 3HAYWUTEIIBHOW CTEIEHM CTa-
OMJIM3UPYET CBA3b MEKIY KPYIMHBIMUA U MATKUMHU JJOHOPHBIMH aTOMaMH CEPbI JTUTHO-
KapOaMaTHBIX JIMTAHIOB B COCTaBe MOJICKYy/spHbIX KomiiekcoB [CO(RR'Dtc)s]-2l,,
TOTJIa KaK MEHBIINE MO pa3Mepy U obianaromiyre 0oJjiee BHICOKUMHU PEIOKC-TIOTEH-
UajlaMi XJIOp U OpOM OKHUCJISIIOT MX J0 JIBYX3apsiAHbIX KaTuOHOB 3,6-1u(RR'-umu-
HHo)-1,2,4,5-Terparrana.

[Tonmkenne crenenu okucieHuss koOanbta(lll) mnpu B3aumoneicTBuU
[Co(RR'DtC)3] ¢ TakuMu OKHCIHTEISIMH, KaK XJIOp HJIA OpoM, OKa3ajioch BeChMa
HeoxuaHnHbIM. M3BecTHO, uTo nutnokapO6amatel Mapranma(lll), sxkeneza(lll) u Huxe-
ns(ll) okucnsroTes rajnorenamu g0 kommiekcos [M(RR'Dtc)s]” (M = Mn, Fe, Ni), B
KOTOPBIX (hopMaJibHAsI CTETICHh OKUCIICHUS KOMITJIEKCOOOpa30BaTeis MOBHIIIACTCS 10
+4 [279-284]. TTosTOMYy anpHOpH CIEI0BAIO OXKHIATh, YTO U JUTHOKapOaMaThl KO-
oanbTa(lll) Takxke OyayT okuchaThes 10 coeauHeHuit kodanbra(lV). OgHako 3TOrO
HE HaOJII0aI0Ch U3-3a BBICOKMX 3HAYCHHUN OKUCITUTENIbHBIX TTOTCHIINAJIOB TUTHOKAP-

0amaroB kooansTa(lll).

UccnenoBanrem Oomnbioro yucia (=80) auTuokapbaMaToB MEPEXOIHBIX dJie-



107
MEHTOB ObLiIa YCTAHOBJICHA B3aMMOCBA3b MCK/AY BCIMYHMHAMHW HX OKHUCIIHNTCIIBHBLIX

NOTEHIMAJOB U 3JIEKTPOHHOM KOH(HUTypaluel MOHA MeTalljia, a TakkKe MPUPOIon
3aMecTuTeNel y atoMoB a3zoTa [285]. 13 puc. 3.20 [285] Buano, uto B psaxy Cr(ll),
Mn(l11), Fe(lll), Co(lll) okucmuTenpHbIe MOTEHIMANIBI quTHOKapOamaToB xpoma(lll)
[tgg3] u kobanbta(lll) [t296] (C HamoOJOBUHY WM IIOJHOCTBIO 3alIOJHEHHBIM lg-1OJ-

YPOBHSAMH) 3HAYUTEILHO BhIIIe, ueM y koMiuiekcoB Mapradma(lll) u sxeme3a(lll).

9

-3

~
T
I
e
——
""—t-..\_____

« dibenzyl
® diisobutyl
\ s dicyclohexyl

1 — nubensum;

W | f," .\\ 2 — nudeHun,
oo i / ;/ . ‘\ 3 — mopdosuuu;
L / . \\\ \ 4 — MUPPOTUANHIIT,
oer :aﬁ \ ] \ 5 — MeTrIeHu;

6 — sTruipenm,

Oxidation potential v. Ag/AgCl

.\ I’/_z \ \-1 » 7 — TMMETHII,
\ PR \ 8 — MeTHII-H-0yTHII;
o6 S8 \ 9 )
L Sy 5 — AT,
¥ 10— 10 — nu-H-OyTH;
o5 V127713 11 i
§ / } — TIUTICPUTIIT;
S 14 — .
ol AT 12 — muu3o0yTH;
i/ 13 — 2-MeTHimUnepu NI,
| / 14 — nuuzonponum;
O3 /
Y 15 — nunukIorekcun

Crm Mnm Fem Com NiH Cu“
a® a* a® 4% 47 4% d°

d-electron population

Puc. 3.20. 3aBHCHMOCTb OKHCIUTEIBHBIX IOTeHIIMANOB (ameton, 0,1 M
Et;NCIO,) nuTHOKapOAMaTHBIX KOMIUIEKCOB OT JJICKTPOHHOW KOHQUTYpAIUH

30-MOHOB METAJLIOB M 3aMECTHUTENICH y aToMOB a30T1a [285]

Crenyer OTMETUTh, YTO, HECMOTPS HAa OTCYTCTBHE MPOCTON KOPPEISALHUA MEXK-

Ny peIoKC-TIOTeHIMalaMu W KoHcTaHTamu Tadta 3amectureneit RR', mms Bcex

JTUTHOKapOaMaTOB METAJLJIOB TepBoro nepexoanoro psjaa (ot Cr qo Cu) ycraHosieHa

HNACHTUYHAasA  3aBUCHMOCTH

(puc. 3.21) [57, 285-286].

OKHCJIIMTCIBHBIX IIOTCHIHAJIOB OT 3aMEeCTHUTEICH
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U3 puc. 3.21 BuaHO, 4TO y IUOCH3WIIUTHOKapOaMaTOB METAJIOB HanOoJee
BBICOKHE OKHUCIUTENbHbIC MOTEHINAIBI, a Y AULIUKIOTeKCUIAUTHOKapOaMaToB — ca-
MbIe HU3KHE. J[MankuiauTuokapOamMaThl 3aHUMAIOT MTPOMEKYTOYHOE TOJIOKEHUE, H,
MOCKOJIBKY MX OKUCIUTEIbHBIEC MOTEHIIMABI JOCTATOUYHO OJU3KH, TO HEBO3MOXHOCTh
BeiiencHus (RR'),Ditt[CoX,] s R = R' = Pr, Bu, ckopee Bcero, cBsizaHa ¢ IposBJic-

HUEM CTeprYecKuX 3(PPEKTOB yKa3aHHBIX 3aMECTUTETICH.

Egse of
0-7- Oxidation

Couple

+
3

0564

0-44
£ase of Oxidation
-—

Potential of Fe(R,R‘dtc)sl Fe(R,R'dtc)

0-9 10 141 12
Potential of Co(R,R'dtc)leo(H,R'dtc); Couple
Puc. 3.21. 3aBucuMocTs oKMcIMTeNbHBIX noTennuanos [Fe(RR'Dtc)s])/[Fe(RR'Dtc)s]”

u [Co(RR'Dtc);])/[Co(RR'Dtc)s]” ot 3amecTuteneil y aToMOB a30Ta B JUTHOKapOa-

MaTHbIX Juradax (amerosn, 0,1 M EtyNCIO,) [57]

N3BecTHO [3], 4TO THOJIBHAS TPYIIIAa B AUTHOKapOaMaTax OINpeAeNsieT UX BOC-
CTAaHOBUTEIIbHBIC CBOWCTBA, U OHHM JOCTATOYHO JIETKO OKHCIISIOTCS JI0 THYypamIH-
cynbumoB. He uckmoueno, uro u B3aumoseiicteue [COo(RR'DtC)s] ¢ xmopom mm
OpoMOM TakXe MPOTEKAET Yepe3 MPOMEKYTOUHOE OOpa3oBaHHE THYpaMIUCYIbhu-
JIOB C JaJbHEWIIMM HUX OKHCISHHEM a0 KaThoHoB 3,6-mu(RR'-umuumo)-1,2,4,5-
TeTpaThaHa, KoTopele cTadbunu3upyroT kobansT(ll) B coctaBe TeTparagoreHokoOab-
tat(ll)-uoHoB. Iy MpPOBEPKH 3TOTO MPEAINOJOKEHHsST ObLIO WU3YyU4EHO B3aMMOJICH-

cTBue rasiorean1oB kodanbsTa(ll) ¢ Tmypamaucynsdumamm.
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3.4. Penokc-peakuun Mexay coasamm kodanabta(ll) m Tmypamaucyiabdu-
AaMu
Ha npumepe peakiuu mexay CoCl, u MesTds u3ydeHo BIusHHE pacTBOPHUTE-
JIel, COOTHOIICHUS PEearupyomnuXx KOMIIOHEHTOB, TEMIIEPATYPhl HA COCTAB M BBIXOJ
o0pa3yrmuxcs mpoaykToB. [Ipu HCIOIb30BaHUN B Ka4eCTBE PAacTBOPHUTEINEH 3TaHO-
Ja WK CMECH dTaHoJI-XJa0podopm BeiaeneH Tonbko [Co(Me,Dtc)s]. Eciu ke cuntes
IPOBOAMUTH B allETOHE MM CMECSX aleTOH-XJIOPOhOpM, alleTOHUTPUI-XIOPOPOpM,
to, Hapsay ¢ [Co(Me,Dtc)s], oopasyercs u MeyDitt[CoCl,]. BapbupoBanue B mupo-
kux npeneiax (ot 6 : 1 1o 1 : 6) coornomrenus CoCl, : Me,sTds He nmpuBoamIIO K 00-
Pa30BaHUIO COCTMHEHUN IPYTOT0 COCTaBa, a MOBHIIIICHUE TEMIIEPATYPhI MPAKTHICCKH
HE BJIMSUIO HA BBIXOJ MPOAYKTOB peakiiuu. J{ist mosbienus Beixona MeyDitt[CoCly]
HE0OX0IMMO UCHOJb30BaTh 00e3B0keHHbIN COCl, 1 abcomroTHPOBaHHBIE PACTBOPH-
TE€JIM, TOCKOJBKY B BOJIe 00pa3yIOIIUiCs aHMOHHBIN KOMIUJIEKC PacTBOPSIETCS C pas-
JoxkeHueM. B pesynbTaTe mpoBeEeHHBIX 3KCIEPUMEHTOB YCTAaHOBJIEHO, YTO MaKCH-
manbHbIH Bbixon MeyDitt[CoCl,] mocturaeTcst mpu MpOBEACHUM PEAKIMH B CMECH
alleTOHUTPHI-XJ10podopM 1 MosibHOM cooTHorienuu CoCl, : Me,Tds paBubIM 4 : 5
(metonuka 2.9). Mcnonb3yst 3Ty METOJMKY, OBbLJIM CUHTE3UPOBAHbI JUTHOKapOaMaThl
ko0anpTa(Ill) 9-18 u coenunenus (RR'),Ditt[CoX,] 25-36. Crneayer nmoauepkHyTb,
gyro it R = R' = Pr, Bu, Bn; R = Et, R' = Ph ObL11 BbIEICHBI TOJIBKO COOTBETCTBY-
rorue qutrokapoamarsl kodaneta(lll), a oopazosanue (RR'),Ditt[CoX,], Taxke kak u
B ciydae B3aumozeiictBus [CO(RR'Dtc);] ¢ xstopom miam 6pomMomM, He HaOIHOIAT0Ch.
Wnentnanocts coequnennit (RR'),Ditt[CoX,], monydeHHbIx o MeToaukam 2.8 u 2.9,
a Takxe [Co(RR'Dtc)s], cunTe3npoBaHHBIX MO0 MeToaukam 2.4, 2.5 u 2.9, nmoarsep-
xaeHa POA (tabn. b.1). AHanMTryeckue TaHHbIe, CIIEKTPAIbHBIC, MATHUTHBIC U TEP-
MHYECKHE XapaKTEPUCTUKHN ITUX COCIMHEHUN IPUBEAECHBI B oapazaenax 3.1 u 3.3.
Takum o6pa3om, ycranoBineHHbIi (hakt odpasoBanus (RR'),DittfCoX,] B peak-
usix Mexay CoCl, wiun CoBr, u tuypamaucysibpuaaMu MOATBEPXKAACT MPEAIOIIO-
eHue o ToM, uyto B3aumozeicteue [Co(RR'Dtc)s] ¢ Cl, u Br, nmpoxoaut depes mpo-
MEXYTOYHYIO CTaJWi0 00pa3oBaHUs TUypaMaucCyibpuaoB. BaxHO OTMETHUTH, YTO

(RR"),Tds npu B3aumoneticteuu ¢ CoCl, unu CoBr, 0HOBpEMEHHO MPOSIBIISIOT Kak
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OKHCIUTENbHbIE (BOCCTaHOBIIEHHE 10 aHHMOHOB RR'DIC ), Tak U BOCCTaHOBUTENbHBIC
(oxucinenue 1o karrnonos (RR'),Ditt*") croiicraa.

B otimnune ot CoCl, u CoBr,, npu B3aumoneiicteuu Col, ¢ (RR"),Tds, rae R =
R' = Me, Cy, no meromuke 2.10 Obutn monydeHbl yeThipe mpoaykra: RR'Tmi[ls],
[Co(RR'Dtc)s]-1,, [Co(RR'DtC)s] u aimeMenTHas cepa. CocTaB BBIICICHHBIX COCIUHE-
HUIl YCTaHOBJIEH MO pe3yJbTaTaM 3JeMEHTHOro aHanu3a (Tabdmn. 3.1 u 3.17). Pentre-
Ho(ha30BbIN aHan3 coenuHeHuit 9, 37 u 39 (Tabu. b.1) mokaszan, 4To Kaxaoe U3 HUX
SBJIICTCSI MHIAUBUAYATBHBIM U XapaKTEPU3YeTCs] COOCTBEHHBIM HAOOPOM MEKILIOC-
KOCTHBIX PAaCCTOSIHUM M OTHOCHUTENbHBIX HHTEHCHUBHOCTEH. [ludpakTorpammel
[Co(Me,Dtc);], momyuenHoro mo Meroauke 2.10, a Takxke ApyruMu crocodamu (Me-
TOauKHU 2.4-2.6 1 2.9), HACHTUYHBI.

CorjacHO JaHHBIM 3JeMEHTHOro aHanu3a (tadur. 3.17), npoaykrel RRTmI[ls]
HE COoJiep>KaT B CBOEM cocTaBe KoOanbTa, a MoiabHOe cooTHomeHnne N : S @ | paBHO
1:1:3.93t1u coenunenus pactsopumsl B JIM®DA, JIMCO, anieToHUTpUIie, 3TaHOJIE,
HepacTBOpUMBbI B Boje. CpaBHEHHE 3HAYCHHM MOJISIPHOM 3JIEKTPOIPOBOTHOCTH HMX
0,001 M pactBopoB B anerorutprie (176 u 164 Om “cm’Momb © st Me, Tmi[ls] u
Cy,Tmi[l3] cooTBeTCTBEHHO) C TAOIMYHBIMH JaHHBIMU [267] MO3BOJISET OTHECTH ATH
SNIEKTPONUTEI K Tumy 1 : 1. DiekTpoHHBIE CHEKTphl moromeHus Me, Tmi[ls] u
Cy,Tmi[l3] momgo6ubel. B OCII aneronutpuisHOro pactBopa Me, Tmi[ls] (puc. 3.22)
HAOJIIOAIOTCS TOJIOCHI TIOTJIONIEHUs ¢ MakcuMyMamu nipu <360 u =290 HM, xapak-
TepHble A1 quuopounonar(l)-uona (my — Gu*- U 6y — cu*-nepexog:[m noHa [l3]). Ero
oOpaszoBaHuEe MPOUCXOAUT B pe3yibTare okuciaeHus I no I, u manpHeiero ux mao-
HOPHO-AKIIETITOPHOTO B3aUMOJICHCTBUSI.

JIJI BBISSCHEHUS] CTPOCHHSI OPTAaHMYECKUX KaTHOHOB OB IMPOBEJCH CPABHHUTEIb-
Hbiit anamu3 MK criektpoB RR'TmI[l3] (tab:. 3.18) u ucxomusix (RR'),Tds (tabm. 3.15).
B UK cnekrpax Me, Tmi[ls] u Cy,Tmi[l;] Tnoamunnas nonoca I cmemaercs na ~160
1 120 cM ' COOTBETCTBEHHO K 6OJIee BHICOKMM HACTOTAM IO CPaBHEHHIO C €€ IMO0JIO-

xenueM B criektpax (RR'),Tds. Cronp 3HaUnTEIFHOE CMEIIEHUE OJTHO3HAYHO yKa3bl-

+
BaeT Ha oOpaszoBaHue moJispHOU aABOMHON cBsizm N = C. BbICOKME 4acTOTHI IMOIJIO-

IICHHUS THOAMHMIHOM 1mostockl IV ¢ ocHOBHBIM BKjIagoM V(C=S), a Tak:Kke OTCYTCTBHE
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4. HM
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Puc. 3.22. DCII pactBopoB [Co(Me,Ditc),]J(NCS), B aneronutpumie (1),
Co(Me;,Dtc)s:I, B xmopodopme (2), Me, Tmi[ls] B ateronutpuie (3)

Tabmuna 3.18
OcHoBHbIe KoJIeOaTebHbIe YacTOThI B UK cnexkTpax npoayKkros

B3anmoneiicreust Col, m Co(NCS), ¢ Tmypamaucyanduaamu

TroaMuHbIE MOJOCHI, oM
Coenunenue

I ] Il v V
Me, Tmi[ls] 1656 1223 |1162, 1042 987 540
Cy,Tmi[ls] 1607 1250 |1158,1053| 1002 546
[Co(Me,Dtc)s] 1, 1525 1254  |1147, 1051 976 582
[Co(Cy,Dtc)s] I, 1474 1244 11151, 1056 998 582
[Co(Me,Ditc),](NCS), 1530 1247 |1146, 1057 962 o975
[Co(PipDitc)4](NCS), 1553 1242 |1134,1012 961 549
[Co(MorphDitc),](NCS), 1551 1243 1113, 1030 972 544

nojioc noromieHust B 001actu v(C—S) CBUAETEIBCTBYIOT O HAIMYHH CEPhI B THOHHOM
dbopme B cocTaBe KaTUOHOB.

B macc-cnektpax RR'Tmi[l;] HabmromaroTcss MHTEHCUBHBIC MMHKA HOHOB ¢ M/Z
254, cooTBeTcTBYIOIIHME MOJeKyle |, m ockojmouHbie ¢ M/Z 127, cOOTBETCTBYIOIIHE

[1]". TIpu HarpeBanuu Me, Tmi[ls] mosBasroTCa nuku noHoB ¢ M/z 215, 88, 73, 72, cu-
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JETENBCTBYIOMINE 00 00pa30BaHWM B pe3yJibTaTe TepMoJin3a 3-a3a-2-uoa0-3-MEeTHJI-
1-TrmoOyTeHa, pparMeHTanus KoToporo anajgorudna parmenranuu Me,Tds [287]:

CHs; " CH,

\

N-C=s| — N'=C=S — H3C—N=C=S8 — H,C=N"=C=S§
CH3 I CH3 *

m/z=215 m/z = 88 m/z="173 m/z="72

Ha ocHoBanuu IMOJIYYCHHBIX JOKCIICPUMCHTAJIbHBIX HAHHBIX IIPCAJIOKCHO CJIC-

Jyrolliee CTpoeHue katnoHoB RR'Tmi™:
R\
N'=C=S
R
Od4eBHUIHO, YTO UX 00pa30BaHME SBISIETCS PE3YJIHTATOM HYKJICO(PUILHON aTaKu THO-
KapOOHUJILHOTO aTOMa YIJIEpOJia HOAUI-HOHOM.
HccnemoBanne TePMHUYECKOH YCTOMYMBOCTH coeAuHeHnin Me, Tmi[ls] wu
Cy,Tmi[l3] moka3ajno, 4To UX TEpPMOJH3 MpoTeKkaeT ogHotunHo. Ha puc. 3.23. mus
npuMepa npuBeeHa aepuBatorpamma Cy, Tmi[ls].

Am, % TT T,-T,°C

]

[
S}

100 - . T .

Lh
L]
—
LA
(]
| ]
Lh
(o]
LF'S)
LA
(o]
s
L
L]
LA
Lh
(]

Puc. 3.23. lepuBarorpamma Cy,Tmi[ls]

[lepBoie sHmoTepMuYeckue mMUKH Ha KpuBbiX JTA coemunenuit RRTmiI[ls]

(Ta6m. 3.19) BBI3BaHBI IJIABJIIEHUEM BEIIECTB, UTO MOITBEPIKAACTCS KaK OTCYTCTBUEM
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Tabmura 3.19

Pe3yabTarhl TEPMUYECKOT0 AaHAIN3A NPOAYKTOB B3aMMOAeiCTBHA

Col, u Co(NCS); ¢ tnypamaucy.abpuiamMmu

HNnTepBai tem-

Tmax ¥ Trin 9K30- (T) A

CyMmapHas 1no-

(oeamHeHHe nepatyp, °C | sanoaddexros (), °C | teps maccsl, %
Me, Tmi[ls] 50-140 110 (}) 0
140-170 160 (]) 9,2
170-450 210 (1), 270 (1) 90,6
450-700 575 (1), 650 (1) 99,0
Cy,Tmi[ls] 50-195 125 () 0
195-255 225 (]) 14,5
255-400 300 ({), 330 (1) 82,9
400-550 495 (1) 97,5
[Co(Me,Dtc)s] 1, 50-275 270 () 38,3
275-430 340 (1) 71,3
430-750 600 (1) 87,5
750-860 835 (]) 90,9
860-950 935(]) 91,7
[Co(Cy,Dtc)s] I, 50-250 245 () 23,0
250-285 260 () 42,1
285-400 350 ({) 75,0
400-750 600 (1) 89,6
750-860 835 (]) 92,3
860-950 935(]) 93,1
[Co(Me,Ditc),](NCS), 50-165 135 (]) 7,8
165-220 205 () 20,1
220-360 280 (1), 330 (1) 67,5
360-600 470 (), 540 (1) 84,6
600-860 835 (]) 88,0
860-960 935 () 89,1
[Co(PipDitc)4](NCS), 50-165 120 () 8,3
165-240 195 (]) 22,4
240-420 295 (1) 67,2
420-670 435 (), 560 (1) 86,8
670-860 835 (]) 90,7
860-960 935 () 91,7
[Co(MorphDitc),](NCS), 50-155 140 () 12,7
155-240 220 () 28,9
240-415 295 (1) 68,8
415-640 425 (), 555 (1) 86,4
640-860 835 ({) 91,0
860-960 935 ({) 91,9
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M3MEHEHHST Macc 00pa3ioB Ha kpuBbIX 11, Tak u Bu3yanbHbIMEA HabMOMeHUIMH. CO-
enuaenne Me, Tmi[ls] Tepmudeckn meHee ycroiumBo, yem Cy,Tmi[ls]. Ero pasmo-
YKEHUE, COoIpoBOXarolieecs norepet 9,2% mnepBoHaYaIbHOM Macchl, HAYMHAETCS
okoio 140 °C, torma kak Cy,Tmi[lz] pa3naraercs npu HarpeBaHuu Bbime 195 °C
(motepst Macchl coctaBisieT 14,5%). I[Ipu naneHeitimem HarpeBanuu Me, Tmi[ls] (170-
450 °C) u Cy,Tmi[l3] (255-400 °C) npouCXOIWT MOJHOE yIaJICHHUE HOJa, YTO TMO/I-
TBEPKAAETCS CXOJAMMOCTBIO PACCUMTAHHBIX U HAO0JIIOMaeMbIX Ha KpuBbIX TI' yObuiei
Macc, a TakKe BU3YaIbHBIMH HaOMIOICHUSIMH. DKk30TepMuueckue 3 (EeKTsl Ha Kpu-
BbIX [ITA B o6mactu 450-700 °C o0ycCiioBIeHBI OKHCIUTEILHON TEPMOJACCTPYKIIUCH
00pa3yoIUXCs MPOTYKTOB TEPMOJIN3A.

B otimmunme ot peaknmii mexay [CO(RR'Dtc);] u nogom, B pe3ynbraTe KOTOPHIX
TIOJTYYCHBI MOJICKYJIIPHBIC KOMILJICKCHI ¢ MOJIbHBIM cooTHoIIeHueM [COo(RR'Dtc)s] : I,
paBHbIM 1 : 2, B uncio npoaykroB Bzaumojeictus Col, ¢ (RR'),Tds, rne R = R' =
Me, Cy, BXOZIT MOJEKYJISIpHbIE KOMIUIEKCHI C MOJIBHBIM COOTHOIICHHEM
[Co(RR'Dtc);] : I, paBEbIM 1 : 1 (Tabm. 3.17). OHKM XOpOIIO PaCTBOPUMBI B XJIOPO-
dbopme, 6enzote, aTmnanerare, MDA, aneronuTpuie, Xyxe — B 3TaHOJIE, TUITUIIO-
BOM 3upe, MPAKTHUYECKH HEPACTBOPUMBI B BOJIC.

UK cnektpsl 3THX coeauHeHuid (Tabn. 3.18) mMaio OTIAMYArOTCS OT CHEKTPOB
[Co(RR'Dtc)z] (taba. 3.10). Haubombiime W3MEHEHHs NpeTeprieBacT THOAMMIHAS
nonoca |V, cMemieHne KoTopoii Ha 5-15 ¢M © B HU3KOYACTOTHYIO 06IACTh YKA3bIBACT
Ha y4yacTue aTOMOB CEpbI (IOHOpA) B CBA3BIBAHUU C MOJIOM (aKLEMTOPOM).

