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BBenenue

AKTYaJIbHOCTh TeMbl. K7030-00paTHbl€ aHHUOHBI SABJIAIOTCS KJIACCOM
OOpOBOJOPOAHBIX  COCAMHEHUHM,  O0JaAalomUX  BBICOKOM  TEPMHUYECKOM
CTAaOMJIBHOCTBIO U YHUKAJIBbHBIMH DJEKTPOHHBIMU CBOWCTBAMHU, 4YTO JENaeT HX
MEePCIIEKTUBHBIMU ISt Pa3HOOOpa3HBIX MIPUMEHECHUH, BKJIFOYAs
MaTtepuanoBeJeHue, Katanu3 u Meauiiuay. OHU NpecTaBIeHbl MOJUIIPUIECKUMU
CTPYKTypaMH, B KOTOPBIX aTOMbI OOpa CBSi3aHbI MHOTOIEHTPOBBIMHU DJIEKTPOH-
neUIMTHBIMU CBSI3IMU, (OPMUPYSI 3aMKHYThle Kapkachkl. biaromaps stomy, a
TaK)Ke 3a CUeT CBOEH CIOCOOHOCTU BBICTYNAaTh B KAYECTBE JIMTAHJOB U CUHTOHOB
JUIS.  JaIbHEHIIUX peakIui, K1030-00paTHbIE AaHHOHBI SIBISIIOTCS Ba)XHBIMU
CTPOUTEIBHBIMM DJIEMEHTAMH B HEOPraHUYECKOM U 3JIEMEHTOOPTaHUYECKOM
XHMHH.

JloGaBneHue aroma cepbl K CTPYKTYpe K1030-00paTHBIX aHHMOHOB IMO3BOJISIET
3HAUUTENbHO MoOAuUUUpOBaTh UX cBoiicTBa. Cepa, Oyaydd DIEMEHTOM C
BBICOKOW  DJIEKTPOOTPULIATENILHOCTBIO, TMPUIAET KJIACTEPHBIM  MPOU3BOIHBIM
MOBBIIIEHHYIO PEAKIMOHHYIO CIIOCOOHOCTh, MPUBOJUT K TMEpepacrpeaesieHUuI0
ANEKTPOHHON IJIOTHOCTH B MOJEKYJIE€ W yIydllaeT OMOJOCTYIMHOCTb, O YEM
CBUAETEILCTBYET  HMcmonb3oBanue coau  NaBipHiiSH  (BSH) B Oop-
HEHWTPOHO3aXBaTHOW Tepanmuu TimoOiacToM. IloaToMy XuMmus cepocoaeprKanux
K1030-00paTHBIX AHWOHOB AaKTUBHO pAa3BUBACTCA B IMIOCIEIHUE JIECATUIICTHS.
CymectByeT HECKOJIBKO OCHOBHBIX HampaBJICHUIN HCCJIEJOBAHUM
(GYHKIIMOHANIB3AIUU K1030-00paTHBIX aHWOHOB, Hanbosee MHTEPECHBIMU U3 HUX
SBIITIOTCSI CHUHTE3 KOMIUIEKCOB C OMOJOTMYECKOW AaKTUBHOCTBIO, COJZIEpIKAINe
ONIMH WJIM HECKOJIbKO KJIACTEPHbIX AaHMOHOB M COEIMHEHUN C HECKOJbKUMU
AKTUBHBIMU LIEHTPAMH, KOTOPbIE TPUMEHSIOTCA B MaTEPUATIOBEICHUU.

[TpousBogHble K1030-mekabopatHoro aHuoHa [2-BioHoSR2]™ ¢ aByms
3aMEeCTHTENIIMA ~ TOApOOHO  omwcaHsl B Jjurepatype. OpmnHako, Ooiee
HYKJICO(DMIBHBIMUA COCTUHECHUSMH SBIISIFOTCS MOHO-S-3aMENICHHBIC TTPOU3BO/IHBIE,

KOTOpbI€ aKTUBHEE BCTYMNAlOT B pEaKIuu KomIuiekcooOpazoBaHus. boiiee Toro,
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no6asnenue k [2-B1oHeSR]* HOBoro 3amecTuTens MO3BONSET IIOIYYHUTh
HECUMMETPUYHO-IIU-S,S-3aMellleHHble  Npou3BoaHble  [2-B1gHoSRR']",  Takue
COCIMHEHUS C HECKOJIbKUMH (PYHKIMOHAIBHBIMUA TPYINaMHU MEPCIEKTUBHBI C
TOYKHU 3PCHHS JAJbHEHIIEro NMPUMEHEHUS B MEIUIIMHE U MaTephalioBeleHUU. B
HacTose paboTe MpeiokKEeH MHOIOCTAJAUWHBIA METOJ CHUHTE3a MOHO-S-
3aMEIIEHHBIX MNPOU3BOIHBIX [2-BloH98R]2‘, MOJYYECHUS] W3 HHUX paHEE HE
OMHMCAaHHOTO  KjlacCa  HECUMMETPUYHO-AU-S,5-3aMEIICHHBIX  MPOU3BOJIHBIX
[2-B10HeSRR']", u HOBOe NpUMEHEHHE CEPOCOJACPKAIINX KI030-ACKAOOPATHBIX
AHUOHOB B (DYHKIIMOHAJBHBIX MaTepHUajIax — MOTCHIIMOMETPUUECKUX MeMOpaHax.

Crenennb pa3paGoTaHHocTH TeMbl. JlunmoduibHble cepocoepKaliue
IIPOU3BOJHBIE K1030-1€Ka00PAaTHOTO aHMOHA M WX HUCIIOJB30BAHHUE JJIA CO3/IaHUS
MeMOpaH CEJICKTUBHBIX MOTCHIIMOMETPUYECKUX CEHCOPOB IMPEIACTABISACT COOOM
aKTUBHO pa3BUBAIOIICECS HAMNpaBICHUE B HEOPraHWMYECKOWM xumuu Oopa.
UccnenoBanust B 3TOW 0OJACTH COCPENOTOYEHBI HAa CHUHTE3€¢ M MOAUUKAILMH
CEpOCOICpkKAIIMX TMPOU3BOJHBIX IS YAYYIIEHUS WX JUNOQUIBHOCTH W
CEJICKTUBHOCTH. P57 HaydHBIX palOOT MOCBSIIEH H3yYEHHUIO KAaTUOH- W aHHUOH-
CEJICKTUBHOCTH, a TaKXe BO3MOXHOCTU TOHKOM HACTPOMKH XapaKTEPUCTHUK
CEHCOPOB MyTeM M3MEHEHUS CTPYKTYPhI 3aMENIAIONTUX TPYIIIL.

B HayuyHBIX MyOnMKanusx MOMYEPKUBAETCS HEOOXOIMMOCThH JalbHEHIIEro
U3YYCHHS] ONTUMU3AIMK YCIOBUN CHHTE3a M CTPYKTYPHOU MOAM(PUKALMH KI030-
OOpaTHBIX aHMOHOB JUISI TIOJYYEHUSI CEHCOPOB C MOBBIIIICHHOW CEJIEKTUBHOCTHIO H
JIOJITOBEYHOCTHI0O B pEaJbHBIX YCIOBHSX. TakuM o00pa3oMm, HECMOTps Ha
3HAUMTEIbHBIE YCIIEXM W TPOrpecc B paccMaTpUBaeMoOl o00JacTH, BCE eIle
CYIIECTBYET MHOKECTBO HAIPABJICHUH I UCCIEAOBAHUMA U Pa3padbOTOK.

Heabo HacTosimeii padoThl sSBIsSETCS pa3paboTKa METOIOB CHHTE3a MOHO-
S-3aMelleHHbIX  Npou3BoAHBIX  [2-BioHeSR]> u  Hecummerpuuno-au-S,S-
3aMeIIeHHBIX TPou3BOAHBIX [2-B1oHeSRR']" cymbdanun-«rozo-aexabopaTHoro
annoHa [2-BioH10SH]?> u monydenue Ha MX OCHOBE MOMMMEPHBIX CENEKTHBHBIX
MOTEHIIMOMETPUUECKUX MEMOPaH.

J{s1 TOCTHXKEHUS 1IeJTM PaObOThI PEIICHBI CICAYIOIINE 3adaUM .
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1. PazpaboTka METOIMK CHUHTE3a MOHO-S- [2-B1oHeSR]? u mecummerpuyHo-
u-S,S-3aMenIeHHbIX MIPOU3BOJHBIX [2-B1oHsSRR'T CyJb(paHUI-K1030-
J€Ka0OpaTHOTO AaHUOHA, BKIIOYAIOUIUX MHOIOCTAJUNUHBIA CHHTE3, KOTOPBIH
npeaycMaTpuBaeT 00pa3oBaHUE MPOMEKYTOUHBIX COSTUHEHHUM C JIETKO YXOJsIIei
IPYIION — IPOITMOHUTPUIIOM.

2. Tlonyyenwe MHOMBHAyalbHBIX IPOM3BOAHBIX [2-BioHeSH]* ¢
pasnMuuHbIMU  (QYHKIIMOHAJIBHBIMU  TPYIIAMH, ONpPEACIICHHE HX COCTaBa,
CTPYKTYPHI U (PU3UKO-XUMHYECKUX CBOUCTB.

3. ComocraBieHUe  PEAKIMOHHOM  CIOCOOHOCTH  CEpPOCOJEpKAIIUX
IPOM3BOAHBIX K1030-f01aekapaTHoro [BipHiiSH]?> u xro30-nexkabopaTthoro |[2-
B1oHoSH]?>" anuoHOB, BhISBIEHNE 3aBUCUMOCTH YCIOBUIl XMMHYECKOH PEAKIMU OT
CTEIMEeHU HYKJICO(PMITLHOCTH aTOMa CEPhI.

4. TlonydyeHwe TMOJUMEPHBIX TMOTCHIIMOMETPHUYECKUX MeMOpaH U
KOMIUIEKCHOE  HW3yYE€HHE CEHCOPHBIX CBOWCTB JJIEKTPOJOB Ha  OCHOBE
HECUMMETPUYHO-AU-S,5- U CUMMETPUYHO-AM-S,S- 3aMENIEHHBIX MPOU3BOIHBIX
Cynb(haHUI-K1030-1€KA00PATHOTO ~ aHMOHA, OMNpEJEeIeHHEe UX DIEKTPOIHBIX
XApaKTEPUCTUK W CEJIEKTUBHOCTH IO OTHOLIEHHID K OPraHUYEeCKUM U
HEOPraHMYECKUM COETUHEHHUSIM.

Hayynasi HoBu3Ha pa6orbl. HayuyHas HoBH3Ha Hacrosmeld padboThI
3aKJII0YAETCs B MOJYYCHHUU HOBOTO KJIacCa COSAMHEHUN — HECUMMETPUYHO-IH-S,S-
3aMEIIEHHBIX TMPOU3BOJHBIX K1030-1€Ka00paTHOTO aHWOHA, KOTOPBIE WMEIOT
pasznuyHble (DYHKIIMOHATBHBIE 3aMECTUTENN MIPU aToMe cepbl. Pa3zpaboTaH HOBBIN
METOJI TIONY4YEHUs CYIb()OHUEBBIX MPOU3BOIHBIX KI030-I€Ka0OpPAaTHOTO aHHMOHA
4yepe3 MHOTOCTAJIUHHBIN MPOLECC 3aMEIIEHHS C YYaCTHEM JIETKO YXOMSIIEH
IpyIIbl — MPONUOHUTpUIIA. BriepBble MOJIyYeHbl U HM3YyYEHBI KPUCTANIMYECKHUE
CTPYKTYPBI HOBBIX COSAMHEHUH, coxepkamue anuoHbl: [2-B1gHeS(CH2CHLCN),],
[2-BloH95CH2CH2CN]27,[2-BloHQSCH2Ph]27,
[Z-BloHQS(CHzCHzCN)CHzCH:CHz]_ )51 [2-510H98CH2CON Hz]z_.

Pa3zpaborana  MeToauka  BHEAPEHUS  MOHHBIX Map HAa  OCHOBE

cepocoaepKaIIux TMPOU3BOJIHBIX K1030-00paTHOIO aHHOHA B TIOJMMEPHBIC
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MaTpuilpl. ONTUMHU3UPOBAHBI COCTAaBBI MeMOpaH ISl TIOMyYEHUsS HauOOJBIIETO
MOTCHIIMOMETPUYCCKOTO OTKIMKA. [IpOBENeHO CpaBHEHHE HOBBIX JJICKTPOI-
AKTUBHBIX KOMITOHCHTOB U «KJACCHYECKUX» OOPHBIX COCAMHCHHHA (COMH
teTpadeHmwIOOpaTa U €ro MPOU3BOAHBIX), HCIOJB3YEMbIX B HOHOMETPHHU.
VYcTaHOBNIEHO, YTO KJIACTEPHBIE COCIMHEHUS 00J1aJar0T MOBBIIICHHON HOHHOM
MIPOBOJUMOCTBIO W MOTYT OBITh HCIOJB30BaHBI IS CO3JIaHUS CEJICKTHBHBIX
CEHCOPOB.

TeopeTnueckass W NpaKTHYecKash 3HAYMMOCTb padoTwl. Paspaboran
METOJI CHHTE3a HECHMMETPHYHO-IH-S,S- U MOHO-S-3aMEIICHHBIX MPOW3BOIHBIX
K1030-71eKabopaTHOr0 aHMoHa ¢ BeIxojgaMu 85-93%. [lomyuyeno 10 coenunenuii ¢
pasnuunbiMu 3amectuteasimu [2-BioHeSRR'], rne R # R’ = -CH,CH,CN, -Bu,
-Bz, -CH,CONH_,, -CH,CH=CH;. Bcero nonyueHo 25 HOBBIX cOoeaMHEHUM, 9 U3
KOTOPBIX HCIIOJIb30BaHbI B TOTCHIIMOMETPUYCCKUX CeHcopaX. OnpeneneHo
ONTUMAJILHOE COOTHOIIIEHHE COCTaBa MOTEHIIMOMETPUYECKUX MEMOpaH Ha OCHOBE
K1030-71eKab0paTHOTO aHWOHA: aKTUBHBIM KommoHeHT — 1,2%, TIBX — 28,8%,
miactuguxarop — 70,0%.

BrinosiHeHbI KBAaHTOBO-XUMHUUYECKHE PACUYEThl, BHIYUCICHBI QyHKIIMU DyKyn
JUTSL aTOMa Cephbl B Pa3IUYHBIX MTPOU3BOJAHBIX. Y CTAHOBJIEHO, YTO HYKJICO(DUIbHBIC
cBoiicTBa aToMma cepbl A1 aHuoHoB [B1oH11SR]> u [BioH11SH]?* Gonbiie, uem B
coenuHeHnsx [2-BioHoSR]> u  [2-BioHoSH]*. TlonyueHHble pe3ysbTaThl
OOBSCHSAIOT Pa3Inyusl B UX PEAKIIMOHHOW CTIOCOOHOCTHU: PEaKIUU aTKUIUPOBAHUS
Cynb(haHUI-K1030-107€Ka00paTHOTO  aHWOHA MPOTEKAIOT MpPH  KOMHATHOM
TEMIIEpaType, a aHAJOTUYHBIE pEAKIHH C CyIb(paHWI-K1030-1eKabOpaTHBIM
aHnoHoM mipu HarpeBanuu j0 70-90°C.

[Tomy4eHbl WOH-CENEKTUBHBIC CEHCOPHI ISl JETEKTHPOBAHUS MECTHBIX
AHECTETHKOB B BOJHBIX pacTtBopax. [[ns nmmokawHa, mpokamHa M apTUKaWHA
MOJIYYeHBI MEMOpPAHBI C CaMbIM HU3KHM, OMHMCAHHBIM B JIUTEpAType, MPeaesioM
oOHapyxeHus. CeHCOp ¢ JydIIUMHU XapaKTEPUCTHKAMU 00JlaaeT BBICOKOU
M30UPaATEIBPHOCTHIO 10 OTHOMICHWIO K W3y4aeMbIM HOHAM C TIPEaesioM

OoOHapy>XeHUS 10 1x10°® M, JHMHEHHBIM IUATA30HOM NpU  KOHICHTPALUSIX
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4x108-1x1072 M.

MeTono10rusi M MeTOAbI JUCCEPTAIMOHHOIO WHccJenoBanus. Jlns
XapaKkTepu3aluu OOBEKTOB HCCIEIOBAHUS W COOTBETCTBYIOIIMX MPEKYpCOPOB
MIPOBOJIMIIA IOCTAJUNHBIA KOMIUIEKCHBIN aHanu3. CocTaB BEIIECTB ONPENEISIIN
METOJIOM AJIEMEHTHOI'O aHaJIN3a, COSAUHEHUs HCCIENOBAIM METOJAMH SIIEPHOTO
MarHuTHoro pe3onanca (SAMP), HUK-cnextpockomuu. Kpucramnel coeauHeHui
UCCEJOBAIM  PEHTreHOCTpyKTypHbiM  aHanmu3oMm  (PCA).  TloBepxHocTu
Xupmidenbaa ObUTM TOJYYEHBI C UCIOJIb30BAaHUEM IMPOTPAMMHOTO OOECIIeUEHUSI
Crystal Explorer 17.5. KBaHTOBO-XMMHYECKHE pacyeThbl: MOJHAS ONTUMHU3ALIHS
T€OMETPUM BCEX CTPYKTYp NPOBOJIUIM Ha TeopeTrhyeckoMm ypoBHe B97-3c ¢
nomoitptlo mporpammHoro makera ORCA 4.2.1, aromHble 3apsiabl ObLIH
paccuutanbl MeTooM «Natural Population Analysis» (NPA) B porpamme JANPA
ver. 2.02, TOMOJIOTMYECKUM aHAJIN3 PACHPEACIICHUS JIIEKTPOHHOW IJIOTHOCTH
poBejieH Ha ocHOBe MeToaa «Quantum Theory of Atoms in Molecules» (QTAIM)
B nporpamme Multiwfn. 3nauenus ¢ynkinuit Dykyw ONTHMH3MPOBAHHBIX
CTPYKTYp PACCUMTBIBAJIU C MOMOINBI0 mporpammbl Multiwfn mo maprumanbHbIM
sapsimam  Xupiidenbaa s coctossHud N, N+1 uw N-1 Ha ypoBHEe Teopuu
TPPSh/def2-TZVPP.,

ITos10:keHUs1, BBIHOCHMMBbIE HA 3AIIUTY:

1. Metoauku cUHTE3a paHee HE OMUCAHHBIX HECUMMETPUYHO-3aMEIEHHBIX
MIPOU3BOAHBIX CYNb(aHUI-K1030-1ekabopaTHoro annona [2-B1gHeSRR'], a takxke
METO/IMKA TIOYYEeHUS MOHO-S-3aMEeIIeHHBIX PONU3BOIHBIX.

2. YcTaHOBIIGHHUE BJIMSHUS CTETNICHH HYKJICO(DUILHOCTH aromMa cephl B S-
cofepKallluX HPOM3BOJHBIX K1030-foAekabopatHoro [BiH1iSH]> u  xnoszo-
nexadopaTHoro [2-BigHeSH]?>™ aHHOHOB Ha peakIMOHHYIO CIIOCOOHOCTH M YCIOBUS
MPOTEKAHHSI XUMUYECKON PEaKIINu.

3. Pe3yapTaThl KOMIUIEKCHOTO U3YUYEHHUSI 3JIEKTPOAHBIX MapaMeTPoB (Tpeaesn
oOHapyXeHUs, KOd(POUIIMEHTHl CEIEKTUBHOCTH, YTOJl HAaKJIOHA JJICKTPOIHOM
dbyHKIMM, 00JacTh JHUHEHMHOCTH) MOTEHIIMOMETPUYECKUX CEHCOPOB, B COCTaB

KOTOPBIX BXOAST MPOU3BOJIHBIE CYNIb(PaHWI-KI030-1eKadopara.
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CreneHb J0CTOBEPHOCTH U ampodanusi pe3yJabTaToB. /[0CTOBEpHOCTH U
000CHOBaHHOCTh HAay4YHBIX TMOJOXEHUA M BBIBOJIOB, CQOPMYJIMPOBAHHBIX B
JIUCCEPTALIHH, oTpeensieTcs HCIIOJIb30BAHUEM 00JBIIOTO MaccuBa
HKCIIEPUMEHTAIbHBIX JAHHBIX, T[IOJYYEHHbIX C MPHUBJICUYEHUEM KOMILIEKCa
B3aMMOJIONOJIHAOMNX (PU3UKO-XMMUYECKUX METOJIOB aHajiu3a U HCCIIEeIOBaHUSA
BEILIECTB M MATEpPUAJIOB, PEAIM30BAHHBIX HA COBPEMEHHOM CEPTHU(PULIUPOBAHHOM
obopyaoBanuu. CHopMyInHpOBaHHbIE BHIBOJBI U PE3YyIbTaThl HAYYHO OOOCHOBAHBI
U COOTBETCTBYIOT COBPEMEHHBIM HAYYHBIM XUMUYECKUM MPEACTABICHUSIIM.

Anpobdauus  pe3yJbTaToB  padoThl. Pesynbrarel  paboThl  ObUIH
OpEe/ICTaBlIeHbl Ha BEAYUIUX POCCUWCKUX U MEXKIAYHAPOJHBIX KOH(PEPEHIUAX:
XXVIII Mexnynaponnas YyraeBckas KoH(pepeHIUs MO KOOPAWHAIMOHHOM
xumum, Tyance, 2021 r.; IX Bcepoccuiickas KoHGEpeHIUS MO XUMHH
NOJNUSIJIEPHBIX coeMuHeHud U kiactepoB «Kiactep-2022», Kazawb, 2022 1.
MexnayHapoaHas Hay4yHoO-TipakThueckass koHdepenmus um. .M. Menneneesa,
Mockga, 2023 r.; KondepeHuus: MOJIOALIX YIEHBIX MO OOIIEH M HEOpraHUYeCKOi
xumum, Mocksa (X1-2021 r.; XI11-2022 r.; X111-2023 r.; XIV-2024 1.).