Nzyuenue DCIT [Co(RR'Dtc)z]-l, B pacTBOpHTEIsIX pa3aIMyHONW MOJSPHOCTH
MOKAa3aJio, YTO Cpela OKa3bIBaeT CYIIECTBEHHOE BIUSHUE Ha TOJIOKCHHUE, NHTCHCHB-
HOCTb U (popMy mosioc noroienus. [lonoca Hu3koi nuHTeHCUBHOCTH TIpH 15600 cM
(puc. 3.22) o0ycnoBiIeHa MEPEX0IOM 1A1g - 1Tlg, XapaKTEPHBIM JUISI OKTadIpHye-
CKHUX HHU3KOCHUHOBBIX KomruiekcoB koOanbTa(Ill). Bropoit pa3zpemieHHslii mo cnuHy
Iepexo lAlg - 1ng B HemoJiApHbIX anpoToHHBIX pacTtBopuTensax (CCly, CgHeg,
CHCI,) mepekpriBaetcst 601¢e HHTEHCUBHOM OJIOCOM MOTIOMICHUS HOIA U IIPOSIBIIS-
eTcs B Buje mieda mpu ~21000 cM . B MOISPHBIX PaCTBOPUTEISX (ITUIALETAT, TET-

paruapodypan, IM®DA, aneToHUTpU) Ha 3TUX MMOJOCAX HAOIIOJAETCS THIOXPOM-



116
HbIit 9 dext. B To 5Ke BpeMst HHTEHCHBHOCTD MOJIOCKHI epeHoca 3apsaa (27800 cm V)
YBEJIIMYUBACTCSI CHMOATHO POCTY AMDIEKTPUUECKON MPOHHUIIAEMOCTH U aKIENTOPHOU
cnocobHOCTH pacTBopuTeneid. Takue namenenust B DCII 0ObsICHUMBI C TOUKH 3pEHUS
CYIIECTBOBAHHS B yKa3aHHBIX PACTBOPAX PABHOBECHIA:
[Co(RR'Dtc)s] + 1, = [Co(RR'Dtc)s] I, = [Co(RR'Dtc)sI]'I” = [Co(RR'Dtc)sl]" + I,
Ha CMEIIEHHE KOTOPHIX CYIIECTBEHHO BIHSET MPHUPOJA PACTBOPUTENS. BemuduHbI
MoJtsipHOi 3aekTporpoBoaHoctd [Co(Me,Dtc)s]-1, u [Co(Cy,Dtc)s]-1, B aeronntpu-
e (65 1 73 OM “-cM**MOJIb | COOTBETCTBEHHO) HIDKE, YeM IS JBYXHOHHBIX JJICK-
tpormroB (120-160 Owm “cm®monb 1) [267], cremoBaTelqbHO, B HAHHBIX CIYYasx
[Co(RR'Dtc)s1]'I” auccoruupyioT He HOTHOCTHIO.

Crpoenue [Co(Me;,Dtc)s] |, moaTBepKAeHO AaHHBIMHA PEHTICHOCTPYKTYPHOTO
uccienoanus (tadu. b.7-5.8). ITo nanasiM PCA B [Co(Me,Dtc)s] I, (puc. 3.24) npu-
cyTcTBYIOT sBa cuMmMmeTpuuHbix (Co-S(1) — 2,278(1) A, Co-S(2) — 2,274(1) A;
Co-S(5) — 2,265(2) A, Co-S(6) — 2,266(2) A) u onun acummerpuunsiii (Co—S(3) —
2,285(2) A, Co-S(4) — 2,268(1) A) muxmnsr {C0S,C}, uT0, BO3MOKHO, CBA3aHO C BO3-
HUKHOBEHUEM KOPOTKHUX MEXMOJICKYJIIPHBIX KOHTAKTOB MOJICKYJIHI |, ¢ aromamu ce-
pel rerepormknos (1(1)-S(1) — 3,228(1) A, 1(1)-S(5) — 3,858(1) A), npusoasmux K
nepepactpe/IeICHHI0 YJICKTPOHHONW IIOTHOCTH BHYTPH T€TEPOIMKIIA U K BOSHHKHO-
BeHUIO (OPMATIBHO “AUMEpU30BaHHBIX MOJIEKYI (puc. 3.25). Ilpu sTOM aToM cepsl

S(3), Bxoasmmii B COCTaB aCHMMETPUYHOTO ITUKJIA, UIMEET KOHTAKT C aTOMOM CEpBI

S(3) mpyroro ciuos (S(3)---S(3) — 3,506(1) A).

11A)

(o)

Puc. 3.24. Ctpoenne [Co(Me,Dtc)s] I,
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Puc. 3.25. ®parment ymakosku [Co(Me,Dtc)s] 1,

Otmerum, uto B otimuane ot [Co(Me,Dtc)s] I, MosieKysbl paHee oXapakTepu3o-
BauHbIX [CO(Me,Dtc)s] u [Co(Me,Dtc)sz]-21, coneprkann 1Ba aCHMMETPUYHBIX U OMH
CUMMETPUYHBIN YeThIpeXaToMHbIC XelaTHbie uKIbl {CoS,C}.

[To nmaneBEIM TepMmorpaBumeTpudeckux wuccienosannii Co(Me,Dtc)s]l, u
[Co(Cy,Dtc)s] I, (Tabm. 3.19, puc. 3.26) ycTaHOBICHO, YTO MPOIECCH UX PA3JIOKCHUS
HaunHatoTcs Bbie 200 °C ¢ yganeHus moaa. ITO MOATBEPKIACTCA KaK CXOIUMO-
CTBIO PACCUMTAHHBIX U HaOIIOJaeMbIX Ha KpUBbIX TI' yOblnel macc, Tak U BU3yallb-
HbIMU HaOmoneHusmu. [Ipu panbHeiieM HarpeBaHUM TEPMOICCTPYKIIMS ITHX CO-
CAMHCHUH MPOTEKAET CTYNEHYATO M OTJIMYAETCS OT COOTBETCTBYIOIIMX JUTHKapOa-
matoB kobanbTa(lll). Koneunsim mpoaykTom Tepmoinusa ssisercs: Co30,4, pasnara-
rommiics mpu HarpeBanuu Boime 900 °C o CoO.

Am. % r T.-T.°C

100 . 245tC . —— ; . .
50 150 250 350 450 550 650 750 850 950
T.°C

Puc. 3.26. JlepuBatorpamma [Co(Cy,Dtc)s] I,
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Takum 00pa3oM, B pe3ysbTaTe MCCIICOBAHHS B3aMMOJICHCTBHUS TaJIOTCHHUIOB
koOanmpTa(ll) ¢ THypamaucynbhuIaMu yCTaHOBJICHO, YTO YHCJIO U COCTaB 00pasyro-
IIMXCS TIPOAYKTOB 3aBUCAT OT aHWOHA. B CBSI3M C 3TUM MHTEPECHO OBLJIO BHIICHHTH,
KaK TIOBJIMSACT Ha XOJ] PEaKIMK 3aMeHa T'aJIOTSHUTHOTO aHWOHA Ha TICEBI0TaJIOTCHU/I-
Heii NCS'. Oxazanoce, yro mnpu B3ammopericteuun CO(NCS), c¢ (RR'),Tds, rae
R =R'= Me; RR' = Pip, Morph, (metoauka 2.11), napsay ¢ [Co(RR'Dtc)s], o6pa3sy-
1orcst koopauHarmonnbie coeauaerus [ Co(RR'Ditc),](NCS),, B KOTOPBIX 110 TaHHBIM
aneMeHTHoro aHanuza (tabia. 3.17) monsHOe cooTHomeHue Co @ N : S cocrammiser
1:10 : 14. Otu coenunenus pactBopumbl B [IM®DA, JIMCO, aneToHuTpuiie, aie-
TOHE, HEPAaCTBOPUMBI B BOJE. 3HAYCHMs MOJISIpHOU 3iekTponposogHoctu 0,001 M
pactBopoB coenuuenuii 41-43 B IM®A (153-163 Om -cm*Monb ©) 1 B aIeTOHHT-
pre (258-263 Om -cM**MOIIb 1) TUIHYHEI [UTS TPEXHOHHBIX IEKTPOInToB [267].

B macc-cniektpe [Co(Me,Ditc),](NCS), obnapyxen nuk noHoB ¢ m/z 178, co-
oTBeTcTByIomuii [Me,Ditc]”. O6pasoBanue >TUX MOHOB, BEPOSTHO, SBJIAETCS ClE]-
CTBHEM TEPMHUYECKOTO pa3jioKeHUs KoMmiuiekca. [Ipu nanbHEWIeM HarpeBaHHUU
HaOJII0AJIOCH MOCTEA0BAaTEeIbHOE OTIIEIUICHHE BYX aTOMOB cephl U (pparmenta SH,
a Ha OoJiee TIIyOOKHX CTaIHSIX — METHILHOTO 3aMECTHTEIS Y aTOMa a30Ta.

B 3aBucumocTtn ot cnocoba cBszbiBanus NCS-rpynmer Me,Ditc MoxxHO pac-
cMaTpuBaTh Kak auMmerwiantHokapdoamaTonsoTroranat (CHs),NC(S)SNCS wum
mumetrnauTruokapoamarotronuanat (CH3),NC(S)SSCN. B cBs3u ¢ 3TuM, TOTyIM-
MUPUYECKUM KBAaHTOBOXMMHUYSCKHM MeTogoM AMI mipoBefieHa ONTUMU3AIUS T'eo-
METPHUH aJbTePHATHBHBIX CTPYKTYP M PACCUYUTAHBI HMX KOJICOATCIIbHBIC CIEKTPBI
(puc. 3.28). Bemuumnbl monHbIX dHepruit  Monekya (CHj3),NC(S)SNCS wu
(CH3),NC(S)SSCN nocrarouno 6imsku (—8764 u —8769 kJ[>-MOJIb ~ COOTBETCTBEH-
HO) ¥ MOATOMY TPYAHO OTAATh MPEANOYTEHUE KAKOW-TMOO u3 CTpyKTyp. OmHako
CpPaBHCHHE PACCUYMTAHHBIX KOJICOATEIHHBIX CIIEKTPOB ATHUX COSAMHCHHU C DKCIIEPH-
meHTanbHO noaydeHHbM UK cniektpom [Co(Me,Ditc),](NCS), (puc. 3.27) He ocTas-
JSIeT HUKaKUX COMHEHUH, 4yTo Me,Ditc crieayer paccmMaTpuBath Kak JUMETHIAUTHO-

KapbaMaTon30THOILIMAHAT.
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Puc. 3.27. Paccuntannsie (1, 2) u skcnepuMeHTaigbHbie (3) KoJeOaTelbHbIe
cnektpel  coemamnenuit:  (CH3),NC(S)SSCN (1), (CH3),NC(S)SNCS (2),
[Co(Me,Ditc),](NCS), (3)

* BBepXy LIKaJIbl H300paskeHbl BCe BO3MOXKHBIE KOJIeOaTeNbHbIe IIEPEeX0/ibl, @ BHU3Y — TOJIb-

KO pa3pelicHHEIC.
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V3kue uHTeHCHBHBIE MoJockl npu 2057, 2069 u 2067 cM ¥ crabble MOIOCHI
npu 832, 836 u 835 cM ' B MK criektpax coexuuenuii 41, 42 u 43 COOTBETCTBEHHO
oOycnosnensl V(CN) u v(CS) uzotnonunanatasix rpynn. Konebanusm 6(NCS) otse-
qaroT moocH mpu 476-478 cm . B UK crektpax [Co(RR'Ditc),](NCS), (tabu. 3.18)
THoamuaHas nojoca | HaGmonmaercs mpu 0oJiee BBHICOKMX YacTOTax, a THOAMUIHAS
nosioca IV — npu Oosiee HUZKUX, YEM B CIEKTpPaX COOTBETCTBYIOIIUX TUYPAMAUCYIb-
bunoB (tabdmn. 3.15) u nutnokap6amaros kobansTa(ll, 111) (Tadm. 3.3, 3.10). CnenoBa-
TesbHO, KoopauHaiuss RR'DItC B paccMaTpuBaeMbIX KOMIUIEKCAX OCYIIECTBIISACTCS
qepes THOHHBIE aToMbI cepbl. ITomocs! mpu 308 u 303 cm * B MK crekTpax coemme-
Huil 41 u 42-43 COOTBETCTBEHHO OOYCTIOBJICHBI BaJCHTHBIMHU KOJEOAHUAMU CBSI3EH
Co-S.
CriocoOHOCTh THYPaMANCYIb(PHUI0B CBA3BIBATHCS C IIEHTPAIBHBIM aTOMOM Ye-
pe3 ZiBa aToMa cephl, 0 KOTOPOM coo0Ianocy B mojapaszaene 1.3, mo3BoysieT npero-
710%uTh, uTo oOpazoBanuio [COo(RR'Ditc),](NCS), mpeniiectByer OuaeHTaTHAs KO-

opaunarus (RR'),Tds k kodansry(ll) (puc. 3.28).

R S-S R

3Co(NCS), + 5 N~< >/~N —
/ \
s § R

R O7% R R S-N=C=S S R
\ S—S / \ / \ /
——> N N +NCS——= N-C + C-N —
1/ o / A\Y 4 \
R \ I R R' S S R'
SO S \
Co Co
dparMeHT PparMeHT
MPOMECIKYTOYHOTI'O KOMJICKCa
KOMJIEKCA [Co(RR'Ditc)4](NCS), |
[ /R__R |
N S
— [Col| _l_ NG (NCS), + 2|C8[ »—N
S~ S C§S S R'/;
4

Puc. 3.28. Cxema o6pazoBanus [Co(RR'Ditc),](NCS), u [Co(RR'Dtc)s]
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[Tpu sTOM CBSI3M S—S YMIMHSIOTCS, a 3JCKTPOHHAS TUIOTHOCTh HA yKA3aHHBIX
aToMax cepbl moHmxaercs. B pesynprare HykineodmisHoi ataku NCS-noHamu THOB-
HeIx aTtoMoB cephl B (RR'),TdS mpoucxoaut pas3pbiB KOOAIbTCOACPIKAIIMX CEMH-
YICHHBIX LUKIOB M 00pa30BaHHE HAa MATpHIIE MOHA METajla YeThIpeX TUTHOKapOa-
MaTOM30THOLIMAHATHBIX JIMTAHJ0B, KOOPJAUHUPOBAHHBIX MOHOJCHTATHO Y€pe3 TUOH-
HbIE aTOMBI cepbl. B kauecTBe yXopsIieil rpynmbl BBHICTYMAeT AUTHOKapOaMaT-UoH,
CTaOMJIM3AIMH KOTOPOTO Crioco0cTByeT 00pa3oBanue ycroiunoro [Co(RR'Dtc)s].

Benuunnbl s¢¢extuBHbiX MarHuTHBIX MoMeHTOB [CO(RR'Ditc)4](NCS), mpu
KOMHATHOM TeMmIieparype cocTaBisoT 4,36-4,44 M.b., 4TO yka3bIBaeT Ha BBICOKO-
cnuHoBoe cocTtostHue kobOanbTa(ll) B kommimekcax. B CIHO coenunenuit
[Co(RR'Ditc)4](NCS), mposBisioTcst JBE IMOJIOCHI ¢ MakcuMyMmMamMu mpu 7520 wu
15750, 16900 cM ', otBeuaromme mepexomam ‘A, — “T1(F) u *A, — *Ty(P) B Terpasa-
pudeckux komruiekcax kobanbTa(ll). [Tomockl BbICOKOI MHTEHCUBHOCTH B KOPOTKO-
BostHOBOM obsactu DCII coenunennii 41-43 B aneronutpuiie (puc. 3.22) cBsi3aHbI C
n— n*-, N &> ¢*- u T - n*-nepexogaMu MeXIy OCHOBHBIM M BO30Y>KJIEHHBIM CO-
CTOSTHUSIME IeKTpoHHOM cucteMbl RR'Ditc u NCS™.

Hccnenosanue mporecca Tepmuueckoro pasnoxenus [CO(RR'Ditc),](NCS),
MOKa3aJio, YTO MX TEPMOJIM3 MMEET CXOAHbINM xapakrep (Tabdn. 3.19). Kak BugHO u3
puc. 3.29, Ha KOTOPOM TIpeNCTaBlICHAa THIMHWYHAS 1A coenuHenuid 41-43 nepuBaro-
rpamma [Co(Me;,Ditc),](NCS),, MexaHu3M HX TEPMHUYECKOTO Pa3IoKEHHUs T0CTATOY-
HO CJIOKEH, Ha YTO yKa3bIBaeT OoJiblioe ynucio tepModpdextoB Ha KpuBbix JATA u
CTyneHel yoblih Macchl Ha KpuBbIX TT.

[lepBble cTaguu pasIoOKEHUs] XapaKTEPUIYIOTCS SHIAOTEpMUUYECKUMH S Pek-
tamu nipu 125-135 °C u He3HaunTenpHOM yObUThiO Macchl (8-12%). Bropas crynens,
peanu3yromiasics B uatepBaie 155-240 °C, takke IpoTeKaeT ¢ MOTIOMECHUEM TETUIO-
Tbl. OcHOBHas yObUIb Macchl (40-48%) otmeuaetcs B unTepBaiie 220-420 °C. Dk30-
b dextrl Ha kpuBbIX I TA ¢ Mmakcumymom nipu 540-560 °C 00yca0BII€HbI BEITOpaHU-
eM (IeCTpyKIIMeil) OpraHu4ecKOil COCTaBISIONIEH KOMIUIEKCOB M OOpa3oBaHUEM B

KauecTBE KOHEUHOTo npoaykTa Coz0y.
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Am, %

TT

100

Puc. 3.29. JlepuBatorpamma [Co(Me;Ditc),](NCS),

Oco0OeHHBIN HHTEPEC MPECTABIISIO UCCIIEIOBATh PEAKITUN MEXKTY COJISIMHU KO-
oanbta(ll) 1 TMYpamManCyabhUIaMU, 3aMCHHUB TraJIOTEHUIHBIC (TICEBIOTATIOTCHUTHBIC)
aHUOHBI, 00JAJAIONIIE BOCCTAHOBUTEIBHBIMUA CBOMCTBAMM, HA KHCIIOTHBIE OCTATKH
KHCJIOT-OKUCIUTENeH. Y cTaHoBleHo, uto B3auMoaeicTBue CO(NO3),:6H,0 ¢ terpa-
METHATHYPaMIUCYIbOUIOM TpoTekaeT ¢ oOpasoBanueMm kak [Co(Me,Dtc)s], Tak u
POIYKTOB TiIyObokoro okucienus Me,Tds (meTonuka 2.12). B pe3ynbrare peakuuu
o1 mosrydeH CoSOy, 7H,0. Tlporecc conmpoBoXKaaacs BBIACICHUEM Ta3a, KOTOPBIM
npu B3auMmojeiicTBun ¢ pactBopoM FeSO, masan Oypsiii ocanok [Fe(H,0)sNO]JSO,,
U3 4ero CleAyeT, YTO BBIACISAIOMUICS ra3 spisercs okcuaoMm azota(ll).

[Tpu B3aumopeiicTBun pactBopoB nepxsopata kobansta(ll) ¢ Me,Tds B arte-
toHe, Hapsany ¢ [Co(Me,Dtc)s], oOpa3yercs coequHEHHE PO30BOrO 1[BETa, COCTAaB KO-
TOPOTO YCTAHOBUTH HE YAAIOCH, TIOCKOJIBKY IIPH TOIBITKE BBIACIHUTH €0 B TBEPIOM
BHU/IE BEIIIECTBO JICTOHUPOBAJIO.

Takum 00pa3om, yCTaHOBJIEHO, YTO B3auMozeiicTBue coisieid kobambTa(ll) c
TUYypaMIUCyIb(PUIaMU BCET/Ia COMPOBOXKIAETCS OKHCIUTEILHO-BOCCTAHOBUTEIIbHBI-
MU Tiporieccamu. O0mmM T Bcex peaknuid siBisiercst oopazoBanue [Co(RR'Dtc)s], a

COCTaB U YMCJIO OCTAJIBHBIX IPOAYKTOB 3aBHUCAT OT IIPHUPOABI AHHOHOB.
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X =Cl, Br [Co(RR'Dtc)3] + (RR"),Ditt[CoX,]

X=L o [Co(RR'Dtc);] + [Co(RR'Dtc)s]-I, + RR'Tmi[l3] + S

X =NCS

CoX, + (RR"),Tds » [Co(RR'Dtc)s] + [Co(RR'Ditc)4](NCS),

X:NO3

» [Co(RR'Dtc);] + CoSO, 7H,0 + NO + ...

X = €04 |Co(RR'D1C)s] + ...

BbiBoabI K pa3zaeny 3

1. ITpu B3aumoetictBum cosei kobanpta(ll) ¢ muTHOKapbamaTamMu MIETOYHBIX
METAJJIOB B BOjie 00Opa3yroTcsi auTuokapOamarsl koOanbsTa(ll), a B oprannueckux
pactBoputenax — autuokapoamartsl kobampTa(lll) (cM. cxemy Hmke). Jutnokapba-
Matbl koOanbTa(ll) ycTOHYMBEI B TBEpJIOM BHJE, HO MPU PACTBOPEHUM B OpraHUYe-
CKUX PACTBOPUTENSAX OKUCIAIOTCS 10 AuTHOKapOamaToB kobanbTa(lll).

2. B pesynbrate peaknuii B3aumozaerictust [Co(RR'Dtc)z] ¢ nogom odpasyror-
cst Mosiekyssipabie komiuiekcebl kobaibTa(lll) [Co(RR'Dtc)s]-21,, a ¢ xmopom u 6po-
mMoM — coeaunenns kobdaabTa(ll) (RR'),Ditt[CoX4], B KOTOpPBIX KAaTHOH MPEICTABIISACT

co0o¥ OKHCIIEHHYIO (DOPMY AUTHOKAPOAMATHOTO JIMTAH/IA:

H,0

——» [Co(RR'Dtc), ]
2+ ' - Opr X=1 '
Co“" + RR'Dtc - —— [Co(RR'Dtc)s]-21,
' XZ
—>Opr. [Co(RR'Dtc)s] LB R S—§ R
- ) T \ ’
p-Tenn — N=< >=N lC0X4]
R’ S—S R’

3. Bzaumonetictue comneit kodansTa(ll) ¢ TMypamaucynshumamMmu Bo BCeX CIIy-
YasxX, HE3aBHUCHMO OT MPUPOJLI aHWOHOB COJICH, 3aMECTHTEICH y aTOMOB a30Ta B
(RR"),Tds, pacTBOpuTENEl, COMPOBOXKIACTCS BOCCTAHOBJICHHUEM THYPAMIUCYJIb(OH-
JIOB JI0 AUTHOKapOaMaToB (TOMOJU30M CBsi3u S—S), okuciaeHuem kobanbsTa(ll) mo xo-
oanpTa(lll) u oopasosanuem [COo(RR'Dtc)s]. BriepBbie yCTaHOBJICHO, YTO B 3aBHCH-
MOCTH OT aHHOHOB coJjie Hapsmay ¢ BoccrtaHomieHueM (RR'),Tds momonHmTEensHO
MPOUCXOAAT CIICAYIONIUE MPEBPAICHUS THYPAMIUCYIb(OHUIOB:

® OKWCIICHHE [0 JBYyX3apsaHbix kKatnoHoB  3,6-nu(RR'-umunno)-1,2,4,5-
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TeTpaThaHa (XJopu, OpoOMuI);
e riybokoe okucienue 10 SO~ , NO (uutpar);
e pasphB cBazeit C—S ¢ o6pazoBanneM RR'N'=C=S u cepsI (noaun);
o mnykineodumibHas ataka NCS-moHaMH THOJTBHBIX aTOMOB CEpbl B THYpPaMJIH-
cyabbuaax ¢ oopasoanneM RR'NC(S)SNCS (poganun).
4. Ha ocnoBanuu nanubix UK, snextponnoit, XANES, EXAFS cnexrpocko-
Ui 1 MarHeTOXMMHUHU ycTaHOBIIeHO, uTo coeaunenus [Co(RR'Dtc),] — nuskocnuno-
BbIE (lopy = 2,19-2,45 M.B.) ¢ HCKa)K€HHBIM IUIOCKOKBAJPAaTHBIM CTPOEHUEM KOOP-
nuHanronHoro y3ina CoS,. Brepsseie onpenenensl aaunbl cBsa3eit Co-S (2,22-2,26 A)
1 PacCTOSHUS MEKIy KOOAIbTOM U yrieponaamu (2,73-2,74 A).
5. Tepmonus nutnokapOamatoB kobanbTa(ll) u xkodansra(lll) mpoTekaer oHO-
THUITHO:

[Co(S,CNRR),] = CoS —> C0SO, — C0;0, — CoO

Kaxymuecss sHeprum akThBanuu tonoxumudeckux mporeccoB [Co(S,CNRR'),] —
CoS (n = 2, 3) BO3pacTalOT C MOBBINICHHEM CTCIIEHU OKUCJICHUS KOMILJICKCO00pa3o-
BaTeNsl M yIJTMHCHUEM LN aJIKHMIIBHBIX 3aMECTUTEIICH.

6. OnpeneneHbl MOJICKYJIIPHBIC M KPUCTAIMYECKHE CTPYKTYPhI KOMILIEKCOB
[Co(Me,Dtc)s]-21, u [Co(Me;,Dtc)sz] l,. B kxpucramne [Co(Me,Dtc)s]-21, mexmorexy-
JNApHBIE PACCTOSHUSA cepa-HoJ| B CIIOSAX ONM3KM K BenuuuHe 3,82 A, a Mexay crnosmu
OHU HEOObIYaHO KopoTKue. JmHbl cBsizeit CO—S cumMOaTHBI y4acTHIO aTOMOB CEPHI B
MEKMOJICKYJIIPHBIX KOHTAKTaX.

7. B pactBopax coemunenuii [CO(RR'Dtc)s]-nl, (n = 1, 2) ycraHaBauBaroTCs
PaBHOBECHS: UCXOAHBIC KOMIIOHEHTBI = MOJICKYJIIPHBIA KOMILJICKC ~— MOHHBIH acco-
IIMaT < WOHBI, Ha CMEIICHUE KOTOPBIX CYIIICCTBCHHO BJIHSCT MMPUPOIA PACTBOPHUTEIIS.

8. BzammopeiictBue [CO(S,CNRR')3] ¢ xmopom (OpoMoM) HpOTEKAET 4epes
IPOMEKYTOUHOE 00pa30BaHUe TUYPAMIUCYIb(PUIOB ¢ 00pa30BAHUEM BBICOKOCIIUHO-
BBIX (Wgp = 4,63-491 M.B.) koopauHammoHHBIX coexuHeHHl KkoGambra(ll)
(RR"),Ditt[CoX4], B KOTOpBIX KOMILIEKCOOOpa30BaTeihb HAXOAUTCS B TETpadapHue-
CKOM OKPYXCHHH YETHIPEX TaIOTeHUIHBIX MOHOB, a BHEIIHAS cdepa MpefCTaBiIsIeT

co0oit IByx3apsaaHbIi kaTnoH 3,6-mu(RR'-umMunno)-1,2,4,5-rerpatnana.
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9. Ocob6ennoctrio peakuuu Mexay Co(NCS), u tnypamaucynbhumsaMu sSBisi-

ercs oOpazoBaHHMe Ha Mmarpuile moHa Mmetamuia detbipex jsmrannoB RR'NC(S)SNCS,
KOOPJIMHUPOBAHHBIX K K0OanbTy(ll) MOHOIEHTATHO Yepe3 THOHHBIC ATOMBI CEpBI.
Coenunenus [Co(RR'Ditc)s](NCS), — BeicokocnuHOBBIE (W, = 4,36-4,44 MLB.) ¢

TETpa’IPUYECKUM CTPOCHUEM KOOpAMHAIIMOHHOTO y31a C0S;.

OcHOBHbBIE HAy4HBIC PE3yNbTaThl paszena 3 omyOJuKoBaHBI B paboTax [258,

288-293].
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PA3JIEJI 4
®YHKIUOHAJBHBIE CBOICTBA KOOPJUHALIMOHHBIX
COEJUHEHUI KOBAJIBTA(II, 111) C IPOU3BOJIHBLIMU
JTUTUOKAPEAMOBOI KUCJIOTBI

Heocnabeatomuii uHTepec K AUTHOKapOAMAaTHBIM KOMIUIEKCAM MEPEXOIHBIX
METaJIOB OOYCIIOBJIEH HE TOJBKO MX CTPYKTYPHBIM MHOTOOOpa3reM, HO U MHUPOKUM
CHEKTPOM BaXXHBIX B MPAKTUYECKOM OTHOIICHUU (HU3UKO-XUMHUYECKUX CBOMCTB.
[TponsBoaHBIC AUTHOKAPOAMOBOM KHCIOTH M KOOPAWHAIIMOHHBIC COSAMHEHUS Ha MX
OCHOBE HCIIOJIB3YIOT B OPTAHMYECKOM CHHTE3€ (KaTaJIu3aTopbl), aHATUTHICCKON XU-
MUU (peareHThl Pa3IMYHOTrO IEJIEBOr0 Ha3HAUCHUS ), IPOU3BOJICTBE PE3UHBI (YCKOPU-
TEIW BYJKAHU3AIMA KaydyKOB), TEXHUKE (MHTUOUTOPHI KOPPO3WH, MPHUCAIKH-
AHTUOKCUIAHTHl K MOTOPHBIM MacjaM, CBETOUYBCTBUTEJIbHBIC TOOABKU K MOJIUMEP-
HBIM IUJIEHKaM, MPEeKYpPCOPbI CYIb(UIOB MEPEXOAHBIX METAIUIOB I MOJIYYSHUS T10-
JYTPOBOJHUKOBBIX U JIFOMHUHECIICHTHBIX IJICHOK ), XHMHUYECKOW TEXHOJIOTHH (peareH-
ThI 111 KOHIIEHTPUPOBAHMS, SKCTPAKIIUU U Pa3/ICNICHUs JIEMEHTOB), MeIUIIMHE (pa-
JTUOTIPOTEKTOPHI, MpenapaThl aHTHOAKTEPHATILHOTO JICUCTBHS), CEITHCKOM XO3SHUCTBE
(cpencTBa XUMHUYECKOW 3allIUTHI PACTEHUM OT BpeauTenei), ouonoruu (Monenu dep-
MEHTOB ¥ HHTEpMEAUATOB) U T.1. [3, 294-296 u np.].

[Tpon3BogHBIC TUTHOKAPOAMOBOM KUCIIOTHI 00JIaal0T BeChMa IIMPOKUM CIIEK-
TPOM OMOJIOTHYECKOW akKTUBHOCTH. Cpenu HUX HalaeHbl GyHTUIMIBI U TePOUIIHIBI,
WHCEKTHIMIBI U aKapUITUABI, 3001 IbI, HEMATOILH/IbI, PETYJIATOPBI POCTA U Pa3BUTHS
HACEKOMBIX, PETYJISTOPbl pOCTa PACTEHM, cpeicTBa OOpPHOBI ¢ 0OpacTaHUEM MOp-
CKUX CYyJIOB, aHTUJIOTHI T€POUIIUIOB, OAKTEPUITUIBI U BEIIECTBA C APYTHMMH BUIAMU
akTUBHOCTH [294, 296].

HccnenoBanne CHHTE3MPOBAHHBIX paHee Ha Kadenpe oOmIe XUMUU U TIOJH-
mepoB OHY umenu U. . MeununkoBa koopauHanMoHHbIX coequHenuit [CoLX;], rae
L = amuael autnokapbamoBoit kucinotel; X = Cl, Br, I, NCS, mokasano, 4to oHH
MPOSIBIISIIOT BYJKAHU3AIMOHHYIO, KATAUIUTHYECKYI0 W OMOJOTUYECKYI0 aKTUBHOCTU

[297]. B pasButhe 3THX HCCIEIOBaHHUI Ieecoo0pa3Ho ObLIO M3Y4YUTh (DYHKIIHO-
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HaJIbHBIE CBOMCTBA MOJYyYEHHBIX B JaHHOW paboTe KOOPAMHAIIMOHHBIX COCAMHEHUN
koOanbTa(ll, 11l) ¢ mpousBoAHBIMU AUTHOKAPOAMOBOM KUCIOTHI U BBIIBUTH 00JIACTH

uX 3QPEKTUBHOTO MPAKTUYECKOTO MPUMEHEHUS.

4.1. Karaaurtnyeckasi aKTUBHOCTb JUTHOKAPOAMATHBIX KOMILJIEKCOB KO-
oaabTa(lll) B ycjioBusIX paaiukaabHOii MOJUMEpPU3aLMU CTHPOJIA

B nacrosiiee BpeMsl aKkTyaJbHOM 3aJady€ii XUMUU BBICOKOMOJEKYJIAPHBIX CO-
€AMHEHUI U CBSI3aHHBIX C HEW oTpacieil HepTeXUMUYECKON POMBIIIEHHOCTH SIBIISI-
eTcsl pa3paboTka HOBBIX A(P(EKTUBHBIX PEryISTOPOB POCTa IIEMU HA OCHOBE METaJ-
JIOKOMIUIEKCHBIX COEIMHEHHM, CIIOCOOHBIX BIMATh KaK Ha MOJEKYJISIPHO-MAaCCOBBIE
XapaKTEPUCTUKHU TIOJMMEPOB, TaK U HA CTPYKTYPY CUHTE3UPOBAHHBIX MaKPOMOJIEKYII.
OpHum n3 HanboJiee MHTEPECHBIX, IEPCIIEKTUBHBIX U CPABHUTEIBLHO MAJIOU3yYEHHBIX
HaIpaBJIeHU KOHTPOJIUPYEMOrO0 CHHTE3a MOJIMMEPOB B YCIOBHUSX PaJAUKAIHHOTO
WHUIMAPOBAHUS SIBJISIETCS TOJIMMEPHU3alMsl B MPUCYTCTBUU MHUPEPTEPOB — COCIU-
HEHUI, OJHOBPEMEHHO OCYIICCTBIIIOMINX WHUIMUpoBanue (initiation), mepemauy
(transfer) u oOpwIB (termination) emnmw.

WNHTepec K M3yYEHHIO KaTaJIUTHYECKOTO BIMSHUS JAUTHOKAPOAMATHBIX KOM-
riekcoB kobanpTa(lll) Ha pacman mMUPOKO UCTIONIB3YEMBIX B TPOMBIITUIEHHOCTH HHU-
UATOPOB (IIEPOKCUIOB, TUAPONEPOKCUIOB, AUA30COEAUHEHUH, TIEPpIUPOB) B YCIIO-
BUSIX PaIMKATbHON MOJMMEPU3AMU CTUPOJIa BbI3BAH HECKOJbKUMU MPUYNHAMHU.

Bo-niepBbIX, opraHn4eckre COeAMHEHHUs, coAepKallue JUTHOKAPOAMOUIbHYIO
rpynmny, Takue Kak JTUTHOKapOamaThl U TUYpPaMAUCYIb(UIbI, SABIAIOTCS 3(PPeKTHB-
HbIMM areHTamMu ‘KMBOM~ TOJIMMEpHU3AllMM M BBICTYNAIOT B KadyecTBe HHU(eEpTe-
poB [298-299].

Bo-Bropbix, qutnokapbamarsl kodaneta(lll) MoryT BeTynmate B penokc-peak-
IIMU, BOCCTAaHABIMBAsACH 10 coequHeHnit kobanpTa(ll) mim oKuCssiCh 10 KOMIUIEKCOB
kobanpra(lV) [57, 126-127]. Tak, Hampumep, 3JICKTPOXUMHUYECKOE OKHCICHHE
[Co(RR'Dtc)s] B atteToHuTpHIIe IPOTEKAET IO MeXaHu3my [126]:

[Co(RR'Dtc)s] = [Co(RR'Dtc)s]” + e
2[Co(RR'Dtc)s]" — [C0,(RR'DtC)s]” + okxucneHHbIi turany
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[Cox(RR'Dtc)Ls]” + 2CH;CN — [Co(RR'Dtc)s] + [Co(RR'Dtc),(CH3CN),]*

O6pasyromuecs [Co(RR'Dtc)s] u [Co(RR'Dtc),(CH3CN),]" crioco6HbI moBTOp-
HO OKucHAThCA. ClieoBaTENbHO, MOXHO OHUJATh MPOSIBICHUS KAaTAIUTUYECKOIrO
BIUSIHUS UTHOKapOamMaTHBIX KoMmiuiekcoB kobampTa(lll) Ha pacmaa oprarmdeckux
WHUIIMATOPOB U, KaK pe3yJbTaT, YBEIUYEHUSI CKOPOCTH MOJUMEPU3ALUNN BUHUIOBBIX
MOHOMEPOB, UHUIITUUPOBAHHOM TAKUMHU CUCTEMaMHU.

Bre16op B kadecTBe 00BEKTOB HCCieIOBaHUs nuTHOKapOamaToB kooambTa(lll)
0OyCJIOBJIEH TaK)K€ MX BBICOKOM PacTBOPUMOCTBHIO B MOHOMepe. OcOOEHHBI HHTEpeC
npezactapisoT koMiwiekesl [CO(RR'DtC)s]-21,, B cocTaB KOTOPBIX BXOIUT CIaOOCBsI-
3aHHBIA MOJICKYJISIPHBIA HMOJ — aKTHBHBIA akKIenTop cBoOOAHBIX paaukanoB [300].
Takue coequHeHUs B Mpolieccax MOJMMEPU3ALUM CTUPOJIa MPEANOI0KUTEIHLHO MO-
T'YT UTPaTh JBONCTBEHHYIO (MHTUOUPYIONTYIO M aKTUBUPYIOUTYIO) POJIb.

C uenbio BeIOOpa Haubosiee 3PHEKTUBHON MHUIIMUPYIOLIEH CUCTEMBI Ha TEp-
BOM JTarle UCCIEA0BaHUS ObUIO M3YYEHO BIIMSHUE MPHUPOJbl MHUIIUATOPOB HA CKO-
pocTh mosuMepu3aluu ctuposia B npucyrctBuu [Co(Me,Dtc)s]. YcranosieHo, 4to
CKOPOCTh TOJIMMEPHU3ALIMKU U MOJICKYJIIPHBIE MAcChl MOJUCTUPOJIA MPAKTUYECKU HE
MEHSIOTCS P UHUIIMUPOBaHUHU 2,2-a30-0uc-u300yTuponutpmwioM (DIBN) unu nep-
OKCHUJIOM JUKYyMUJIa, MPOIIECC 3aMEJIIEeTCS MPU MCTOIB30BAHUH TTEPOKCHIA OCH30U-
Ja ¥ YCKOpSIETCS B cliydae TpeT-OyTuiinepOeH30aTa Wil TuAPONepoKcuaa KyMmoJa.

Jlst mpoBeieHUs JadbHEHUIINX UCCISAOBAaHUI B KQUeCTBE HMHUIIMATOPOB BhIOpA-
el TBPB u CHP, o6ecnieunBaroriyie BBICOKHE CKOPOCTH MOJUMEPHU3AIIANA CTUPOJIA.

N3yyeHnne KMHETUKU MOJIMMEPH3AIIMN CTUPOJIa, HHUIIMUPOBAHHOW CHCTEMaMH
[Co(Me,Dtc);]-TBPB (1) u [Co(Me;,Dtc)z]-21,-TBPB (l1), moka3sano, 4to xapakrep
TIEPBUYHBIX KHHETHYECKUX KPHUBBIX OMPEIEIsIeTCS KaK KaYeCTBEHHBIM COCTaBOM, TaK H
KOJINYECTBEHHBIM COOTHOIIICHHEM KOMIIOHEHTOB HHHIIMUPYIOIIUX cucteM (puc. 4.1).

[Ipu mHunMupoBaHuu cucremoi |, B kotopoil koHieHTpauus [BPB 3naum-
TEJILHO TpeBbimaeT KoHneHTpauio [Co(Me,Dtc)s] (puc. 4.1, kpuBas 2), B nepBbIe
MUHYTBI HA0JIFOIaeTCsl HEOOJBIITOE CHUKEHUE CKOPOCTH TOTMMEPHU3AIUH 110 CPaBHE-
HUIO C CUCTEMOM, I/ie KOMILIEKC OTCYTCTBYeT (puc. 4.1, kpuBas 1). 3atem HacTynaeT

YCKOPEHHE MOJIMMEPU3ALUU, U MPOLECC MPOTEKAET C BBICOKOM MOCTOSHHOM CKOpO-
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CTBIO 10 OoNbIIMX TIIyOWH TipeBpamienus (> 75%) 06e3 SIBHO BBIPAKEHHOTO TE€Ib-

s dexra.

S, %
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Puc. 4.1. 3aBucuMOCTb TIyOMHBI MOJMMEpPU3AIUN CTHPOJIa OT BPEMEHU IPHU
368 K. Crgpg = 5-107 Monbr . Konnentpanus komriekcoB kodansTa(lll) (MO )
1 -0 2 - 110" [Co(Me,Dtc);]; 3 — 2,510° [Co(Me,Dtc)s]; 4 — 2,510

[Co(Me,Dtc)s]-21,; 5 — nomonuurensHOe BBeacHUe TBPB

XapakTep KUHETHUYECKUX KPUBBIX MEHSETCS Ha S-00pa3HbIil 10 Mepe yBeInye-
Hus kourenrpanuu [Co(Me,Dtc)z] B cucteme (puc. 4.1, kpuBas 3). Kak u B mepBoM
cily4ae, CKOPOCTb MOJMMEpPHU3alMi HAa HAYalbHOW CTaJANKN HECKOJIbKO HHMKE, YEM MpU
WHUIIMAPOBAHUYU UHANBUAYaTbHEIM | BPB. [lanee HabmonaeTcs 3HAYUTEIBHOE YCKO-
peHue, a 3aTeM NMOCTeNeHHOE 3aMeJIEHHE Mpoliecca.

XapakTepHO OCOOEHHOCTHIO MOJIMMEPHU3AIMKU TPU HCIOJIB30BAHUM CUCTEMBbI
Il sBasieTcss HaNMMUYME YETKO BBIPAKEHHOTO MEpUOja MHTUOMPOBAaHUS, B TEUCHHUE KO-
TOpOro nojmMepusanus He Habmonaaercs (puc. 4.1, kpusas 4). Ilo ucteuennu 3Toro
NepHoJia XapakTep KNHETUYECKUX KPUBBIX U3MEHSETCS CUMOATHO KMHETHKE TTOJIUMeE-
pHU3alUM CTUPOJIa, MHUIIMMPOBAHHOM cucTeMoi .

AHaU3upys NOJIy4EHHbIE NAHHBIE, MOYKHO NPEANOI0KUTh, YTO HE3HAYUTENb-
HOE CHW)XEHHE CKOPOCTH IMOJIMMEPH3aLMU CTUPOJIa B HAayajle IMpOLiecca CBSA3AHO C

poTeKaHWeM Ha 3ToM dtare peakiuu Mexay [Co(Me,Dtc)s] u TBPB (viu npoaykra-
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MU €ro pacrajza) ¢ oopa3oBaHreM akTHBHBIX HHTepMenuaToB [Co(Me,Dtc)sz]... TBPB,
KOTOpbIE TEHEPUPYIOT B CHUCTEMY CBOOOIHBIE paauKkaibl jerye, ueM |BPB, uto co-
IPOBOXKIAETCs ycKopeHueM monmMmepuszanuu. O B3anmonericteuu [Co(Me,Dtc)s] ¢
TBPB (w1 mpoJlyKTaMu €ro pacrajia) OJJHO3HaYHO CBHJIETEILCTBYIOT U3MECHEHUS B
OCII pacTBOPOB MHULIMUPYIOITUX CUCTEM B CTHPOJIC (pHC. 4.2), 3apeTUCTPUPOBAHHBIX
Cpa3y ke IocJie MPUroTOBJICHUS pacTBOPOB U MX HarpeBaHus npu 368 K B Teuenue 5-

15 MuH (BpeMeHHU Hayana yCKOPEHUs OJTMMEPHU3ALIIH).

A, HM
350 400 500 600 700 800
3 | L L | | L 2
3 15 B
lé 2 “.'é
S s
5 1A
S 1 S
& L 05 ©
0 0
12

Puc. 4.2. DneKTpOHHBIE CHIEKTPHI MOTJOMIECHUS PACTBOPOB HWHUIIUUPYIOIIUX
cucteM B crupone. Konmentpauus xommiekcoB kobamsta(lll) 2,5:10°, a TBPB —
5107 momp-1 . 1 — [Co(Me,Dtc)s]-21,~TBPB, 2 — [Co(Me,Dtc)s]-TBPB, cpasy mocie
npurotosicHus pactBopos; 3 — [Co(Me,Dtc);]-21,-TBPB umu [Co(Me,Dtc);]-TBPB,

rociie HarpeBaHus pacTBopoB npu 368 K B Teuenue 15 u 5 MUH COOTBETCTBEHHO

B OCII cBexenpuroToBleHHbIX pacTBOpoB (puc. 4.2, kpusbie 1, 2) momocsl
. 1
HU3KOW WHTEeHCHUBHOCTU mpu <~15600 cM = 0OyCIIOBIEHBI XapaKTEPHBIM JJIs OKTa-
HAPUYECKUX HUBKOCIIMHOBBIX KoMIUIekcoB kobambTa(lll) mepexomom 1Alg - 1Tlg.

. . 1 1
Bropoli paspemeHHbli 10 cruHy nepexon Ay —> “Tog 11 cucremsl | mposiBusiercs B

Buze mieya npu ~21000 cM L

, a 1 Il oH mepekpbIiBaeTCs MOJIOCON MOTJIOUIEHUS
CBOOOJIHOTO HOJa, O0Opa3ylolerocss B pe3yiabTare 4YacTUYHOM JUCCOIHALIUU

[Co(Me;,Dtc)s]-21,. TTonockl BICOKOH WHTEHCHBHOCTH B KOPOTKOBOJHOBOHM 00JacTh
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CIEKTpa CBSI3aHBI C BHYTPUKOH(PHUTYPAIIMOHHBIMU TIEPEXOaMH IIEHTPAIBHOTO aToMa
U C MEPEHOCOM 3apsjia MEXIy aToOMOM KoOaibTa M aTOMaMH JUTHOKapOaMaTHOU
rpyninsl. J{ns cuctemsl |l Ha 3TH OSI0CHI HaKIaIBIBAETCS MHTEHCUBHOE MOTJIONICHUE
¢ MakcumymoM tipu ~27800 cM Y, XapakTepHOE JJIsl KOMILJIEKCOB THOKAPOOHMIBHBIX
COEJIMHEHUI C MOJOM U CBSI3aHHOE C MIEPEHOCOM 3apsijia.

HarpeBanue pacTBOpOB MHUIIMUPYIOIIUX CUCTEM MPUBOJIUT K TUIICOXPOMHOMY
CJIBHTY TI0JIOC, 00YCIIOBIICHHBIX 0—0-1epexoaaMu, U CONPOBOKIAETCS THITOXPOMHBIM
addexTom Ha Becex mosiocax. [Ipu aTom criekTpsl pactBopoB cucteM | u |l craHoBsT-
csl UASHTUIHBIMA (puC. 4.2, KpuBasi 3), 4TO yKa3bIBaeT Ha 00Opa3oBaHUE B OOOMX CITy-
Jasx OJIHUX M TeX ke uHTepmeanaron [Co(Me,Dtc);]... TBPB.

VYBenuueHne KOHIICHTPALUU JUMETHIIUTUOKAPOAMATHBIX KOMIUJIEKCOB KO-
oanpra(lll) B cocraBe HHUIIMUPYIOLIUX CUCTEM MPUBOAMUT K TOMY, YTO MOCJE YCKOpe-
HUS MPOIEcca CO BpPEMEHEM CKOPOCTh MOJUMEpHU3allud yMeHbinaercs (puc. 4.1, kpu-
Bas 3). Yem Oonbmie cootHomenue Ceoqry © Crgps, TEM pe3de 3aMeUIAETCS MPOLIECC
MOJIMMEPHU3AIMN CTUPOJIa HAa MEHBIIECH TIIyOMHE mpeBparieHus. MoXHO MPEeAroso-
KUTh, YTO CHIDKEHHE CKOPOCTH MPOUCXOAUT M3-3a ObICTpOro pacxomoBanus [BPB.
JI7st TOATBEPIKIACHUS 3TOTO MPEOIOKEHUS B OJIMH U3 THJIATOMETPOB TIOCIIE 3aMe/I-
JICHUS TTOJMMEepU3aIiii ObUIO BBEACHO HEeOoJbIoe KoaudecTBo BPB, uro BBI3BasIO
yBEJIMYEHHE CKOpocTU mporiecca (puc. 4.1, kpusas 5). CienoBaTenbHO, 00pa3yrONIu-
ecsi B pe3yabTare B3aumojericteus [Co(Me,Dtc)s] ¢ TBPB (mmu npoaykramu ero
pacnana) uatepmeanatsl [Co(Me,Dtc);]... TBPB akTuBHpYIOT mpoiiecc paankanoo0-
pa3oBaHMs TOCie BBEAEHUS B cucTeMy HOBBIX nopuuii TBPB. Kpurepuem yuactus
TUX HMHTEPMEINATOB B PEAKIUU SBISICTCS S-00pa3HBIA XapaKTep KHHETHYECKUX
KPUBBIX HAKOIUICHUS TIOJMCTUPOJIA, HAOTIOJAEMBIN B YCIOBUAX, KOTJa CKOPOCTH 00-
pasoBaHus U pacxoioBanus natepmeauaTos [Co(Me,Dtc)s]... TBPB consmepumsi.