JInuHblii BKJIAQ aBTOpPa COCTOSJ B BBINOJHEHHWH BCEro oObeMma
HKCIIEPUMEHTATBHOM palOoThl: TMPOBEACHUE CHUHTE3a, BBIACICHHE M OYMCTKA
MOJIYYEHHBIX BEIIECTB, MTOUCK ONTUMANBHBIX YCIOBUN CHHTE3a, MPOOOMOATOTOBKA
o0pa3loB [ MX HCCIAEAOBaHMS (HU3UKO-XMMHUUYECKUMH METOJAMH aHaJIN3a,
MOJTyYeHHUE TOJUMEPHBIX MEMOpaH, COCTAaBICHHE 3JICKTPOXUMHUYECKON Lenu AJis
IIOTEHIIMOMETPUYECKOTO  aHalu3a, H3MEpPEHUE Ha MOHOMEPE JIIEKTPOAHBIX
rmapaMeTpoB CEHCOpOB. VIM BBINIOJIHEH JIMTEpaTypHBIM 0030p 1O TeMme
UCCIeIoBaHns. ABTOp MPUHUMAJI y4acTHE B pa3paboTKe 3a/ay U MiaHa paloThl,
WHTEPIPETAIMY 1 aHAIHN3E TTOJIYICHHBIX JaHHBIX, POPMHUPOBAHUH BHIBOJIOB.

PazpaboTka o0mmMX cTpaTeruii K TMOJYYCHHI0 HECUMMETPUYHO-AH-S,S- H
MOHO-S-3aMEIIEHHBIX TPOU3BOJHBIX K1030-1€Ka00paTHOTO AHWUOHA BBITIOJTHEHBI
COBMECTHO C I.X.H., akageM. PAH Ky3nenoseim H.T. (MOHX PAH), a.x.H., ui-
kopp. PAH Kuwxuneim K.IO. (MOHX PAH) u k.x.H. Ky6acoBeim A.C. (MOHX

PAH). PeHTreHOCTpYKTYpHBI aHAJIU3 BBIIIOJIHEH COBMECTHO C K.X.H. KybOacoBbiM
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A.C. (MOHX PAH). Dxcnepumentsl SAMP BBINOJHSJIUCH COBMECTHO C K.X.H.
INony6eseim A.B. (MOHX PAH). NonomeTpuyeckre U3MEpEeHUs] — COBMECTHO C
k.X.H. Konbituasim A.B. (MOHX PAH) u a.x.H. nuryn JLK. (MOHX PAH).
DneMeHTHbIN aHanu3 BoinojHeH B LIKIT @MU MOHX PAH.

IIyosnukanuu mo teme wucciaenoBanusi. [lo pesynpraram aucceprauuu
onyonukoBaHo 10 crateil B pelieH3upyeMbIX 3apyOexKHBIX U POCCUHUCKUX HAYUHBIX
KypHanax, pekoMmeHaoBaHHbIXx BAK P®, unnmekcupyembix B 0a3zax JaHHBIX
Scopus, Web of Science, sapo PUHII.

CoorBercTBHe cneuuaabHoctd 1.4.1 — Heopranumueckass xummus.
Huccepranusa cootrBeTcTByeT nm. 1, 2, 3, 5, 6 nmacniopra cneuuaipHoctu 1.4.1 —
Heopranudeckas xumusi.

CrpykTypa u o0bem pabdorbl. uccepranus uznoxkena Ha 139 crpanunax
MaITMHOMMCHOTO TEKCTa, B TOM Yucie coaepkut 61 pucyHok u 18 Tabmwuil.
Jluccepranys COCTOUT U3 BBEJICHUS, JIUTEPATYPHOTO 0030pa, IKCIIEPUMEHTAIBLHOM
4acTH, OOCYKIEHHUs pe3yJbTaTOB, BBIBOJAOB U CIIHMCKAa JHUTEPATyphl, KOTOPHIH
HacuuThiBaeT 139 HCTOYHUKOB.

BaaropapuocTu. Pabora BeimonHeHa B pamkax npoekTa «lIpoekt “Uucras
BOJla” KaK BaKHEHIas cocTapidmomas corpyaaudectsa PD co crpanamu
['mo6anbHoro FOra: conuanbHO-3KOHOMUYECKOE U TEXHOJIOTHUECKOE MU3MEPEHUS
0 TpaHTy MUHHCTEpCTBA HAyKH W BBICIIETO oOpazoBaHusi PD Ha mpoepcHue
KPYIHBIX HAy4YHBIX MPOEKTOB IO MPUOPUTETHBIM HAIPABICHUSIM HAy4HO-

TexHoyiornueckoro pasputus (Cornamenne Ne 075-15-2024-546).
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I'naga 1. JIuteparypHblii 0030p

B nmanHOM ri1aBe pacCMOTpPEHBI CYLIECTBYIOIIME MOAXOAbl K IOJYYEHUIO
HECUMMETPUYHBIX-IU-5,S- W  MOHO-S-3aMEIIEHHBIX MPOU3BOJHBIX  BBICIIHUX
OOpOBOJOPOJOB, a TaK K€ OIKMCHIBAETCS MCIOJB30BAaHUE OOpCOAEPKAIINX

COGIII/IHGHI/Iﬁ B NOHOMCETPHUHU U IICPCIICKTUBLI PA3BUTHUA AAHHOI'O HAITPABJICHHA.

1.1 Cepocoaepxaime KjiacTepHble aHMOHBI O0pa

Knozo-060opatHble aHHOHBI, OCOOCHHO BBICIINE KJIACTEPHBIC AHUOHBI KI030-
nexabopar [BioH10]> u knoszo-monexabopar [BioHio]*, o06namaror  BhICOKOI
XUMHUYECKON CTaOMIIBHOCTBIO U YHUKATBHBIMU 3JIEKTPOHHBIMHU cBoiicTBamu [1,2].
PasHooOpa3Hast XMMHs 3TUX COCIMHCHHUH, BBICOKAs PEaKIMOHHAS CIIOCOOHOCTH W
MHOTOYHUCIICHHBIC TPOU3BOAHBIC [3] Aemar0T X MePCIeKTUBHBIMU ISl Pa3IMYHbIX
NpUMEHEHUH, BKJIIOYAas MaTepUalOBEJACHHE W MEAMIuHy. [IpucoeauHeHHEe K
OOpHOMY Kapkacy reTepoaToMa II03BOJIIET IOJYYUTh COCIWHEHUS C
OTJIMYUTENHHBIMT XUMHUYECKHUMH CBOWCTBAMH, B JTUTEpPAType MOAPOOHO OIMHMCAHBI
CBOWMCTBA K71030-OOpPAaTHBIX AHHOHOB C KHCIOPOIOM, CEpOH, CEIIEHOM, a30TOM,
dochopom [4, 5, 6, 7].

WHTepecHbIM MpeacTaBIseTCs, 100aBICHNE aTOMa CePBl B CTPYKTYPY K1030-
OOpaTHBIX aHWOHOB. TakWe CoeAWMHEHUs O00JagarT MOIU(PUITUMPOBAHHBIMU
(PU3NKO-XUMUICCKUMHU CBOMCTBAMH 110 CPABHCHHUIO C UCXOJHBIMHU COCTUHCHHSIMU
[8, 9]. Cepoconepxainye mpou3BOIHBIC MOTYT OBITh CYJIb()aHUIHLHBIMA — MOHO-S-
samemeHHbIME  [B1oHoSR]?, [B12H1SR]> wu  cymbdonumeBsiMu  —  1u-S,S-
3aMemeHHbIMA  TTpou3BOAHBIMU  [B1gHoSR2], [B12H11SR2], ormnnyarommecs
3aps0M, HO 00JIaJjaroIire BICOKOM cTtabmibHOCTRIO [9]. [llnpokne BO3MOXHOCTH
MOIU(HUKAIMA JITHX COCAWHCHHHA PACIIUPSIIOT OOJACTH TNPUMEHCHHS K/1030-

OOpaTHBIX AaHUOHOB B PA3JIMYHBIX 001acTAX Hayku U TexHukH [10].
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1.2 MeToabl MOJIy4eHHsI CepOCOAePKAMMX KJIACTEPHBIX AHHOHOB Oopa

JUis cuHTE3a cepocoAep KaluX MPOM3BOIAHBIX K1030-00paTHBIX AHHOHOB
MCTIONB3YIOT Pa3InuHbIe METOIMKH, BKIIIOUAs MPSAMYIO CYIb(PypU3aLNI0 UCXOTHBIX
COCJMHEHUI C WCIOJIb30BaHUEM cepocojepxamux peareHroB [12]. Hampumep,
MPOTOHUPOBAHHAS COJNb K7I030-A0ACKabopaTa pearupyer ¢ CepoBOAOpoAoM Oe3

pacTBopuTens ¢ HONyY4eHHEM CylabhaHUI-K1030-101ekadoparta, [BioHiiSH]*

(BSH) (puc. 1)

[ SH
°C, H,S
[H3O]2 1) 4h, 100°C, RN = G-
2) CsOH(aq)

Puc. 1. Oonocmaouiinwiii cunmes [BioH11SH]?

PeaKHI/I}I C I[I/IMGTI/IJICYJIB(l)I/II[OM B TIPUCYTCTBHUU OCHOBAHHA IIPOXOIHUT B

o0pa3oBaHHEM HECKOJIBKHX MOOOYHBIX MPOaAyKTOB (puc. 2) [13].

_\ /_ N/
1) 27h, 50°C S \s/ S
CHAC(O
N32 + Mezs %[NME# + @\ +
2) NMe,OH(aq)
| i ?\

/9N
Puc. 2. Peaxyus kno30-0odexabopama nampusi ¢ OUMemuicyib@uoom
WMmm ke  MHOrOCTagWiHBIE  CHHTE3BI, BKJIIOUAIOIIME  BBCJCHHUC
(G YHKIIMOHATM3UPOBAHHBIX CEPOCOASPIKAIIUX IPYIII C MOCICAYIOITUM THAPOIU30M
JUIS  TIOJYyYCHHS CYiIb(aHWI-3aMCIICHHBIX TMPOM3BOAHBIX. Tak, TOJIydeHHUE
[B12H11SH]? npoucxoauT depes o06pa3zoBaHHE NPOMEKYTOYHOIO COEIAMHEHHS,
HarpuMmep, ¢ N-MeTHI0eH30THA30/I-2-THOHOM W JTAJIbHEWIIMM  OCHOBHBIM

THAPOJIM30M B BOJIHOM cpene (puc. 3) [14].
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X
| JN\
90°C s?
Na, + 8 s=< —_—> >
S H,0
— — \ ;/
SH L
1) 20 min, 55°C N -
o 1M NaOH(aq) 3 Js
2) CsOH(aq) =

Puc. 3. Jleycmaoutinvii cunmes [Bi12H11SH]>

AHaNoOTu4HO, 111 00pa3oBaHUs MPOMEKYTOYHOTO COCTMHEHUS MCIIOJIb3YETCS
N-MeTHIIUppOIuAuH-2-THOH  (puc. 4), TOCHEIyIOIMA THAPOIN3  TaKKe
IPUBOAMTE K Honyudenuio [Bi2H11SH]?. Beibop cynb(upyromero areHTa 3aBUCHT
OT PEaKIMOHHON CIIOCOOHOCTH M PACTBOPUMOCTH COJM K1030-00paTta. Uem Goiee
HYKJICODUIIbHBIN areHT, TeM 0oJiee MITKUE YCIOBUSI CHUHTe3a TpeOyroTcs. Beixon
KOHEYHOT'O TMPOAYKTa IJisi MHOTOCTaIUNHBIX CHHTE30B BapbupyeTcs oT 4% 10

67%.

N-MmeTunoeH3o-
TpHA30J-2-THOH

2

N-meTui-

MMAPOIUINH-2-THOH
H+

Puc. 4. Memoow! nonyuenus [Bi1oH11SH]?%
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OaHMM W3 BapUAHTOB MPOMEKYTOYHON PEaKIIMU, TOMUMO THIPOJIN3a, MOXKET
BBICTYIIaTh ~ BOCCTAHOBJICHME  3aMCHICHHBIX  MEpKaNnTo- M  CYJIb(oHHO-
NPOU3BOAHBIX. BoccTaHOBIEHWE MOXKET MPOTEKaTh B METHJIAMHUHE TIpHU
n00aBJICHUN N30BITKA MeTaTnYecKoro JuTus (puc. 5) [14].

- - 2-
uk 2 s |
SMBZ

SMe

1. MeOH
Li Li = 2.H7H0
MeNH, MeNH,
-15°C -15°C

Puc. 5. ITonyuenue [B12H11SH]? uepes peaxyuio 6occmanoenenus

MeTOIMKH ¢ MHOTOCTAIUHHBIM CHHTE30M TIO3BOJISIOT YIPABJIATh CTCIICHBIO
3aMCIICHHs, YTO, B CBOI O4Yepeab, IO3BOJIIET HA MOJICKYJSIPHOM YpPOBHE
KOHTPOJMPOBAaTh  CBOWCTBA  MOJIy4aeMbIX  IPOM3BOAHBIX.  bomee  Toro,
MHOTOCTAIMMHBIA CHHTE3 II03BOJISIET TOAOHMpATh peareHThl W YCIOBHS IS
CEJICKTUBHOTO TIOJNYUCHUS IEJIEBBIX COCIUHEHHUH, YTO 3HAYUTEIHHO YBEIMYHUBACT
BbIXO/IbI. B KadyecTBe peareHTOB ISl MOJYYEHHUS MPOMEKYTOUHBIX MPOU3BOIHBIX
MOTYT BBICTYNaTh THOI(PHUPHI B MPUCYTCTBUU  KkuciaoT Jletomca [15],
THOKapOOHUIbHBIE coequueHus [16], [17], TnonmanaTe! npu Y ®-00myuenuu [18].

CaMbIM  CEJIEKTHBHBIM crocoboMm mnonydeHus [2-BioHoSH]*  sBnsercs
JIBYCTaIMMHBIA METOJ, OCHOBAHHBIM HAa B3aUMOJICMCTBUU IPOTOHUPOBAHHOI'O
MPOU3BOIHOTO [BioH11] c TETPAMETUITUOMOYEBUHOU 15810
THOIUMETUI(HOPMAMHUIOM C TOCIETYIONIMM BOCCTAaHOBJICHUEM THAPA3MHOM (pHC.
6) [8]. MlaHHBII MOAXOX TO3BOJSET IMONYYUTH IIEJICBOEC COCIAMHEHUE C OoJee
BBICOKMMH BBIXOJIaMH, TIPH O3TOM H30MpaTebHO 00pa3yeTcs IPOU3BOJIHOE C
MEPKaNTO-TPYNIOi BO BTOPOM  (MIKBATOPHAIIBHOM)  TOJIOKEHUH  K1030-

nekabopara.
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Puc. 6. Jleycmaouiinvie memoowt nonyyenus[2-BioHgSH]?*

1.2 PeakiiuoHHAN CMIOCOOHOCTH CYJIb(aHNI-TIPOU3BOAHBIX BHICIINX K1030-
0OpPATHBIX AHNOHOB

Cepoconepkaiue MPOU3BOIAHBIE K1030-00paTHBIX AHWOHOB IPEACTABISIOT
co00i yHHKaIbHBIH KIACC XWMHUYECKHUX COCIMHEHWH, TIIEé aTOMBI CEphI
IPUCOCAMHSIOTCS K KIAaCTePHOMY OOpHOMY aHHOHY, TakuM Kak [BioHi2] wnm
[BioH10]. D1u coemubenus 00jamaf0T HIMPOKAM Pa3HOOOpa3sHeM XHMHYECKHX
CBOMCTB, KOTOpO€ OOYCJIOBIEHO KOMOHWHAIIMEW BBICOKOM  CTaOMIBHOCTH
OOpPTUAPUIHBIX KApKacoB M PEAKIMOHHON CIIOCOOHOCTH CEpOCOACpKAIINX
(GYHKIMOHAIBHBIX Tpymil. [Ipupoma WX XUMHUYECKUX CBOWCTB OIPEACIACTCS
KOJIMYECTBOM M TIO3UIHECH aTOMOB CEPBI B CTPYKTYpE, TUTIOM (YHKIIHOHATHHOCTH,

CBS3aHHOM C aTOMaMH cepbl (Hampumep, Cyiab(ho-, THO- WUIU JUCYTb(UITHBIE

TPYIIIIbI).

Haubonee pacmpocTpaHeHHBIM CIOCOOOM MOIU(MDHUKAIIMU CEPOCOACPIKAITIX
KJIACTEPHBIX AHUOHOB Oopa  sBIsAETCA peakmus  ankwiupoBaHus. [lpu
B3aMMOJICUCTBHUH C TIEPBUYHBIMU AJIKMJITAJIOTEHUAAMHU 00pa3yloTCs MOHO-S- U JIH-
S,S-3amemennbie mpom3BoaHbie [19]. OmHako mpw HM30BITKE ATKHIUPYIOIIETO

areATa MPEUMYIIECTBEHHO 00pa3yeTrcss Cynb(POHUEBBIA TU-S,S-3aMEIICHHbIN
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npoaykT (puc. 7). JIns pa3mudHBIX PEareHTOB BBIXOJ PeaKIuu cocTaBiseT oT 50%

1o 87%.

RX
[Bj,H, SHI* >  [BjpH (SR> + [B12H;oSR,]
NaOH/MeCN

CHzZCHCHz-, NCCHz-, NCCHzCHz-, NC(CHz)zCHz-, CHzZCHOCH2CH2-,
(CH,),0,CH(CH,),CH,-, (C,H:0),CH(CH,),CH,-, 4-NCCH,CH,-

Puc. 7. Peaxyus anxunruposanus [BioH11SH]>

CTOUT OTMETUTH, YTO PEAKLUs C BTOPUUHBIMU AJKUITAIOTC€HUIAMH, TAKUMHU
Kak  2-foampomaH, OPUBOAMT K  MPEUMYIIECTBEHHOMY  00pa30BaHUIO
MOHO3aMEIIEHHOT0 MPOJYKTa, YTO OOBSCHSETCS CTEPUUYECKUMHU 3aTPyIHEHUSIMHU
[20].

IIpy B3auMoOnEHCTBUM C JUTaJOT€HAJIKAHAMHU BO3MOXHO 0Opa3oBaHUE
UKJINYeckux crpyktyp [19], Hanpumep, mpu Hemoctatke 1,4-mu-OpomOyTana
o0pa3zyeTcst MATHWICHHBII FeTEPOIMKII C aTOMOM cepsl (puc. 8).

2
Br(CH,),Br

NaOH, MeCN
SH

Puc. 8. ITonyuenue zemepoyurxiuueckozo npouzsoonozo [BiaHi1i1SH]*

Msirkue ycioBus cuHTe3a (25°C) M BBICOKHE BBIXOJI IIE€JICBOr0 COCIUHCHUS
00YCJIOBJICHBI BBICOKOH PEaKIMOHHOW CIIOCOOHOCTBIO JaHHBIX IPOU3BOIHBIX.
Takum ke 00pa3oM, OCYIIECTBIISCTCS CHHTE3 IMIECTUWICHHOTO TeTePOITUKIIA.

I[ToMUMO TIPOCTBIX AJKHIBHBIX 3aMECTUTENEH, IO aTOMy CEpbl MOXKHO
MPUCOCANHUTD M JAPYTrde XUMHYCCKH aKTHBHBIC TPYIIIBI, KOTOPHIE BIIOCIICICTBUU
MOXHO MOAU(MDHUIIMPOBATH. BBIIN MOTYy4YeHBI TPOM3BOIHBIC C TAIOTCHYKCYCHBIM U

raJIoreHIPOTMOHOBEIM ddupamu [22] (puc. 9).
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BrCH,COOEt

[B12H;:SHI” [B1,Hy, SCH,COOE(]>
NaH/DMF
BrCH,CH,COOEt
[B1oH11SHI ~  [By,H,SCH,CH,COOE]*
KOH/DMSO

Puc. 9. Memoowl nonyuenus npouszeéoonvix [Bi12H11SH]? co croscnospuprovivu
DYHKYUOHATLHBIMU 2PYNNAMU.

B nanbueiiiem, 3¢upHBIE TPYINIBl MOXHO MOABEPTHYTH THUAPOIU3Y C
nonydyenueM akTuBHBIX —COQO" rpynn. Takue wmUpoKUe peakMOHHbBIE
BO3MOXHOCTH  TO3BOJISIIOT ~ TUIAHUPOBaTh M OCYLIECTBISATH  XUMHUYECKHE
NpEeBpaIlEHus JUIsl JOCTUKEHUST HE0OXO0IMCON CUHTETHYECKOM 3a1a4u.

AHANIOrMYHO, BO3MOXHO TOJYYUTh MPOU3BOJHBIE C HECKOJIBKUMU
(GYHKIMOHAIBHBIMUA ~ TPYNIaMH B DK30-TIOJUIAPUYECKOM  3aMECTHUTEINe
KapOoxkcunaTtaple Tpynmnbel 00J1a1al0T BBICOKMM CHUHTETHUYECKHMM TOTEHIIMAIIOM,
OJIHAKO, MPUCOEIUHEHUE 3aMECTHUTENII C HECKOJBKMMH aKTUBHBIMH LIEHTPAMH,
NO3BOJISIET PACIIMPUTh HANPABICHUSA IMOCIEAYIOIMIUX MPUMEHEHUN. XOpouio
M3BECTHA pEaKlUs C 3aMEIICHHBIMM HUTpoMMHIa3ojamu [23], mosjydeHHOe B
pe3yapTaTe NPOU3BOJHOE COAEPKUT HUTPO-TPYIIIBI M JIETKO BCTYNAET B

nocaeayromiue peakiuu (puc. 10).