YeTko BBIpaXEHHBIN MEpUO MHTHOUPOBAHUS TIPU UHUIIMHUPOBAHUU CUCTEMOMN
Il (puc. 4.1, kpuBas 4) BbI3BaH NMOSIBJICHHEM B CUCTEME MOJIEKYJISIPHOTO noza (“‘cuert-
yprKa” paauKalioB), oOpasyromierocs B pesynbrare aucconuanuu [Co(Me,Dtc)s]-21,,
YTO COIJIACYETCSl C XapaKTepOM €ro 3JIEKTPOHHOTO crnektpa (puc. 4.2, kpuBas 1) u

JIAHHBIMH, TIPUBEICHHBIMHU B mojpasnene 3.2. IIpoaomKkuTenbHOCTh 3TOr0 Mepuoja
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npsiMo mponoprroHansHa koHnerTpanuu [Co(Me,Dtc)s]-2l, u o6paTtHO pomnopumo-
HajubHAa KoHUeHTpauuun TBPB wu Ttemneparype. IloCTOSHCTBO COOTHOILIEHHSA

ClcoMe,btc)] 21, /Tr CBHACTEIBCTBYET O TOM, YTO HOJ] PACXOLYETCS TOIBKO HA Peak-

IIUIO C TIPBUYHBIMU pajuKaiaMu, oOpasyromumucs mnpu pacnazae 1BPB. Ilocne 3a-
BEpIICHUS Mepruoia MHIMOUpoBaHus (IOJTHOE PAaCcX0JI0BAHUE MOJIEKYJSIPHOTO HOJA)
MOJIUMEPU3AIIHS YCKOPSAETCA M MPOTEKAaeT aHAJOTUYHO MPOIECCy, HHUIUUPYEMOMY
cucremoii |. CnegoBarensho, [Co(Me,Dtc)s]-21, oka3piBaeT kak HHIHOUPYIOIIEE, TaK
U aKTUBUpYIOIIee BiausiHue Ha pacnan | BPB, uto mo3Bosiser Ha HaYaIbHBIX CTAAMSIX
MOJIUMEPU3AINH POBOIUTE MPOIECC B KOHTPOIUPYEMBIX KHHETUIECKOM M TeMIIepa-
TYPHOM pEXHMaXx.

VBenuuenue xkonueHtpauuu 1BPB B cucremax | u |l mpu mocrossHHOM co-
JEp)KaHUM TUMETUIINTHOKapOaMaTHbIX KomIuiekcoB kobanbta(lll) crmocobctByeT

POCTY CKOPOCTH MOJIUMEpPU3AIUU CTUpoa (puc. 4.3).

Wrm-104, MoJTb- T et 1
S .- "
. ,”’.’¢ . 2

12 -
p ///
8 - °
- ///
44
1
4 7
/I
0 T T T T T T T T T T
0 0,0 0,0 0,0 0,0 Crgpg, MOJBT "

Puc. 4.3. 3aBUCUMOCTb CKOPOCTH MOJUMEPU3ALUNA CTUPOJIA, MHUIIMUPOBAHHOMN

cucremamu [Co(Me,Dtc);]-TBPB (1) u [Co(Me,Dtc)s]-21,-TBPB (2), oT koHIeH-

tpauuu TBPB mpu 368 K. Konuenrpauus kommiekcos kobansta(lll) 2,5-10° mompur ™

B To xe Bpewms, 3aBUCUMOCTb CKOPOCTH MOJHMMEPU3ALMNU OT KOHIICHTPAIIUU
KOMILIEKCOB IMPHU MOCTOSSHHOM cojiepxkaHun 1 BPB Hocut skcTpemanbHbIi Xapaktep

(puc. 4.4). Makcumym pgocturaercst mpu COOTHOWCHHSX  Come,pig,) - Crape U

C[Cc,(,\,lethC)ey].2I2 ' Cigpg paBHbIX 1 : =20 1 1 : =30 COOTBETCTBEHHO.



133

4 1 -
W0 10%, Mompet-c?
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0 1 2 3 4 CC0(|||)-103, MOJIbJT

Puc. 4.4. 3aBUCUMOCTB CKOPOCTH MOJUMEPU3ALNNA CTUPOJIA, MHULIMMPOBAHHON
cucremamu [Co(Me,Dtc);]-TBPB (1) u [Co(Me,Dtc);]-21,-TBPB (2), oT koHIieH-

Tpanuu komiuiekcoB kodansTa(lll) mpu 368 K. Crgpg = 5-102 momp- *

C yBenuuenueM cojepkanus komiuiekcoB koOanbta(lll) B coctaBe nHuMIMU-
PYIOIIMX CUCTEM MOJEKYJISIPHBIE MAacChl 00pa3yrOMIerocss MOJUCTUPOIIA CHUKAIOTCS
4
ot 1,38-10° 10 2,2-10* (puc. 4.5).

M-10'4, "MOJIb ™

0 T T T T T T T T T T
3 -
0 1 2 3 4 C[CO(,VIeZDtC)S],2I2 -10°, monb1t

1

Puc. 4.5. 3aBucuMocTb MONEKYISIPHON MACCHI TOJIMCTUPOJIA OT KOHLIEHTPALINH
[Co(Me,Dtc)s]-21,. Temnepatypa mnonumepusanuu crtupona 368 K, konBepcus —

20%, Crgpg = 5-107% Moy

[To-Bunumomy, komrekcbl kobanpTa(lll) yuacTByroT, kKak MUHUMYM, B JIBYX

mpolieccax: karanuse pacnanga 1BPB, a taxke B 00OpbiBe 00pa3yronnxcs mermei.
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OpuHaKkoBbIE 3HAYEHUS CKOPOCTEH MOMMMEpPU3aLMUd M MOJEKYJISPHBIX Macc

HOJIUCTUpOJIa TIpu wHHIMHpoBaHuu cuctemoi [Co(Me,Dtc);]-DIBN wu wHau-

BunayansHeiM DIBN ykassiBatoT Ha TO, uTo [CO(Me,Dtc)s] He BiuseT Ha MPOIECCHI
pocTa Lenewu.

[IpenmytiecTBa UCTONB30BaHUA HHUIHPYOMHX cucteM | u |1 mo cpaBHEeHHIO

C UHIUBUAYyaTbHBIM | BPB HarmsgHo AeMOHCTpHUPYET 3aBUCUMOCTH CKOPOCTH TTOJTH-

MEpHU3alliK CTUPOJIa OT Temueparypsl (puc. 4.6). I3 npencraBiieHHbIX Ha puc. 4.6 3a-

BHCHUMOCTEH BHJIHO, YTO MPUMEHEHHE dTUX CHCTEM IO3BOJISET MPOBOAUTH MOTHME-

PHU3AIMIO0 CTHPOJIA C BBICOKUMH CKOPOCTSIMU IIPA YMEPEHHBIX TEMIIEpATypax.

4 -1 -1
Wiox-10%, MONIB T *C

14 -
12 -
10 -

338 353 368 T,K
Puc. 4.6. 3aBUCUMOCTb CKOPOCTH MOJUMEPU3ALNNA CTUPOJIA, MHULIMMPOBAHHOMN
cucremamu [Co(Me,Dtc);]-TBPB (1), [Co(Me,Dtc);]-21,-TBPB (2) u TBPB (3), ot
temnepatypbl. Konuentpanus TBPB 510 a xommiekcoB kobamsta(lll) — 2,5-107°

-1
MOJIb*JI

Cpennue 3¢ (deKTUBHbIE 3HAYEHUS SHEPTUM AKTUBALMU MOJIUMEPU3ALUOHHOTO
mporiecca CHIKAITCS 0T ~93 npu nuummupoBannd TBPB 10 ~76 n ~69 k[ Moib
npu uHunuupoBanuu cucremamu | u Il cooTBeTcTBEHHO.

3amena [Co(Me,Dtc);] na [Co(Et,Dtc)s] B coctaBe nHuIMupyromieii cuctems! |
HE OKa3bIBAa€T CYLIECTBEHHOI'O BIUSHUS HA KMHETUKY MOJMMEPU3ALMH CTUpOJIa. Xa-

PAKTECPp NCPBHUYHBIX KMHCTUYCCKHUX KPHUBLIX, d@ TAKIKC YHCJICHHBIC 3HAYCHHA KHHCTH-
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YEeCKHMX MMapaMeTPOB MOTUMEPH3AINN, HHUIIMUPYEMOH dTUMH CHCTEMaMH, J0CTaTOY-
HO OJIU3KH.

M3ydeHne KUHETHKM IOJMMEPH3AlMN CTHPOJIA, HWHUIMHPOBAHHON CHCTEMOI

[Co(Me;,Dtc);]-CHP, noka3ano, 4To CKOPOCTH IOJMMEPHU3AIUH ¥ HHHUIIMAPOBAHHUS

3aKOHOMEPHO BO3PACTAIOT C YBEJIMYCHHEM KOHIICHTpALMi KaK KaTalu3aTopa, Tak H

uHunuatopa (tabm. 4.1).

Taomuma 4.1
KuHeTnueckue napamMerpbl NOJUMEPHU3AIUN CTUPOJIA, HHUIMUPOBAHHOM

cucremoii [Co(Me,Dtc)3;]-CHP npu T = 368 K

CCHP~102, MOJIBJT — C[Co(MeZDtc)3] -10°, Mmonp-1 - Wnon'104, Momb- ¢t | W,,-10°
5 0 3,68 0,80
5 0,25 4,15 1,02
5 0,5 5,11 1,54
5 1 5,65 1,88
5 2,5 6,39 2,41
5 10 8,07 3,84
1 2,5 3,30 0,64

2,5 2,5 4,57 1,23
7,5 2,5 7,85 3,64
10 2,5 8,97 4,75

Meronom Bant-I'odda npu 368 K ¢ rcnonbp3oBanreM Jorapu@MUIEecKUX aHa-
Mop$03 19Woex = (19 Coome, o051 ) TPH Copp = 5107 mombr ™ 1 1gWoo, = FI9Ccyp)
mpu Cieome,bioy] = 2,510 Momp-1 * (puic. 4.7) ompeseneHsl MOPAIKHA PEaKIHH: IO
CHP - 0,44 u o [Co(Me,Dtc);] — 0,17. Ux apoOHbIe 3HAUYCHUS CBUICTEILCTBYIOT B
MOJIb3Y LIETTHOTO MEXaHU3Ma MOJMMEpPHU3alUUd CTHPOJIAa, UHULIUUPYEMON CHCTEMOM

[Co(Me,Dtc);]-CHP. BenuunHa KOHCTaHTBI CKOPOCTH HWHHIIMUPOBAHMS ITOJMMEPH-

samun pasHa (3,14£0,3)-107,
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19Ccrp (19 Ciooqvie,Dte),))
Puc. 4.7. Jlorapudmudeckue anamopdo3ssi ripu 368 K:
1 = 19Wrox = F(I9 Cicopme, o1y, )» Conp = 51077 Mo
2 = 1gWion = f(19CcuP), Ceopve,bi),] = 255" 10" momp-r

CrnemyeT OTMETUTH, YTO MEXAHU3M KAaTAIUTUYECKOTO BIHMSHHS AUTHOKapOaMma-
toB KobOanbTa(lll) Ha pacman Tper-OyTmimnepOeH30aTa U THUIPOIEPOKCHUIA KymoJia
paznuueH. Ha 3To yka3bIBalOT JaHHBbIE KUHETHUECKHUX OMNBITOB IO Pa3sI0KEHUIO
TBPB u CHP, kartanusupoBannoMmy nautuokapOamatamu koOambta(lll), B cpexe
XJIOpOEH30J1a WK ATUIOEH30J1a, SIBISIOIIMXCS MOJEIIMU MOHOMepa ctupona. U3
puc. 4.8 BUHO, 4TO pacxogoBanue TBPB B oTcyrcTBUM ausTHiauTHOKapbamara Ko-

oanbTa(lll) mMporcXoaUT ¢ HEBBICOKOM CKOPOCTHIO.

10 -+ - -1,0
- 9
= - -1,1
¥a)
5 8 i
£y -2
= O
o O 13 2
S ° L 1.4

4 ’

3 T '1,5

I I I I
0 50 100 150 200 250 300

T, MHH.

Puc. 4.8. Kunernueckass xpuBas (1) pasmoxenuss TBPB B xmopOensosne

(T =358 K, Ceogt,nie,) = 8,8-:10* Momb-1 ) M ee momysnorapudMUYECKas aHAMOP-

do3a (2)
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[Tpu BBenennu B peaktop [ Co(Et,Dtc)s], ormedenHom Ha puc 4.8 3HaUKOM ““|”,
HAYMHACTCS WHTEHCHUBHOE Pa3JIO’KEHUE TPeT-OyThimnepOeH30aTa. XapakTep KHHETH-
qecKkoil KpuBoi pacxomoBanusi 1BPB mo 60%-Hol cTeneHn KOHBEPCHH CBHUICTEIb-
cTByeT 0 ToM, uto peakims mexny [Co(Et,Dtc);] u TBPB ¢ Teuennem Bpemenu cy-
IIECTBEHHO HE OCJIOKHSIETCS TPOIECCOM J€3aKTHBAIMM KaTaln3aTopa. 3HAYCHHE
MICEBIOMOHOMOJICKYJISIPHON KOHCTAHTBI CKOPOCTH Pa3JIOKEeHUS TPET-OyTUITIEpOeH30-
ata B orcyrctBun [CO(Et,DtC);], paccuntaHHOE 1O TaHTEHCY yIJla HAKJIOHA 3aBUCH-
mocti 1gCrgpg OT T, cocraBimser 1,19-10° ¢ ', B To Bpems Kak B MPUCYTCTBHH
[Co(Et,Dtc)s] ee 3nauenue pasro 1,02:10* ¢
Wuas kapTHA HAOJIOIAETCS MPH U3YYCHUH KUHETHKHU Pa3jIoKCHHs THIPOIIep-
OKCHJIa KyMOJIa, KaTaJIu3upOBaHHOTO AuTHOKapOamaramu kobanbta(lll). [Ipensapu-
TEJIbHBIMU OIBITAMU YCTAaHOBJIEHO, YTO B TeMmneparypHoM auanazone 343-363 K
pacxonoBanne CHP B cpene xyopOeH30ia wim 3THIOCH30J1a HE TIPOUCXOANT C 3a-
METHOU CKOPOCTBIO JI0 TEX TOp, IOKa B CHCTEME OTCYTCTBYET Katanu3aTop. [Ipu BBe-
nenun B peakrop [Co(Me,Dtc)s] nnm [Co(Et,Dtc);] naunnaercs pasmoxxenune CHP,
COITPOBOXTAOIIICECS YMEHBIIICHHEM ero KOHIICHTparui. Knaetndaeckas KpuBasi pas-
noxenus:t CHP, karamusupoannoro [Co(Me,Dtc)s], B atunbenzone (puc. 4.9) cocro-
UT U3 JIByX YYacCTKOB: Ha mepBoM rryomHa pacxomoBanusi CHP cocraBnser 15% ot

ucxoauoit kounentpanuu CHP 3a =50 muH, a Ha BTOpom — 6o1iee 80% 3a ~90 MuH.

Cchp 102, MOJTB-IT
19Cchp

o O N W s~ 01 oo N

0 20 40 60 80 100 120 140

T, MHUH

Puc. 4.9. Kunernueckas kpusas (1) pasnoxenus CHP B stmnbenzone (T =

353 K, Cieopme,bioys] = 610 monb1 *) 1 ee momymorapudmmdeckas anamophosa (2)
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AHanornyHasi kapTuHa, T.e. pasinoxenue CHP ¢ pas3nnyHOil CKOpOCTBIO Ha
JBYX ydacTkax, HaOmomaetcs u npu 3ameHe [Co(Me,Dtc)s] na [Co(Et,Dtc)s], a Tax-
e ITHIIOEH301a Ha XJIOpOEH301.

PacxonoBanne CHP ¢ paznuuHoi CKOpPOCThIO B HAYajie U B KOHIE KaTaTUTUYe-
CKOTO Tpoliecca CBHUJIETEIBCTBYET O MOCTENIEHHOM O0pa30BaHUU aKTUBHOU (HOPMBI
Karanusatopa. Ecnu Obl paszioskeHue THAPONEPOKCHIa KyMoJja IMOJ BIAUSHUEM JU-
trokap6amaToB koOanpTa(lll) ocymecTBasoch MO MexaHU3MYy ¢ BHENTHEC(hHEpPHOM
nepeaayde 3JEKTPOHOB, TO MPOIECC PACXOI0BAHUS MHUIIMATOPA HAUMHAJICS OBl cpa-
3y C BBICOKOH CKOpOCThI0. ClieZlyeT OTMETHTh, YTO BO BPEMS OITBITOB ITPOUCXOIHT
MU3MEHEHHE OKPACKU PAacTBOPOB C 3€JIEHOM HA PO30BYIO, XapaKTEPHYIO I COETUHE-
uuit kobanpra(ll). [IpudeM Bpems OJHOTO Mepexojia OKPaCKU PacTBOPOB COBIAAET
C OKOHYaHUEM IIEPBOM M HadajgoM BTOpou cranuu pasnoxenus CHP. Moxuo npen-
NOJI0XKTh, uTo peakiusa Mexay [Co(RR'Dtc);] 1 CHP npotekaer aHaioruyHo B3au-
MozeicTBuio qutuokapdbamatos kobansTa(lll) ¢ xmopom mwinu GpomMoM, OMCaHHOMY B
nozapazaene 3.3. OHa CONMPOBOXKIAETCS OKUCICHHEM AUTHOKApOaMaTHBIX MOHOB JI0
JIBYX3apsaHbIX KaTHOHOB 3,6-mu(RR'-umunamno)-1,2,4,5-terpatnana u o6pazoBaHueM
KOMIUTEKCHBIX aHMOHOB koOanbTa(ll), KoTophie, BUAMMO, U KaTAJIU3UPYIOT MPOIIECC
pacnaga CHP. Dto cornacyercs ¢ nuteparypubiMu qanusiMu [301] o Gosee BbICOKOI
Karanutudeckon aktuBHocTu koOanpTa(ll) mo cpaBHenuto ¢ kobansToM(IIl) B peax-
IIUSX OKHCJCHUS YTJIEBOJOPOJOB C OOpa30BaHHWEM THIPOIIEPOKCHUIOB. BemuduHbI
MICEBJIOMOHOMOJIEKYJISIPHBIX KOHCTAHT ckopocTter pacnaga CHP, karainn3npoBaHHOTO
[Co(Me,Dtc)s], mpu 353 K Ha mepBoM u BTOPOM ydacTkax coctaBisor: Ky = 6,4-10°°
c'uK,=3410" ¢’ Barunbensone; K; =9,2:10° ¢ ' u K, = 3,1-10* ¢ * B xsop6en-

sone. Yneno karanmurtnaeckux UMKIOB (ACchp/ Ceope,pic),] ) HA TIEPBOM YHACTKE PaB-

HO 21 u 25, a Ha BTopoM — 70 1 60 B 3TH0€H30J1€ U B XJIOPOEH30JI€ COOTBETCTBEHHO.

[To 3aBUCUMOCTH KOHCTAHT ckopocTel pasznoxkenuss CHP, kaTanu3npoBaHHOTO
[Co(Me,Dtc)s] B xmopoensone (puc. 4.10), oT TemnepaTypbl pacCYMTAHbI 3HAYCHHUS
3¢ (GEeKTUBHON 3HEPTMH aKTHBAIIMM HA PA3IMYHBIX cTagusx mpomecca: Ey(l) = 108
KI[)K-MOJH{l, E,(II) = 62 KI[}K-MOJH{l. [TonydyeHHbIE 3HAYECHUSI MEHBIIE SHEPTUU AK-

THBanUK Tepmudeckoro pasiaoxerus CHP (E, = 125 x/lx-monb - [302]). Crexosa-
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TenbHO, B npucyTcTBUU [COo(Me,Dtc);] nmporecc mpoTekaeT ¢ MEHBIIIMMHU SHEPro3a-
TpataMu B 00sacTu HeBhICOKMX Temmeparyp (343-363 K), mpu KOTOpHIX MHIUBUY-

anpHblid CHP 3ameTHO HE pacnagaercs.
IgK
-25 -

'515 T T T T
2,75 2,80 2,85 290 TYi103 Kt

Puc. 4.10. Jlorapudpmuyeckasi 3aBUCUMOCTb KOHCTAHT CKOPOCTEH peakiuil Ka-
-2 -1,
tanutuueckoro pasznoxkenuss CHP ot temmepatypel: Ceup = 6:10° Mompa

C[Co(MethC)s] =610 Mmonp1 5 1 1 2 — cramuu mpoiiecca

Taxum o6pa3om, MpoBeAEHHOE HCCIEA0BaHNE TI0Ka3alo0, YTO JUTHOKapObamat-
Hble KoMmIuiekchl kobanbTa(lll) sBastorcs 3¢ dekTHBHBIMU KaTalu3aTopaMu pasiio-
KEHUS TpeT-OyTminepOeH30aTa U rUAPONEPOKCHAA KymMoia Ha CBOOOIHBIE paJuKa-
Jbl, & UHULIUUPYIOUIME CUCTEMBbl HA UX OCHOBE MOTYT OBbITh PEKOMEHIOBAaHbI JIs

YCKOPEHHUSI OJIMMEPHU3ALNH CTUPOJIA TP YMEPEHHBIX TEMIIEPATYpax.

4.2. Bausinue 3,6-n1u(RR'-umMunuo)-1,2,4,5-rerparnana terparajioreHoKo-
oaabtaToB(ll) Ha cBolicTBa pe3MHOBBIX CMecell M pPe3MH HA OCHOBe OyTajJueH-
CTHPOJIBHOI0 KAy4YyKa

OnTuMu3aims NpoIeccoB U3rOTOBICHUS U EPEPabOTKU PE3MHOBBIX CMeceil —
oJlHa U3 HauboJiee aKTyalbHBIX MPOOJIEM TEXHOJOTHH 3yactoMepoB. st co3manus
PE3HH C 3aJJaHHBIMU 3KCILTYyaTallHOHHBIMU CBOWCTBAaMHM BEChMa MEPCIEKTUBHON CUU-
TAeTCsl XMMHUYECKast MOJM(UKALMS CMECEH HAa CTaJUU MX MOITY4YEHUs U IepepadOoTKU

C MOMOIIBIO HOBBIX BYJIKAHW3aIIMOHHO-AKTHBHBIX COGI[HHCHI/Iﬁ. HpI/IMeHCHI/Ie TaKHX



140
3¢ (HEKTUBHBIX MHTPEAUEHTOB TIPH MAJBIX JO3UPOBKAX TMO3BOJISIET CYIIECTBEHHO W3-
MEHSTh TEXHUYECKHU IIEHHBIE CBOWMCTBA KaK PE3MHOBBIX CMECEU, TaK U MOJTYyYaeMbIX
U3 HUX JIACTOMEPOB.

MosxHO OXuaaTh, 9To KoopauHanmoHHble coequHeHus (RR'),Ditt[CoX,], rue
R = R'= Me, Et; RR' = Pip, Hmi, Morph; X = Cl, Br, OyayT BbIIOJIHITh B pE3UHOBBIX
CMECSX JBOSIKYIO POJIb — aKTUBATOPOB U YCKOPHUTENIEH BYJIKAHU3ALUU, TOCKOIBKY B
ux coctaB BxoAsaT Co(ll), crtocoOHBIM MPOSBIATH CBONCTBA HEOPTAaHUYECKOTO aKTH-
Batopa, u katnousl (RR'),Ditt?*, mpexcrasmsomme coGoii OKHCICHHYO (GOPMY TH-
ypamMaucyibGuI0B, KOTOPHIE ABJISIOTCS YITPAyCKOPUTEISIMUA U BYJIKAHU3YIOIIUMU
areHTaMu, IMUPOKO UCTIOIL3YEMBIMH IS TPOU3BOJICTBA U IepepabOTKu pe3uH [295].

HccnenoBanue yckopsitomiero u aktusupyromero neiicteus (RR'),Ditt[CoXy]
MIPOBEICHO B HEHAIIOJIHCHHBIX W HANOJHEHHBIX TexyriepomoMm [1-324 wmm mMemom
AIIACTOMEPHBIX KOMITO3HIIMSAX Ha OCHOBE CHHTETUYECKOro OyTaJHeH-CTHUPOIHHOTO
kayuyka CKC-30 APKM-15. B kadecTBe yckoputenel CEpHOW BYJIKaHU3AIUU HUC-
MOJIb30BaHbl aibTake WK cylbpenamua LI, a ruapokcua KaiblUsi B COUETAHUU C
(RR").Ditt[CoX,4] — B kauecTBe akTUBUpPYIONMX cucTeM. s cpaBHEeHUS 3(H(HEKTHB-
HOCTH MCCIEAYEMBIX COCIUHEHUW WCIOIb30BaHbl KOHTpOJbHbIE cMmecn K1-K7
(tabin. 4.2-4.4), B KOTOPBIX POJb AKTHBATOPOB BYJIKAHW3AllMH BBITIOJIHIIOT OKCH]I
[IMHKAa B KOMOMHAITUU CO CTEAPUHOBOM KUCIOTOM WIJIM THAPOKCU]T KAJIBIIUS.