O,N
S
BrCHchz‘N
>¢N 0O,N 2
_ O,N S
KOH/DMSO >¢N

O,N
Puc. 10. ITonyuenue umuoasonuesozo npouzéoonozo [BioH11SH]?*

JluzamenieHHoe MPOU3BOJIHOE MOXKET OBITh MOJYYEHO HE TOJBKO MPSIMBIM
B3aMMOJICHCTBUE KIIACTEPHOIO AaHUOHA C TaJOrCHAIKWIMPYIOIIMM areHTOM.
Peaknus ¢ #omunom Tpumetwicynbdonus [24] mpuBOIUT K 0Opa30BaHUIO

JUMETHIBLHOTO MPou3BoiHOTO (pric. 11).
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) Me,SI B
[Bj,H, SH]? 3 > [B,H;;SMe,]

0°C, 48 h

Puc. 11. Anxunuposanue [B12H1:SH]? tiooudom mpumemuncynvgonus

PazButne pmaHHOrO MeTOAA TMO3BOJISIET MOJy4aTb HECUMMETPUYHO-
3aMEIlIEeHHBIE TPOU3BOAHBIE, B 3ABUCUMOCTH, OT UCIIOJIb3YEMOTO PEAreHTA.

Cynbhanmn-xi030-101ekadopat Takke BCTYNAET B PEAKIUIO C
oprannyeckumu aucynbdumamu [13], [25], [26], ¢ oOpa3oBaHreM aucyabhUIHOTO
npou3BoAHOrO Kiaactepa (puc.12). JlaHHbBIN THIT peakiuii KpaiiHe pa3HooOpa3eH 1
npescTaBisieT co00M OT/IeIbHOE HANPaBIEHUE UCCIEA0OBAHUM pEaKIIMOHHON
CIIOCOOHOCTH KJIACTEPHBIX aHMOHOB Oopa.

5 RSSR” _ 5
[B,H;;SH] > [By,H;;SSR]

R= R*: -CH2CH20H, -CH2COOH, -C6H3-4-N02-3-COOH
R = -CH,CH,COO(NC4Hyg), R*= -CsH,N

Puc. 12. Memoo nonyuenus oucynvghuoa xno30-0odekabopamuo2o aHuoHa

Knozo-6opatubie nucyiabGuiasl 00Jaal0T PAIOM HHTEPECHBIX CBOWCTB H
BO3MOKHOCTBIO PaJMKaIbHBIX MpeBpaiieHuii. TeM He MeHee, NaHHBII BOIpoC
ocTaeTcs 3a TpenesamMu paccMaTpuBaemMoil Tembl. OJHAKO, CTOUT YIMOMSIHYTH O
BO3MOYKHOCTU «CIIMBKWY KJIACTEPOB Uepe3 TUCYTb(HUIHBIN MOCTHK.

[lpu MeIIeHHOM KOHTPOJIUPYEMOM OKHuciIeHuu [27] cynbhanui-kio3o-

nojaekabopara oOpasyercs IUCyIb(HI C IBYyMs KOHIIEBBIMH KilacTepamH Oopa

(puc. 13).
5. OIC¢H,COONa

[B1,H11SH] [B1oH11SSB1,H,]"

NiO,

Puc. 13. Memoo nonyuenus oucynvgpuoa kno30-000ekabopamHo2o aHUOHA ¢ 08YMs
KOHYeBbIMU Kllacmepamu

JlanpHelIIee OKHUCICHUE MPOMCXOJHUT CTyrneHuaTo [28], mpumedarenbHO,

YTO OKHCIISFOTCS TOJILKO aTOMBI cephl 03 pa3pyiieHus: 00pHOTo Kapkaca (puc. 14).
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[O] [C] [ s
[B12H11S-SB1,H14]

[B1,H11SSB,Hy 1"

[B1,Hy; SHI®

[O]

Al
[BanﬁSBuHuf'
@)

Puc. 14. Peaxyuu nocrneoosamenvnozo oxucienus [Bi1oH11SH]?

Takne MynbTH3apSAHBIC CHCTEMBl HHTEPECHBI JIJIST U3YUYCHUS, HO BBIXOJIST 3a
paMKH JaHHOW paboThl. boilee TOro mpoIlecc OKHUCICHHS CEpbl O0paTUM U
BO3MOXXHO BOCCTAHOBJICHUE JUCYJIbQHIHONW CBsI3W 0Oe3 BO3JCHCTBUSA Ha
KJIaCTEpHBINA aHHOH [28].

Peaxiinn ANKUTHPOBAHUS TUTSL cyaHMI-3aMEIIICHHBIX BBICIIIX
OOpOBOJOPOJOB TMPOTEKAIOT, B OCHOBHOM, C OOpa30BaHMEM MOHO-S- W JH-S,S-
3aMEIIEHHBIX TPOAYKTOB, IMpPH M30BITKE aJKWIMPYIOIIET0 peareHTa MOXKHO
CEJICKTUBHO TOJNYYHUTh JH-S,S-3aMelIeHHbIN TpoayKT. OIHAKO, IS [BleuSH]Z'
IPEIJIOKEH MHOTOCTaAUNHBINA METO/I, TIO3BOJISTFOIITUN CEIEKTUBHO MOJIy4aTh MOHO-
S-3aMerieHHOe  TPOM3BOJHOE W HECHMMMETPHUUYHBIE  JU-S,S-3aMelleHHbIe
npousBoanbie [29]. Merox OCHOBaH Ha IO3TAITHOM IIEJIOYHOM THIPOJIH3E

Aekroyxoasmiei rranodTuasHoi rpymmsl -CHCH2CN (puc. 15).

BrCH,CH,CN NH,OH

[B1,H1,SHI” [B1,H11S(CH,CH,CN), I [B1,H13SCH,CH,CN]*

RX ~ NH,OH . RX _
[B12H13S(R)CH,CH,CN] [B1oH11SR] [B1,H;1SRR]

Puc. 15. Memoo nonyuenus MOHO-S- u 1u-S,S-3aMEIICHHBIX MPOU3BOJIHBIX

[BlanS H]Z'.

Tem He MeHee, paHee COOOIIANOCh, YTO ISl CEJICKTUBHOTO MOTYyYEHUS MOHO-
S-3aMenIeHHOT0 MPOU3BOTHOTO K1030-1eKab0paTHOTO aHMOHA YCIOBUS MOA00paTh

He ynaioch [30].
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1.3 PeaknimoHHas cocOOHOCTDH CY/JIb(aHWI-IPOU3BOAHBIX K1030-
A0/1eKa00pPATHOI0 AHUOHA

XuMHS ~ JBEHAJUATUBEPIIMHHBIX  KJIACTEPOB, B  YAaCTHOCTU  KI030-
0/IeKa0OpaTHOTO aHWOHA, U3ydeHa Oosiee MOAPOOHO, TaK KaK OHHU
paccMaTpuBaroTCsl Kak Oosiee mepcrnekTuBHbIe TiaTdopmel s co3nanus BH3T-
npenaparoB

XuMHUS K1030-107€Ka00paTHOrO aHWOHAa H3ydyeHa Oosiee MOAPOOHO, YeM
K1030-7A€Ka00paTHOTO aHMOHA. DJTO CBSI3aHO C OOJNBIIUM KOJIUYECTBOM aTOMOB
6opa B OJHOW MOJEKyJl€ COEIMHEHHUSA, YTO HeoOXoaumo st Oop-
HEUTPOH3aXBaTHOM Tepanuu. PeakimoHHas CHOCOOHOCTb K71030-1€KabOpaTHOrO
aHUOHA HE MEHee pa3HOooOpa3Ha, YeM Yy KI030-10/1eKabopaTHOro0 aHWoOHa, Oolee
TOr0, CYHMIECTBYIOT PEAKIMH BO3MOMKHBIE TONBKO st [BioH10]?. B manHOli rinase
OyIyT OIHKCaHbl OCHOBHBbIE XUMHUYECKHE TNPEBPAILCHUS, XapaKTepHbIE JUIs
[B1oHeSH]?, B mocnennee necsAtuieTve, NaHHOE HANPABIECHHH XUMHUH, aKTHBHO
pa3BUBAETCS, W B TMOJHOM Mepe XUMHUIO CYIb(haHUI-K1030-10]1eKa00pPaTHOTO
aHUOHA.

Peakuuu ankunupoBaHus anuoHa [BioHeSH]* mporekaer mo Tomy ke
MexaHusMy, uto u [Bi1oH11SH]?. BeenieHue raoreHaakuaoB B peakIlMOHHYs CMECh

AHUOH — pPEAreHT B COOTHOIICHMHM OJIMH K JABYM OOpa3yeTcs HCKIIYUTEIHHO

JTU3aMEIIICHHBIHI IPOAYKT [20] (puc. 16).
SH HalR SR,
MeCN, Hzo, N32C03
(BuyN) > Bu,N
e 90°C, 2 4
Hal = Br, ClI

R = -CH,COOEt, -CH,CHCH,, -Bu, CH,CH,Br, -CH,Ph, u ap.
Puc. 16. Memoo anxunuposanus [2-B1gHeSH]?
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[lonyyenHoe  MHOrooOpa3ue MPOU3BOJHBIX C  Pa3IUYHBIMU  9K30-

MOJIM3APUYECKUMHU 3aMECTUTENSIMU TOJAPOOHO OXApaKTEPU30BaHbl PA3NHYHBIMU

(I)I/IBI/IKO-XI/IMI/I‘IGCKI/IMI/I MCTOJaMMU  aHaJin3a, H3Y4YCHO CTPOCHHC AaHHWOHOB

[Z‘B]_OHQS(CHZCHCHZ)Z]- (puc. 17) u [2-BloH98(CH2Ph)2]' (puc. 18)
C(3)

Puc. 18. Cmpoenue anuona no oannvim PCA [2-B1ogHeS(CH2Ph)2]
21



WNHuTepecHblll MPOAYKT C ABYMS K1030-A€Ka0OpAaTHBIMU LEHTpaMH o0pa3yeTcs
IpU B3aUMOJCWCTBUU C |,2-AWranoreHaqkaHaMy, B YacTHOCTH, peakmus ¢ 1,2-
IUOPOMATAHOM TMPHUBOJHUT K «CIIMBaHHIO» KiactepoB [31] ¢ oOpa3oBanueM
JTUCYITB(POHUEBOTO IIECTUWICHHOTO reTeporukia (puc. 19).
- 7 2- B 2-

SH S
BrCH,CH,Br /
>

Puc. 19. Cxema peaxyuu [2-B1oHeSH]? ¢ 1,2-0ubpomsmarnom

HpI/IMe‘{aTeJII)HO, qTo HOHy‘ieHHBIﬁ IMPOAYKT UMCECT JIBa KOH(l)OpMaIII/IOHHBIX
H3oMepa — KOH(bOpMaIII/ISI «Kpeciia» u KOH(l)OpMaIII/II/I «BaHHa», qTo

noareepkaaercs crekrpamu ‘H-SIMP (puc. 20).

_ . =9— — =9—
@nﬁis @ %SH\—éj/ §
i SHHH _ I HH LY I‘I{{ _

M

1 1 | 1 | 1

Puc. 20. H-AIMP cnexmp [2-B1oHoS(CH2CH2)2SB1oHg]?; nabriodaromes ose
KOH@opMmayuonuvie hopmbi.

AHAJIOTHYHO  K71030-110IcKa00paTHOMY aHHOHY, IIOMHUMO BO3MOXKHOCTH
HYKJI€O(QUILHOTO 3aMElIeHUs TrajloreHankaHaMu, aHuoH [2-BioHeSH]* moxer
OBITh ()YHKITMOHATM3UPOBAH Pa3TUYHBIMU KJIAaCCAMH OPTaHWYCCKUX COSAMHCHUM C

HCCKOJIbKMMH AKTHBHBIMH LCHTPAMMU. I/IHTepeCHOﬁ ABIACTCA pPCaknuAa C
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ranoreHamMugamMu [32], MOCKOJBKY TOJYYCHHBIH TPOIYKT COACPKUT aMUJIHBIC
IpyHnbl 1 MOXET BBICTYNaTh B KaueCTBE XeJATHOro juranaa (puc. 21), uto B

I[EUIBHGﬁI.HGM MOJKET OBITH MCIIOJIb30BAHO B CHHTE3€ KOMIUIEKCHBIX COGﬂHHCHHﬁ.

H,N

ICH,C(O)NH,
MCCN, H20, K2C03
>BU4N

Bu,N
(BuyN) rt.12h

0.5 eq. 1.4-(CgH,4)(OH),

Puc. 21. Memoo nonyuenus npoussoonozo [2-BioHeSH]* ¢ samecmumensmu c
AMUOHBIMU DYHKYUOHATbHBIMU 2PYNIAMU

CTpyKTypa MOJIy4eHHOT'0 COCTUHECHHUS OIPOOHO onucana B aureparype [20].
Kak ® oxuganoch, KpHCTaUIMUECKas CTPYKTypa OIpPEACIseTCS aMHUIHBIMU
rpynnamMy, KOTOpbIC TIONMApHO CBS3aHBI BOJOPOJHBIMHU CBS3SIMH, 00pasys

3Ur3aronoa00HbIe HEHOYKH (puc. 22).

Puc. 22. Cmpyxmypa anuona no oannuvim PCA [2-B1oHeS(CH2CONH2)2]
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[ToMuMO BBEJCHHSI aMHIHOW I'PYIIIBI, BO3MOXKHO MOJYYHTh IPOU3BOIHOE CO
cinoxkHodpupHoit rpymmor  [20], kak mokasano Beime (puc. 16). Takoe
NPOM3BOJHOC MOXHO TOABEPTHYTh MICIOYHOMY THIPOIH3Y C OOpa3oBaHHEM

CyJIb()OHUEBOTO MPOU3BOAHOIO, COAECPKALIETO JBE MEHIAHTHbIE KapOOKCHUIIbHBIE

rpymisl (puc. 23).
OH

T N

S

S al b1
1. KOH, EtOH/H,O
BusN o ™= 5N o
o]

2. HCI, H2O0 o

o W

a3 b2

al

a2
L b2
el N TN
5.0 4:0 3..5 3:0 2.‘

5 2.0 1.5 1.0 ppm

8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm

Puc. 23. a. Cxema cudponusza 9x30-noaudopuseckux sQupHulx epynn [2-
Blngs(CHz(:OOEt)z]'; b. IH-AMP cnekmp [2-BloH95(CH2COOEt)z]'; c. ' H-AMP
cnexmp [2-B1oHoS(CH2COOH),]

['upponus MNpoXOAWT KOIMMYECTBEHHO, JalibHEeHInas oOpaboTka pacTBOPOM

COJISTHOM KUCJIOTBI, TO3BOJISIET MTOJIYYUTh YACTBIM POIYKT.

Puc. 24. Cmpyxkmypa anuona no oannvim PCA [2-B1oHeS(CH2COOEL);]
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1.3 Peakuum anmJinpoBaHUs BBICIIUX K1030-00PATHBIX AHNOHOB

JIyiss BBICIIMX OOPOBOJOPOJIOB XOPOIIO W3BECTHBI PEAKIUU AIlUITHPOBAHHS
aHTUIAPUIAMU WIN TaJloTeHaHTHapuaaMu KapOoHoBbIX kuciotT [33] [29], peakius

MPOXOJUT O€3 HArpeBaHUs B IPUCYTCTBUKM OCHOBaHMS (pHcC. 25).

RCOCI
[B1oHy SHI” [B1,H1; SC(O)R”

R=Me, Ph

Puc. 25. Peaxyuu ayunuposanus [Bi12H11SH]?

[MonydeHHble THOI(DUPHI SBJISIOTCS MEPCIEKTUBHBIME TSl AajbHEHIITNX
MpEeBpaICHUA © MOJYYCHUS KOMILUIEKCOB 3a cyerT akTuBHON SCO-rpymmsbl.
[TosTOMy [OMOJHHUTENBHO OblIa HW3y4eHa CTAOMIBHOCTH  AIMJIHMPOBAHHBIX
npou3BoAHbIX [29], mepwox mnonypacmana s Nap[BioH11SCOMe] cocraBun

MecSI B YCIOBUAX cllabokucioi cpeabl PH=5 (puc. 26).

1 Mconth

,; 1 Week
=

2 1 Day
=)

c

et

]

a

o 1 Hour

pH
Puc. 26. Ilepuoo nonypacnaoa anuona [B12H1:SCOMe]? npu pazauunvix pH

Jlns anmona [2-BioHoSH]? Takike M3BECTHBI peakuuu anuiupoBaHus [34],

ycnoBus npotekanus cxoxu ¢ [BioH11SH]? (puc. 27).
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SH s/< |
RCOCI

> (BugN),
Py, MeCN,0°C

(BugN),

R= -Me, -Ph, -CF,4
Puc. 27. Cxema peaxyuu ayuruposanus anuona [2-BioHeSH]?*
OpHako, TUAPOIUTHYECKAS CTaOWIBHOCTH TOJYYEHHBIX aIlMIMPOBAHHBIX

MPOM3BOHBIX OIIIYTHMO HUXKE, YEM Y KI030-0]IeKadopaTHOro aHuoHa (puc. 28).

a ”

Time, h

Time, h

Time, h

pH of the buffer solution

Puc.28. Ilepuoo

nonypacnaoa npu paziuynelx  PH  ona  anuowmos
[2-BloH98COCF3]2'(a), [Z-BloHQSCOCGHs]Z'(b), [Z-BloHQSCOCH3]Z' (C) no
oannvim *1B-AIMP-cnekmpockonuu
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Bce mnonyueHHble THO(UPHI TOKa3aiM HAUOONBIIYIO CTaOUIBHOCTH MPHU
pH=5, kak u B ciy4ae ¢ x1030-10/ekabopaTHbIM aHuOHOM. [lepuon monypacnana
coctapn. 17 wacoB gua  [2-BigHoSC(O)CFs]>, 168 wacoB s
[2-B1oHsSC(O)CgHs]?*, u 600 wacos mis [2-B1oHeSC(O)CH3)?.

1.4 KoMIuieKcHbIe cOeIMHEHHSI BBICHIUX KJIACTEPHBIX AaHHOHOB Oopa

CpaBHUTEIBLHO HEJABHO KOMILJICKCHBIC COCIWHEHHUS C CEPOCOACpPIKAITUMU
BBICIIIUMH K/1030-00paTaMH COCTABIISUIH JIMIIb HEOOJBIIIYIO YacTh OT BCEro Habopa
KOMIUIEKCHBIX —coearHeHni OopoBomopoaoB [30]. OnmHako ¢ pacKpbITHEM
CUHTCTHYECKOTO0 TIOTCHIIMAJa IIOJIYYeHO MHOTO TIEePCIECKTUBHBIX JIMTAHIOB
[35]. Takoii wuHTepec BbI3BAH TPEXKAEC BCEr0 BO3MOXKHBIMUA MPUMEHEHUAMHU
KOMILJIEKCHBIX COCTMHEHUN cepocoIepKaIux K11030-00paTOB: oop-
HelTpoH3axBaTHas Tepamnus [36], TepMo- W HEHWTPOHO3AIIUTHBIC IOBEPXHOCTH
[37], co3nanue HOBBIX AMArHOCTHYECKUX areHTOB [38] u T.1.

OnuceiBaTh  BC€  MHOTOOOpa3We  KOMIUIGKCHBIX  COSAWHEHHUH  He
NPEJCTABIIACTCS BO3MOXHBIM, TE€M HE MEHee, CTOUTh OTMETUTh HamOojee
MHTEPECHBIC COCTUHCHHSI, IIOTYICHHE KOTOPBIX BHECIIO CBOM HEOIICHUMBIN BKJIA B
pa3BUTHE XUMUU OOPOBOJOPOIOB.

OJHUM M3 TEPBHIX COEAMHEHMH, TOIyYeHHHIX ¢ aHHOHOM [BiHi1iSH]%,
sBisieTcs: pyrenueBbiii komiuieke [(Bi12H11S)RU(NHs)s]-2H20 [39], o6mamarormmii
XapaKTepHON TEMHO-CHHEW OKpackoi. JlaHHOe coeauHeHne ObUIO CHHTE3UPOBAHO
MOCPEJICTBOM  B3aUMOJICHCTBUS MeEXAy 1ie3ueBoi coibio  Csy[BioH11SH] m
KoMmIutekcoM msTraMMmuaxiiopopyteHust [RuCl(NHs)s]Clo. Ctpykrypa xomimiekca

noganHeiM PCA npenctaBieHa Ha puc. 29.
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Puc. 29. Cmpyxkmypa komnaexca no oannvim PCA [(B12H11S)RU(NH3)s]

[TompoOHO ommcaH CHHTE3 Pa3HOOOPAa3HBIX KOOPIWHAIIMOHHBIX COCTUHEHUIM
TUTATUHBI ¢ MPOU3BOJHBIMU CYJIb()OHWI KapOOpaHOB, (PYHKIIMOHAIU3HPOBAHHBIMA
CH,CH,PPhy-rpymmmamu [40].  MuTepecHO  OTMETHTH, YTO  CTPYKTypa
obpasyomuxcs coeaunennii (puc. 30) CyIIecTBEHHO 3aBUCUT OT YCIOBHI PEakiiun

U CTEXHOMETPHYECKOTO COOTHOIIEHHS HCXOIHBIX peareHToB (puc. 31).
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Puc. 30. Cmpyxkmypa xomniekcos sameujennvbix Kapooparnos ¢ niamuHou

T& cr > ct
Ph,# S >
Pi(cod)Cl 1 e, < tateq 4 —~ ‘4\[
1a L. % '

TCDChrt CD,Clrt  Phy 4

Y ™

_1 =% 2+
ArF- BAFF
BAr “128F,

*4%4 _ *@ O

NaBArF, 1eq. | AgBF,, 2eq.
CD,Cl,, r.t. CD,Cl,, r.t. / \ Q§
Ph, P I ) S 5 Ph, wid I 3
J

Puc. 31. Cxema nonyuenus komniekcos 3ameuyeHHbIX Kapoopanos ¢ niamuHou

2a

[TomyueHsl 3HAUUTENbHBIE YCIEXU B CHHTE3€ M XapaKTepU3aLUN HEOOBIYHBIX
METAJIJIOOPTraHNYeCKUX CTPYKTYyp. OcoOblil MHTEpEC NMPEACTABISIIOT YHHUKAJbHBIE
KOMIUIEKCHI, OOpa30BaHHbIE TPH B3aUMOJEHUCTBUM JH- U TPUCYIbhAHUI-

KapOOPaHOBBIX JIMTAHAOB ¢ MeTauilaMu noArpymibl kodansTa (Co, Rh, Ir) [41, 42].
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OTH COEOWHEHHs JEMOHCTPUPYIOT BIEUATIIAIONIEE CTPYKTYpHOE pasHooOpasue,
BaphUPYIOIIEECs OT MPOCTHIX TOMOSIEPHBIX 0 CIOKHBIX TMOJUSIEPHBIX CTPYKTYP,
colepKalux TmpsiMble CBsi3u  MeTawi-metain  (puc. 32-34). CornacHo
JUTEPATYPHBIM JTAaHHBIM, TIOJO0HBIC KOMIUICKCHI O00JIaIal0T  YHUKAJIbHBIMU
ANIEKTPOHHBIMH W CTPYKTYPHBIMH  OCOOEHHOCTSIMH, 4YTO  JeNaeT WX
MEPCIICKTUBHBIMU  OOBEKTaMH JUIA  JaJbHEHIIMX WCCICAOBAaHMA B 00JACTH

METAJUIOOPTaHUYECKOM U KIIACTEPHOU XUMUMU.