C uenplo MoucKka ONTUMANIBHBIX JIO3UPOBOK BBOAUMBIX KOOPAUHAIMOHHBIX CO-
€IUHEHUI TMPUTOTOBJIEHBl HAMOJHEHHBIE TEXYTIepoJOM pe3uHoBble cmecu WN1-U7
(rabum. 4.2), comepxkamue ot 0,1 go 2,0 mac. 4. MeyDitt[CoCly], u onpenenensr ux
BYJIKaHU3AIIMOHHBIE XapakTepucTuku. M3 tabim. 4.2 BuaHo, yto kommosunuu N2-N7
XapaKkTepU3yKTCS MOBBIIIEHHON CKOPOCTHIO BYJIKAHW3AIMU MO CPABHEHUIO C KOH-
TposbHBIMHU cMecsmu K1-K2. MakcumanbHas CKOpOCTh TOCTUTAETCA PU BBEICHUH B
kayayk 0,75 mac. u. MeyDitt[CoCl,], 1 mMeHHO 3Ta J03WPOBKA KCIIOJb30BaHA B
nanpHermux ucciaenoBanusix coequaenuit (RR'),Ditt[CoX,]. Cnenyer moauepkHyTh,
qTO cTeneHb ciuBanus (AM) mis kommnosuruii 1-MU7 Beiie, 4em 1151 KOHTPOJIbHBIX
cmeceit K1-K2. IIpu 3Tom MakcuMalibHasi CKOPOCTh CTPYKTYPUPOBaHMS HAOII01aeTCS

U1t Kommnosuruu 14.
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BosmoxHo, uto aktuBmpyromiee aeiicteue MeyDitt[CoCl,], koTropoe nposiBus-
€TCS B YBEJIUYEHUU CKOPOCTH BYJIKAHU3allMM U CTETICHU CIIMBAHUS, CBSI3aHO C pac-
MaJloM 3TOr0 COEMHEHUs MpU TeMIiepatype ByJkaHuzauuu. B noapasnene 3.3 moka-
3aHO, YTO CpeIu TPOAYKTOB mepBoi cramuu tepmoimsa MeyDitt[CoCl,] mpucyr-
CTBYIOT cepa M TeTpameTmiaMMmoHuii Terpaxiopokobdansrar(ll). Tlo-Buaumomy, 06-
pa3oBaHKME aKTHUBHOM Cepbl, OCYIIECTBRISAIONIEH BYIKAHU3AIUIO, M YETBEPTUYHOU aM-
MOHHUEBOW COJIN — YCKOpUTEINSI cpenHeil aktuBHOCTH [295] m oOecneunBaeT 3¢dpdek-
TUBHOCTb IPOII€CcCa BYJIKaHU3AIUH.

OnHOBpEMEHHOE YMEHBIIIEHUE JO3UPOBOK THUAPOKCHUIA KaJbLUS U TEXyrJe-
poaa (cmech U8), Takke kak u ux ypenuueHue (cmech M10), npuBoasIT K CHUKEHUIO
CKOPOCTEH BYJIKAHU3AIMHU U CTPYKTypupoBaHusi. OnTUMaIbHbIE BYJIKaHU3AIMOHHBIC
XapaKkTepUCTUKHA IIOJYYEHbBl IpPU HCHOoJb30BaHuu 2,0-2,5 Mac. 4. THUIpOKCHIA
kanbius U 40-50 Mac. 4. TEXHUYECKOTO yIJIepoia.

[Ipu 3amene texyriepozaa Ha mein (cmecu M13-M17) ckopocTu ByJkaHU3alluu U
CTPYKTYpPUPOBAHUSI PE3KO MAJAIOT MO CpaBHEHUIO C KoHTpojeM (cmecu K3-K4).
OueBuHO, UTO Takas cuiabHas ae3aktuBaius MeyDitt[CoCl,] mpoucxomut B pe3yiib-
TaTe €ro B3auMOJAEHCTBUS ¢ KapOoHaTOM Kanblusa. CiaeaoBaTesbHO, UCIIOJIb30BAaHUE
MeJia B KaueCTBE HAIIOJIHUTEISI HEIEeJIECO00Pa3HO.

BaxxHO OTMETHTH, UTO TPU YMEHBIIIEHUU JO3UPOBOK CEpPhI U allbTakca (CMECh
N12) nmokazarenun CKOPOCTEM OCTAIOTCS JOCTATOYHO BBHICOKUMH. DTO COTJIACYETCS C
npeamnonoxennemM o Tom, uto MeyDitt[CoCly] siBisercss monmyHKIIMOHATBHBIM HH-
I'PEIMEHTOM PE3WHOBBIX CMECEH, BBITIOJHSIOIINM POJIh KaK aKTHBAaTOpa TaK U YCKO-
puTENs ByJKaHU3AIINH.

PenienTypbl HEHANONHEHHBIX PE3MHOBBIX CMECEH, BKIIIOUAIONINE pa3TUYHbIC
(RR"),Ditt[CoX,] n anpTakc B KauecTBe YCKOPUTENsI BYJIKAHU3AIIUH, TPEICTABICHBI B
Tabn. 4.3. VI3 npuBeCHHBIX B HEHl PE3yJIbTATOB UCIBITAHUIA BUHO, YTO CUCTEMBI, CO-
nepxkarre (RR'),Dittf[CoX,], obecrieunBaroT 00jice BHICOKYIO CKOPOCTh BYJIKAHH3AIIUH
Y MEHbIIICE BPEMsI IOCTHKECHUS ONTUMyMa (Tgg), UM KOHTpOJIbHBIE cMech K5-K6. Mak-
CHMaJIbHasi CKOPOCTh BYJKAHU3AIMH U CTPYKTYPUPOBAHUS JOCTUTACTCS TIPU UCIIOIB30-

Banuu coenunennii MeyDitt[CoCly] (cmecs M18) u Pip,Ditt[CoCly] (cmecs 124).
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Taomuna 4.3

CocraB 1 BYJKAHU3AIIUOHHBIC XaPAKTCPUCTUKU HECHAIMOJIHCHHBIX PE3UHOBLIX

cMeceil Ha 0CHOBe OyTajueH-cTHPOJIbHOro kayuyka CKC-30 APKM-15

(yckopuTeab — aJIbTAKC)

Mudp xomno3uuu

Komnonent K5 | K6 |18 119|120|121|1N22|1123|N24|N25|1126|127|1N28| 129
Coneprxanue KOMIIOHEHTOB B CMECH, Mac. .
CKC-30 APKM-15 100/100|100{100|100|100|{100|100{100{100|100|100|100|100
Cepa 20120(20(20|25(2,75/2,0(20(20/20/20|20|20/|20
AnbTakc 3,0130(30(3,035/3,753,0/30(30|3030(3,0|3,0]3,0
CreapunoBast kucyiora| 1,0 — | — | — | = | = | = | = | = | = | = | = | = | =
Oxcua HMHKa 30| - | - | - | =| = | = =|=|=1-=|-=1-1 -
['mapoxcu T KabIus -12,01201(20|25(2,7520(20(20,2,0(20|2,0(2,0]2,0
Me,Ditt[CoCl,] —| - 1075 - | - | | =] = = =] == -1~
Me,Ditt[CoBr,] - | =1 = 10,75/0,7510,75 — | = | = | = | = | = | = | -
Et,Ditt[CoCl,] e e e B e B L 5 T e e i e I
Et,Ditt[CoBry] - === -=-1-=1-=-1075 —| = -] - =1 -
Pip,Ditt[CoCl,] - =1 = =1-=-1-=1=1-1075 = =] = | = | -
Pip,Ditt[CoBry] - =1 =-1=-1-1-=-|-=-1-1-1075 - | = | = | -
Hmi,Ditt[CoCl,] - =1 - =1-=-1-=-|1=-1-1-1-1075 - | = | -
Hmi,Ditt[CoBr,] — | - = = =] =] =] =1-=1-=1-1075 - | -
Morph,Ditt[CoCl,4] - =1 -1 =1-=-1-=-/=1-1-1-=-1-1-1075 -
Morph,Ditt[CoBr,] -l -l =-1=-1-/-1-1-1-1-1-1-1-1075
PesynbTaTsl peomerpun npu 143 °C

CkopumHT 10 MYHH Ts
npu 120 °C, mun >40(>40] 40 | 31 | 39 [>40| 36 | 33 |33,5] 30 |>40|>40| 28 | 30
Ts, MUH 36 | 21 (13,5 11| 14| 30 | 8,5|6,5|11,5(14,5] 15 |21,5/ 5,7 | 8,2
Tgg, MUH 525/ 50| 19|17 |35|51|1916,5 17| 24| 34| 40| 20| 25
Ry, MuH | 6,1| 3,4(18,2/16,74,8|4,8|9,5|10,0/18,2(10,5/ 5,2|5,4|7,0| 6,0
AM, H-m 10| 1722|2118 | 15|22 |24 | 27| 25|23 |21 |22 |21
C=AM/At, Hm-mun 1| 0,6]0,6(4,0(35/09/0,7(21]24|49(26[12]11|15(1,3
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BynkanuzanmoHHbie XapaKTEPUCTHKU HATIOJIHEHHBIX TEXYTIEPOIOM KOMITO3HU-
it 130-U37 (tabn. 4.4), conepxammx cyiabdernamua L[ BMecTo anbrakca, Takxke
MIPEBOCXOIAT XapaKTePUCTUKU KOHTpodbHOU cmecu K7. [Ipu aToM HamOOIbIITyIO aK-
TUBHOCTh  mposiBisiioT — coenudenust  Pip,Ditt[CoCly], Hmi,Ditt[CoCly] w
Morph,Ditt[CoBr4] (cmecu M32, 134 u U37 cooTBeTCTBEHHO). XapaKTepHOU 0CO-
o6enHocThio cMmecel M 18-137 sBisieTcst CyliecCTBEHHOE YMEHBIIICHUE BPEMEH Hadaia
(Ts) U TOCTIKEHUSI ONTUMYMa BynakaHu3auu. CiaeayeT moauepKHyTh, YTO COKpallle-
HUE BPEMCHH BYJKAHHM3AIMH SBISETCS aKTyaJlbHOW MPOOJIEMOI Kak ¢ MO3UIUHU T10-
BBIIIICHUSI TMPOU3BOJUTEIBLHOCTH OOOPYIOBaHMS, TaK M CHIDKEHHUS JHEProsarpar.
Oco0eHHO 3TO OTHOCUTCSl K BYJIKAaHU3AIMU KPYIMHOTA0APUTHBIX W3JEIHUNA, KOTOpas
MIPOTEKAET B TEUCHHUE JUTUTEIBHOTO BpeMeHH (110 5-6 yacoB). COKpaTUTh MPOOIIKU-
TETHHOCTH BYJIKAHU3AIUHN U3IEIUNA MOXKHO ITyTEM yBEIMYCHHS] CKOPOCTH CTPYKTYpH-
poBaHus kayuyka. OJIHAKO MPU 3TOM BaXKHO COXPAHUTh MHAYKIIMOHHBIN MEPHUOI, B
TE€YEHHE KOTOPOro MpoucXoAuT (opmoBaHue uzaenuil. [Ipobnema yckopeHus ByJI-
KaHW3alMu 03 YMEHBIIECHUS MPOJODKUTEIBHOCTH HHIYKIIMOHHOTO Tepuoaa 0
HACTOSIIETO BPEMEHHU HE pellieHa U TpeOyeT JAIIbHEUIIINX UCCISAOBAHUN U TEXHOJIO-
ru4eckux paspadotok. IIpumedarenbHo, 4TO JUisi OOJBIIMHCTBA pa3paOOTaHHBIX
KOMMO3UIINH TPOJAODKATEIHHOCTh HHAYKIIMOHHOTO TIepro/ia (Ts) COXpaHsIeTCsl TaKou
e, KaK U I KOHTPOJIbHBIX cMecei, a iyt HekoTopbix (cmecu M30-U37) naxe yBe-
JIMYHBACTCS.

AHanu3 pe3ynbTaToB  (PU3UKO-MEXAaHWYECKUX HCIBITAHUNA BYJIKAaHHU3aTOB
(tabm. 4.4-4.5) nmokasai, uro BBeneHue (RR'),Ditt[CoX,] B kaydyk mpuBOIMT K TO-
BBIIICHUIO MOKa3aTeseil HanpsikeHus npu yamaeann 300%, OTHOCUTENBHOTO Y IJTH-
HEHUS TIPU Pa3pbIBE U YCIOBHOM MPOYHOCTH NIPH PACTSHKCHHUM 110 CPABHCHHIO C KOH-
TPOJILHBIMU OOpa3iiaMu. YBETUYCHHUE dTUX TOKa3aTesell CBA3aHO ¢ M3MEHEHHUEM Ty-
CTOTHI BYJIKAHU3AIMOHHON CETKU. K MONIOKUTETHHBIM CBOMCTBAM KOMITO3MIIUN ClIe-
JyeT TaKe OTHECTH IMOBBIIIEHUE TBEPJOCTH, JACTUUYHOCTH U YCTOMYMBOCTH PE3UH

K TCIJIOBOMY CTapCHUIO.
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Tadomuna 4.4

CocTaB M CBOIiCTBa HANIOJIHEHHBIX TEXYIVICPOAOM 3JIaCTOMEPHBIX KOMHO3I/IHI/II7[

HA OCHOBe OyTajgueH-cTUPoabHOro kayuyka CKC-30 APKM-15

(yckopureab — Cyabpenamun 1)

[Indp xkomMmo3uum

Kommonenrt K7 \U30 131|132 |1133|1134|135|U36|137
ConeprkaHre KOMIIOHEHTOB B CMECH, Mac. Y.
CKC-30 APKM-15 100{100|100|100({100|100|100|100|100
Cepa 20(25120(20|20(20/2,0(2,0(2,0
Cynbdenamu L] 06(0,75/11/11/11|11(11|11|11
['mapoxcu T KaIbIus 50([20(20(20({20(201]20]20]2,0
Texyrnepon I1-324 50 | 60 [ 50 | 50 | 50 | 50 | 50 | 50 | 50
Me,Ditt[CoCl,] - 10,7510,75 — | — | = | = | = | =
Pip,Ditt[CoCl,] R e I O I 4 e R e R
Pip,Ditt[CoBr,] - - =1 -=-1075 - | - | = | -
Hmi,Ditt[CoCl,] - -1 =1 =1 -=-1075 - | - | —
Hmi,Ditt[CoBr,] - - = -=1-=1-10,75 - | -
Morph,Ditt[CoCl,4] - = =1-1-1-1-10,75 -
Morph,Ditt[CoBr,] -l - =-1-=-1-1-1-1-1075
Pesynbratsl peometpun npu 143 °C:
CkopuuHr o Mynu 15 ipu 120 °C, mun 20 128 |25 |24 |23 | 25| 26|24 |26
Ts, MHH 221 8 |75]11|8,0| 14 (145/9,3 | 12
Tgo, MUH 35(123120(22|20|25 26|21 |23
Ry, MuH 7716,7/80(91(83[9,1/87|85/|9,1
AM, H-m 26 1393833373434 36135
C = AM/At, H-m-mun 20125|130(130(31(31({30(3,1|3,2
Ou3NKO-MEXaHMYECKHE CBOKWCTBA PE3UH:

Hanpsbxkenne npu yanuaenuu 300%, MIla 13,0|14,6(16,2|15,7|17,4(16,8|16,5/16,5/16,0
YcnoBHas npo4yHOCTh npu pactspkenun, MITa |13,5/17,0(17,5(16,5|17,4(17,0/17,5{17,8|16,9
OtHOcuTenpHOE yTMHEeHue npu paspeie, % |310(400|350(320|300|320 340 (350|330
KoaddunmenTs! TemmoBoro crapeHus
(100 °C, 72 9):
— TI0 YCJIOBHOM TPOYHOCTH 1,0]0,93(1,05|1,04{1,02|1,03({1,04|1,03/1,02
— TI0 OTHOCUTEILHOMY YJITTHHEHHUIO 0,7 0,7 |0,85|0,85/0,81|0,82|0,81| 0,8 0,83
Teepnocts mo UCO, en. IRHD 6568 |74 |73 |75 |73 |73 |74 |74
DJIaCTUYHOCTB 10 OTCKOKY, %o 40 | 48 | 47 | 44 | 45 | 45 | 46 | 46 | 45
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Tabmuma 4.5
*PU3NKO-MeXaHUuYecKHe CBOiicTBa pe3uH

[IIndp xomnozumu | Msg, MIla | f,, MIla | €, % | K, K. |A,en IRHD | R, %
K1 15,5 16,0 | 320 | 0,91 | 0,53 66 48
K2 13,7 13,7 | 300 | 1,04 | 0,84 72 46
n2 15,3 16,5 | 320 | 1,03 | 0,83 72 46
N3 15,5 17,0 | 340 | 1,04 | 0,84 73 47
N4 15,7 179 | 350 | 1,05 | 0,83 74 47
46) 15,6 175 | 340 | 1,03 | 0,84 74 47
16 15,5 16,8 | 330 | 1,03 | 0,83 73 46
n7 15,5 16,4 | 300 | 1,02 | 0,83 72 46
19 15,5 155 | 300 | 0,96 | 0,7 69 47
niz — 15,0 | 280 | 1,03 | 0,85 73 46
K3 1,3 2,0 530 | 1,0 | 0,55 50 54
K4 1,7 2,3 470 | 1,0 | 0,83 59 52
ni7 2,0 2,8 450 | 1,18 | 1,0 62 56

* M3gp — HanpspkeHue npu yunHeHuu 300%;

f, — ycioBHast MpoYHOCTH NIPH pacTsHKEHUY,

€ — OTHOCHUTEIILHOE YJIMHEHHE IIPH Pa3phIBE;

K u K_ — xoaddunments! ternosoro crapenus (100 °C, 72 4) no ycaoBHONW NPOYHOCTH U

OTHOCUTCIIbHOMY YIJINH

CHHUIO;

A —tBepnocts o CO;
R — 371aCTUYHOCTD 11O OTCKOKY.

Takum 00pa3om, B pe3yibTaTe UCCIEIOBaHUN pa3pabOTaHbl PELENTYpPbl Pe3U-

HOBBIX KOMIO3UIIMH, BKJIIOYAIONINE, Mac. 4.. OyTaJaueH-CTUPONIbHBIN Kaydyk — 100;

cepy — 1,0-2,5; yckoputenb BynkaHuzauuu (anbrakc, cyiabpenamua 1) — 1,1-3,0;

ruapokeun kameiusa — 2,0-2,5; texaudeckuit yraepon — 40-50; koopauHanmoHHOE

coequnenue (RR'),Ditt[CoX,] — 0,2-2,0. OHu MO3BOJSIOT OCYHIECTBIIATH MPOIECC

BYJKaHHU3alluN C BBICOKOM CKOPOCTBIO U CTCIICHBIO CIIMBAHHA Kay4YKOB IIPpH COXpa-

HEHUM CTOMKOCTH K MPEKAECBPEMEHHON BYJIKAHU3ALMHU U I10Jy4YaTh PE3UHBI C YIIyd-

INICHHBIM KOMIIJICKCOM (l)I/ISI/IKO-MeXaHI/I‘{CCKI/IX CBOMCTB.
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4.3. Bausinue koopanHanuOHHBIX coequHeHuii kobaabTa(ll, III) ¢ mpous-
BOJHBIMH JUTHOKAPOAMOBO KHUCJIOTHI HA IH3UMBI C 3J1aCTa3HOH, PUOPUHOIH-
TU4YEeCKOM, 0-L-paMHO3MIa3HOI, 0-aMUIa3HOH AKTHBHOCTHIO M HA IITAMM 0ak-
Tepun StaphylococcusiureusATCC 25923

B mocnennue roapl BO3pOC MHTEPEC K UCIOJIB30BAHUIO MUKPOOPTaHU3MOB B
KauecTBE MPOJYIIEHTOB BhICOKOA((PEKTUBHBIX SH3UMHBIX MPENapaToB JIJisi IPUMEHe-
HUS B THILNEBOH, (hapMalleBTHUECKON, XMMUUYECKON MPOMBINIJICHHOCTH, a TakXe B
MeauiHe. OHU BBITOAHO OTJIMYAIOTCS OT MPOIYLIEHTOB OaKTepUaIbHOrO M rpruOKO-
BOTO TPOWCXOXKICHHUSI TEM, YTO CIOCOOHBI OYEHb OBICTPO PA3MHOMKATHCS W OCY-
IICCTBIIATH CHHTE3 OMOJIOTHYECKH aKTUBHBIX BEIIECTB B KOHTPOJIUPYEMBIX YCIOBHSIX.
K mnepcrektuBHBIM MuKpoopranusmam oTHocstces Bacillus thuringiensis UMB
B-7324, cuntesupyrommii menTuaasy C dacTa3sHod U (GUOPHMHOIUTUYECKON aKTHUB-
HocThio, Eupenicillium erubescens 248 u Cryptococcus albidus 1001, mpoayiupyro-
IMe BHEKJICTOUHbIC o-L-pamuo3unasel, Aspergillus flavus var. oryzae 80428 u Bacil-
lus subtilis 147, cunTe3upyronye BHEKICTOYHBIC Oi-aMHJIA3bI.

OddekTuBHOCTh MUKPOOHUOIOTHYECKUX MPOU3BOJICTB HEPA3PHIBHO CBS3aHA C
POOJIEMOM MTOBBITIICHUS YKU3HEACATEILHOCTH MMPOAYIIEHTOB, C pa3pabOTKON MPUEeMOB
WHTEHCU(UKAIIMU UX POCTA U TOBBIIMICHUS MPOAYKTUBHOCTH. K OCHOBHBIM (hakTo-
paMm, BIMSIONIMM Ha POCT U METa0O0JIM3M MHKPOOPTaHU3MOB, OTHOCSTCS (DU3HKO-
XUMUYECKHEC YCIIOBUS KYJbTUBHUPOBAHMS, COCTAB MUTATEILHON CPEIbl, a TAK)KE BBE-
JIEHUE BEIECTB, CIIOCOOCTBYIOIIMX YBETUUCHUIO BBIXO/Ia DH3UMA, YTO MPOSIBIISETCS B
MOBBIIIIEHUHU €T0 akTUBHOCTH. Panee aBropamu [240-241, 244, 303-305] onpenesieHbl
TpouUecKrue MOTPEOHOCTH B MUTATEIBHBIX BEIISCTBAX, MOA0OpPaHBI ONTHMAILHBIC
yCJIOBUSI KYJIbTUBHUPOBAHUS, BBIABICHO BIMSHHE KATHOHOB U AHHMOHOB PA3JIMYHBIX
CoJIell METAJJIOB, a TaKXKe CIENU(PUUICSCKMX XMMHUYECKUX PEarcHTOB Ha aKTHBHOCTH
BBITIICYKa3aHHBIX YH3UMOB.

B pa3BuTHe 3THX MCCIETOBAaHUH C IIENIBbI0 BHISIBJICHHS BHICOKOAKTHBHBIX COEIH-
HEHUU JUIsl HAalPaBJIEHHOTO M3MEHEHUS YH3UMATHUECKHX MPOIIECCOB B HACTOSIIEH pa-
0ote wmcrosb3oBanbl koopauHanmonneie coenuHenus [CO(RR'Dtc),], [Co(RR'Dtc)s],

[Co(RR'Dtc)s]-21, (RR"),Ditt[CoX,4] u [Co(RR'Ditc)4](NCS),. Onu pazHooOpa3HbI 110
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COCTaBYy M CTPOCHHIO, OTIIMYAIOTCS CTETICHBIO OKUCICHUSI U KOOPAMHAITMOHHBIM YK C-
JOM KOMILIEKcOooOpa3oBaTelis, 3apsioM U TeOMETpuel KOMIUIEKCa, HaJu4ueM Ba-
KaHTHBIX MECT B KOOPAMHAIIMOHHOW cdepe u T.1. Ha ux mpumepe MOXKHO mpocie-
JIUTh, KaKue (PaKTOPHI BIUSIOT HA aKTUBHOCTH TIEPEUNCIICHHBIX BBIIIC SH3UMOB.