Puc. 32. Cmpyxmypvt MmHo2050epHbIX KOOOILMOBLIX KOMNIEKCO8 C CYIbDAHUL-
3ameuyeHHbIMU KapOoparHamu

Phy | PFe
Ss
Rh(PPh;)sCl '
NH4PF6, r.t.
88 %

Puc. 33. Memoo nonyuenus mHo2os0epHbiX pOOUEBbIX KOMNEKCO8 C CYab@anul-
3amewjeHHbIMU KapbopaHamu
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Puc. 34. Cmpyxmypa upuouesoco xomniexca ¢ cyibhanun-3ameuyeHHuIM
Kapbopanam

3a cueT BBICOKOH CTaOWIBLHOCTH OOPHOTO OCTOBa CTAHOBHUTCS BO3MOXKHBIM
JalbHEHIIee TpeBpalleHHne KOMIUICKCHOTO  coeluHeHus. JurtnokxapOopan
NICH/1aJUCHITKOOAIbTa BCTYIIAET B PEAKIINH C pa3HOOOpa3HbIMH (HYHKITOHATHHO-

3aMenieHHbIMU ankuHamu [43] (puc. 35).
Ets3N, 25 °C S/ \s Alkynes s f

[Cp*Co(CO))] E
90 %

toluene &—5
90 % & N, | « CH

Puc. 35. Cxema nonyuenuss oumuoxkapooparn nenoaoueHuIKooaibma u oanivhetiuiee
3amewjerue Memaiiopeanuyecko20 GpazmeHma

[IpenmoxkeH MexaHW3M, KOTOPBIA OOBSCHAET O0Opa3oBaHUE IEIEBBIX
COCMHCHUN YKa3aHHOTO THIA, 4YTO CYIIECTBEHHO paCHIUpsieT TMOHUMAaHHE
PEaKIMOHHOM CIIOCOOHOCTH METaJIOOPTaHUIECKUX KOMIIJIEKCOB C

KapOOpaHOBBIMH JIUTaHIaMU (puc. 36).
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Puc. 36. Mexanuszm 3amewenuss neHOaoueHuiKobaibmogoco gppazmenma
AIKUHAMU 8 OUMUOKAPOOPAHOBOM KOMNJIEKCe

PeakiinonHasi akTUBHOCThH JIAaHHOTO KOMILIEKCA B OTHOIIEHUM AJKHUHOB C
pasIUYHBIMA ~ (QYHKIIMOHAJIBHBIMM  TPYIIIAMH  OTKPBIBACT  IEPCIICKTUBHBIC
BO3MOKHOCTH JIJIs OPTaHMYECKOTO CUHTE3a U METAJTIOKOMITJIEKCHOM XUMHUHU.

Jlurangsl Ha ocHoBe [2-BioHoSH]?> mnpencraBnsior coboil yHMKalbHBIE
MOJIEKYJIbI, 00JIaatole OTPOMHBIM MOTEHIIMAIOM B 00JIaCTH KOOPIWHALIMOHHOM
XUMHH U KaTaiuza. biaronapsi cTpykType U BO3MOKHOCTA U3MEHEHHUS 3apsija mpu
no6aBneHny (QYHKIMOHAIBHBIX TPYI, JUTaHAbl Ha ocHoBe [2-BioHoSH]?> moryt
00pa3oBbIBaTh CTAOWJIbHBIE KOMIUIEKCHI C pa3IMYHBIMH METalIaMH, YTO
OTKpBIBA€T IMUPOKHUE BO3MOXKHOCTH [JIi CO3[@HUS HOBBIX MAaTE€pPHANOB H
karanu3atopoB. COBpeMEHHBbIE METOIbl CHHTE€3a W HHTEpPEC UCClenoBaTeei
NpUOIMKAET CKOpPOE TMONydYeHHE psifa KOMIUICKCHBIX COEJUHEHUN Ha OCHOBE
[2-B1oHeSH]*. DT0 mo3BonuT yriyouth MOHMMAHHE O CTPYKType M CBOMCTBAX
TUX COCAMHECHHM, a TakKe PACIIUPUTH CHEKTP MX MPUMEHEHUS B PAa3IUIHBIX

001aCTIX XUMHH U MaTCpUuaJIOBCIACHUA.

1.5 B03MOKHOCTH NPUMEHEHHUS] MPOU3BOIHBIX BBICIINX K1030-00PATHBIX
AHUOHOB

O6nacTs TPUMEHEHHS  CEPOCOJEPKAIIUX  K71030-00paTHBIX  aHHOHOB
Ype3BbIYAMHO IIHPOKA W HE OrPAHUYMBACTCA MCKIIOUYUTEIbHO XUMHEH. B

QJICKTPOHHUKC U MAaTCPUATOBCACHNHN OHHU MOI'YT HIPUMCHATHCA IJIA CO3JaHUA HOBBIX
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TUIIOB TIOJYNPOBOJHUKOB W JHMIJICKTpukoB [44, 45], Onaromaps cBoei
CHIOCOOHOCTH M3MEHSTh JJIEKTPOHHYIO TPOBOAMMOCTh U TEIUIOMPOBOJAHOCTH
MarepuayioB. B ¢apmaneBTuke W MEIUIIMHE TIOTEHIIMAT TPUMEHECHHS DSTHUX
COCIMHCHUN M3y4YaeTCs B KOHTEKCTE Pa3paOO0TKH HOBBIX JICKAPCTBECHHBIX CPEJICTB
U JMarHoCTHYEeCKUX areHToB [46, 47, 48, 49, 50], rae yHHKaJIbHBIC CBOWCTBA
CEpOCOJEPKAIINX K1030-00paTHBIX aHWOHOB MOTYT OBITh HCIIOJNB30BAHBI IS
JTOCTIKEHUST TIOBBINIEHHOHN Crienn(PUIHOCTH U 3PHEKTUBHOCTH TEPANCBTUUCCKUX
BMEIIATEIIHCTB.

OpHOlt M3 KITIOYEBBIX c(ep MPUMEHEHHs CEepPOCOACPKAIIUX K1030-00paTOB
SBJIICTCS WX MCIOJB30BAaHUE B KA4YECTBE DJJICKTPOJIUTOB JIJISI aKKyMYJSTOPHBIX
Oarapedi, B wyacTHOCTH Juis JuTwidi-cepubix (Li-S) Oarapeit [51]. Takwue
AKKyMYJISTOPbl OTJIMYAIOTCS BBICOKUM TEOPETHUCCKHM HSHEPTONMOTCHIIMAIOM H
HU3KOH CTOMMOCTBIO CBIPBS, OJIHAKO KIIOYEBOH TpoOIeMOil  ocTaeTcs
cTabWIM3alus SJIEKTPOXUMHYECKUX IPOIECCOB, MPOUCXOASANIMX C Yy4acTUEM
nonucynbduaoB. Cepocojepkaiiyue MNPOU3BOIAHBIE K/1030-00paTHBIX AHHWOHOB
CIIOCOOHBI (POPMUPOBATH CTAOUIIBHBIE KOMIUIEKCHI C JIMTUH-TIOMUCYIb(OUIHBIMU
COCIMHEHUSAMH, YTO TMPEJOTBPAIAET HMX PACTBOPEHHE U MUTPALHUIO MEXKIY
ANEKTPOAaMHU. DTO CHOCOOCTBYET YIYUIICHHUIO JOJITOBEUYHOCTH U AP (HEKTUBHOCTH
JUTHI-CEpHBIX OaTapeit, 4To NenaeT JaHHbIE MaTepualbl MEPCHEKTUBHBIMU IS
UCITOJIb30BaHUS B KayecTBe aHTUIU(PGY3MOHHBIX JT00ABOK WM KOMIIOHCHTOB

AIEKTPOJIUTOB.

Bropas 3naunmasi 001acTh, Iie cepocoepKaniue K1030-00paTHble aHUOHBI
HAXOJsT MPUMEHEHUE, — 3TO MeauimHa. VX HeoOblYHash CTPyKTypa W MPOCTOTA
METOJIOB JajmbHEHIIeH (yHKIMOHAIM3AIUNA TO3BOJISIOT HCIOIb30BaTh TaKHE
COCIMHEHUs B KAaueCTBE KOMIIOHEHTOB /Ji1 pa3pabOTKU HOBBIX MPEMapaToB WIH
JIMAarHOCTUYECKUX areHToB. Hampumep, oHU MOTyT OBITh MCIOJIB30BaThCS B OOp-
HeHTpoHO3axBaTHOW Tepanuu [52]. [IpucyTcTBHE Cepbl B CTPYKTYPE MOJICKYJIBI
yIydIaeT B3auMOJICHCTBHS ¢ OelkaMu M MeMOpaHamu KjieTok [53], uTo nmenaer

TakKu¢ COCANMHCHHMA OTINYHBIMHM KaHJuaaTaMu IJId HaHpaBHeHHOﬁ JOCTaBKH
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OopcoaepKalux COCAMHEHUNW B 3J0KAYECTBEHHBbIE OmMyxoju. C HX MOMOIIBIO
yAaeTcsd 3HAUYMUTEJIbHO TIOBBICUTH CEJIEKTUBHOCTh TEpamud, MHUHUMU3ZHPYS
nopaxxeHue 370poBbix Tkaned [54]. [Tomumo 3TOTO, MOTUGUKAIIMKH CTPYKTYp Ha
OCHOBE CEepOCoiepKallluX MPOU3BOJHBIX K1030-00paTOB OTKPHIBAIOT MEPCIIEKTUBBI
UX MCHOJB30BaHUS KaK CTAaOMIM3aTOPOB JUIsi OMOMOJIEKYN WM KOHTPAaCTHBIX
areHTOB JUI MEIUIIMHCKOM BU3yanu3anuu [55], BKIOYas MarHUTHO-PE30HAHCHYIO

U PEHTTEHOBCKYI0 ToMorpaduio [56, 57].

He wMeHee BaxHBIM HampaBiIE€HHEM IPAKTHUYECKOTO  HCMOJIb30BaHUS
CepOCoIepkKaIINX MPOU3BOJHBIX K7030-00paTOB SIBISIETCS TOMOTE€HHBIM U
rereporeHHbli katanu3 [58]. VX yHuKandbHas CIOCOOHOCTH CTaOMIM3MPOBATH
aKTHBHBIC KaTaJUTUYCCKHE LEHTPHI [59] 3a cueT KoopaAMHAIMH CEPOCOCPKALTUX
(YHKIMOHAIBHBIX TPYNI  JIeaeT WX MPUBJICKATEIbHBIMH B XUMHYECKOU

IMPOMBIIIIJICHHOCTH.

Taxoke 3aciayXKWBaeT BHHMAaHUS NMPUMEHEHHE 3TUX COCIWHEHUH B CO3MaHUU
WHHOBAIlMOHHBIX MAaTepUATOB I DJJEKTPOHUKU. K1o30-00paTHBIE aHUOHBI,
00JIaJIat0T YHUKAJIBHBIMU AiekTpuueckumu [60, 61] u ontuyeckuMu cBOMCTBaMuU
[62], uTo memaer Mx MOAXOASIIUMU IS Pa3paOOTKHA OPraHMYECKHX CBETOIMOIOB
[63], cBepxmpoBoasimux coenuneHuii [64] ¥ TEPMODIIEKTPUUECKHX MaTEpPHAIOB
[65]. Ux cmocoOHOCT, K KOMIUIAHAPHOW YIAKOBKE BHYTPH KPUCTATHYECKOM
PEIIETKH TO3BOJISIET TMOBBICUTH MPOBOJAMMOCTh M YCTOMYMBOCTh K BHEIIHEMY
Bo3jciicTBUIO [66, 67]. Kpome Toro, cepocojeprkaiiue MPOU3BOIHBIC KI030-
00paTOB MOTYT HCIIOIB30BATHCSA B CO3/IAHUM CEHCOPOB JIJISl IETEKTUPOBAHUS Ta30B
[68, 69, 70] wmmm Bomubix pactBOpoB [7/1, 72, 73], moclieaHee, BBI3BIBACT

OCOOCHHBIN U HHTCPCC U HYKIACTCA B AOIMOJIHCHHM.
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1.5.1 Bopconepxamme meMOpPaHHbIe KOMIIOHEHTHI 151
NMOTEHIMOMETPHYECKHX CEHCOPOB

Hcnonb30BaHue MOJUMEPHBIX MAaTpHUIl ¢ (DUKCUPOBAHHBIMH 3apsiiaMu [74]
n3BecTHO ¢ 1970-X TT., YTO MO3BOJUJIO 3HAYMTEIBHO YJIYYIIUTH 3JICKTPOJIHBIC
XapaKTePUCTUKN NOH-CEIIEKTUBHBIX 3JICKTPO10B. CIIEIYIONIMM TallOM B Pa3BUTHH
MOTCHIIMOMETPUYECKUX CEHCOPOB C IOJIMMEPHBIMH MeMOpaHaMH Ha OCHOBE
HOHO(OPOB OBLIO CO3/IaHNE TOJIBMYKHBIX AHUOHHBIX IIEHTPOB HA TIOBEPXHOCTH U B
Tene Matpuuel [74, 75, 76, 77]. IloaBM)XKHOCTH aHHOHOB JOCTHUTAlIaCh
no0aBjieHHEM B Ka4yeCTBE  DJIGKTPOA-aKTUBHOrO  kommoHeHTa  (DAK)
BBICOKOJIUTTOUIBHBIX WOHOB, KOTOPBIE CIIOCOOHBI XOPOIIO paclpeneisaThCs B
¢daze MeMOpaHbl, HAMTYUIITUE JICKTPOJIHBIC XapaKTCPUCTUKH PE3yJIbTaT MoKa3asa
MeMmOpaHa c TerpadeHWIOOpaT-aHUOHOM B  KAdeCTBE DJIEKTPOI-aKTUBHOTO
KOMIIOTEHTA [78, 79, 80]. Oo6manas yIOBJIETBOPUTEIILHBIMHU
NOTEHIIMOMETpUYEeCKUMU Xapaktepuctukamu, UCO Ha ocHoBe TeTpadenmndopara
He 00J1a71an BBICOKMM TpeNiesioM OOHapy>KEHHUs, JOCTaTOYHON CEJIEKTUBHOCTHIO U

JOJITOBCYHOCTBIO.

I'unpodobubie DAK He mepexoasT B BOJIHBIN pacTBOp, a ocTaloTcs B (paze
MeMOpaHbI 32 CUET HU3KOIM PacTBOPUMOCTH U BBICOKOTO CPOJICTBA K OPTaHUYECKUM
KOMITOHEHTaM MeMOpaHbl. BEICOKOMUTIOGUIBHBIM aHUOH B COCTaBE MEMOpPAHbI HE
nomyckaetr aubdy3ur aHUOHOB W3 MCCIENYEeMOr0 pacTBOpa, IO3TOMY Ha
MOBEPXHOCTH MEMOpaHbI HE MPOUCXOAUT 0OPATHOM JUCCOIMAIINHU OMPEAEIIEMOrO
BEIECTBA, YTO KAYECTBEHHO MEHSET Mpejaesl oOHapyKeHus. Takke 3HAUMTEIbHO
CHW)KAETCsI BIUSHUE aHMOHHOW MPOBOJUMOCTH, M3-32 YETO AJIEKTPOIHBIA OTKIUK
3a/1aeTCsa TOJBKO KaTHOHHOM MPOBOIMMOCTBIO, U dJekTpoaHas ¢yakius MCD He
uckaxkaercs. Takue MHTepeCcHbIe CBOMCTBA BhICOKOMHMMOMIIbHBIX DAK mo3Bommmm
CO3/1aTh LEJBIN PSI JUCCOIMUPYIOINX HOHOOOMEHHUKOB [81], KoTOphIe MoKa3ain
MPEKpacHbIe aHATUTUYECKHE Pe3yNbTaThl. UTO Mamo BO3MOXKHOCTH HCITOJIH30BAThH

MoauduipoBanHeie OopaThl, kak DAK B mOTEHIMOMETPUYECKUX CEHCOpax.
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Eﬂaronapﬂ TaKUM M€M6paHaM IMMosABUJIaACh BOBMOKHOCTD JACTCKTUPOBATHL CJIOKHBIC

OpPTraHNUYCCKUC MOHBI JICKAPCTBCHHLIX BCIICCTB.

Hcnonb3oBaHue MPOU3BOAHBIX K1030-00paTHBIX aHUOHOB, kKak DAK B
JUTEepaType OMHCAHO JIOCTATOYHO CKpoMHO [71, 72, 73], npu 3TOM MOCTOSHHBIH
OTPUIIATETIFHBIA 3apsii OOPHOTO OCTOBA TIO3BOJISIET TPEATOIOXKUTh HATUYUE
5JIEKTPOIHOr0 OTKIuKa. Mopudukamus [2-BioHeSH]?> mnosBonsger momyuars
BBICOKOJIMITOGMITbHBIE HOHBI [2-B1oHoSR2]", KOTOpBIe MOXXHO HCIOIB30BaTh, Kak

DAK B MemMOpaHax ¢ HOHHBIM TPAHCIIOPTOM.

MexaHu3M aHaJIUTHYECKOTO OTKIMKA CEHCOPOB C BBICOKOJIUMOPUIBHBIM
DAK moxapobHo paccmorper [82] Ha OCHOBe IKHMIKMX HOHOOOMEHHHKOB,
BBOJIUMBIX B MEMOpaHy B cMemaHHOH Gopme (puc. 37): MPEeUMYIIECTBEHHO B BUJIC
COJIM C MOHOM-MOJAU(PUKATOPOM U YACTUYHO B BUJIE COJIU C OINPEACIIIEMbIM HOHOM.
Kuakuil MOHUT comEepKUT KOMIOHEHT |S, KOTOPBIN MOXET JUCCOLMUPOBATH Ha
woHbl |I* m S Tlpy STOM KaTMOHBI CBOOOAHO IPOHHMKAIOT Yepe3 TPaHUILY
MeMOpaHa-pacTBOp, B TO BpeMs Kak JIMINOQWIbHbIE AaHHMOHBI S MOTYT
nepeMeniaTbcs TOJIbKO BHYTpU MeMOpaHbl. BciiencTBue 371eKTpOHEUTPaIbHOCTH
aHUOHBI X MPaKTUYECKU HE MPOHMKAIOT B (hazy MeMOpaHbl. DKCIIEPUMEHTAIIbHBIC
JaHHbIE U TEOPETUYECKHE PACUETHI MOATBEPHKIAAIOT BO3MOKHOCTHh 3(PPEKTUBHOTO
npeoOpa3oBaHUs SKCTPAKIMOHHON CEJIEKTUBHOCTH MOHOOOMEHHOTO Marepuala B
MOTEHIIMOMETPUYECKYIO I OMMCBIBAEMBIX 3JIEKTPOJIHBIX CUCTEM. Y CTAaHOBJIEHBI
npeseibHbIe MapaMeTphl, 00eCIeUnBaIONINe JUHEWHBIM XapakTep 3JEeKTPOIHOTO
OTKJIMKa HOHOCEJIEKTHUBHBIX 3JIEKTPOJOB JaHHOW KOHCTPYKUMU HpuU paboTe ¢
pacTBOpaMM aHAJIM3UPYEMbIX HOHOB. Kputndeckum TpeOOBaHUEM SBISETCS
CYIIECTBEHHOE MPEBBIIICHHE JIUMNOPUIBHOCT MOAUPUIMPYIOIIET0 HOHA Haj
TUNO(UIBHOCTBIO  aHATM3UPYEMOrO  HMOHA, YTO  MO3BOJISIET  COXPAHUTH
CTaOMIBHOCTh KOHIIEHTPAIM 00enX CONIeBbIX ()OPM B TPAHUYHOM CJIO€ MEMOPaHBI

Jaxe MpU MPOTEKaHMM HMOHOOOMEHHBIX MPOILECCOB Ha TpaHuIle pasnena a3

MEKly MEMOPaHO! U BOAHBIM PACTBOPOM C OIpPEIEIsieMbIMH HOHAMM.
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I I

IS

Puc. 37. Cxema scuoxocmnoeo snexkmpooa

Ha cerogusmHuii 1eHb JIUNO(WIBHBIC KOMIIOHCHTBI HCIOJB3YOTCS JIIs
MoAUGUKAIIMN TIOJIABJISIIONIET0 OOJBITMHCTBA TOJUMEPHBIX MeMOpaH. BpeneHue
HEHTpAJbHBIX  BEHISCTB, OO0JIAJIAIOIIUX  HOHONPOBOJAIIMMHU  CBOWCTBAMH,
CIOCOOCTBYET ONTUMH3AIMU MEMOpaHHBIX XapaKTePUCTHK TJIAaBHBIM 00pa3oMm
Omaromaps CHUKEHUIO BHYTPEHHETO COTIPOTHBIICHUS MeMOpaHBI.
MoaudunupoBaHHbIE TaKUM 00pa3oM MeMOpaHBl JIEMOHCTPUPYIOT TpeOyembie

QJICKTPOAHBIC IIaPpaMCTPbI U HOTGHI_[I/IOMeTpI/I‘-IeCKI/Iﬁ CHUI'HAJI.

1.5.2 CaoiicTBa O0opcoaep:Kanux HOH-CEJEKTHBHBIX CEHCOPOB

[Ipu monw3oBanuu MCD Ha mpakTHKE BO3HUKAET BOMPOC MPUMEHUMOCTH
JAHHOTO JaTYMKA K YCIOBHSIM HCCIEAYEMOM CPEbl M aHATUTUYECKOM 3amaun. s
pacmmpenus rpanul GyHkimonupoBanus MCD wuccienoBaTeny UCIOIB3YIOT JBa

OCHOBHBIX MCTOJA: YJIYYIICHHC M6M6paHI)I Hnin HU3MCHCHHEC COCTaBa U
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KOHIICHTPALIMM BHYTPEHHOIO pacTBOpa, IMOATOMY [JIsl PELICHHS KOHKPETHOMN

3aJlauy IMPUMCHAIOT BCC BO3MOXKHBIC CIIOCOOBI OIITUMH3allUH.

OCHOBHBIM M CcaMbIM MONYJSIPHBIM criocoOom ynyumeHus MCD sBusercs
Moaudukanus MemOpaHbl. B 3ToM ciyyae B cocTaB MOJMMEpPHON MeMOpaHbI
BBOJISIT JIONOJHUTEIbHBIE KOMIIOHEHTBI, KOTOPbIE MPUJAIOT MEMOpPAHE >KeJlaeMble
cBoiicTBa. Tak, nob6aBnenue DAK Ha ocHOBE JTUNOQPWIBHBIX aHWOHOB IMOBBIIIAET
cenektuBHocTh  MCD w  yMeHblllaeT BIMSHME KaTHOHOB, a Jo0aBka
MOHONPOBOJMMBIX HEUTPAIBHBIX KOMIIOHEHTOB C Bbicokoi J/[C mno3Bonser

CHU3UTH COIIPOTUBJICHUC MeM6paHBI " YIIYUIIHUTH BHCKTPOI[H]':Jﬁ OTKIJIUK.

B cBoto ouepenn, n3MeHeHHe BHYyTpeHHero cocrtasa [83, 84, 85, 86, 87, 88,
89] UCD menee Tpymo3aTpaTHBIN Mpoiecc, TPeOYIOMUA MEHBIIIE BPEMEHH, YTO
MO3BOJIICT ONTHMHU3UPOBATh cBolicTBa MCD HEMOCPEACTBEHHO NMPHU MPOBEICHHUH
aHamm3a. ['pagWieHT KOHIICHTpAIlMM, KOTOPHI BO3HHWKAeT B MeMOpaHe IIpH
U3MEHEHUN BHYTPEHHETO pAacTBOpa, CIOCOOCH 3HAYMTEIBHO TMIOBIHUATH Ha

YYBCTBHUTCIIBHOCTDb CCHCOPA.

Pazpaborana konuenuus [92], onuceiBaromas mporecc 3aMemeHUs] HOHOB
ruApoOOHBIMU OpraHMYEeCKUMH KaTHOHAMH Ha TpaHUIE paslesia KUIKUX
MeMOpaH, COJep)KallluX AaKTUBHBIC IIEHTPHl C BBIPAKEHHOM CIIOCOOHOCTBIO K

acconuanuu.

AHanu3 KUHETHYECKHX 3aKOHOMEPHOCTEH HMOHOOOMEHHON ancopOuuu
KaTHOHHBIX (POPM JIEKapCTBEHHBIX BEIIECTB HA MEMOpPAHHBIX HMOHOCEICKTUBHBIX
MOBEPXHOCTSAX TMOKa3aJl: ypOBEHb HMOHHOTO OOMEHa 3aBUCUT OT THUAPOGHOOHBIX
CBOMCTB 3aMEMIAIONIeT0 HOHA, TOTJa KaK MPOJODKUTEIBHOCTh YCTAHOBIICHUS

paBHOBeCUsI KOHTpoaupyercst MG Py3nOHHBIMU MPOIIECCAMH.

UccnenoBanne TmnepeHOca HWOHOB, OINPEACHSIOMMX MOTEHLUHAN, CKBO3b
rpaHulpl pasfena (a3 Mpu PaBHOBECMU M OTKIOHEHHWH OT HEro IMO3BOJIMIIO

OXapaKTCpu30BaTb, KaK pPa3JIn4YHBIC MCTOIbI MOI[I/ICI)I/IKaI_II/II/I BIUAKOT Ha
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YyBCTBUTEIBHOCTD JETEKTUPOBAHUS U 30UpaTENbHOCTb. bouin
MIPOAHAJIU3UPOBAHBI: MPOIECCHl BO3ECUCTBUS BOJHOM CpPEllbl Ha XapaKTEPUCTUKU
Mex(pa3HbIX MOBEepXHOCTEN [92], Ppu3MKO-XuMHUYecKas NpUpoAa U OCOOCHHOCTH
MOHOOOMEHHBIX KOMIIOHEHTOB B pactBoputTene memOpansl [90, 91, 92, 93], a
TAaK)K€ COCTOSIHUE DJJEKTPOJHO-aKTUBHBIX KOMIUIEKCOB, (OPMUPYIOUIUXCS U3

MOHHBIX aCCOLIMATOB (PapMalleBTUYECKUX COECIMHEHUN B MemOpaHHOH ¢aze [90,

91, 92].

B uccnenoBanuu [94] ycTaHOBIIEHO, YTO JIEKTPOIHBIE CBOMCTBA MEMOpaHbI
ONpENENATC HE TOAbKO Bo3aeicTBueM ODAK, HO U XapakTepuUCTHUKaMH
NOJIMMEPHOU OCHOBBI. sl aHanu3a MepeHoca OPraHUYEeCKUX KAaTUOHOB CKBO3b
MeMOpaHHbIE CTPYKTYpbI IPUMEHSIACh METOJUKA pacuéra yucen nepeHoca. bpuin
BBISIBJICHBl ~ 3aKOHOMEPHOCTH  MEXJy  IOKa3aTeasiMU  CEJICKTUBHOCTH |
TPAHCIIOPTHBIMU MapaMeTpaMu TMOJMMEPHBIX MAaTpHIl, a TaKXe pacrpeqerieHueM

@apMaHGBTI/I‘IGCKI/IX COGI[I/IHGHI/Iﬁ B CUCTCMC BOI[a-MeM6paHa.

Ha naHHBIii MOMEHT B JTUTEpaType OTMHMCAHO HECKOJIBKO CIIOCOOOB MOYYCHUS
(YHKIIMOHAIBHBIX TIPOM3BOJHBIX K71030-OOpaTHBIX AaHHOHOB CO CBs3bl0 B-S.
JanpHelmas Monudukanus Ccyinb(aHWIBHBIX MPOU3BOAHBIX 00JadaeT ITUPOKUM
CUHTETUYCCKUM IOTCHIIMATIOM. BeleHne pa3ndHbIX 3aMECTUTENCH B CTPYKTYPY
KJIaCTEPHBIX MPOU3BOJIHBIX MO3BOJIICT MCHITh UX (PU3UKO-XHMMHUYECKHAE CBOWCTBA
1oJT KOHKpeTHbIe 3amaun [95], Hampumep, yBeTUYHBATH JIMITOPUIHHBIE CBOWCTBA

IUISA MCIIOIBb30BaHus B KauecTBe DAK.
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I'naBa 2. IkcniepuMeHTAIBLHAA YACTh

B paspene omucanbl METOABI TMPOBENCHUS JKCIEPUMEHTA, OYUCTKHU
HUCXOJIHBIX M KOHEYHBIX COCJAMHEHUN, (PU3UKO-XUMHYECKHE METOJbl aHaJu3a,
KOTOpble OBUIM HCMOJB30BaHbl ISl YCTAHOBJEHUS COCTaBa M CTPOCHUS
MOJyYeHHBIX  coeAuHeHui.  [IpemyiokeHbl  HOBBIE  METOABl  MOJYYCHUS
HECUMMETPUYHBIX U MOHO-S-3aMEIIEHHBIX MPOU3BOAHBIX KJ1030-1€Ka0OPaTHOTO
aHWOHA, a TAaKXKE€ METOJbl BBIPAIIMBAHUS TOJMUMEPHBIX IUJICHOK W IMOJYyYCHUS
NOTCHIIMOMETPUYECKMX MeMOpaH Ha OCHOBE HOBBIX JJICKTPOJ-aKTUBHBIX
KOMITOHEHTOB. OmnucaHa KOHCTPYKIIUS JICKTPOAHATUTUUECKON SUCUKU U METOJbI
ONTHUMU3AIIMK  CcOCTaBa  ceHcopa. lIpeacTaBieHbl  METOABI  U3MEPECHUS
OpraHUYEeCKHUX BEIIECTB MPU CTAHIAPTHBIX YCIOBUSIX.

JuieMeHTHBIN aHanu3. CojepxaHue yriepojaa, BOJIOpPOJa W a30oTa B
oOpasnax ananmu3upoBanoch Ha snemeHTHOM CHNS-anammzatope Eurovector
«EuroEA 3000».

UK coekTpsl coeauHeHuid mnonydeHbl ¢ nomompro  UK-Dypowe-
cnektpodoromerpa Uudpamrom O®T-08 (HIID AIl «Jlromekc») B Amama3oHe OT
4000 no 600 cmL. ¢ paspemennem 1 cmt. OGpasibl FOTOBUIN B BUJE CYCIICH3HHU
UCCJIEIyeMOr0 BEIIECTBA B TETPaxXJOpMETaHE WM B BUJIEC TaOJETKH B Opommie
KaJusl.

'H, 1B, 13C SIMP-cnekTpsl pacTBopoB McciaeayeMbix BemecTs B CD3CN
PETHCTPUPOBAIUCH HAa UMITYJILCHOM (ypbe-criekTpomeTpe Bruker Avance I11-300 ¢
gyactoramu 300.3, 96.32 u 75.49 MI COOTBETCTBEHHO, C HCIIOJb30BaHUEM
nenTepus s ctabwim3anuu. B kauecTBe BHENTHUX CTaHAAPTOB HMCIOIB30BAU
TeTpaMeTUJICHIIaH u 3pupar Tpexdropucroro 6opa.

PeHTreHOCTPYKTYpHBbIe  HcciaeaoBaHus. HaGop  audpakmumoHHBIX
oTpaxeHu monydeH B lleHtpe komnexkruBHOro mnosns3oBanuss MOHX PAH nHa
aBromatnueckom nudpakromerpe Bruker D8 Venture mimn Bruker SMART APEX
II (A\MoKa, rpaputoBblii MOHOXpOMATOp, ®—O-CKaHHpoBaHue). [laHHbIE OBLIU

MPOUHICKCUPOBAHbI W HMHTETPUPOBAHBI ¢ IMOMOIIbl0 Tporpammbl SAINT [96]
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[Ipumensinace mompaBKa Ha MOIVIONIEHWE, OCHOBaHHAash Ha HW3MEPEHHUAX
sKkBUBANICHTHBIX oTpaxennid (SADABS) [97]. Crpykrypsl pacmmppoBaHbl
MPSIMBIM METOJIOM C IMOCJEAYIOUIMM PacueToOM pa3HOCTHhIX cuHTe30B Dypbe. Bee
HEBOJOPOJIHBIE aTOMBlI yYTOYHEHBI B aHM3OTPONHOM NPHUOIMKeHHH. Bce aToMbI
Bogopona CH, CH,, NH; u BH-rpynn yTouHeHbl 1O MOJEIM HaE3HUKA C
teroBbiME  mapamerpaMu  Uuso = 1.2 Use  (Uwso) COOTBETCTBYIOIIETO
HeBo1opoHOTO atoma (1.5 Uy, aiist CHa-rpymm).

Bce pacuetsl npoBoawinck ¢ ucnoib3oBanuem nporpammbl SHELXTL [98].
CrtpykTypa pacmudpoBaHa U yTOYHEHa C MOMOIIBIO MPOrPaMMHOIO KOMIUIEKCa
OLEX2 [99].

AHaan3 mnoBepxHOcTH Xupumdeabaa TPOBOAWIOCH TMPU  TOMOIIH
nporpammbl Crystal Explorer Bepcuu 17.5 [100]. dns Bu3yanu3aluud JOHOPHO-
aKLENTOPHBIX TMap MNPUMEHSJIOCh CTaHJApPTHOE  (BBICOKOE)  pa3pelieHHe
MOBEPXHOCTH € mapamMeTpoM dnorm, rje 1BETOBas IIKaja uMena (GUKCUPOBaAHHBIC
rpa"uilsl: ot 0.986 a.e. (romy06oit 11BeT) 10 -0.640 a.e. (KpacHBIH HBET).

KBantoBo-xumuyeckue pacuersl. [lonHas onTUMHU3aLys reOMETPUNA BCEX
CTpYKTyp ObUIa MpoBedeHa Ha Teopetmdeckom ypoBHe B97-3c [101, 102] ¢
nomortisio nporpammuoro makera ORCA 4.2.1 [103]. Onepauuu cUMMETPUU HE
NPUMEHSUIMCH B TIPOIIECCe ONTUMH3AIMHI T€OMETPHH JIJISl BCEX CTPYKTYpP. MaTpuiisl
['ecce BBIYMCISIIMCH YHCIEHHO I BCEX ONTUMUBHPOBAHHBIX CTPYKTYp IS
MOATBEPXKACHUS TOTO, YTO MOJTYYEHHAs TEOMETPUS COOTBETCTBYET MUHUMYMY Ha
MOBEPXHOCTH MOTEHIIUATBLHON SHEPruu (OTCYTCTBME MHHUMBIX YacTOT). ATOMHBIC
3apsiapl Obu pacunTtanbl ¢ momoribio Metoga NPA (Natural Population Analysis)
B mporpamme JANPA ver. 2.02 [104, 105]. Tomojorudeckwii aHaau3
pacrpeeaeHus ISKTPOHHOM MIOTHOCTH MPOoBoamMIIcS Ha ocHoBe Metoga QTAIM
(Quantum Theory of Atoms in Molecules), paspaborannoro beitnepom [106], B
nporpamme Multiwfn (Bepcus 3.8) [107], [108]. 3nauenus dynkuit ykyu Bcex
ONITUMH3UPOBAHHBIX CTPYKTYp OBUIM pPACCUNUTAHBI C TIOMONIBIO IPOTPAMMBI
Multiwfn mo mapumansubM 3apsgam Xupiidensaa s coctosauid N, N+1 u N-1

Ha ypoBHe Teopuu TPPSh / def2-TZVPP.
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JUist co3aHvs MOHOCEJEKTHMBHOIO 3JIeKTpPoaa IoJiMMepHas MeMOpaHa
Oblla TMOJyYeHAa NyTeM BBEACHUS JKHUJIKOTO HOHHUTA B TMOJUBUHWIXJIOPUIHYIO
marpuny. Paccunrannele  konmuuectBa  5%-Horo - pacteopa IIBX B
TeTparuapodypaHe u *KUJIKOro MOHUTA ObUTM CMeIIaHbl Ha mieikepe. [lonydeHHbIi
pactBOop oOpabaTbiBaii Ha Y3-BaHHE B TEYCHUU 15 MUHYT I yJdajJeHUs
My3bIPbKOB BO3/lyXa, a 3aT€M NEPEHOCUIIN B CTEKIITHHOE KOJIBIO AUAMETPOM 28-32
MM, pacHoJIO)KEHHOE Ha TJaJKOW CTeKIsHHOW moBepxHocTu. [locne Toro, kak
teTparuapodypan ucnapsercs npu 32-36 °C 3a 48 yacos, noiaydaercs mpo3padyHas
nojMMepHasi ITUIEHKa C 3aJaHHOM TOJIIMHOW, KOTOpas BBICYUIMBAETCA IOA
rpyOOKUM  BakyyMoM. Bocmpou3BOoguMOCTh  MEMOpaHbl  rapaHTUPYETCs
MOCTOSIHCTBOM COCTaBa MAaTPUYHOT'O PacTBOpa MEeMOpaHbI, KOHTPOJIEM CKOPOCTH
nepeMenIuBaHisl MEMOPAaHHOTO KOKTEHJIS TpH TOCTOSHHOM —TeMIlepartype,
pEryJIupOBaHUEM CKOPOCTH HCHapeHus TeTparuapodypaHa u BbICYIIMBaHUEM
MOJIMMEPHOM TIEHKH B YCIOBUAX TIIYOOKOro Bakyyma. [lonydeHHy 0 MOJIMMEPHYIO
MeMOpaHy OTAEISIN OT CTEKJISTHHOM IUTACTHHBI U BBIPE3aU TUCKHU JHUAMETPOM 6
MM, KOTOpBIC TOMeIaau B cTaHAapTHbIM kopryc ¢upmbl Philips IS 561. Tlepen
U3MEPEHUEM MOTEHIHANOB AnekTpoa Haxoawics B 0,001 M pacTBope nmaokanHa
TUAPOXJIIOpUIA B TEUCHHE CYTOK JUIsl TOCTHKEHUS PABHOBECHUSI MEXy MeMOpaHOit
¥ pacTBOPOM, YTO OOECIEYMBAJIO CTAOWIbHBIC MOTCHIIMANIBI B MPOLIECCEe U3YUCHUS
cBorictB MeMOpanbl. Ilepen 3amuchi0  MOTEHIIMOMETPUYECKUX H3MEPECHUIN
MeMOpaHa BbIIEpKUBATACh B TUCTUIUTUPOBAHHON BOJIE.

B mpouecce uccnenoBaHusi 3JIEKTPOAHATUTUYECKUX CBOWCTB MOJYYEHHBIX

MeMOpaH pa3paboTaHa clieyromias raibBaHnuecKas uenb.

3M KClI
" o 10° M
Ag, AgCl AgClI CCICNYEMBIN | MemOpana (Bu:N)Br AQCl, Ag
(Hac) pacTBop 4
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2.1 MeToa onpenesenusi KO3(PPUIUEHTOB CeJIEKTUBHOCTH HOHOCETEKTUBHBIX
3JIEKTPO0B
N3  auteparypsl  M3BECTHO  HECKOJBKO  CIIOCOOOB  OMNpenereHUs
KO2(PPUIIMEHTOB CENEKTUBHOCTH:
Ecnu B pacTBOpe nMeeTCs TOJIBKO OJUH MOTEHIUAIONPEACIAOIINNA UOH, T.€.

AKTUBHOCTb MCIIAIOIIHUX HMOHOB 4a; =0, TO B 3TOM clIydyac IOTCHOHMAJ J3JICKTPOAAd

onuchiBaeTcs ypaBHeHuem [109]:

E1:E°+R-%:Ina1

Ecmu pPacTBOpP COACPIKUT TOJIBKO MEIIaoIIMM HOH, TO MMOTCHIHAJI JJICKTpOaa

MOJKET OBITH OIIPCACIICH U3 YPABHCHMUA:

E,=E°+RT LK/, (1)

[Ipu yciioBuUM COBHAJAONIEH AKTUBHOCTH (KOHUEHTpAUWW MpPU YCIOBUHU

IIOCTOSIHHOM MOHHOM CI/IJIG) HOHOB a, =a,, N0JIy4acM:

ij

E,-E
g Krom = =251 ()
g 592 (1)

[Ipu ycnoBuM, YTO KOHIEHTPAIMM HW3Y4aeMbIX HOHOB TOJOOpaHbBI Tak,
4yroObl MX moTeHIMan coBmagan [110], TO BO3MOXXHO MPUMEHHUTH CIICAYIOIICE

PaBEHCTBO:

Kir,uj)m = al/aZ (IV)

Meroguka Ilynropa [111] yka3piBaeT Ha HEAOCTATOYHYIO TOYHOCTh
onpeneneHus Kod(Q@PUIIMEHTa CEICKTUBHOCTH TPH pPaboTe MCKIIOUYUTEIBHO C
pacTBOpaMu coAepKallle OTIeIbHO U3y4aeMblii HOH U MEIIAIOUIUi HOH.

B cBsi3u ¢ 3TMM mpesiaraeTcsi yCTaHABIMBATH JTaHHBIA TapaMeTp JABYMS
criocobamu: (pUKCHpPYsT KOHLUEHTPALMIO OJHOTO MOHA U BapbUPYys KOHUEHTPALUIO
JPYroro HMOHAa MpPU HU3MEPEHHH 3JIEKTPOJHOTO NOTEHIMala HOHOCEIEKTHBHON
MeMOpaHbl. ['paduk, MOCTPpOCHHBIN B cucTeMe koopamHat noreHiman (E) — Ig a

(morupupM aKTHBHOCTH HOHOB B pacTBope) Mckomoe 3HAaUYEHHE OIpenesseTCs
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toukoit mepecedenuss Ci/Cj, B maHHOW Touke W HaxomuTcs 3HadeHue Kap (puc.

38).