B pesynbpTaTe ucciaenoBaHMs BIUSHUS KOOPAMHAIIMOHHBIX COEIUHEHUN KO-
oaneta(ll, 1) ¢ comepxkanuem 0,01% Ha snacTazHyl0 aKTUBHOCTH MENTHAA3bI 1
B. thuringiensis (puc. 4.11, ructorpamMmma 1) yCTaHOBJIEHO, YTO B OOJIBITUHCTBE CBO-
eM KoMIuiekchl koOanbTa(ll) yBenmunBaroT akTUBHOCTD MENTHAA3bI 1 110 CpaBHEHUIO
c coenuHeHusiMu kobanbta(lll). Ilpuuem, Hanbosee aKTUBHBI COEIMHEHUS, COAEP-
)Kalyue KOpoTkue anudatudeckue (METHII, STUJ) WIH AIUIUKINYECKUE (MeHTaMEeTH-
JIeH) 3aMmecTuTenu y atoMoB a3zota. AnuonHbie (RR'),Dittf[CoX,] u HelTpanbHbIC
[Co(RR'Dtc),] xommiekcbl 6omee aktuBHBI, ueM kaTuoHHbIe [CO(RR'Ditc)](NCS)s,.
Hutnoxap6amatsl kobanbTa(lll) u ux MonekysipHble KOMIUIEKCHI ¢ H010M Ha 9-47%
YTHETAIOT 3JIaCTa3HYI0 aKTUBHOCTH menTuaassl 1. Takoe paznuyue B MOBEICHUM CO-
enuHenunit kodanpTa(ll) n kobansra(lll), BeposTHO, CBA3aHO C UX pa3HOW KOOpAHHA-
IMOHHOU HachleHHOCThI0. Kommiekcrl kobanbTa(lll) ¢ koopauHaIMOHHBIM YKCIIOM
6 SIBJITFOTCSl HACBIIEHHBIMH, W TTOATOMY MX CBS3bIBAHUE C CYOCTPATOM M C DH3UMOM
3aTPyIHEHO, TOTJa Kak coeauHeHus kobanbta(ll) ¢ KoopauHalMOHHBIM 4YHCIioM 4
SIBJISFOTCSI HEHACBIIIEHHBIMU ¥ UMEIOT BaKaHTHBIE MECTa JJisi 00pa30BaHUsI BYX J10-
OJHATENBHBIX cBsi3eil. Panee [306] Gblto mokasano, uto Co’* HEOGPATHMO HHIHOH-
pYyeT 3JIaCTa3HyI0 aKTUBHOCTh MENTHAA3bl; MPU ATOM IPEAINosarajoch, YTO0 OH CBS-
3BIBACTCS C CyOCTpaTOM M MPEISITCTBYET JMalIbHEHIIEH aacopOIiy U CBA3BIBAHUIO DH-
3UMa C cyOCTpaTOM. YUHUTBIBAsl BBHIIICU3IIOKEHHOE, a TaK)K€ TO, YTO OOJBIITMHCTBO
UCCIIeNyeMbIX B HacTosmeld padote coeauHeHuit kodanpTa(ll) moBsimatoT 3macras-
HYIO0 aKTHUBHOCTbH MIENTHAA3bI 1, MOXHO JOMYCTHUTh, YTO OHHU HE CBS3BIBAOTCS C CYO-
CTpaToOM, a Y4acCTBYIOT B (DOPMUPOBAHUM KaTAJTUTHYECKH AKTUBHOU KOH(OpMaIuu
sH3UMA. Takoe MPEeNroIoKeHne KOCBEHHO MOJTBEPXKAACTCS TeM, 4TO menTuaasa |
B. thuringiensis sBasieTcss MeTalIO3aBUCUMOW CEPUHOBOM IMENTHAA30H U IMPHUCYT-
CTBHME METajula B €€ CTPYKTYpe SIBISECTCA HEOOXOIUMBIM, B TIEPBYIO OYEpElb, IS

CBA3bIBAHUS BBICOKOMOJICKYJIAPHBIX HATHUBHBIX CY6CTpaTOB.
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IIpu ymenbpieHun conepkanust komriekcoB a0 0,001% (puc. 4.11, rucro-
rpamma 2) mna coeauHeHuil kobOambra(ll) HabmromaeTcss mameHHWe MOKa3aTemei
AJIACTa3HOM aKTUBHOCTH, a JJis kobanbTa(lll) — cHUXKeHne cTeneHn UHTMOMPOBAHMS.
Crnenyet BbIIenuTh coenuueHus 7/, 25, 32 u 42, xotopsie npu coaepxanuu 0,01 u
0,001% yBenuumBaroT UccaeayeMyt0 aKTUBHOCTb.
B otnmume ot anacrasnoi, BiusHue coenuHenuit kodansta(ll, 1) ¢ coneprxka-
Huem 0,01% Ha QUOPMHOTMTHUYECKYIO aKTHUBHOCTH TOW >K€ MenTHaa3bl | HeogHo-
3HauHoe (puc. 4.12, rucrorpamma 1). OcoOeHHO 3TO KacaeTcsi AUTHOoKapOaMaToB KO-
oanpra(lll) 1 UX MONEKYISAPHBIX KOMIUIEKCOB C MOAOM, JEMOHCTPUPYIOIIMX OYEHb
IUPOKUN nuama3zoH AedctBus — oT 100%-HOro momaBieHUs 10 YETHIPEXKPATHOTO
YBEJIMYEHHS aKTUBHOCTHU 110 CPABHEHUIO C KOHTpOJIeM. Takue pa3inudus TPyAHO 00b-
SICHUTH BIUSHUEM 3aMECTUTENIeH y aTOMOB a30Ta. TeM He MeHee, aHaTN3upys MpUBe-
JeHHbIe Ha puc. 4.12 maHHbIE, MOKHO 3aKIIOYUTh, YTO B I1€JIOM aHUOHHBIE U KATHOH-
Hble KoMIuiekchl kobanbTa(ll) ymenbmaroT GuUOPUHOIUTUYECKYIO aKTUBHOCTH IETI-
tuaasel 1 B. thuringiensis, a Hefitpansabie quTHOKapOamaTel kooansTa(ll, I11) yBenu-
YrBalOT. BO3MOXKHO, 4TO HajIM4Me 3apsija B KOMIUIEKCAX U SIBISICTCS MPUYMHOU HX
UHTUOUPYIOUIETO NEHCTBUS, 00YCIOBICHHOTO 3JIEKTPOCTATHIECKUM B3aMMOCHCTBH-
€M C 3apsHKEHHBIMM Y4YaCcTKaMH MOJIeKyl cyOctpata. PaznumuHoe BiusHue
[Co(RR'Dtc);]-2l, Ha GuOpHHOIUTHYECKYIO aKTHBHOCTh SH3MMa (aKTUBHPOBAHUEC W
WHTUOMPOBaHNE) MOKHO OOBSICHUTH CYIIIECTBOBAHUEM B MX PACTBOpPAX PaBHOBECHIA,
KOTOpBIE B YIPOIICHHON (hopMe TpeaCTaBICHBI CIEAYIONIMM 00pa3oM: HCXOIHBIC
KOMITOHEHTBI = MOJICKYJISPHBIN KOMIUICKC — WOHHBIN accoruaT — HoHbI. Kak mo-
Ka3aHO B mojpasnene 3.3, B 3aBUCUMOCTH OT CpeJbl U KOHIICHTPAIlUU COCTUHEHUN
9TH PaBHOBECHS CMEIIAIOTCSA B CTOPOHY oOpaszoBanus ucxoaHsix [CO(RR'Dtc)s] u |,
100 MOHHBIX ACCOIMATOB U MPOJYKTOB UX JTUCCOIHAIINH.
YwMmensbienue coaepxkanus coenuuenuit kooansta(ll, 111) or 0,01 mo 0,001%
(puc. 4.12, ructorpamma 2) NpakTUYECKH HE BIMSIET HA MMOKA3aTEIN aKTUBHOCTH ISt
AHUOHHBIX U KaTHOHHBIX KOMIUIEKCOB KoOanmbTa(ll) u cymecTBeHHO CHIKAeT uX s
mutrokapoamaroB kobaneta(ll, 11). Coemunenus [Co(RR'Dtc)s] u [Co(RR'Dtc)s] 21,

c coaepxkanueM 0,001% mnposBISIIOT COMOCTaBUMYIO (UOPUHOIUTUYECKYIO aKTHB-
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HOCTb, YTO, MO-BUAUMOMY, cBsizaHo ¢ auccormanueit [Co(RR'Dtc)s]-2l, u cmemenu-
€M BBIIICIPUBEICHHBIX PABHOBECUI B CTOPOHY 00pa30BaHUs UCXOHBIX BemiecTB. M3
puc. 4.12 BuaHo, 4TO coeauHenus 3, 6, 7, 14, 17-18, 21-22, 25-26 c coxaepkaHuem
0,01 u 0,001% yBenuuuBaroT GUOPUHOIUTUYECKYIO aKTUBHOCTh mentuaasbl 1. M3
MOJTYYEHHBIX JIaHHBIX cieayeT, uTo komruiekchl kooanbTa(ll, I11) ¢ mpousBoaHBIMU
JTUTHOKApOAMOBOM KUCIIOTHI OKa3bIBAIOT O0jiee CHIIbHOE BIMSHUE HAa (UOPUHOIUTH-
YEeCKyI0 aKTUBHOCTb MENTUIA3bl 1, yemM Ha 3nacTa3nyto. [Ipu 3ToOM MX aKTUBHOCTDH B
MEHBIIICH CTETEeHU 3aBUCUT OT 3aMECTHTEJICH y aTOMOB a30Ta, YTO CKa3bIBACTCS Ha
YBEITMYCHHUH YMCIIa BEICOKOI(DPEKTUBHBIX COCTUHECHUM.

B pesynbrare uccnenoBanusi BiusHus coenunenuin koodanera(ll, I1I) na ¢puod-
PUHOJIMTUYECKYIO aKTHBHOCTh mnentuaa3sl 2 B. thuringiensis MMB B-7324
(puc. 4.13) ycTaHOBJIEHO, 4TO, KaK M B cily4ae ¢ nmentuaa3oil 1, xapakrep u spdek-
TUBHOCTbH JICUCTBUS HCCIEAYEMBIX COSIMHEHNH B OCHOBHOM 3aBHCHT OT 3apsa KOM-
miekcoB. Tonpko  HeWTpanbHble  auTHOKapOamatel  kobOampra(ll, III) wu
[Co(MorphDitc),](NCS), noBblmatoT GUOPHHOIUTUYECKYIO aKTUBHOCTD IEMTH/Ia3bI
2, B TO BpeMs KaK BCE OCTaJIbHBIC COSTUHEHUS ATy aKTUBHOCTh MHTHOUPYIOT, PUYEM
CUWJIbHEE, YeM B CTydyae ¢ menTuaa3on 1.

[Tpu u3menenuu coaepxanusi komriekcoB ot 0,01 mo 0,001% (puc. 4.13) ak-
TUBMpYyloulee naeiictBue nutuokapdOamaToB koOanpra(ll, III) ocnmabeBaer, Taxxke
YMEHBIIIAETCSI CTENICHh UHTMOUPOBAHUS OCTATBHBIMA COSAMHEHHUSIMU. DTO CBSI3aHO C
HEJOCTATOYHOW KOHIICHTpAIMEH KOMIUIEKCOB JJII OCYIIIECTBICHHUS TIPOIECCOB aKTH-
BUPOBaHUS WU UHTHOMpoBaHus. M3 uccienoBanubix 39 coequHEHUN CleayeT Bble-
auTh Ba qutHokapbamara kobanpTa(lll) 10 u 18, kotopsie npu conepxxkanuu 0,01 u
0,001% yBenuuuBaroT (HUOPUHOIUTHYECKYIO aKTHUBHOCTH mentuaasbl 2 Ha 15-40%
[0 CPAaBHEHUIO C KOHTPOJIEM.

Uccnenosanue BausiHust coenunennit kodansta(ll, 1) na a-L-pamuo3uaaznyto
akTUBHOCTH E. erubescens (puc. 4.14) mokasayio, 4To TOJBKO coeauHenue 43 ¢ co-
nepxxanuem 0,001% ysenmnuuBaer ee Ha 10% mno cpaBHEeHHIO ¢ KOHTposieM. Bce
octanibHble KoMIuieKkchl ¢ coaepxkanreM 0,001 u 0,01% nmubo He BIUSAIOT HAa yKa3aH-

HYIO aKTUBHOCTb, TNOO UHTHOUPYIOT ee Ha 5-20%. [Ipu sTom yBenuuenue coaepxa-
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HIDOHAHIME HOHIOXOU LO

TUBHOCTH E. Erubescens; conepkanue komruiekcos 0,01 (1) u 0,001% (2)
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aHus coequHenuit ot 0,001 go 0,01% mpUBOAUT K MOBBIMIEHUIO CTETICHU MHTHOUPO-
BaHMSI.

Bbonee paznooOpa3zHoe neicTBUE HCCIIeyeMble COSUHEHUS MPOSBISIOT MO OT-
HomeHuIo K o-L-pamuo3umaze C. albidus (puc. 4.15). B 3Toli cepuu SKCIIEpUMEHTOB
YCTaHOBJIEHO, 4TO coeauHeHusa 5, 8, 18, 33, 43 moBBIMIAIOT aKTUBHOCTH o-L-pam-
Ho3uaasbl Ha 10-20%. Bce ocranpHble coeAMHEHUS JIMOO HE BIUSIOT HA aKTUBHOCTH
a-L-pamuosnnaser C. albidus, mbo ee mHrnOupyror. C yBeIWYCHHEM COJICPIKaHUS
koMmruiekcoB oT 0,001 1o 0,01% cTeneHb HHTMOMPOBAHUS YMEHBIIACTCS.

Jlns WccnenoBaHusl BAMSHHUS Ha aKTHMBHOCTH o-amuias B. subtilis u A. flavus
var. oryzae BelOpaHbl KOOpJIMHaUUOHHBIE coearHenus kodanpTa(ll, II1) ¢ mpousBoa-
HbIMU MOp(]oauH-4-KapOoAUTHOBON KUCIOTHI. M3 puc. 4.16 BuAHO, YTO TOJIBKO CO-
enquaeHne 43 ¢ comepxkanuem 0,01% moBeimmaer Ha 14% aKkTHUBHOCTH O-aMHUIIA3bI
B. subtilis. Bce ocTaibHbIe COSTMHEHUS OKa3bIBAIOT HHTHOMPYIOIIEe ICHCTBUE HA aK-
TUBHOCTH O-ammia3 B. subtilis u A. flavus var. oryzae (puc. 4.17). [Ipu 3TOM y™MeHb-
meHue conepxanns kommiekco ot 0,01 go 0,001% npuBoAUT K POCTYy CTENEHN UH-
ruoupoBanus. HanboapmmM HHrHOMpyONMM JedcTBHEM 00J1aiaeT coequHeHne 24,
B COCTaB KOTOPOTO BXOJUT MOJICKYJIIPHBIN MO/,

Takum o0pa3om, B pe3ysbTaTe MPOBEACHHOTO MCCIEIOBAHUS YCTAHOBIICHO,
yto coenuuenus kobanbta(ll, IIl) oka3piBalOT Kak aKTUBHpPYIOIIEE, TaK U UHTUOUPY-
IOIllEEe JEMCTBUE HA aKTUBHOCTb DH3UMOB TMAPOIUTHUYECKOTO AercTBus. Ja yimyd-
IICHUS] KaTAIUTUYECKUX CBOMCTB MENTUIA3bl 1, B 3aBUCUMOCTU OT BHUA MPOSBIIsIe-
MO¥ €10 aKTUBHOCTH, MOXXHO PEKOMEH/IOBAThH CIICTYIOIINE COSTMHCHMS: JUTSI DJIacTas-
HON — KOOPJMHAIIMOHHO HEHACHIIEHHbIe KoMIuieKchl koOanbTa(ll), comepkarue y
aTOMOB a30Ta KOPOTKHE amupaTUYECKUE WIH ATUIUKINYECKUE 3aMECTHTENN; IJIs
bubdpuHOIUTHYECKON — HeUTpalibHbIe nuTHOKapOamatel kobansTa(ll, 111). 11 moBbI-
meHus: GUOPUHOIUTUYECKON aKTHBHOCTH MENTHIA3bI 2 TyUIlle UCIIOIh30BATh TUOCH-
3uil- uin tui(dennn)autrnokapoamaTsl kooanbTa(lll). DTH Ke KOMIUIEKCHI, a TaKKe
Hmi,Ditt[CoCl,] oka3piBaroT akTuBHpYIOlIee BIMsgHUE Ha o-L-pamuo3umazy C. albi-
dus. Jlns moBbImeHusT akTHBHOCTH o-L-pamHO3mma3sl E. erubescens m o-ammiassl

B. subtilis moxxao ucrons3oBare [Co(MorphDitc)4](NCS), ¢ comepxanuem 0,001 u
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Puc. 4.16. Biustnue koopauHaniMoHHBIX coeauHennit kobansTa(ll, II1) ¢ mpo-

U3BOJHBIMU  MOP(}ONINH-4-KapOOIUTHOBOM KHUCIOTHl HA AKTUBHOCTH O-aMUJIa3bl

B. subtilis

Puc. 4.17. Biusinue koopauHanMoHHbIX coeauHennit kobansTa(ll, II1) ¢ mpo-

W3BOJIHBIMU  MOP(}OIMH-4-KapOOMUTHOBON KHCIOTHl HAa AaKTUBHOCTH (l-aMUJIA3bI

A. flavus var. oryzae
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0,01% cootBercTBeHHO. CreayeT OTMETHTh, YTO HMH(pOpMAIUs 00 WHTHOUPYIOIIEM
JEeUCTBUU OOJBIIMHCTBA M3YUYCHHBIX COCIMHEHUN TakKKe MPEACTaBISET CYIIECTBEH-
HBIM HAy4YHBIN HHTEpEC, 0COOEHHO /IJI1 BO3MOKHOTO UX MCIOJIb30BaHUS Ha MPAKTUKE,
B YaCTHOCTH JJISl TIOJABJICHUSI aKTUBHOCTH 3J1aCTa3 MAaTOT€HHBIX OPraHU3MOB, Y4YacCT-
BYIOIIIUX B Pa3BUTUU UH(EKIIMOHHBIX MPOIECCOB.

Ha npumepe koopaunanuoHHbIx coequHennit koOansTa(ll, II1) ¢ mpousBo-
HBIMH THATIEPUIUH-4-KapOOAUTHOBON KHCIOTHl HMCCIICOBAHO WX BIHMSHUE HA POCT
KYJIBTYpPhI YCIOBHO-TIaTOreHHON Oaktepuu Staphylococcus aureus (puc. 4.18) u mo-
Ka3aHO, 4TO OHHU B KOHIEeHTpauusax 25, 50 u 100 MMOJIBJT * CIIOCOOHBI MOABIIATH
HaKoIUIeHHne 6uomacchl S. aureus.

@25 B350 @100MMoIb-1-1
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Puc. 4.18. Bimmstaue koopauHanmoHHBIX coeaunennii kobansTa(ll, II1) ¢ mpo-

W3BOIHBIMU ITUIICPUINH-1-KapOOaMTHOBOM KKCIIOTHI Ha poct Staphylococcus aureus

Hanbonee akTUBHBIM SIBJISICTCS coeauHeHHE 31, KOTOpOoe NP MHUHHMAaJIbHOMN
KOHIICHTPAIIMHU TOJIaBJIIET HaKoIUIeHue Ouomaccel S. aureus Ha 81,5%. Murubupy-
I0I11asi aKTUBHOCTh OCTaJIbHBIX COSIMHEHHUH PACTET C YBEIMUYCHUEM UX KOHIICHTPAIIUU
10 100 MMoIBIT *, HO He mpeBbimaet 76,2%. M3 3Toro mpuMepa CIeayer, 4To Koop-

nuHanoHHble coenuHenus kooOanbTa(ll, III) ¢ mpousBoaHBIMH IUTHOKAPOAMOBOI
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KHCJIOTBI MOXHO pPaCCMATPUBATL KaK IICPCIICKTHUBHBIC B IIJIAHC I[&J'IBHGIZHIGFO Hn3y4dc-

HHUA UX aHTI/I6aKTepI/IaJ'ILHBIX CBOMCTB.

BoiBoabl k pa3neny 4

1. Kunetnueckrie 0COOEHHOCTH MOJMMEPHU3AINKN CTUPOJIA B Macce, MHUIIMUPO-
BanHoit  cucremamu  [Co(Me,Dtc)z]-21,-TBPB, [Co(RR'Dtc);]-TBPB  u
[Co(RR'Dtc)s]-CHP, rne R = R' = CH3, C,Hs, onpenensiroTcss KaueCTBEHHBIM COCTa-
BOM M KOJMYECTBEHHBIM COOTHOIIIEHUEM KOMIIOHEHTOB WHUIMUPYIOIIMX CHCTEM.
OnTumanbHble COOTHOIICHHS KOHIeHTpanui komiuiekcoB kobanbTa(lll) u TBPB
Haxomarcs B obmact 1 : =20 m 1 : =30 mua cucrem [Co(RR'Dtc)s]-TBPB wu
[Co(Me,Dtc);]-21,—TBPB cooTBeTCTBEHHO.

2. BpICOKHE CKOPOCTH MOJUMEPHU3AINNA CTHPOJIA MPU UCIIOIH30BAHUH B Kade-
cTBe mHunuaropa 1BPB pocturarorcs 3a cuer oOpa3oBaHUsS MPOMEKYTOUHBIX aK-
TUBHBIX HHTepMeanaroB [Co(Me;,Dtc);]... TBPB, koTophbie JIerko reHepUPYIOT B CHU-
CTEMY CBOOOJIHBIC paJMKalbl 1 MOTYT ObITh MHOTOKPAaTHO HCIIOJh30BaHbI. KaTamm-
tuaeckoe neiicteue [CO(RR'Dtc)s] na pacnax CHP HOCHT OKHMCIMTEIBHO-BOCCTAHO-
BUTEIILHBINA XapaKkTep M MPOTEKAET B JIBE CTAJMH, HA MepBOi 13 KOTOphIX KoOabT(I11)
BOccTaHaBnuBaetcs 10 kooansTa(ll).

3. [Ipu wnaumupoBanuu cuctemoit [Co(Me,Dtc);]-21,—TBPB yckopenuio mo-
JUMEPU3alMU CTUPOJIA PEIIECTBYET MEPUO]T HHTUOMPOBaHUs, 00YCIOBIEHHbBIN 00-
pa3oBaHHEM MOJIEKYJISIPHOIO Hoja B pe3yibTaTte aucconnanuu [Co(Me,Dtc)s]-2ls.

4. utnokapOamatnbie komruiekchl kobanbta(lll) yckopsitor pacnag TBPB u
CHP Ha cBOOOIHBIC paguKalbl, a HHUITUUPYIOIINE CUCTEMbI Ha UX OCHOBE TI03BOJIS-
IOT OCYIIECTBIISTH MOJUMEPU3AINIO CTHPOJIA C BRBICOKUMHU CKOPOCTSIMU TIPH YMEPEH-
HBIX TEMIIepaTypax.

5. Coemunenns (RR'),Ditt[CoX,] sBistorcst 3¢ heKTHBHBIMU BYJIKaHU3AI[HOH-
HO-aKTUBHBIMU UHTPEIMCHTAMH B PE3MHOBBIX CMECSX Ha OCHOBE OyTaJueH-CTHUPOIIh-
HOTO KaydyKa U MOTYT ObITh PEKOMEHIOBAaHbI K UCIOIb30BAHUIO B MPOMBIIIJIEHHBIX
AIACTOMEPHBIX KOMIIO3UIIUAX JIJIi M3TOTOBJICHUS (DOPMOBBIX PE3MHOTEXHHYECKUX

I/IS,Z[GJII/Iﬁ C YJIIYUYIICHHBIM KOMIIJICKCOM (I)I/ISI/IKO-MexaHI/I‘ICCKI/IX CBOMCTB.
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6. Koopmunammonnsie  coegunenns [Co(RR'Dtc),], [Co(RR'Dtc)s],
[Co(RR'Dtc)s]-21,, (RR'),Ditt[CoX,] u [Co(RR'Ditc)4](NCS), oka3biBaroT Kak akTH-
BUpYIOIIEe, TAK U WHTUOMpYIOIee NeHCTBHE HA akKTHBHOCTH mentuaas Bacillus thu-
ringiensis UMB B-7324, a-L-pamuo3umas Eupenicillium erubescens 248 u Crypto-
coccus albidus 1001, a-amuma3z Aspergillus flavus var. oryzae 80428 u Bacillus sub-
tilis 147 B 3aBuCcUMOCTH OT COCTaBa, CTPOCHHUS, 3apsja KOMILIEKCA, KOOPAHMHAIIMOH-
HOTO YHCJIa KOMIUIEKCOOOpa3oBaTelis, a TakKe OT IITaMMa, MPOAYIUPYIOLIETO H-
3uM. MakcumanbHbIi 3¢ (deKT mocturaercs mpu akTuBupoBaHuu nentunaa3 Bacillus
thuringiensis UMB B-7324 ¢ snacta3Hoit 1 QUOPHHOIMTHYSCKON aKTHBHOCTBIO.
7. Coemunenns [Co(PipDtc)s]-2l,, Pip,Ditt[CoCl,] [Co(PipDitc)4](NCS), mo-
JaBISIIOT pocT Oaktepun Staphylococcus aureus, 4To mo3BossieT MPOTHO3UPOBATH aH-
THOAKTEpUATBHYIO aKTUBHOCTH M JIpyrux komruiekcoB kobanwsTa(ll, I11) ¢ mpousso-

HBIMH TUTHOKApOAMOBOI KUCIIOTHI.

OcHOBHbIC Hay4HbIC pe3yJIbTaThl paszeia 4 omyoauKoBaHbl B padotax [307-313].
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BbIBO/bI

1. Pa3paboTaHpl CHHTETHYECKHE MOAXOABl K MOTYYEHUIO Pa3HOOOPa3HBIX KO-
opauHaIMOHHBIX coenunenuii kobdaneTa(ll, 1) ¢ mpou3BoAHBIMU TUTHOKAPOAMOBOM
KHCJIOTHI B pe3yJIbTaTe peakiuii B3aumoieiictBus coneir kooanbta(ll) ¢ murrokapOa-
MaTaMH IIETOYHBIX METAJIOB H THYPaMIUCYIb(UIaMH, a TaKKe TUTHOKapOamMaToB
kobanbeTa(lll) ¢ ramorenamu. IlokazaHo, 4YTO UX COCTaB U CTPOEHHUE MOYKHO BapbUPO-
BaTh B 3aBHCHMOCTH OT IPUPOBI aHHOHOB coJjieii koOaibra(ll), rajoreHo, 3amMecTu-
TEJe y aTOMOB a30Ta M YCJIOBH MpoBeneHUs peakiuii. CHHTe3MpOBaHO U OXapak-
TEPU30BaHO COBPEMECHHBIMH METOJaMH UCCIICIOBAHUA 43 cOeMHEHUS.

2. JlokazaHo, uTo B3auMoaeicTBueM coneit kobanpTa(ll) ¢ muTnokapbamaramu
HICJIOYHBIX METAJUIOB B BO3/YIIHOW Cpejie MOKHO CHHTE3UpPOBATh KakK JUTHOKapOa-
matbl koOanbra(ll), Tak m kobameTa(lll). Onpenensronryro posb s 0Opa3oBaHUs
COCJIMHEHUI KOOaibTa B TOW WM WHOW CTENEHH OKUCJICHHSI UTPAET PACTBOPUTEINb.
st cunTe3a qutnokapoamaroB kobaneTa(ll) Heo6xoauMO UCONIb30BaTh BOAY, a KO-
oanbra(lll) — oprannueckue pacTBOpPUTEINH.

3. BbIsIBIIEHO, UTO YCTOHYMBBIC B TBEPIOM BH/Ie TUTHOKapOamaTsl kodanbTa(ll)
IIPY PACTBOPEHUH B OPTaHUYECKHUX PACTBOPHUTEISAX CAMOIPOU3BOJIBHO OKHCISIOTCS
no kobambra(lll). Kommexcer [CO(S,CNRR'),] sSBAAI0TCS HU3KOCIMHOBBIMHU (Myggy =
2,19-2,45 M.B.) ¢ UCKa)XEHHBIM TIOCKOKBAJAPATHBIM CTPOCHHUEM KOOPIAUHAIIMOHHOTO
y3na C0S,. Bnepsoie ¢ ucnonb3oBanneM EXAFS cniekTpockonuu ornpeaeneHs! -
Hel cBsiseit Co-S (2,22-2,26 A).

4. JloxazaHo, YTO B 3aBUCUMOCTH OT TajOreHa pEeaKkIuh MEXIY
[Co(S,CNRR');3] (R = R' = CH3, C,Hs, C¢Hyp; RR' = (CH,)s, (CH,)s, (CH,),0(CH,),)
u X, (X = Cl, Br, ) nporekaior 1o THITy OKHCIMTEIBHO-BOCCTAHOBUTEIbHOTO (X =
Cl, Br) umu nonopno-akientopHoro (X = I) B3aumogeiictBust. C nogoM o0pasyrorcs
koMmIutekchl ¢ meperocom 3apsiaa [Co(S,CNRR')z]-2l,, a ¢ ximopom 1 OpoMOM — BBICO-

KOCTIMHOBBIE (ll,g = 4,63-4,91 M.B.) koopauHaruonHsle coenuHeHus kodanbra(ll)

RR’NZC(§)SS(§)C=NRR'[CoX4], B KOTOPBIX KaTHOH IPEACTaBIsACT COOON OKHC-

aeHHyto Gopmy autrokapoamarHoro ymranga. Coeaunenne [Co{S,CN(CHs),}s]-21;

oxapakTtepu3zoBaHo metojioM PCA.
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5. Ycranosneno, uto peakiuu mexay CoX, (X = Cl, Br, I, NCS, NO;3, ClO,4) u
RR'NC(S)S-SC(S)NRR' SBISIFOTCS OKHCIMTEIHLHO-BOCCTAHOBHTEIBHBIMH, a Xapak-
TEp W IITyOMHA MPOTEKaHMsI PEOKC-TIPOIIECCOB ONMPEACISAIOTCS B OCHOBHOM aHHOHOM

COJIH:

AHHOH [IponyKThI

CI, Br | [CO(S,CNRR");] + RR'N=C(S)SS(S)C=NRR'[C0X,]

I [CO(S,CNRR')3] + [CO(S,CNRR')3] T, + (RR'N=C=S)[l5] + S
NCS | [Co(S,CNRRs] + [Co{RR'NC(S)SNCS},](NCS),

NO; | [Co(S,CNRRs] + CoSO,7H,0 + NO + ...

ClO, |[Co(S.CNRR):] + ...

Ocob6ennoctrio B3anmojeiicTBuss CO(NCS), ¢ tuypamaucynbpuaamMu sSBIsSETCS 00-
pa3oBaHUE B XOJI¢ PEAKIIMK HOBBIX JIMTaH/IOB, KOOPIMHAIIUSA KOTOPHIX B COCTMHCHHSIX
[Co{RR'NC(S)SNCS}4](NCS), (R = R" = CH3; RR' = (CHy,)s, (CH,),O(CH,),) ocy-
IIECTBIISIETCA MOHOJCHTATHO Yepe3 THOHHBIE aTOMBI cephl. OmnpeeeHa MOJICKYIsp-
HasT M KPUCTAUIMYECKas CTPYKTypa KOMIUIEKCAa C  TIEpEHOCOM  3apsja
[Co{S,CN(CHz)2}s] L.

6. [Toka3aHa MEpPCIEeKTUBHOCTD MCIOJb30BAHUS CHHTE3MPOBAHHBIX KOOPIHUHA-
IIHOHHBIX COCIUHEHNI B KAYECTBE XMMHUKATOB-I00aBOK IPH CHHTE3€ M IepepaboTKe
BMC:

o xkommtekcoB CO(S,CNRR"); u Co(S,CNRR');-21, — miis nmpoBeicHHs pajnuKaiib-
HOU TOJMMEPH3alMK CTHPOJIa, HHUIIMUPOBAHHON TPET-OyTHINEPOCH30aTOM HITH TH/I-

PONIEPOKCUIOM KYyMOJIa, C BEICOKMMHU CKOPOCTSIMH MPU YMEPEHHBIX TEMIIEPATYpax;

® COCIMHEHUHU RR'N=C(§)SS(§)C=NRR‘[CoX4] — JUJI TIOBBILICHUS CKOPOCTH U

3¢ ()EKTUBHOCTH BYJIKAHU3AIMH PE3MHOBBIX CMECel Ha OCHOBE OyTaueH-CTUPOJILHO-
ro KayJyka.

7. CuntesupoBannbie coemuHenus koodambta(ll, I11) sBistorcs moaudukaTo-
pamMu KaTaluTHYSCKUX cBoMCTB nentuaas B. thuringiensis UMB B-7324, a-L-pamHo-
sunpa3 E. erubescens 248 u C. albidus 1001, a-amuna3 A. flavus var. oryzae 80428 u

B. subtilis 147, a raxke narrOnTOpamMu pocta Oakrepuu S. aureus.
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HNPUJIOKEHUSA

[Ipunoxenue A

Taomuma A.1

COCTaB, reOMETPUIECCKOEC CTPOCHUEC, MATHUTHBIC H CIICKTPAJIbHBLIC CBOMCTBA

auTuokapéamartoB kodaabTa(ll)

<
Wopg, | d—d-miepexonpl, %
Jutnokapbamar CocraB KOMILIEKCa ME. on L §
S
=
[TnockokBapaTHBIE KOMILICKCHI
H
N—-C(S)S” [Co(MeHDtc),] 1,62 |15320,20000 |21
H;C
H\
N-C(S)S [Co(EtHD(tc),] 2,64 |15500, 20000 |21
CoHs
H\
N-C(S)S [Co(PrHDtc),] 2,52 (15200, 20000 |21
C;H;
H\
N-C(S)S [Co(BuHDtc),] 2,08 15240,20000 |21
C4Hg
H\
N=C(S)S’ [Co{(HOEt)HDtc)},] 1,39 |15560, 20000 |21
HOC,H,
H\
N=C(S)S’ [Co(CIPhHDtc),] ~2,1 |=16000 39
H\
N—C(S)S’
O [Co(B-NaphDtc),] 2,58 — 23
H\
N—C(S)S
= [Co(MeThazHDtc),] 2,64 - 32
Na S
CH;
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[Tponomxenue tadn. A.l

<
d-d E:
Wy | 0—Q-TIEPEXONBL, |
Jutnokapbamar CocraB KOMILTEKCA ME. on L §
=~
=
HHOCKOKBaﬂpaTHBIG KOMIIJICKCBI
H\
N—C(S)S
N= [Co(EtThazHDtc),] 2,50 _ 32
Na S
C,H;
(C,Hs),N-C(S)S [Co(Et,Dtc),] 2,4 - 16
(HOC,H,),N-C(S)S [Co{(HOEY),Dtc)},] 2,68 |15450, 20320 |21
. 15750, 20830,
N—-C(S)S’ [Co(HmIDtc),] 2,51 34
25000
(  N-C(S)S [Co(PipDtc),] 2,00 16000, 20410 |24
CH;
_ 15800, 20830,
[Co(2-MePipDtc),]-0,5H,0 [2,31 25
N—C(S)S 25000
H;C
_ 15800, 20830,
[Co(3-MePipDtc),]-0,5H,0 [2,16 25
N—C(S)S 25000
_ 15625, 20830,
H3C@N—C(S)S‘ [Co(4-MePipDtc),]-0,5H,0 (2,04 25
25000
@ [Co(4-PhPipDtc),]-0,5H,0 (2,30 5390, 15700, 26
CeH N—C(S)S" 0(4-PhPipDtc),]-0, ,
o PRI 20800, 25000
/N .
S  N—C(S)S [Co(TimDtc),] 2,03 |15675,20410 |24
___/
S
< :N{H _ _ 15385, 17240,
S_N: > [CoPipDtcPipCl] 2,25 20000 70
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[Tponomxenue tadn. A.l

<
d—d >
W, | O—0-TIEpEXOOBI, |
Jutnokapbamar CocraB KOMILTEKCA M.E. oL §
=~
=
HHOCKOKBaHpaTHBIe KOMIIJICKCHI
/" 8700, 15620,
S(S)C—N N—-C(S)S" |[CoPzDtc]-2H,0 2,49 44
N 20000, 26660,
15625, 20620,
™\ [Co(4-MePzDtc),] 1,60 24
H;C-N  N—C(S)S 25000
N
[Co(4-MePzDtcH),](CIO,), [2,1  |15797 40
8600, 15700,
[Co(4-PhPzDtc),]-0,5H,0 |2,14 26
20000, 25000
CcHs—N N—=C(S)S
. 5 T[Co(@-PhPzDic),] 2,41- |5800-6300,
28
[Co(4-PhPzDtcH),Cl,] 2,44 |14300-15400
[Co(4-PhPzDtcH),Br,]
i
N-N—CH,(S)S’
[Co,(HydrDtc),] 2,78 14765 47
N-N—CH(S)S’
B
(C,Hs),N-C(S)S [CoCd(Et,Dtc).] 2,52 [10255,15700 |51
(  N-C©)S [CoCd(PipDtc).] 2,37 10255, 15870 |51
Terparapruueckre KOMILUIEKCHI
H
>/~7N N-C(S)S" [Co(AcPzDtc),] 4,39 14500, 21470 |30
S ___/
H\
N—C(S)S’
[Co(a-NaphDtc),] 4,69 (14705 22
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[Tponomxenue tadn. A.l

<
d-d E:
Wy | O—0-TIEPEXOBL, | &
Jutnokapbamar CocraB KOMILTEKCA ME. o L §
=
=
Terpasapruueckre KOMIUIEKCHI
Eé —C(S)S [Co(SucDtc),] 3,02 - 33
CE?NC(S)S [Co(PhtDtc),] 3,90 — 33
€S |Na[CoPIDtc(MeO),]-H,0  |4,20 |15820 41
O N ’
m
OH C(S)S
J\/@ Y~ |Na[CoAtDIc(AcO),]5H,0 4,16 |16950 42
=(_( —C(S)S [Co(PyrtrioneDtc),] 3,62 (12100 31
HN
O
H
[ N C(S)S
[ [Co,(AmPzDtc),] 4,52 11380, 17460 |48
N C(S)S
O /C(S)S'
N
>=O [Co,(bisPyrtrioneDtc),] 2,71 12200 31
N
0 O
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[Tponomxenue tadn. A.l

<
Wopg, | d—d-miepexonpl, %
Jutnokapbamar CocraB KOMILTEKCA ME. on L §
S
=
KBaapaTHO-TMpaMuIaIbHBIC KOMITJICKCHI
CeHs
N N—C(S)S- [Co,(4-BnPzDtc),]-4H,0 2,09 |15600, 24935 |37
OkKTasIpruecKre KOMILIEKCHI
Ce¢Hs—N N—C(S)S [Co,(4-PhPzDtc)4] 2,63 |15675,20875 |36
/ N\
OzNON\_/N—C(S)S' [Co,(4-NO,PhPzDtc),]-4H,0(2,80 |15600 36
F@N N-C(S)S" |[Co,(4-FPhPzDtc),]-4H,O 2,10 |15770 36
(C,Hz),N-C(S)S [Co(Et,Dtc),Py,] 4,18 11146, 15552, 55
— 0 C ,
2M5)2 2 2rY2 20790
12272, 16474,
(C6H5)2N—C(S)Si [CO(thDtC)zPyz] 4,21 55
22321
H\
/N—C(S)S‘ [Co(CyHDtc),PPhs] 15575, 20080 |38
CeHi1y
(C,H5),N-C(S)S [Co(Et,Dtc),Phen] 50 |8700 54
(C,H5),N-C(S)S [Co(Et,Dtc),bpy] 51 (8750 o4
(C,H5),N-C(S)S [Sn(Tch),{Co,(Et,Dtc),}] 4,66 17480, 24540 |56
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IIpunoxenue b

Taomuma b.1

MesknmiiockocTHbIe paccTosinus (d, A) n uaTencuBrocTn unuii (1/1o, %)

COeAMHEHHU I
CoennHeHune d, (1/1p)

[Co(Me,Dtc),] 7,35 (100), 6,79 (49), 5,39 (35), 4,91 (23), 4,66 (25), 4,10
(23), 3,96 (24), 3,70 (15), 3,20 (19), 2,84 (11), 2,67 (13),
2,56 (14), 2,35 (15), 2,23 (15)

[Co(Et,Dtc),] 8,10 (100), 6,70 (42), 6,40 (72), 5,23 (14), 4,97 (11), 4,47
(22), 4,14 (34), 3,92 (10), 3,34 (10), 3,25 (13), 2,95 (10),
2,79 (22), 2,69 (13), 2,36 (8), 2,16 (15), 2,10 (7), 2,04 (10),
1,89 (9)

[Co(Pr,Dtc),] 8,65 (100), 7,35 (19), 5,26 (13), 4,91 (22), 4,38 (33), 3,82
(14), 3,32 (11), 2,43 (8)

[Co(Bu,Dtc),] 13,0 (15), 10,5 (100), 8,65 (35), 7,74 (27), 5,89 (17), 5,14

(20), 4,38 (24), 4,26 (17), 4,12 (17), 3,32 (13)

[Co(PipDtc),]

8,02 (100), 5,46 (36), 4,38 (22), 4,03 (11), 2,95 (14)

[Co(HmMIDtc),]

9,80 (78), 8,32 (67), 7,61 (45), 6,13 (50), 5,20 (100), 4,81
(72), 4,47 (67)

[Co(Me,Dtc)s]

8,64 (7), 7,91 (7), 7,19 (100), 6,86 (42), 6,68 (56), 6,51
(56), 6,24 (29), 6,02 (15), 5,31 (50), 4,89 (19), 4,61 (29),
4,36 (6), 4,07 (29), 3,94 (32), 3,69 (6), 3,20 (6), 2,85 (7),
2,81 (12), 2,69 (7), 2,64 (8), 2,52 (6), 2,34 (6)

[CO(EtZ DtC) 3]

20,53 (5), 7,97 (83), 6,60 (14), 6,24 (100), 5,16 (12), 4,89
(7), 4,31 (11), 4,04 (40), 4,01 (40), 3,88 (10), 3,12 (6), 2,76
(18), 2,66 (14), 2,15 (11), 2,13 (9)

[Co(Pr,Dtc)s]

8,67 (100), 7,36 (52), 5,21 (56), 4,89 (41), 4,47 (41), 4,34
(77), 4,19 (27), 3,82 (35), 3,32 (24), (3,21), (5), 2,48 (9),
2,43 (16), 2,38 (7), 2,32 (11), 2,05 (17), 1,92 (6)
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[Tponomxkenne tabn. b.1

CoenuHenune d, (1/1p)
[Co(Bu,Dtc)s] 10,48 (100), 8,56 (7), 5,10 (6), 4,96 (6), (4,36), (17), 4,14
(12), 3,33 (6)
[Co(Bn,Dtc)s] 9,50 (100), 7,74 (32), 6,22 (21), 5,89 (32), 5,26 (48), 5,03

(63), 4,66 (42), 4,38 (13), 4,03 (21), 3,76 (16), 3,47 (15),
3,11 (14)

[Co(PipDtc)s]

7,85 (100), 7,24 (19), 5,45 (44), 4,63 (14), 4,36 (53), 4,04
(17), 3,93 (34), 3,62 (5), 2,92 (15), 2,79 (10), 2,24 (6), 2,18
(14), 2,12 (10)

[Co(HmiDtc),]

13,60 (17), 9,70 (74), 8,10 (49), 7,45 (20), 6,90 (21), 6,20
(72), 5,63 (6), 5,18 (100), 4,82 (69), 4,53 (67), 4,14 (13),
3,78 (19), 3,64 (10), 3,43 (8), 3,30 (13), 2,91 (13), 2,73
(10), 2,58 (6), 2,53 (8), 2,42 (7), 2,34 (6), 2,31 (7), 2,24
(8), 2,15 (6)

[Co(MorphDtc)s]-CHCl,

8,49 (27), 7,91 (97), 7,09 (8), 6,60 (53), 5,72 (9), 5,48 (59),
5,26 (100), 5,03 (21), 4,73 (28), 4,53 (45), 4,41 (21), 4,31
(58), 3,98 (33), 3,79 (6), 3,70 (10), 3,65 (7), 3,20 (5), 3,04
(8), 2,94 (18), 2,76 (12), 2,70 (9), 2,64 (14), 2,53 (10), 2,42
(6), 2,20 (17), 2,01 (5), 1,99 (6)

[Co(EtPhDIC)s]

13,33 (18), 10,81 (17), 9,68 (23), 9,01 (5), 7,29 (100), 6,68
(22), 6,34 (10), 5,95 (10), 5,57 (8), 5,42 (9), 5,08 (45), 4,87
(13), 4,45 (22), 4,38 (17), 4,27 (13), 4,04 (18), 3,88 (13),
3,78 (9), 3,27 (9), 3,10 (5), 3,04 (6), 2,94 (6), 2,53 (13),
2,34 (6), 2,24 (6)

[CO(MEthC)3]'2|2

8,48 (30), 7,61 (15), 7,12 (71), 6,70 (64), 5,44 (77), 4,43
(61), 4,26 (35), 4,14 (42), 4,03 (100), 3,82 (21), 3,70 (67),
3,55 (26), 3,47 (97), 3,34 (19), 3,29 (27), 3,20 (10), 2,97
(11), 2,88 (28), 2,75 (13), 2,72 (20), 2,66 (43), 2,58 (9),
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[Tponomxkenne tabn. b.1

Coenuuenue

d, (1/1y)

2,53 (11), 2,48 (19), 2,34 (43), 2,25 (10), 2,15 (26), 2,05
(28), 1,99 (12), 1,97 (15), 1,89 (12), 1,83 (18), 1,75 (18),
1,72 (23), 1,68 (15)

Me4D|tt[COCI4]

9,51 (27), 7,40 (85), 7,09 (100), 6,35 (44), 6,20 (51), 5,69
(12), 4,94 (23), 4,74 (28), 4,38 (8,5), 4,14 (94), 3,98 (39),
3,74 (37), 3,60 (34), 3,54 (40), 3,26 (77), 3,22 (65), 3,11
(29), 2,89 (21), 2,83 (28), 2,76 (27), 2,69 (46), 2,57 (6),
2,46 (20), 2,34 (13), 2,25 (18), 2,06 (13)

Me,Ditt[CoBry]

7,56 (52), 7,33 (64), 6,51 (93), 6,35 (74), 5,85 (13), 5,06
(19), 4,87 (18), 4,27 (24), 4,24 (27), 4,07 (30), 3,82 (60),
3,64 (46), 3,35 (100), 3,17 (34), 3,11 (36), 2,99 (28), 2,92
(38), 2,84 (29), 2,76 (53), 2,64 (12), 2,56 (13), 2,51 (12),
242 (12), 2,33 (13)

Et,Ditt[CoCl,]

9,78 (15), 8,16 (85), 7,67 (90), 6,86 (50), 6,34 (21), 5,92
(17), 5,41 (6), 5,03 (37), 4,82 (29), 4,71 (27), 4,49 (100),
4,10 (24), 3,79 (55), 3,54 (22), 3,50 (20), 3,41 (96), 3,38
(97), 3,12 (26), 2,95 (55), 2,88 (31), 2,83 (54), 2,75 (16),
2,70 (41), 2,52 (14), 2,45 (15), 2,40 (19), 2,26 (13), 2,23
(17), 2,17 (17), 2,15 (14), 2,13 (15), 2,06 (9), 1,97 (10),
1,95 (23)

10,81 (65), 8,03 (63), 7,29 (33), 6,99 (22), 6,64 (7), 5,42
(26), 5,06 (34), 4,92 (24), 4,59 (5), 4,32 (9), 4,17 (100),
3,85 (9), 3,65 (24), 3,48 (7), 3,37 (31), 3,33 (28), 3,29 (34),
3,15 (11), 3,08 (7), 3,01 (17), 2,89 (12), 2,76 (18), 2,64
(14), 2,56 (13), 2,44 (5), 2,41 (7), 2,32 (5), 2,29 (7), 2,27
(7), 2,22 (5), 2,16 (5), 2,11 (5), 2,07 (9), 1,98 (6), 1,96 (6),
1,92 (5), 1,84 (5)

Pip,Ditt[CoBr,]

10,92 (57), 8,09 (62), 7,51 (90), 7,14 (72), 5,75 (10), 5,48
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[Tponomxkenne tabn. b.1

Coenuuenue

d, (1/1y)

(25), 5,21 (17), 4,98 (7), 4,84 (22), 4,25 (62), 3,90 (49),
3,74 (45), 3,65 (48), 3,55 (22), 3,39 (100), 3,27 (42), 3,16
(33), 3,09 (34), 2,91 (28), 2,83 (35), 2,75 (14), 2,72 (31),
2,67 (19), 2,62 (25), 2,51 (14), 2,46 (17), 2,42 (11), 2,31
(9), 2,28 (10), 2,25 (6), 2,23 (6), 2,21 (9), 2,16 (9), 2,13
(11), 2,10 (8), 2,02 (19), 1,96 (10), 1,93 (6), 1,88 (13), 1,86
(12), 1,83 (10), 1,82 (11), 1,79 (12), 1,78 (11), 1,76 (8),
1,74 (5), 1,69 (8), 1,66 (6)

11,67 (13), 10,70 (100), 9,69 (15), 8,93 (34), 8,36 (26),
7,91 (20), 7,19 (29), 7,03 (30), 6,86 (30), 6,60 (29), 5,79
(13), 5,57 (29), 5,40 (19), 5,21 (14), 5,03 (47), 4,76 (78),
4,51 (37), 4,32 (12), 4,22 (37), 4,10 (59), 3,96 (20), 3,86
(52), 3,60 (34), 3,53 (67), 3,44 (24), 3,31 (61), 3,14 (22),
3,04 (22), 2,97 (34), 2,90 (22), 2,83 (19), 2,77 (8), 2,68
(38), 2,57 (27), 2,52 (13), 2,49 (16), 2,42 (8), 2,35 (17),
2,30 (6), 2,27 (10), 2,25 (6), 2,18 (17), 2,06 (12), 2,02 (13),
1,98 (13), 1,96 (19), 1,91 (8), 1,85 (5), 1,80 (9), 1,76 (7),
1,72 (6), 1,69 (6), 1,66 (5), 1,63 (6)

Hmi,Ditt[CoBr,]

12,22 (23), 10,92 (46), 9,88 (17), 9,01 (15), 8,42 (13), 8,15
(31), 7,29 (100), 6,72 (33), 6,02 (8), 5,72 (33), 5,48 (13),
5,26 (9), 5,13 (26), 4,84 (42), 4,61 (15), 4,36 (22), 4,24
(21), 4,17 (50), 4,07 (45), 3,91 (29), 3,74 (25), 3,65 (59),
3,59 (49), 3,50 (65), 3,41 (30), 3,35 (15), 3,31 (57), 3,25
(36), 3,07 (75), 3,00 (49), 2,94 (23), 2,87 (25), 2,83 (23),
2,75 (67), 2,66 (14), 2,61 (20), 2,56 (14), 2,50 (11), 2,43
(13), 2,38 (9), 2,35 (6), 2,30 (9), 2,25 (17), 2,20 (15), 2,11
(11), 2,09 (21), 2,05 (11), 2,01 (25), 1,99 (17), 1,95 (12),
1,87 (31), 1,82 (20), 1,80 (11), 1,76 (8), 1,75 (19), 1,72
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[Tponomxkenne tabn. b.1