18/zo MB = AE

Puc. 38. I'paguueckuii cnocob onpedenenus ko3pouyuermuol cereKmusHocmu
NPUNOCMOSIHHOU KOHYEHMPAYUU MeUuaroue2o UoHda.

B pamkax HacToslImero WcclieAOBaHUs IS ONperesieHus Kod(hHIMeHTOB
CCJIGKTUBHOCTH OBLI MPOBENCH Pl SKCIICPUMEHTOB JIUIT U3MEPECHHS MOTEHITAIIA
AJIEKTPOJIOB, HAXOJSIIEXCS B PacTBOpax CO CMEIICHHBIM COJEp)KallueM HOHOB.
KoHIeHTpanys HcclelyeMoro MoHa u3MeHsnack B cepuu ¢ 107 go 102 M.
KoHIeHTpaIis MEIIaoIero MoHa ocTaBanack oauHakoBoi 102 M umu 10° M B
3aBHCHMOCTH OT TPUPOBI MEIIAIONIETO coeIMHEHUsI. Ha OCHOBaHMY TOJTyYEHHBIX
3HAYCHHH AJICKTPOJHOTO TIOTEHITHAIA OblJIa IIOCTPOCHA rpadrueckas 3aBUCHMOCTD,
aHaJIN3 KOTOPOH TO3BOJIMJI PACCUYUTATh MCKOMBIH KO3(PPUIIMEHT CEIIEKTHBHOCTH

AJIA UCCIICAYCMOT'O JJICKTPOJAA.
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2.1.1 Omnpepnesnenne npeaeioB 00HAPY:KeHHUS HOH-CEJEKTHBHBIX 3JIEKTPO/I0B

Boeimensior ngBa Tuma TpeneioB OOHApYKEHHSA: CTAaTUCTHYECKHH |
HECTaTUCTUYECKUH. DakTopbl, BIMSIONIME HA CIOCOOHOCTh OIpPEACIICHUS
MUHUMAJIBHON  KOHIIEHTpAIlMM  WOHOB,  BKIIOYAIOT  CTEMECHb  YHCTOTHI
UCIIOJIb3YeMbIX XHUMHYECKUX BEUIECTB, MPUCYTCTBHE B HCCIEAYyEeMOM cpefe
BEIIECTB, OOPa3yMOIIUX KOMIUICKCHI, W Apyrue mnapamerpbl. s >KHIKOCTHBIX
MOHOCEJIEKTUBHBIX 3JIEKTPOJIOB KPUTUYECKOE 3HAYEHUE HMMEIOT JBa IapameTpa:
COOTHOILIEHHUE paCIpe/iesIeHUs OIpPEAesIIeMOro MOHa MEX]y BOJHOW cpeioi u
MeMOpaHHOU (a3oi, a TakkKe KOJWYECTBEHHOE COJAepKaHuE HOHOOOMEHHOIO
KOMIIOHEHTa B CTPYKTYpe MeMOpaHsbl.

MunumaneHas ompenensieMas KOHICHTpAIUsl aHaJIu3UpyeMOoro HWOHA B
KUAKOM cpelle TMpeACTaBiIsieT coO00i KIIUEeBOW MapaMeTp HOHOCENEKTHBHOTO
anekTpoAaa. B gaHHOM MccnegoBaHMM UL YCTAHOBJICHUS MUHUMAJIbHOM
OTpeJIeNsIeMO KOHIIEHTPAllMd HWOHA TMPUMEHSUICS HECTaTUCTUYECKUN METO/,
pekomenaoBanubeiii MFOITAK. Ha rpaduke (puc. 39) touka mnepeceuenus c'
yKa3blBaeT HA MUHUMAJIbHYIO KOHIIEHTPAIIUIO, KOTOPYIO CIIOCOOeH 3a(hUKCUPOBATH
JAHHBIA 37eKTpol. MeToAnKa OCHOBBIBACTCS HA IMOCTPOCHUU KaTIMOPOBOYHOTO
rpaduka 3aBUCMMOCTH MOTEHIIMANIA OT JIorapudMa KOHIEHTPAIMHU ONPeeIsIeMOTO
noHa (puc. 39). Ilpsmas, cooTBeTCTByIOIIas JUHEWHOW objacTu Tpaduka
E=S(IgCi), mpoaneBaeTcs 10 MOMEHTa MEpPECeUCHUsI C TOPU3OHTAIBHOW JTUMHUCH,
XapaKTepU3yIoIleld AJIEKTPOABIKYILYIO CHIy JJIEKTpoJa B pacTBope 0e3

n00aBleHUsT aHATTU3UPYEMOTO HOHA.

45



100 - E. B

150

200

A

____________ @______________‘L DJ1C anekrposa o

¥

25[} . i [ HHCTOM Pac F!-UPE

T i ] i I Lok L i Ll
o® * 4 Sjp 10°° oy 107

Puc. 39. I'paguueckuii cnocob onpedenenus onosou KOHYeHMpayuu d1eKmpooa
2.2 CuHTE3 M 0YHCTKA MCXOAHBIX BEeIleCTB

(n-BusN)2[2-B1oHsSH]

Cmecr 3,5 1t (5,8 wmmoan) (BusN)2[BioHio], 4.4 r (11,6 MMmoIb)
N,N’-atunentnomoueBurbl  SC((NH)2(C2Hs)) w 1,30 M tpudTopykcycHOM
KUCIOTHl B 30 MJI JUXJIOpMETaHa HAarpeBajd C OOpPAaTHBIM XOJOJWIBHUKOM IPHU
40°C B Teuenume 12 4, wm30bITOK N,N’-3THICHTHOMOYEBHUHBLI  OTIEIISIN
bunbTpOBaHWEM TIOCIE OXJAKICHUS pacTBOpa, a TMOJIYYEHHOE BEIIECTBO
BBICYIIMBAJIA HA PpOTOpHOM wucmaputene. [lepekpucrammmsanus U3 CMecH
M30MPOITAHOI—AETOHUTPIII  Jlajla OECIBETHBIC KpPHUCTAUTBl B BHJAE TOHKHX
1acTHHOK ¥ urii. Beixom: 91.1%.

3-npormmonutpuit (Aldrich, >98%), 1-6pomoOytan (Aldrich, 99%), 6en3un
opomunx (Aldrich, 98%), ammmn Opomma (Aldrich, 97%), 2-OGpomarneramun
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(Aldrich, 98%), ruapokcun terpadyruiaammonus (Aldrich, 40 macc.% B H20), 2-
opomnpoman (Aldrich, 99%), 1-6pommnponan (Aldrich, 99%), 1-OpomoxTtan
(Aldrich, 98%), 1-opommonmekan (Aldrich, 97%), 1-Opomoktomekan (Aldrich,
97%), xap6onatr me3us (Aldrich, >99%), numoxamna ruapoxmopun (Aldrich,
>97%), npokauna ruapoxyaopus (Aldrich, >97%) 6su1u kymens B Sigma-Aldrich.
Bce ocranbHble peareHTbl W PAaCTBOPHUTEIM KOMMEPUECKH JOCTYIMHBI M OBLIH

MICIIOJIBb30BaHEI 0€3 HpeI[BapI/ITCJIBHOI\;I OYHUCTKHU.

2.3 CuHTe3 1eJIeBbIX COeIMHEHU

(n-BusN)[2-B1oHsS(CH2CH2CN)2] (1)

B peakimonnyto koy0y o6bemom 50 M1 3arpy3uiin kapOoHart 1e3us (255 mr,
787.5 MKMOJIb) BMecTe ¢ UCXOAHBIM BetecTBoM (N-BuaN)2[2-B1oHeSH] (1000 wmr,
1575 mxmounb). K emecu gobdaswmim 262 Mk 3-6pommnpormiautpuia (422 mr, 3150
MKMOJIb) U 20 M aneTtoHuTpuia. PeaknumoHHYH0 Maccy MepeMeluBaid |
BbIZICp)kUBaTM TIpu Temrieparype 90 °C Ha mpoTsskeHHMH 3 4acOoB B MHEPTHOM
aproHoBoii cpene. I[lo 3aBeplieHUM HArpeBaHHs AalleTOHUTPWI YIAIUIW TIPH
NOHIKEHHOM JIaBJICHUM Ha pPOTOpHOM wucmapurene. K MOIydeHHOMY OCTaTKy
npuwiwin 1o 10 Ma rekcaHa W AUCTWUITMPOBAHHOW BOJBI, TMOCJIE YEero CMECh
oOpabaTbIBay  yJIBTPa3BYKOM 10 (OPMHUPOBAHUS XJIOMBEBUIHOTO OCAJKa.
BeimaBmuii  TBepABId TPOXYKT OTACIUIN (UIBTPOBAHHEM, IOCIEIOBATEIHHO
IPOMBLIN JTUATHIOBBIM 3hupoM (2x10 MII) W IUCTHUTMPOBAHHOW Bojoi (2x10
mi1). Berxon: 89.5%.

CHNS-ananu3, Beraucieno s CopHssN3B1oS1 (%): C, 52.86; H, 10.69; N,
8.41; S, 6.41. Haiineno (%): C, 52.68; H, 10.72; N, 8.38; S, 6.60.

UB-{1H} SAMP (CDsCN, 8, m.a.): 2.1 (u, 1B), —5.5 (m, 1B), —19.0 (c, 1B),
—27.1 (n, 5B), —31.1 (u, 2B).

'H-AMP (CD3CN, &, m.m.): 3.08 (M, 8H, n-BuyN*), 2.95 (M, 8H,
SCH>CH,CN), 1.60 (m, 8H, n-BusN¥), 1.36 (m, 8H, n-BusN*), 0.97 (1, 12H, n-
BusN™), 0.60-2.10 (m, 9H, B1oHy).
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13C-SIMP (CDsCN, &, m.1.): 118.3 (CN), 59.3 (n-BusN*), 37.9 (SC), 24.3 (n-
BusN*), 20.3 (n-BusN*), 15.8 (CCN), 13.8 (n-BusN*).

(n-BusN)2[2-B10HsSCH2CH2CN] (2)
B 15 mu stanona pacteopuian (N-BusN)[2-B1oHeS(CH2CH2CN)2] 1000 mr

(2000 mxmomb) BemiecTBa. K momydeHHoMy pactBopy mpuaiiia 525 Mk 40%-Horo
BojHOTO pactBopa (n-BudN)OH (2000 MkMO:B), TIOCJIE YEro CMeCh MOJBEPriv
yIIbTPa3BYKOBOUM 00paboTke B TeueHue 40 MUHYT. DTaHOJN yAIUIN MPU TTOMOIIU
potopHoro wucnapurens. K ocrarky mgo6aBunu mo 20 M TeKkcaHa W
JUCTWITUPOBAHHOMW BOJBI, 3aT€M MPOJOJKUIM 00pabOTKYy yJIbTPa3BYKOM [0
MOSIBJICHHSI OCaJIKa XJIOMbEBUAHOM CTPYKTYphl. IloaydeHHbI ocaloK OTAEIUIH
GunbTpOBaHWEM, MPOMBUIM TUATWIOBBIM 3QupoM (mBaxasl mo 10 mi) wu
JTUCTUUTUPOBaHHOM Boaou (nBaxk bl o 10 mi). Beixon 94.2%.

CHNS-ananu3, Beraucieno aias CasHgsN3B1oS: (%): C, 61.08; H, 12.45; N,
6.11; S, 4.66. Haiineno (%): C, 60.89; H, 12.37; N, 6.03; S, 4.48.

UB-{*H}-SIMP (CDsCN, &, m.1.): —1.7 (n, 1B), —4.0 (n, 1B), —17.0 (c, 1B),
—25.9 (n, 4B), —28.7 (n, 2B), —30.0 (x, 1B).

H-IMP (CDsCN, §, m.a.): 3.10 (M, 16H, n-BusN*), 2.57 (M, 2H, SCH,),
2.39 (M, 2H, CH.CN), 1.61 (M, 16H, n-BusN™), 1.37 (M, 16H, n-BusN™), 0.97 (r,
24H, n-BusN™), 0.60-2.10 (m, 9H, BigHo).

13C-IMP (CDsCN, 8, m.x.): 118.3 (CN), 59.3 (n-BusN™), 31.2 (SC), 24.3 (n-
BusN™), 21.1 (CCN), 20.3 (n-BusN*), 13.8 (n-BusN™).

(n-BusN)[2-B1o0HeS(CH2CH2CN)BuU] (3)
B xpyrmogonnyio komby ob6wemom 50 wmu 3arpysmwin  (N-BusN)z[2-

B1oHoSCH2CH2CN 1000 mr (1455 mxmons) mcxomHoro BemiecTBa. K HaBecke
nobaBuiu 1-6pomOyTan B koimdectBe 156.5 Mk (uro coorBerctByeT 200.0 Mr
unn 1455 Mxmonw), mocie 4dero Bawian 20 i arneronutpuia. llomydeHnyro
PEaKIMOHHYIO0 CMeCh BbLAepkuBainu npu Temmepatype 90 °C Ha mpoTsikeHuu 3
yacoB, o0ecreurBasi MHEPTHYI) aproHOByK0 aTrMochepy U HENpepbIBHOE

nepememnBanue. [lo 3aBepuieHMHM HarpeBaHHWs OPraHUYECKUH PACTBOPUTEID
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yAAIWIM TpU TOMOLIM poTalroHHOro wucnaputens. K ocratky npubaBuiu
aucTwupoBanHyo Boay (10 mu) um rekcan (20 mi), 3areM MOABEPIin
YIIBTPa3BYKOBO 00pabOTKe 70 MOSBIEHUS XJIONbEBUAHOIO ocajaka. [lomyueHHbIi
TBEPAbIA MPOAYKT OTIACHWIM (PUIBTPOBAHUEM M JBAXKJbl MPOMBUIM HOPUUIMHU
JTUCTUUTUPOBAHHOM BOBI IO 10 MJI, @ TakKe JBaXKbl TUAITUIIOBBIM 3upom mo 10
M. Beixon: 91.7%.

CHNS-ananus3, Beruucieno aas CozHssN2B1oS: (%): C, 54.93; H, 11.63; N,
5.57; S, 6.38. Haiineno (%): C, 54.69; H, 11.57; N, 5.61; S, 6.21.

UB-{1H} AMP (CDsCN, &, m.a.): 1.7 (n, 1B), 5.3 (n, 1B), —18.4 (c, 1B),
—27.6 (mn, 5B), —30.9 (x, 2B).

H-IMP (CDsCN, &, m.m): 3.07 (M, 8H, n-BusN*), 2.94 (M, 10H,
SCH,CH,CN, SCH»-Bu), 1.60 (M, 10H, C2H»-Bu, n-BusN*), 1.36 (m, 10H, C3H--
Bu, n-BusN™), 0.96 (m, 15H, C4H3-Bu, n-BusN™), 0.60-2.10 (M, 9H, B1oHo).

13C-IMP (CDsCN, §, m.x1.): 118.3 (CN), 59.3 (n-BusN*), 42.6 (C1-Bu), 37.2
(SC), 28.6 (C2-Bu) 24.3 (n-BusN™), 22.2 (C3-Bu), 20.3 (n-BusN*), 15.9 (CCN),
13.7 (n-BusN*, C4-Bu).

(n-BusN)[2-B1o0HsS(CH2CH2CN)Bz] (4)
B peaknnonnyro kon0y oobeMoM 50 MJI 3arpy3uiin UCXOAHOE BemecTBo (N-

BusN)2[2-B1o0HeSCH2CH2CN] (1455 mMxmoutb, 1000 mr), mocie yero podaBuiu 20
Mmi anetoHutpuia. K nomydennoit cmecu B 172.5 mxa (1455 mxmoons, 200.0
Mr) 6er3uinopomuaa. PeakiimonHyo Maccy BblAepkuBaiu npu temmepatype 90 °C
HAa TPOTSHKEHUHW 3 4YacoB B MHEPTHOM aproHOBOW cpele, oOecmednBas
HemnpepbeiBHOE nepemeniuBanue. [1o 3aBepiieHun peakiuuu pacTBOPUTEND yIalnuiIn
[PV NOHWKEHHOM JaBJICHUU Ha pOoTOpHOM ucnapurene. K ocrarky npummnu no 10
MJI TeKCaHa U JUCTHIUIMPOBAHHOW BOJIbI, 3aTEM CMECh MOJBEPIIU YIbTPA3BYKOBOI
o0paboTke 10 (GOPMUPOBAHUS OCATKA XJIOMBEBUAHOW CTPYKTYphI. [lomydeHHBIHI
TBEPABIA  TPOAYKT  OTHCTWIH  (QUIBTPOBAHWEM,  JBAXKIB  MPOMBLIN
JUCTUIUTMPOBaHHON Bomou (mopiusiMu o 10 mMit) U JUSTUIOBBIM 3PUPOM (TaKKe

nBax bl o 10 mon).Beixon: 90.5%.
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CHNS-ananus3, Beruucieno g CosHssN2B1oS: (%): C, 58.16; H, 10.51; N,
5.22; S, 5.97. Haiineno (%): C, 57.98; H, 10.57; N, 5.16; S, 5.609.

UB-{1H}-IMP (CD3CN, 8, m.a.): 2.7 (n, 1B), —4.5 (n, 1B), —17.8 (c, 1B),
—26.3 (1, 5B), —30.1 (a1, 2B).

H-IMP (CDsCN, §, m.n): 7.38, 7.25, 7.10 (m, 5H Ph), 4.20 (n, 1H,
SCH,Ph), 3.83 (mx, 1H, SCH,Ph), 3.08 (M, 8H, n-BuN"), 2.82 (m, 4H,
SCH,CH,CN), 1.60 (M, 8H, n-BusN¥), 1.36 (M, 8H, n-BusN*), 0.97 (t, 12H, n-
BusN*), 0.60-2.10 (m, 9H, B1oHy).

13C-gMP (CDsCN, 8, m.1.): 130.7 130.0 129.7 (Ph), 118.3 (CN), 59.3 (n-
BusN™), 48.3 (CH2Ph), 36.8 (SCH,CH,CN), 24.3 (n-BusN™), 20.3 (n-BusN"*), 15.8
(CH2CN), 13.8 (n-BusN™).

(n-BusN)[2-B1oHeS(CH2CH2CN)CH2C(O)NH] (5)

B peakimonnyoo eMkocTh 00beMoM 50 MII 3arpy3Uiid MCXOJIHOE BEIIECTBO
(n-BusN)2[2-B10HsSCH2CH2CN] (1455 mMxmoib, 1000 Mr), mocie 4ero 100aBuiu
aneToHuTpun B kommuectBe 20 Mo u  2-Opomaneramuna (138 Mk, dro
cooTBeTcTBYET 221 Mr mim 1455 mMkmoiib). PeakliMOHHYI0 CMECh BBIJIEPKUBAIU
npu temrneparype 90 °C Ha mpoTsikeHHH 3 yacoB, oOecrieunBasi HEMPEPHIBHOE
MEpEMEIIMBAHNE B HMHEPTHOM aproHoBou cpene. [lo 3aBepmieHHMM HarpeBaHUs
pPacTBOPUTENH yIATWIH MPU MOMOIIM POTAIIMOHHOTO Hcnaputend. K monydeHHomy
ocTaTKy npwiniau mo 10 My rekcaHa W JUCTHILTUPOBAHHOW BOJBI, TOCIE YEro
CMECh TIOJIBEPIVIM YJIBTPA3BYKOBOM 00paboTke 10 MOMEHTa (QOpMUPOBAHUS
XJIOMBEBUTHOTO OCaJKa. BhIMaBmMil NPOAYKT OTACHUIN (UIBTPOBAHUEM U
JIBAXABl TMPOMBUIM  JUATUIOBBIM  ddupom (moprusMmu 1o 10 ™M) wu
TUCTUUTMPOBAHHOM BOAOM (Takxke 1o 10 M1 kaxkaas mpoMbiBKa). Berxoa: 91.5%.

CHNS-ananu3, BerunciacHo mist CoiHssN3B10S101 (%): C, 50.06; H, 10.60;
N, 8.34; S, 6.36. Haiineno (%): C, 49.83; H, 10.53; N, 8.29; S, 6.19.

UB-{1H}-IMP (CDsCN, 3, m.a.): 2.1 (n, 1B), —5.4 (n, 1B), —18.8 (c, 1B),
—27.0 (1, 5B), —30.9 (u, 2B).
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IH-SIMP (CDiCN, 8, m.1.): 6.59 (¢, 1H, NHy), 6.04 (c, 1H, NH>), 3.57 (m,
2H, SCH,CO), 3.09 (M, 8H, n-BusN*), 3.00 (m, 4H, SCH,CH,CN), 1.60 (m, 8H, n-
BusN"), 1.36 (m, 8H, n-BusN*), 0.96 (1, 12H, n-BusN*), 0.60-2.10 (m, 9H, B1oHs).

13C-SIMP (CDsCN, &, m.z.): 167.1 (CO), 118.3 (CN), 59.3 (n-BusN*), 47.0
(SCH,CO), 38.9 (SCH.CH.CN), 24.3 (n-BusN*), 20.3 (n-BusN*), 15.9 (CH,CN),
13.7 (n-BusNY).