Coenuuenue

d, (1/1y)

(12), 1,71 (7), 1,68 (14), 1,66 (10), 1,59 (5)

Morph,Ditt[CoCl,4]

10,27 (23), 8,78 (30), 7,56 (21), 7,14 (11), 6,35 (62), 5,95
(8), 5,49 (78), 5,13 (56), 4,89 (10), 4,63 (24), 4,49 (27),
4,39 (34), 4,29 (100), 4,18 (65), 3,99 (58), 3,78 (70), 3,52
(25), 3,46 (24), 3,42 (34), 3,35 (94), 3,27 (68), 3,13 (76),
2,98 (9), 2,89 (60), 2,83 (57), 2,77 (28), 2,64 (24), 2,54
(30), 2,44 (40), 2,36 (9), 2,25 (18), 2,22 (21), 2,14 (15),
2,09 (20), 2,03 (12), 2,00 (15), 1,98 (10), 1,96 (7), 1,89
(18), 1,84 (24), 1,77 (11), 1,73 (10), 1,70 (12), 1,67 (9),
1,65 (7)

Morph,Ditt[CoBry]

10,59 (15), 8,78 (15), 7,67 (43), 7,29 (49), 6,86 (10), 6,43
(54), 5,66 (36), 5,23 (33), 4,94 (9), 4,78 (14), 4,65 (20),
4,36 (54), 4,22 (40), 4,12 (64), 3,92 (36), 3,82 (35), 3,54
(78), 3,48 (100), 3,34 (49), 3,22 (84), 3,12 (15), 3,04 (22),
2,94 (72), 2,91 (85), 2,86 (54), 2,80 (16), 2,74 (31), 2,66
(37), 2,62 (24), 2,59 (21), 2,56 (27), 2,51 (32), 2,45 (28),
2,33 (19), 2,25 (6), 2,21 (21), 2,17 (19), 2,14 (9), 2,11 (19),
2,08 (80), 2,02 (13), 1,96 (16), 1,94 (20), 1,91 (20), 1,89
(30), 1,84 (21), 1,80 (11), 1,78 (19), 1,70 (16), 1,68 (18),
1,65 (8), 1,62 (6), 1,58 (6)

Me, Tmi[ls]

6,90 (18), 5,89 (36), 5,46 (21), 4,26 (100), 4,03 (39), 3,61
(58), 3,42 (90), 3,09 (86), 3,01 (26), 2,85 (26), 2,66 (14),
2,38 (36), 2,29 (33), 2,21 (19), 2,15 (15), 2,08 (14), 2,00
(13), 1,88 (8), 1,78 (13), 1,70 (10)

[CO(MEthC)g]'IZ

8,17 (27), 7,61 (100), 6,79 (67), 6,13 (45), 5,68 (20), 5,02
(17), 4,66 (79), 4,43 (27), 4,10 (38), 3,79 (28), 3,44 (20),
3,37 (20), 2,97 (14), 2,86 (27), 2,63 (17), 2,56 (19), 2,52
(18), 2,37 (16), 2,22 (16), 1,99 (22)
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[Tponomxkenne tabn. b.1

Coenuuenue

d, (1/1y)

[CO(MengtC)4](NCS)2

9,40 (44), 7,00 (23), 5,74 (18), 5,46 (19), 5,02 (16), 4,50
(25), 3,80 (15), 3,52 (100), 3,29 (24), 3,18 (16), 3,05 (18),
2,63 (10), 2,22 (11)

Taomuna b.2

9 3 32
KoopauHaThl 1 HapamMeTphl TemJIoBbIX KoJebanuii (U, 10°, A°) HeBomopoaHbIX

aTtomoB B cTpykType [Co(Me,Dtc);]

ATtom X y Z Usis
Co 0,5150(1) 0,2739(1) 0,2646(1) 40(0)
S(11) 0,5915(1) 0,3089(1) 0,0604(2) 54(1)
S(12) 0,3881(1) 0,2996(1) 0,1255(2) 50(1)
N(11) 0,4567(2) 0,3272(3) —0,1341(3) 57(1)
C(11) 0,4753(7) 0,3147(7) —0,0023(10) 45(4)
C(12) 0,5373(5) 0,3419(6) —0,2333(7) 76(3)
C(13) 0,3561(6) 0,3270(7) —0,1823(8) 74(3)
S(21) 0,4138(1) 0,2141(1) 0,4427(2) 50(1)
S(22) 0,4838(1) 0,1104(1) 0,2300(2) 50(1)
N(21) 0,3675(3) 0,0178(3) 0,4308(2) 55(1)
C(21) 0,4140(7) 0,1015(7) 0,3764(10) 43(3)
C(22) 0,3119(4) 0,0156(4) 0,5578(5) 79(2)
C(23) 0,3721(4) —0,0742(4) 0,3691(6) 73(2)
S(31) 0,6617(1) 0,2798(1) 0,3794(1) 49(0)
S(32) 0,5513(1) 0,4273(1) 0,3474(1) 54(0)
N(31) 0,7228(3) 0,4564(3) 0,4938(4) 55(1)
C(31) 0,6562(3) 0,3973(3) 0,4184(4) 46(1)
C(32) 0,8111(4) 0,4246(5) 0,5486(6) 77(2)
C(33) 0,7127(5) 0,5555(4) 0,5243(7) 77(2)
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Taomuma B.3

Jlnunbl cBsaseii (d, A) u BajJenTHBIE YrJbl (0, rpaa) B cTrpykType [Co(Me,Dtc,)s]

CBsi3b d CBsi3b d
Co-S(11) 2,261(2) C(21)-N(21) 1,328(10)
Co-S(12) 2,280(2) N(21)-C(22) 1,451(6)
S(11)-C(11) 1,710(10) N(21)-C(23) 1,436(7)
S(12)-C(11) 1,706(10) Co-S(31) 2,275(1)
C(11)-N(11) 1,333(11) Co-S(32) 2,258(1)
N(11)-C(12) 1,448(8) S(31)-C(31) 1,706(4)
N(11)-C(13) 1,445(9) S(32)-C(31) 1,711(4)
Co-S(21) 2,274(2) C(31)-N(31) 1,323(5)
Co-5(22) 2,271(2) N(31)-C(32) 1,462(7)
S(21)-C(21) 1,708(10) N(31)-C(33) 1,453(7)
S(22)-C(21) 1,709(10)

Yron ® Yron ®
S(11)-Co-S(12) 76,5(1) C(11)-N(11)-C(12) 120,7(6)
S(11)-Co-S(22) 94,2(1) C(11)-N(11)-C(13) 121,3(6)
S(11)-Co-S(21) 167,3(1) C(12)-N(11)-C(13) 118,0(5)
S(11)-Co-S(31) 93,9(2) Co-S(21)-C(21) 86,4(3)
S(12)-Co-S(22) 94,3(2) Co-S(22)-C(21) 86,5(3)
S(12)-Co-S(21) 95,6(1) S(21)-C(21)-S(22) 110,7(5)
S(12)-Co-S(31) 166,7(1) S(21)-C(21)-N(21) 125,2(7)
S(12)-Co-S(32) 95,3(2) S(22)-C(21)-N(21) 124,1(7)
S(22)-Co-S(21) 76,4(1) C(21)-N(21)-C(22) 121,1(6)
S(22)-Co-S(31) 95,5(1) C(21)-N(21)-C(23) 121,7(5)
S(22)-Co-S(32) 167,3(1) C(22)-N(21)-C(23) 117,2(4)
S(21)-Co-S(31) 95,4(1) Co-S(31)-C(31) 86,5(1)
S(21)-Co-S(32) 94,1(1) Co-S(32)-C(31) 87,0(1)
S(31)-Co-S(32) 76,4(1) S(31)-C(31)-S(32) 110,1(2)
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[Tponomxkenne tadbn. b.3

Yron ) Yron ®
S(32)-Co-S(11) 96,1(1) S(31)-C(31)-N(31) 125,0(3)
Co-S(11)-C(11) 86,5(3) S(32)-C(31)-N(31) 124,8(3)
S(11)-C(11)-S(12) 110,8(6) C(31)-N(31)-C(33) 120,8(4)
Co-S(12)-C(11) 86,0(4) C(31)-N(31)-C(32) 122,1(4)
S(11)-C(11)-N(11) 123,7(7) C(32)-N(31)-C(33) 117,1(4)
S(12)-C(11)-N(11) 125,5(7)

1 -5 | |2 - L5
° L1
T.=641K o1 T.=619K
- 0.5 0.3
. . : 0
T T = A =2
-80 f 220 20 05
-0.5
: -1
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¥=0,0417x+ 1,519 -1.5 v=0.052x+1.916/ .2
R2=0,9953 R2=0,9926 .
22 -2.5
3 - 1.5 4 - L5
T.=634K ! T.=618K 1
- 0.5 - 0.5
T T 0 T T T 0
-80 -20 05| | 80 -60 -20 -0.5
-1 -1
15 -1.5
v=0.0537x+1.6289 -2 ¥=0,0735x+1,8762| -2
R2=10,996 R2=0.,9916 .
’ - =25 -2.5
5 - 15| |6 LS
T.= 599K M1 T,=599K g 1
- 05 05
T O ) T ° T 0
— =2 - - -
20 05 80 60 20 05
-1 -1
1.5 15
y=0,040x+1,8302 _, y=00792x+22781_
R2=0,9947 R2=0,9878
2.5 25
W, —W,; .
Puc. B.1. 3aBucumoctu 1lnln ot 0 ISt TIEpBBIX CTaJWKA TEPMHUYECKOTO
¥

pazioxenus mutrokapoamaroB kobamsTa(ll): [Co(Me,Dtc),] (1), [Co(Et,Dtc),] (2),
[Co(Pr,Dtc),] (3), [Co(Bu,Dtc),] (4), [Co(PipDtc),] (5), [Co(MorphDtc),] (6)




I 15 | |2 -2
T,=664K o1 T.=630K .
[e]
- 0.5
‘ ‘ 0
I T 0 -80 20
-80 -20 - -1
- 05
-2
.
y=0,0466x+ 1,6633 - -1.5 v =0,0712x+1,8679| -3
R2=0,9981 R2 = 0,9944
) L4
3 2] |4 -12
T,= 644 K / L =635k 09
. 0
-80 20 ) 0.6
) - 03
[o]
_3 T T T T T 0
-4 | -s50 -40 230 20 -10
y=0,0927x+2,0158 - _5 y=0,0578x+ 1,786 03
R2 = 0,9996 R2= 0,995
L 6 S L 0.6
5 . 15 | |6
T.= 603K M1
o - 05 s
‘ ‘ ‘ : : ‘ ‘ ‘ 0
-20 -10 b 05| | .60 -50  -40 Ao
15 M-
- 2.5 -2
y=0,1209x + 2,7464
R2=0,9924 y=00751x+0,5601
L35 R2=0,9967 3
7 15 | |8
|- 1 o [
T,=619K T.=630K 1
- 0,5 o
) T T T T 0
60 .50 -40 20 -0 ‘ ‘ 0
05 220 -10
A
15 r -l
v =0,0687x+ 1,8728 - v =0,0792x +2,0105
R2= 09975 R2 = 0,9945
L 25 )
W, —W; .
Puc. Bb.2. 3aBucumoctu Ilnln . OT 0 nns mepBBIX CTaAWil TEPMUYECKOTO
—¥rE

paznoxenus auruokapbamartos kobaiwsTa(lll): [Co(Me,Dtc)s] (1), [Co(Et,Dtc)s] (2),
[Co(Pr,Dtc)s] (3), [Co(PipDtc)s] (4), [Co(HmIiDtc)s] (5), [Co(MorphDtc)s]-CHCI; (6),
[Co(Cy,Dtc)s] (7), [Co(EtPhDtc)s] (8)



Tabmuma b.4

KOOpI[I/IHaTbI 4ATOMOB U S5KBUBAJICHTHLIC U30TPOITHBLIC TEMIICPATYPHBIC

dakropsl (U, A% B crpykrype [Co(Me,Dtc)s]-21,

ATtoMm X y z Usis
1(2) 0,6192(1) 0,1852(1) 0,7355(1) 22(1)
1(2) 0,6206(1) —0,0166(1) 0,5492(1) 37(1)
Co(1) 1,0000 0,471(1) 0,7500 11(2)
S(2) 1,1089(1) 0,0235(1) 0,6538(1) 15(1)
S(2) 0,8833(1) —0,0653(1) 0,6686(1) 17(1)
S(3) 0,8833(1) 0,1754(1) 0,6910(1) 13(1)
N(1) 1,0054(3) —0,1257(2) 0,5577(2) 20(2)
N(2) 1,0000 0,3413(3) 0,7500 18(1)
C(2) 0,9995(3) —0,0653(2) 0,6154(2) 17(2)
C(2) 1,1156(4) —0,1286(3) 0,5240(2) 27(1)
C(3) 0,9086(4) —0,2008(3) 0,5307(2) 30(2)
C(4) 1,0000 0,2464(3) 0,7500 14(1)
C(5) 0,8923(4) 0,3962(3) 0,7025(3) 28(1)
H(2) 1,1660(50) —0,0690(40) 0,5380(30) 25(11)
H(3) 1,1690(60) —0,1780(40) 0,5500(30) 36(13)
H(4) 0,8510(70) —0,2010(50) 0,5640(40) 40(15)
H(5) 0,9600(80) —0,2660(60) 0,5340(50) 90(20)
H(6) 0,8520(60) —0,1900(40) 0,4720(30) 43(16)
H(7) 0,8780(60) 0,4470(60) 0,7210(40) 70(20)
H(8) 0,9010(80) 0,4080(70) 0,6440(50) 100(30)
H(9) 0,8030(40) 0,3630(30) 0,7050(20) 17(9)
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Tabmuma B.5

Jlniunbl cBsizeii (d, A) u BajleHTHBIE YIJIbI (O, TPaa) B CTPYKTYpe

[CO(MethC)g]'le

CBsi3b d CBs13b d
1(1)-1(1)#1 2,7540(6) S(3)-C(4) 1,722(3)
1(2)-1(2)#2 2,7784(7) N(1)-C(1) 1,310(4)
Co(1)-S(2) 2,2600(8) N(1)-C(2) 1,453(5)
Co(1)-S(3) 2,2714(8) N(1)-C(3) 1,470(5)
Co(1)-S(1) 2,2786(8) N(2)-C(4) 1,317(5)
S(1)-C(1) 1,725(3) N(2)-C(5) 1,462(4)
S(2)-C(1) 1,731(3)

Yron ® Yron ®
S(2)—-Co(1)-S(2)#3 92,71(5) C(4)-S(3)—Co(1) 86,5(1)
S(2)—-Co(1)-S(1) 76,49(3) N(1)-C(1)-S(1) 126,0(3)
S(2)-Co(1)-S(3)#3 168,83(3) N(1)-C(1)-S(2) 125,2(3)
S(2)#3—Co(1)-S(1) 92,01(3) S(1)-C(1)-S(2) 108,8(2)
S(2)—-Co(1)-S(3) 95,76(3) N(2)-C(4)-S(3) 124,9(1)
S(3)#3—Co(1)-S(3) 76,86(4) S(3)-C(4)-S(3)#3 110,2(2)
S(3)-Co(1)-S(1)#3 95,90(3) C(1)-N(1)-C(2) 121,1(3)
S(1)-Co(1)-S(1)#3 163,46(5) C(1)-N(1)-C(3) 121,7(3)
S(3)-Co(1)-S(1) 97,04(3) C(2)-N(1)-C(3) 116,8(3)
C(1)-S(1)—Co(1) 87,0(2) C(4)-N(2)-C(5) 121,4(2)
C(1)-S(2)—Co(1) 87,4(1) C(5)#3-N(2)-C(5) 117,2(4)

Cummerpuueckue npeodbpazoBanus: #1 —X + 1,y, —z + 3/2; #2 x+ 1,-y,—z+ 1; #3 X + 2,

y, -z + 3/2.
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Tabmuma b.6
MarnutHble cBoiicTBa coequnenuii (RR'),Ditt[CoX,]
CoeiHEeHue T, K X510% 210 ZM"103’ Hogps
emir cM*Monb © | eM> Mo M.Bb.
Me,Ditt[CoCl,] 296 22,53 9,94 10,20 4,91
269 24,74 10,91 11,17 4,90
226 29,16 12,86 13,12 4,87
198 32,64 14,39 14,66 4,82
173 37,34 16,47 16,73 4,81
140 46,20 20,38 20,64 4,81
Me,Ditt[CoBry] 300 15,40 9,53 9,83 4,86
265 17,22 10,66 10,95 4,82
228 20,11 12,45 12,75 4,82
177 25,86 16,01 16,31 4,80
126,5 35,74 22,12 23,04 4,83
Et,Ditt[CoCl4] 299 19,67 9,78 10,09 4,91
256,5 22,80 11,34 11,64 4,89
217 26,93 13,39 13,70 4,88
170,5 33,57 16,69 17,00 4,82
140,5 40,31 20,05 20,35 4,78
106 54,49 27,10 27,40 4,82
Et,Ditt[CoBr,] 299 14,38 9,71 10,05 4,90
268,5 15,91 10,74 11,09 4,88
227 18,72 12,64 12,98 4,86
189,5 22,52 15,20 15,55 4,86
162 25,95 17,52 17,86 4,81
140 29,62 20,00 20,34 4,77
112 38,50 25,99 26,34 4,86
Cy,Ditt[CoCl,] 296 13,21 9,43 9,90 4,84
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[Iponomxenue tabdin. b.6

7107,

Coenunenue T, K Xg-;106’1 JZM-103,1 X . Hode:
CM ‘T CM "MOJIb CM "MOJIb M.b.

Cy.Ditt[CoBr,] 296 10,20 9,09 9,60 477
Pip,Ditt[CoCl.] 296 17,32 9,03 9,34 4,70
246 21,28 11,09 11,41 4,74

206 24,94 13,00 13,31 4,68

188 27,04 14,10 14,41 4,66

157 32,05 16,71 17,02 4,62

Pip,Ditt[CoBr,] 296 12,75 8,01 9,27 4,69
265,5 14,51 10,14 10,50 4,72

241 15,74 11,00 11,36 4,68

207 18,05 12,62 12,97 4,64

1735 21,41 14,97 15,32 4,61

143 25,99 18,17 18,53 4,60

116 31,46 21,99 22,35 4,55

Hmi,Ditt[CoCl,] 296 16,77 9,21 9,55 476
266,5 18,96 10,42 10,76 4,79

223 2237 12,29 12,63 4,75

197 25,08 13,78 14,12 4,72

165 29,14 16,01 16,35 4,65

131,5 36,52 20,06 20,40 4,63

Hmi,Ditt[CoBr,] 295 12,02 8,74 9,12 4,64
271,5 13,23 9,62 10,00 4,66

241 14,48 10,53 10,91 4,59

196,5 17,38 12,64 13,02 4,52

163 20,59 14,97 15,35 4,47

129 25,40 18,47 18,85 4.41

Morph,Ditt[CoCl.] 295 17,56 9,22 9,52 474
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[Iponomxenue tabdin. b.6

7107,

CoenvHenue T,K ){9306; JZM-103,1 X . oot
cM™T CM *MOJIb ~ | CM "MOJIb M.b.

279 18,71 9,83 10,13 4,75

256 19,85 10,43 10,73 4,69

238,5 21,16 11,11 14,42 4,67

212 23,48 12,33 12,63 4,63

178,5 27,35 14,37 14,67 4,58

Morph,Ditt[CoBr,] 295 13,67 9,61 9,95 4,85
280 14,82 10,42 10,76 4,91

231 17,06 11,99 12,34 4,77

199 19,71 13,86 14,20 4,75

165 23,15 16,28 16,62 4,68

134,5 28,15 19,79 20,13 4,65

Tabmuua b.7

KOOp}II/IHaTLI 4ATOMOB U SKBUBAJICHTHLIC U30TPOIIHBIC TEMIIEPATYPHbIC

dakropsl (U, A% B crpykrype [Co(Me,Dtc)s) 1,

ATtoMm X y Z Usis
1(2) 0,3922(1) 0,8524(1) 0,4271(1) 64(1)
Co(1) 0,2362(1) 1,3263(1) 0,2242(1) 32(1)
S(4) 0,1296(2) 1,1945(2) 0,3517(1) 39(1)
S(6) 0,3812(2) 1,1927(2) 0,1804(1) 44(1)
S(2) 0,2934(2) 1,4548(2) 0,0882(1) 44(1)
S(3) —0,0019(2) 1,1132(2) 0,1278(1) 40(1)
S(5) 0,4763(2) 1,4872(2) 0,3388(1) 39(1)
S(1) 0,1376(2) 1,5073(2) 0,2620(1) 39(1)
N(2) —0,1555(5) 0,9353(5) 0,2631(4) 45(1)
N(3) 0,6658(6) 1,3428(6) 0,3195(4) 45(1)




216

[Tponomxenne tadbn. b.7

Atom X y Z U,

C(4) —0,0303(6) 1,0603(6) 0,2484(4) 33(1)
N(1) 0,1800(6) 1,6736(6) 0,1080(5) 54(1)
C(7) 0,5298(6) 1,3410(6) 0,2840(5) 38(1)
C(6) —0,1660(13) 0,9024(12) 0,3708(9) 66(2)
C(9) 0,7868(8) 1,4748(10) 0,4118(6) 57(2)
C(2) 0,2018(6) 1,5635(6) 0,1463(5) 40(1)
C(8) 0,7002(9) 1,2098(9) 0,2736(7) 61(2)
C(5) —0,2912(9) 0,8295(10) 0,1716(8) 71(2)
C(3) 0,0904(12) 1,7525(10) 0,1571(9) 70(2)
C(2) 0,2404(15) 1,7155(14) 0,0105(10) 73(3)

Tab6numa b.8

Jlauubl cBsizeii (d, A) u BajgeHTHBIE YIUIbI (©, FPaja) B CTPYKTYpe

[CO(MEthC)gl' I,

CBs13b d Cas3b d
1(1)-1(1)#1 2,7778(12) S(5)-C(7) 1,714(5)
Co(1)-S(5) 2,2655(16) S(1)-C(1) 1,719(6)
Co(1)-S(6) 2,2662(15) N(2)-C(4) 1,317(7)
Co(1)-S(4) 2,2683(14) N(2)-C(6) 1,460(11)
Co(1)-S(2) 2,2742(15) N(2)-C(5) 1,471(9)
Co(1)-S(1) 2,2784(14) N(3)-C(7) 1,320(7)
Co(1)-S(3) 2,2852(16) N(3)-C(8) 1,458(8)
S(4)-C(4) 1,715(5) N(3)-C(9) 1,477(9)
S(6)-C(7) 1,704(6) N(1)-C(1) 1,328(7)
S(2)-C(1) 1,707(6) N(1)-C(2) 1,452(12)
S(3)-C(4) 1,706(5) N(1)-C(3) 1,449(11)
S(5)-Co(1)-S(6) 76,54(5) C(1)-S(1)-Co(1) 86,72(19)
S(5)-Co(1)-S(4) 92,56(6) C(4)-N(2)-C(6) 121,1(6)
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[Iponomxenne Tabdn. b.8

Yron

®

Yron

()

S(6)—Co(1)-S(4)
S(5)-Co(1)-S(2)
S(6)-Co(1)-S(2)
S(4)-Co(1)-S(2)
S(5)-Co(1)-S(1)
S(6)-Co(1)-S(1)
S(4)-Co(1)-S(1)
S(2)-Co(1)-S(1)
S(5)-Co(1)-S(3)
S(6)-Co(1)-S(3)
S(4)-Co(1)-S(3)
S(2)-Co(1)-S(3)
S(1)-Co(1)-S(3)
C(4)-S(4)-Co()
C(7)-S(6)-Co(1)
C(1)-S(2)-Co(1)
C(4)-S(3)-Co()
C(7)-S(5)-Co()

94,38(6)
96,41(6)
94,72(6)
168,48(6)
95,70(5)
167,44(6)
95,84(6)
76,13(5)
164,96(6)
94,15(6)
76,19(5)
96,11(6)
95,36(5)
86,36(18)
86,51(18)
87,13(19)
86,54(17)
86,3(2)

C(4)-N(2)-C(5)
C(6)-N(2)-C(5)
C(7)-N(3)-C(8)
C(7)-N(3)-C(9)
C(8)-N(3)-C(9)
N(2)-C(4)-S(3)
N(2)-C(4)-5(4)
S(3)-C(4)-5(4)
C(1)-N(1)-C(2)
C(1)-N(1)-C(3)
C(2)-N(1)-C(3)
N(3)-C(7)-5(6)
N(3)-C(7)-S(5)
S(6)-C(7)-S(5)
N(1)-C(1)-5(2)
N(1)-C(1)-5(1)
S(2)-C(1)-s(2)

120,3(6)
118,6(6)
121,6(5)
121,7(5)
116,6(5)
126,2(4)
123,4(4)
110,4(3)
120,6(7)
122,6(6)
116,7(7)
125,4(4)
124,2(4)
110,4(3)
125,7(5)
124,3(5)
110,0(3)

Cummerpuueckue npeodpazoBanms: #1 X + 1, -y + 2, -z + 1.