(n-BuzN)[2-B1oH9S(CH2CH2CN)CH2CH=CH2] (6)
B kpymiogoHHylo koinby o0bemMoM S50 MO 3arpysKald  HaBECKY

(n-BusN)2[2-B1o0HsSCH2CH2CN] maccoit 1000 mr (1455 MKMoIib), MOCIIE 4YEro
BBOJIMIM 138 MK 2-Opomarieramuia (coorBeTcTBYeT 221 Mr unu 1455 MKkMomb) u
noOapmsimu 20 mn  aneronutpwia. [lonmydeHHYI0 CMeCh BBIICPXKUBAIU TIPH
temneparype 90 °C Ha npoTsbkeHuu 3 yacoB, oOecreuynuBas HHEPTHYIO aprOHOBYIO
atMocepy W HENpepblBHOE TMepeMmemunBanue. [lo 3aBepiieHWH HarpeBaHWUs
pacTBOpUTENh YIASUIM TpPU TOMOILIM poTopHOro wucmaputens. K ocrtatky
npuiuBany mo 10 My rekcaHa W JUCTUIUIMPOBAHHOM BOJIBI, 3aT€M IOJBEpPraju
yIbTPa3BYKOBOM 00paboTke 10 (OPMHUPOBAHUS  XJIOMBEBHIHOIO  OCAIKA.
[Tonmy4yeHHBIN TBEPBIA MPOAYKT OTACISIN QUIBTPOBAHUEM U JIBAXK]IBI IPOMBIBAIH
MOPLMAMHU JUCTHUTMPOBaHHON BojBI (o 10 mur), a 3aTeM IUATHUIIOBBIM 3(PUPOM
(Taxxke o 10 M qBaxkbl). Beixon: 87.6%.

CHNS-ananu3, Beranciaero it CpHsaN2B1oS: (%): C, 54.27; H, 11.18; N,
5.76; S, 6.59. Haiineno (%): C, 54.04; H, 11.24; N, 5.73; S, 6.35.

UB-{1H}-IMP (CDsCN, 8, m.a.): 1.9 (n, 1B), —5.2 (n, 1B), —18.8 (c, 1B),
—27.4 (n, 5B), —30.9 (m, 2B).

'H-sIMP (CD3sCN, 8, m.1.): 5.89 (m, 1H, CH=CH,), 5.36 (M, 2H, CH=CH,),
3.50 (M, 2H, SCH,CH=CHy) 3.08 (m, 8H, n-BusN"), 2.89 (m, 4H, SCH,CH>CN),
1.60 (M, 8H, n-BusN™), 1.36 (m, 8H, n-BusN™), 0.97 (1, 12H, n-BusN*), 0.60-2.10
(M, 9H, B1oHo).
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13C-SIMP (CDsCN, 8, m.1.): 129.4 (CH=CH,), 123.8 (CH=CH,), 118.3 (CN),
59.3 (n-BusN*), 45.7 (SCH,CH=CH,), 36.1 (SCH.CH.CN), 24.3 (n-BusN*), 20.3
(n-BusN"), 15.8 (CH.CN), 13.8 (n-BusN").

(n-BusN)2[2-B1oHeSBuU] (7)
B 15 mi stanona pactBopuian (N-BusN)[2-B1oHsS(CH2CH2CN)Bu] (1000

mr, 1990 mxmoub) BemecTBa. K monydeHHoMy pactBopy npudaswin 1990 MkMoiib
TeTpaOyTHIIaMMOHUS THApokcuaa B Buue 522.5 mxn 40% BoaHOro pactBopa.
Cwmech nojBeprainu yiabTpa3BykoBoil 00padoTke B Teuenue 40 munyt. Ilocie sToro
pacTBOpUTENh YIAIWIM TMPU MOMOIIM poTauuoHHOro ucnapurens. K ocratky
no0asuin o 10 M1 rekcaHa U AUCTHIMPOBAHHON BOJBI, MOCIIE YEro MPOBOAMIN
00paboOTKy yJIBTPA3BYKOM JI0 TOSIBJICHHS OCaJKa XJIOMbEBUAHOU CTPYKTYPHI.
BreimaBmuii ocaiok OTAENWIN (PUIBTPOBAHUEM, 3aT€M IPOMBUIN JAUITUIOBBIM
sbupom (mBaxasl mo 10 mi1) U TUCTUIIUPOBAHHOM BOJOM (nBaxawl mo 10 mur).
Brixox 96.4%.

CHNS-ananu3, Beranciaero it CssHooN2B1oS: (%): C, 62.55; H, 13.12; N,
4.05; S, 4.64. Haiineno (%): C, 62.32; H, 13.20; N, 4.01; S, 4.57.

UB-{IH}-IMP (CDsCN, §, m.1.): —1.8 (m, 1B), —3.6 (1, 1B), —16.6 (c, 1B),
—26.1 (0, 4B), —28.5 (u, 2B), —30.1 (1, 1B).

'H-SIMP (CDsCN, 3, m.1.): 3.11 (m, 16H, n-BusN*), 2.09 (m, 2H, SC1H,-
Bu), 1.61 (m, 18H, n-BusN*, C2H,-Bu), 1.37 (M, 18H, n-BusN*, C3H,-Bu), 0.97 (T,
24H, n-BusN™), 0.82 (r, 3H, C4H3-Bu), 0.60-2.10 (m, 9H, B1oHo).

BC-SIMP (CDsCN, 8, m.x.): 59.3 (n-BusN*), 37.2 (SC1-Bu), 28.6 (C2-Bu),
24.3 (n-BusN™), 22.2 (C3-Bu), 20.3 (n-BusN*), 15.9 (C4-Bu), 13.7 (n-BusN").

(n-BusN)2[2-B1oHsSBZz] (8)
B 15 mut sranona pactBopuiu (N-BusN)[2-B1oHeS(CH2CH2CN)Bz] maccoii

1070 mr (1990 mxmoib), mociie wero BHecnu 522.5 mxn 40%-HOro BOIHOTO
pactBopa (n-Bu4N)OH B xkommuectBe 1070 wmxmonb. [lomydeHHyro cmech
TOJIBEPTJIN yJIbTPa3ByKOBOM 00paboTke B TeueHue 40 MmuayT. Jlamee mpu momoru

POTOPHOTO MCIAPUTENS YIAJIWIA PACTBOPUTENb, K OCTaTKy Hpuiauiau no 10 mn
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IUCTUJUTMPOBAHHON BOABI M TekcaHa. Cmech 00pabaThIBalu yIbTPa3BYKOM [0
MOMEHTa (POPMHUPOBAHUS OCaJKa XJIOMbEBUIHON CTPYKTYphl. BrimaBimii ocagox
OTAENUIN (UIBTPOBAHUEM, MTPOMBLTH ABAXKIbl AUCTUILTUPOBAHHOM BooM (o 10
MJI) U JBaXKIbl TUATHIOBBIM 3pupoM (1o 10 mur). Beixoa: 95.5%.

CHNS-ananus3, Beruucineno aas CzoHgsN2B10S: (%): C, 64.58; H, 12.23; N,
3.86; S, 4.42. Haiineno (%): C, 64.44; H, 12.30; N, 3.76; S, 4.13.

UB-{'H}-SIMP (CDsCN, &, m.11.): —0.7 (u, 1B), —3.0 (n, 1B), —15.4 (c, 1B),
—25.3 (1, 4B), —27.7 (1, 2B), —29.2 (u, 1B).

H-IMP (CDsCN, §, m.1.): 7.20, 7.05 (m, 5H Ph), 3.33 (¢, 2H, SCH,Ph),
3.10 (m, 16H, n-BusN*), 1.60 (m, 16H, n-BusN*), 1.37 (m, 16H, n-BusN*), 0.96 (r,
24H, n-BusN™), 0.60-2.10 (m, 9H, B1oHo).

13C-IMP (CDsCN, 8, m.z.): 129.4, 128.6, 126.0 (Ph), 59.3 (n-BusN*), 40.6
(SCH2Ph), 24.3 (n-BusN™), 20.3 (n-BusN™), 13.8 (n-BusN™).

(N-BuaN)2[2-B10HsSCH2CONH_?] (9)
B 15 MJT ATaHoJa PacTBOPUIIH

(n-BusN)[2-B1o0HeS(CH2CH2CN)CH2CONH2] 1000 wmr (1990 wmkMouib)
BemecTa. K monmyyeHHoMy pactBopy npuiuiu 522.5 mxn 40% BoaHOro pactBopa
(n-BusN)OH (1990 mxmoins). CMmech mojaBeprajid yabTpa3ByKOBOW 00paboTke B
teuernne 40 munyTt. [locie 3TOro 3TaHON yHANWIM MPU TMOMOIIH POTOPHOTO
ucnapurensi. K ocratky no6asuwiu mo 10 M rekcaHa U TUCTUIUTMPOBAHHOMN BOJIBI,
MOCJIE 4Yero MPOJOJDKMIN 00pabOTKy B YIbTPa3BYKOBOW BaHHE 10 MOMEHTa
MOSIBJICHUSI  XJIOMIBEBUJAHOTO  ocajnka. [lomydeHHBIH  OCagoK  OTACIHIN
bunbTpOBaHMEM W JBAXABl MPOMBUIM AMATUIOBBIM dSpupom (mo 10 mi) wu
TUCTIIITUPOBaHHOU Bojoi (1o 10 mur). Berxon: 94.3%.

CHNS-ananu3, BerunciacHo mist CsqHgsN3B10S101 (%): C, 58.99; H, 12.38;
N, 6.07; S, 4.63. Haiineno (%): C, 58.72; H, 12.45; N, 6.01; S, 4.41.

UB-{*H}-IMP (CDsCN, 6, m.1.): —1.2 (m, 1B), —4.2 (n, 1B), —16.1 (c, 1B),
—25.6 (m, 4B), —28.4 (1, 2B), —30.0 (z, 1B).
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IH-SIMP (CDiCN, 8, m.1.): 6.97 (¢, 1H, NHy), 5.34 (¢, 1H, NH>), 3.10 (m,
16H, n-BuN"), 2.87 (c, 2H, SCH,), 1.60 (m, 16H, n-BusN*), 1.37 (M, 16H, n-
BusN"*), 0.96 (r, 24H, n-BusN"), 0.60-2.10 (m, 9H, B1oHs).

13C-SIMP (CDsCN, 8, m.1.): 167.1 (CO), 59.3 (n-BusN*), 38.9 (SCH,CO),
24.3 (n-BusN*), 20.3 (n-BusN*), 13.7 (n-BusN").

(n-BusN)2[2-B10HsSCH2CHCH_2] (10)
B 15 MJI ATaHOJIA pacTBOpPUIU

(n-BuzN)[2-B1oH9S(CH2CH2CN)CH2CHCH>] 970 mr (1990 mMkmois) BeliecTsa.
K nonyuenHomy pactBopy npwiwin 522.5 Mxa 40%-HOro BOAHOTO pacTBOpa
(n-BusN)OH (1990 mxmonp). CMech mojaBeprain yiabTpa3ByKoOBOH 00paboOTKe B
teduenue 40 munHyT. [locne 3TOro pacTBOpHUTENh YAATWIN MPU TOMOIIH POTOPHOTO
ucnaputens. K ocrarky go6aswim mo 10 M qTUCTHIUTMPOBAHHOW BOJBI U TeKCaHa,
mocjae 4Yero cMmech oOpabaThiBamM yIBTPa3BYKOM [I0 TIOSBICHHS OCAaJKa
XJIOMBEBUJTHON CTPYKTYphbl. BbimaBmmii ocajiok OTAENWIN (QUIBTPOBAHUEM WU
NPOMBUIM CHavajla JAMCTUUIMPOBAHHOW BOJOM (ABaxkabpl mo 10 wmi), 3arem
TUATUIOBBIM 3upom (aBaxas! mo 10 mur). Beixoa: 91.1%.

CHNS-ananu3, Beranciaero it CasHgsN2B1oS: (%): C, 62.25; H, 12.84; N,
4.15; S, 4.75. Haiineno (%): C, 62.03; H, 12.92; N, 4.08; S, 4.41.

UB-{*H}-SIMP (CDsCN, &, m.11.): —1.5 (n, 1B), —3.8 (n, 1B), —16.4 (c, 1B),
—26.0 (m, 4B), —28.5 (n, 2B), —29.9 (x, 1B).

H-sIMP (CDsCN, &, m.n.): 5.82 (m, 1H, CH=CH,), 4.85, 4.67 (u, 2H,
CH=CH,), 3.11 (m, 16H, n-BusN*), 2.76 (M, 2H, SCH,), 1.61 (v, 16H, n-BusN"),
1.37 (m, 16H, n-BusN™), 0.96 (1, 24H, n-BusN™), 0.60-2.10 (m, 9H, B1oHo).

13C-IMP (CDsCN, &, m.1.): 142.0 (CH=CH,), 111.7 (CH=CH), 59.3 (n-
BusN"), 39.3 (SC), 24.4 (n-BusN"*), 20.3 (n-BusN*), 13.8 (n-BusN").

(n-BusN)[2-B1oHeS(Bu)Bz] (11)
B  kpyrmogonnyro  koin0y — BMectuMocThio 50  ma 3arpy3uim

(n-BusN)2[2-B1o0HeSBuU] 655 wmr (1455 wMkmoib) ucXxomHoro BemecTBa. K

cogepxxkuMomy Ao6aBuiu 20 MJI alleTOHUTpPHUIA, MOCJIE 4Yero BHecau 172.5 MK
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(200.0 mr, 1455 mxMonb) OeHsmnOpomuaa. PeakunOHHYIO CMECh BBIAEPKUBAIH
npu temreparype 90 °C Ha mHpoTsSEHMM 3 YacoB B YCIOBHUSX HWHEPTHOM
aproHOBOM aTMoc(epbl MpH HEMpephIBHOM mepeMenuBaHuu. [lo 3aBeprineHun
HarpeBaHUs AlleTOHUTPWI YAAJIWIA MPH MOMOIIY pOTalMoHHOTO ucmapurens. K
octaTKy mpwimiay 1o 10 MJ rekcaHa W JAUCTWIITMPOBAHHOW BOBI, MOTYYEHHYIO
CMECh MOABEPIIM YIbTPa3BYKOBOM 00pabOTKe 10 MOMEHTa (POPMUPOBAHUS OCaaKa
XJIOTIbEBUTHOM CTPYKTYphl. BbIMaBmuii mpoAyKT OTAETWIA (UIBTPOBAHHEM |
ABXIBI MPOMBUIM TOPHHUSIMH IUCTUUIMPOBAaHHOW BoOAbel (mo 10 mm), 3atem
BBl AUATHIIOBBIM dpupom (1o 10 mut). Beixoa: 89.9%.

CHNS-ananu3, Beruucneno g Co7HgiN1B10S: (%): C, 60.06; H, 11.39; N,
2.59; S, 5.94. Haiineno (%): C, 59.83; H, 11.41; N, 2.53; S, 5.76.

UB-{1H}-SIMP (CDsCN, &, m.a.): 1.6 (m, 1B), —5.1 (u, 1B), —18.0 (c, 1B),
—27.6 (1, 5B), —30.8 (1, 2B).

'H-SIMP (CDsCN, &, m.1.): 7.34 (M, 5H Ph), 4.09 (x, 1H, SCH.Ph), 3.74 (d,
1H, SCH2Ph), 3.08 (m, 8H, n-BusN*), 2.89 (m, 2H, SC1H»-Bu), 1.60 (m, 10H, n-
BusN*, C2H>-Bu), 1.36 (m, 8H, n-BusN*) 1.18 (m, 2H, C3H>-Bu) 0.97 (1, 12H, n-
BusN™), 0.73 (1, 3H, C4H3-Bu), 0.60-2.10 (m, 9H, B1oHo).

BC-SIMP (CD3CN, 8, m.x1.): 134.2 130.7, 129.8, 129.3 (Ph), 59.3 (n-BusN*),
48.0 (SCH,Ph) 41.9, (SC1-Bu), 28.8 (C2-Bu), 24.3 (n-BusN™), 22.0 (C3-Bu), 20.3
(n-BusN™), 13.8 (n-BusN™), 13.5 (C4-Bu).

(n-BusN)[2-B1oHeS(Bu)CH2CONH:] (12)
B peakunonnyio eMkocTh 00beMOM 50 M BHOCHUIIM MCXOJHOE BELIECTBO

(n-BusN)2[2-B1o0HeSBU] maccoii 655 mr (1455 MKMOIB), TIOCe 4ero T00aBIIsIIH
2-6pomarnieramut B konmdectBe 138 Mk (uto coorBeTcTBYeT 221 Mr mmm 1455
MKMOJb) W 20 M aneroHuTpwia. [lodydeHHYHO CMeCh BBIIECPKUBAIA MPU
temneparype 90 °C Ha mnpoTsskeHMM 3 4acoB, oOecrneurBasi HEMPEPBIBHOE
IepeMelIMBaHue B HWHEPTHOM aproHoBou cpexae. Ilo 3aBepmieHnn peakuuu
PacTBOPUTEND YAAJSIIA METOAOM POTOPHOro ucnapenus. K ocrtatky npunuanu no

10 M rekcaHa ¥ DUCTHWUIMPOBAHHOW BOJBI, 3aTEM MOJABEPraJik YJIbTPa3BYKOBOU
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0o0paboTke 110 (OpMHUpPOBAHUS OCaJKa XJIOMbEBUIHOW CTPYKTYpbl. BbImaBiiuit
NPOAYKT  BBIACISUIA  (PUIBTPOBAaHMEM M MOCJIEAOBATEIBHO  IPOMBIBAIU
JTUATUIOBBIM 3hupoM (ABaxKabl o 10 MIT) U AUCTUIUIMPOBAHHOM BOJOU (JIBAXK]IbI
o 10 m). Beixoa: 91.7%.

CHNS-ananu3, Berunciaeno mist CooHssN2B10S101 (%): C, 52.13; H, 11.53;
N, 5.53; S, 6.33. Haiineno (%): C, 51.88; H, 11.60; N, 5.46; S, 6.17.

UB-{IH}-AMP (DMSO-D6, §, m.1.): 1.6 (n, 1B), —5.2 (1, 1B), —18.2 (c,
1B), —27.6 (1, 5B), —30.8 (u, 2B).

IH-IMP (CDsCN, &, m.1.): 6.46 (c, 1H, NH), 5.90 (c, 1H, NHy), 3.45 (m,
2H, SCH»CO), 3.08 (M, 8H, n-BusN™), 2.81 (m, 2H, SC1H»-Bu), 1.60 (m, 10H, n-
BusN*, C2H»-Bu), 1.36 (m, 10H, n-BusN*, C3H,-Bu), 0.97 (tr, 15H, n-BusN*,
C4H3-Bu), 0.60-2.10 (M, 9H, BigHo).

B3C-IMP (CDsCN, 3, m.1.): 167.5 (CO), 59.3 (n-BusN*), 46.5 (SCH,CO),
43.4 (SC1-Bu), 28.6 (C2-Bu) 24.3 (n-BusN"), 22.2 (C3-Bu), 20.3 (n-BusN*), 13.8
(n-BusN™, C4-Bu).

(n-BusN)[2-B1oHeS(Bu)CH2CHCHz2] (13)
B PEaKIUOHHYIO €MKOCTh o0BeMOM 50 M BHECITU

(n-BusN)2[2-B1oHesSBuU] 655 mr (1455 wmkMonb) wHCXogHOro BemiecTBa. K
cojiep)kuMomMy no6aBuian 176 mr ammnopomuaa (126 mki, 1455 mxmons) u 20 mi
alleToOHUTpwIa. PeakuiMoHHYI0 cMech BhIAepkKuBaIM npu Temnepatype 90 °C nHa
MPOTSHKEHUU 3 YacoB, oOecredrBas MOCTOSHHOE TEpPEeMENIMBAaHUE B WHEPTHOU
aproHoBoil cpene. Ilo 3aBepuieHMM HarpeBaHWs AUECTOHUTPWUI YAAIUIU MpU
MOMOIIM POTAIMOHHOTO wucnaputens. Jlis BblOeIeHUS NPOAYKTa K OCTATKY
npwiik mo 10 M1 rekcaHa ¥ TUCTWUIMPOBAHHOW BOJIbI, MOCJIE YE€TO MPOBOJIMIN
YIBTPA3BYKOBYIO 00paOOTKY 10 TMOSBJICHUS XJIONbEBUAHBIX YaCTHUIl OCaJKa.
[Tomy4eHHBINH TBEPABI TPOAYKT BBIACTHINA (PUIBTPOBAHUEM, a 3aTEM JBAXKIbI
MPOMBUIN MOPLUSAMH TUCTUIITUPOBAHHOM BOABI (1o 10 mu1) U AUATUIOBOrO 3¢upa

(mo 10 mm). Beixon: 87.4%.
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CHNS-ananu3, Berunciaeno st CosHsgNB1oS: (%): C, 56.39; H, 12.14; N,
2.86; S, 6.54. Haitneno (%): C, 56.17; H, 12.17; N, 2.83; S, 6.37.

UB-{*H}-IMP (DMSO-D6, §, m.n.): 1.5 (n, 1B), —5.1 (n, 1B), —18.4 (c,
1B), —27.5 (m, 5B), —30.7 (u, 2B).

IH-sIMP (CD3CN, §, m.1.): 5.92 (m, 1H, CH=CH,), 5.30 (M, 2H, CH=CH,),
3.42 (m, 2H, SCH,CHCHy), 3.11 (M, 8H, n-BusN™), 2.63 (M, 2H, SC1H,-Bu), 1.61
(M, 10H, n-BusN*, C2H»-Bu), 1.37 (M, 10H, n-BusN*, C3H,-Bu), 0.97 (t, 15H, n-
BusN*, C4H3-Bu), 0.60-2.10 (M, 9H, BioHo).

13C-IMP (CDsCN, 8, m.n.): 130.3 (CH=CH,), 122.6 (CH=CH,), 59.4 (n-
BusN¥), 45.1 (SCH,CHCH,), 40.8 (SC1-Bu), 28.8 (C2-Bu) 24.4 (n-BusN"), 22.2
(C3-Bu), 20.3 (n-BusN™), 13.8 (n-BusN*, C4-Bu).

(n-BusN)[2-B1oHsS(Bz)CH2CONHz>] (14)
B peaknuonnyio konbdy oobsemom 50 mi 3arpysmin (N-BusN)2[2-B1oHeSBz]

705 mr (1455 MxMomab) ucxomHoro BemiectBa. K Hemy moGaBwimm 138 mkm 2-
opomaneramuna (1455 mxmonb, 221 mr) u 20 mn aneronutpuia. [lonmydeHHyro
CMech BblIepkHMBanu npu Temneparype 90 °C Ha mnpoTsikeHHMHM 3 4Yacos,
oOecrieunBas HEMPEPHIBHOE IMEepeMElIMBaHue B MHEPTHOHM aproHoBoil cpene. Ilo
3aBEpPIICHUN PEAKIMH AalCTOHUTPUI YAAIWIM TPU TMOHKEHHOM JABJICHUH C
UCIIOJIb30BaHUEM poTopHOTO Mcnaputens. K ocrarky npuinunu o 10 M rekcana u
JTUCTHILTUPOBAHHOW BOJBI, TIOCIIE YETO MOABEPTIN yIbTPa3BYKOBOW 00pabOTKe 10
dbopMupoBaHUS  XJIOMBEBUIHOTO  OCajgKa. BpIMaBmmii  OCagoK  OTIEIWIH
bunbTpOBaHMEM, TTOCIECIOBATEIHHO MPOMBLIN JUCTHUIITUPOBAHHON BOJIOM (JBAXKIbI
o 10 mur) u auaTUoBeIM dpupom (nBaxkasl o 10 mi). Bexox: 90.8%.

CHNS-ananus3, BerancieHo mas CasHsoNB10S101 (%): C, 55.51; H, 10.44; N,
5.18; S, 5.93. Haiineno (%): C, 55.31; H, 10.52; N, 5.09; S, 5.81.

UB-{1H}-IMP (CDsCN, 8, m.a.): 1.9 (n, 1B), —5.2 (n, 1B), —17.7 (c, 1B),
—27.3 (n, 5B), —30.8 (u, 2B).

'H-IMP (CDsCN, §, m.x1.): 7.40 (m, 5H, Ph), 6.32 (c, 1H, NH>), 5.79 (c, 1H,
NH>), 4.13 (n, 1H, SCH2Ph), 4.01 (n, 1H, SCH.Ph), 3.44 (m, 2H, SCH,CO), 3.07
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(M, 8H, n-BusN*), 1.60 (m, 8H, n-BusN*), 1.36 (M, 8H, n-BusN*), 0.96 (r, 12H, n-
BusN"), 0.60-2.10 (m, 9H, B1oHs).

13C-IMP (CD4CN, §, m.1.): 167.1 (CO), 133.6 131.2, 129.6 (Ph), 59.3 (n-
BusN"), 48.6 (SCH-Ph), 46.6 (SCH2CO), 24.3 (n-BusN*), 20.3 (n-BusN*), 13.8 (n-
BusN™).

(n-BusN)[2-B1oHsS(Bz)CH2CHCHz2] (15)
B KPYTJI0I0HHYIO K010y o0BEMOM 50 MIT 3arpy3uiu

(n-BuaN)2[2-B10H9SBZ] 705 mr (1455 mxMoib) UCXOAHOTO BemiecTBa. K HaBecke
nobasunu 176 mr ammmidpomuaa (126 mxm, 1455 mxmons) u pactBopuiin B 20 mi
arleToHUTpWiIa. PeakimoHHYI0 cMech BbIAEpkuBaiu mpu temmeparype 90 °C nHa
NpOTSDKEHWHW 3 dacoB, oOecrednmBas WHEPTHYIO aproHOBYyI artmochepy W
HEeTpephIBHOE TepeMemnnBanre. [lo 3aBeplieHHHM HarpeBaHUS —aAIlCTOHUTPHII
yIAIHITU C TIOMOIIBIO poTanMoHHOoTro renaputens. K ocrarky mpubasumu o 10 mi
reKcaHa M JAUCTUJUTMPOBAHHON BObI, TMOCJE YEro MOJBEPTIN YIbTPa3BYyKOBOM
o0paboTke 10 (GOpMHUpPOBAHUS XJIOMBEBUAHOIO ocajaka. [lomydeHHBIH TBEpbIi
OPOAYKT OTACHWIN (DUIBTPOBAHUEM, JMABAXKABI TPOMBUIM JTUCTHUILTUPOBAHHOM
BoAoM (rmoprusaMu 1o 10 M) U IBakabl AUATHIIOBBIM dupom (rmo 10 M kaxkmas
nopiwst). Beixon: 88.5%.

CHNS-ananu3, Beraucieno miss CasHs7NB1oS: (%): C, 59.60; H, 10.97; N,
2.67; S, 6.12. Haiineno (%): C, 59.37; H, 11.06; N, 2.62; S, 5.89.

UB-{1H}-IMP (CDsCN, 3, m.a.): 2.7 (n, 1B), —4.3 (n, 1B), —17.4 (c, 1B),
—26.5 (1, 5B), —30.0 (u, 2B).

'H-SIMP (CDsCN, 8, m.x1.): 7.33 (M, 5H Ph), 5.79 (M, 1H, CH=CHy), 5.21 (M,
2H, CH=CHy), 3.91 (m, 2H, SCH,Ph), 3.41 (m, 2H, SCH,CHCHy), 3.08 (M, 8H, n-
BusN*¥), 1.60 (m, 8H, n-BusN"¥), 1.36 (M, 8H, n-BusN*), 0.96 (1, 12H, n-BusN™),
0.60-2.10 (m, 9H, B1gHo).

13C-IMP (CDsCN, 8, m.1.): 130.7, 130.2, 129.8, 129.3 (Ph, CH=CH,), 122.8
(CH=CHy), 59.3 (n-BusN"), 46.6 (SCHPh), 45.1 (SCH.CHCH>), 24.3 (n-BusN"),
20.3 (n-BusN™), 13.8 (n-BusN™).
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(n-BusN)[2-B1oHeS(CH2CHCH2)CH2CONH:] (16)
(n-BusN)2[2-B1o0HeSCH2,CHCH;] (126 mr, 291 MkMmoib) MOMEIIAIH B

K010y Ha 25 M 1 npwiruBaiu 4 Mi1 aneToHUTpuiIa U 27.6 Mki 2-Opomarieramuia
(44.2 wmr, 291 mxmonn). PactBop HarpeBamu a0 90 °C B arMocdepe aproHa B
TEYeHHWEe 3 YacoB MpPH T[OCTOSIHHOM [E€PEMEIIMBAHUU, 3aT€M OTTOHSIIH
pacTBOpUTEIb Ha POTOPHOM HcHaputene, n100aBisaun 10 M AUCTHILTUPOBAHHOM
Boabl U 10 Mn rexkcaHa u oOpalatbiBanu Ha Y3 BaHHE 110 00pa3oBaHUS
XJIOMBEBUJIHOTO  ocanka. (OOpa3oBaBmMiicss o0cagoK OTQUIBTPOBBIBAIA U
npoMbIBaI 2X10 MI TUCTUIIMPOBAHHOM BOABI M 2X10 mi1 auaTUIIOBOrO 3duUpa.
Brixon: 86.3%.

CHNS-ananus3, Beranciero a1 CHsaNB1pS10:1 (%): C, 51.39; H, 11.09; N,
5.71; S, 6.53. Haitneno (%): C, 51.10; H, 11.05; N, 5.64; S, 6.79.

UB-{1H}-SIMP (CDsCN, 6, m.a.): 1.9 (m, 1B), —5.2 (u, 1B), —18.8 (c, 1B),
—27.3 (n, 5B), —30.2 (1, 2B).

IH-IMP (CDsCN, §, m.x.): 6.38 (c, 1H, NH>), 5.92 (c, 2H, NH,, CH=CHy),
5.32 (m, 2H, CH=CH>), 3.61 (M, 2H, SCH2CO), 3.39 (M, 2H, SCH.CHCH), 3.08
(M, 8H, n-BusN™), 1.60 (m, 8H, n-BusN*), 1.34 (M, 8H, n-BusN™), 0.97 (1, 12H, n-
BusN™), 0.60-2.10 (m, 9H, B1oHo).

13C-IMP (CDsCN, 8, m.x1.): 167.5 (CO), 130.3 (CH=CH,), 122.6 (CH=CHy),
59.4 (n-BusN"), 46.5 (SCH.CO), 45.1 (SCH,CHCHy), 24.4 (n-BusN*), 20.3 (n-
Bu4N+), 13.8 (n-Bu4N+).

(N-BusN)2[2-B1oHeS(i-Pr)] (17)

(n-BusN)2[2-B1o0HeSH] (200 mr, 315 mxmoine) u kapOonat mesus (25 wmr,
157.5 mMxmonb) momemianu B 25 M koj0y; moOaBmsiiv aneToHuTprin (4 wui),
muctrwupoBanayo Boay (1 mu) m 2-mpomwn Opomupa (37.8 wmki, 46.5 wr,
378 Mxmoinb). Peakimonnyio cmech HarpeBaym 1o 40°C B atmocdepe aprona Ha
OPOTSDKEHUH JIBYX YacoB NPU TMOCTOSHHOM MEPEeMEIIMBAaHUHM. 3aTeM OTTOHSUIN
pacTBOPHUTENh Ha POTOPHOM HCIApHUTENEC W M00aBISIM AUCTUIUIMPOBAHHYIO BOY

(10 mu) u ob6padatbiBain Ha Y3 BaHHE 10 00Opa30BaHUE XJIOMBEBHIHOIO OCAJKa.
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OOpaszoBaBmuiicss 0CaJoK OT(PUIBTPOBBIBAIM W  OpoMbiBamu  2X10  mn
JUCTHILTUPOBAHHOM BOBI U 2X10 M nustunosoro s¢upa. Beixoa: 89.5%.

CHNS-ananus3, BerunciaeHo gt CssHgsN2B1oS (%): C, 62.07; H, 13.10; N,
4.14; S, 4.73. Haiineno (%): C, 61.85; H, 12.98; N, 4.01; S, 4.61.

UB-{'H}-SIMP (CDsCN, 6, m.a.): 1.3 (m, 1B), 0.2 (m, 1B), —17.9 (c, 1B),
—24.5 (n, 4B), —26.2 (1, 3B).

H-IMP (CDsCN, 8, m.x.);, 3.14 (m, 16H, n-BusN*), 2.98 (x, 1H,SCH), 1.66
(M, 16H, n-BusN*), 1.43 (m, 16H, n-BusN*), 1.31 (x, 6H,CH3), 1.03 (1, 24H,
n-BusN™), 0.60-2.10 (M, 9H, B1oHo).

B3C-AIMP (CD3CN, 6, m.x1.): 58.3 (n-BusN*), 28.2 (SCH), 26.3 (CHs),23.2
(n-BugN™), 19.3 (n-BusN™), 12.8 (n-BusN™).

(n-BusN)[2-B1oHeS(i-Pr)2] (18)
(n-Bu4N)2[2-B10HI9SH] (200 mr, 315 mMkmosb) u kapOoHat me3us (51 mr,

157,5 MxmoIb) oMemmain B Koinby ooveMoM 25 mur; gobapisum JIM®DA (5 ).
3aTeM K peakIMOHHOW cMecH 00aBisn 2-nponuinopomun (75,7 mki, 93 mr, 756
MkMoJib). PactBop HarpeBanu m0 90 °C B atMocdepe aproHa B TeueHHe 3 4 Mpu
NOCTOSIHHOM niepeMeminBanuu. Ocaqok OpoMuaa 1e3us OTQUIBTPOBBIBAIM,
JIM®DA oTroHsuyin ¢ TNOMOIIbI0 poTOopHOro wucmnaputens. K cyxoMmy ocraTtky
no6assmi Boay (10 mi) u rexcan (10 mut), U IOJIy4eHHYIO CMeCh 0OpabaThIBaIn
Ha yJIbTPa3BYKOBOHM OaHe 0 0Opa3oBaHUs XJIOMBEBUIHOTO ocajka. [lomyueHHbIN
0CaJIoK OT(GUIBTPOBBIBATIN U MTPOMBIBAII JUCTHUILTUPOBAHHOU BOMIOH (2 X 10 M) u
rekcadnoMm (2 x 10 mx). Beixoa: 91%.

CHNS-ananu3, Beraucieno miss CxpHsoNB1oS (%): C, 55.30; H, 12.45; N,
2.93; S, 6.70. Haitneno (%): C, 55.35; H, 12.51; N, 2.85; S, 6.55.

UB-{*H}-AIMP (CDsCN, 3, m.1.): 4.6 (m, 1B), —2.6 (n, 1B), —15.7 (¢,1B),
—24.9 (n, 2B), —28.2 (a1, 3B).

H-SIMP (CDsCN, §, m.x.): 3.39 (M, 2H, CH), 3.14 (m, 8H, n-BusN*), 1.66
(M, 8H, n-BusN™), 1.43 (M, 20H, CHs, n-BusN™), 1.03 (1, 12H, n-BusN*), 0.60-2.10
(M, 9H, B1oHo).
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13C-SIMP (CDsCN, 8, m.1.): 58.4 (n-BusN*), 43.7 (SCHy), 23.4 (n-BusN"),
20.0 (CHa), 19.4 (n-BusN*), 12.8 (n-BusN*).

(n-BusN)[2-B1oHeS(n-Pr)2] (19)
BemectBo 19 Obuto mosny4yeHO aHamoOrMyHoO BewlecTBY 18 ¢ ucmnonb3oBaHue

H-OpoMIIpoIiaHa B KauecTBe aJluKWInpytouiero areHra. Beixon: 91%.

CHNS-ananus3, Beruucieno mrs C22H59N1B10S1 (%): C, 55.30; H, 12.45;
N, 2.93; S, 6.70. Haiineno (%): C, 55.25; H, 12.32; N, 2.84; S, 6.40.

UB-{IH}-AIMP (CDsCN, §, m.1.): 3.5 (1, 1B), —2.3 (1, 1B), —15.5 (c, 1B),
—25.2 (n, 5B), —28.2 (1, 2B).

H-IMP (CDsCN, 3, m.x.): 3.14 (M, 8H, n-BusN*), 2.72 (ar, 4H, J; = 7.15,
J2=2.02, SCHAHB), 1.65 (m, 12H, C;H,, n-BusN*), 1.41(m, 8H, n-BusNY),
1.01 (m, 12H, n-BusN™), 0.95 (r, 6H, J1 = 7.15, C3Hs), 0.60-2.10 (m, 9H, B1oHo).

BBC-IMP (CDsCN, 3, m.1.): 58.9 (n-BusN*), 41.5 (C1), 28.3 (C2), 20.5
(n-BusN™), 19.7 (n-BusN™), 13.5 (n-BusN™), 13.1 (C3).

UK (KBr, cm1): 2966, 2875, 2470, 1472, 1430, 1381, 1353, 1167, 1107,
1080, 998, 883.

(n-BusN)[2-B1oHeS(n-Bu)] (20)

BemectBo 20 GbUT0 MOTyYe€HO aHAJOTUYHO BellecTBY 18 ¢ ucronap30BaHuE H-

OpoMOyTaHa B Ka4eCTBE aJIMKUIMPYIOIIero arenra. Beixom: 93%.

CHNS-ananus3, Beruucieno st CoaHssNB1oS (%): C, 56.97; H, 12.55; N,
2.77; S, 6.34. Harineno (%): C, 56.85; H, 12.59; N, 2.66; S, 6.24.

UB-{*H}-AIMP (CDsCN, &, m.x1.): 3.6 (1, 1B), —2.5 (1, 1B), —15.7 (c, 1B),
—25.6 (1, 5B), —28.5 (1, 2B).

IH-SIMP (CDsCN, &, m.11.): 3.14 (v, 8H, n-BusN*), 2.72 (ar, 4H J; = 7.15,
J, = 2.02, SCHAHB), 1.65 (M, 12H, CoHp, n-BusN*), 1.41 (m, 12H, C3Hj,
n-BusN*), 1.01 (m, 12H, n-BusN"*), 0.95 (r, 6H, J = 7.15, C4Hs), 0.60-2.10 (m, 9H,
B1oHo).
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13C-SIMP (CDsCN, 8, m.1.): 58.9 (n-BusN*), 41.5 (C1), 28.3 (C2) 23.9
(n-BusN*), 21.7 (C3), 19.7 (n-BusN*), 13.5 (n-BusN"*), 13.1 (C4).

WK (KBr, cm™1): 2960, 2875, 2474, 1472, 1420, 1381, 1363, 1164, 1107,
1065, 993, 883.

(n-BU4N)[2'BlOHQS(n-C8H17)Z] (21)
BemectBo 21 Obulo MONy4YeHO aHATOTMYHO BewlecTBY 18 ¢ ucnonb3oBaHue

H-OpOMOKTaHa B KauecTBe aluKWiIMpyomero areuta. Borxoa: 88%.

CHNS-ananu3, Beruncieno mis CszHzoNB1oS (%): C, 62.17; H, 12.89; N,
2.26; S, 5.19. Haiineno (%): C, 62.01; H, 12.96; N, 2.11; S, 4.95.

UB-{IH}-AIMP (CDsCN, §, m.1.): 3.3 (1, 1B), —2.4 (1, 1B), —15.5 (c, 1B),
—25.1 (n, 5B), —28.2 (1, 2B).

H-IMP (CDsCN, 8, m.n.): 3.14 (M, 8H, n-BusN*), 2.72 (ar, 4H, J; = 7.15,
J2 =2.02, SCHAHB), 2.29 (n-BusN*) 1.65 (m, 12H, CoHs, n-BusN*), 1.43 (M, 12H,
CsHaz, n-BusN™), 1.28 (m, 16H, C4H2-C7H2), 1.01 (1, 12H, n-BusN™), 0.95 (r, 6H,
J1 =7.15, CHz3), 0.60-2.10 (M, 9H, BioHo).

BC-SIMP (CDsCN, 6, m.1.): 58.9 (n-BusN*), 41.5 (C1), 28.4 (C2) 23.9
(n-BusN™), 21.7, 20.6, 20.2, 19.1, 18.8 (C3-C7), 19.7 (n-BusN"), 13.5 (n-BusN"),
13.1 (C8).

UK (KBr, cm™'): 2973, 2871, 2475, 1471, 1431, 1379, 1357, 1258, 1161,
1101, 1072, 985, 878.

(n-BuaN)[2-B1oHeS(n-Ci12H25)2] (22)
BemectBo 22 ObuTO MOYyYeHO aHAJIOTHMYHO BemecTBY 18 ¢ mcmonb3oBaHme

H-OpoMI0/IeKaHa B Ka4eCTBE aIMKWIHpYIomero areuta. Berxox: 87%.

CHNS-ananmu3, BeraucieHo miast CspHiigNBi1oS (%): C, 46.43; H, 9.58; N,
38,83; S, 5.16. Haiineno (%): C, 46.33; H, 9.45; N, 38,98; S, 5.24.

UB-{*H}-IMP (CDsCN, §, m.1.): 3.5 (n, 1B), —2.4 (n, 1B), —15.6 (c, 1B),
—25.1 (m, 5B), —28.2 (1, 2B).

H-sIMP (CDsCN, 3, m.1.): 3.13 (M, 8H, n-BusN*), 2.69 (ar, 4H J; = 7.15,
J2 =202, SCHAHB), 1.64 (m, 12H, C2H2, n-BusN*), 1.40 (m, 12H, C3H2,
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n-BusN*), 1.31 (m, 32H, C4H2-C11H2), 1.00 (1, 12H, n-BusN*), 0.92 (1, 6H,
J1 = 7.15, CHg), 0.60-2.10 (m, 9H, ByoHo).

13C-SIMP (CDsCN, 8, m.1.): 58.4 (n-BusN*), 41.5 (SCHy), 31.7 (C2), 29.4,
29.3, 29.1, 28.6, 28.1, 25.9, 22.4 (C3-C11), 23.4 (n-BusN*), 19.4 (n-BusN*), 13.4
(n-BusN"), 12.8 (C12).

VK (KBr, cm™!): 2985, 2870, 2477, 1473, 1430, 1382, 1360, 1255, 1135,
1071, 990, 875.

(n-BU4N)[Z-BloHQS(n-C18H37)2] (23)

BemectBo 19 Obl10 MoJIydeHO aHAJIOTMYHO BelIecTBY 18 ¢ mcmoiab30BaHuE
H-OpOMOKTa/IeKaHa B KaueCTBE AIMKUIUpYIolero arenra. Berxos: 85%.

CHNS-ananu3, seranciaeno it Cs;HiioNB1oS (%): C, 69.49; H, 13.35; N,
1.56; S, 3.57. Haiineno (%): C, 69.37; H, 13.47; N, 1.42; S, 3.46.

UB-{IH}-AIMP (CDsCN, §, m.1.): 3.4 (1, 1B), —2.2 (1, 1B), —15.4 (c, 1B),
—25.3 (mn, 5B), —28.3 (1, 2B).

H-IMP (CDsCN, 8, m.n.): 3.14 (m, 8H, n-BusN*), 2.72 (at, 4H J1 = 7.89,
J2 =2.02, SCHAHB), 2.29 (n-BusN*¥) 1.66 (m, 12H, C2H2, n-BusN*), 1.41 (wm,
12H, C3H2, n-BusN*), 1.29 (m, 56H, C4H2-C17H2), 1.01 (t, 12H, n-BusN™), 0.94
(T, 6H, J1 = 7.15, C18H3), 0.60-2.10 (M, 9H, B1oHo).

B3C-IMP (CDsCN, 8, m.1.): 58.9 (n-BusN*), 41.5 (C1), 30.8 (C2), 28.9,
27.9, 27.2, 26.5, 25.2, 22.7 (C3-C17), 24.1 (n-BusN"), 19.7 (n-BusN*), 13.5 (n-
BusN™), 13.0 (C18).

UK (KBr, cm!): 2962, 2918, 2850, 2484, 1635, 1470, 1419, 1381, 1329,
1268, 1152, 1108, 1065, 1031, 994, 947, 883, 829, 801, 535, 613, 541,

Cs[2-B1oHeS(n-C1sH37)2] (24)
(n-BusN)[2-B1oHoS(N-C18Ha37)2] (557 mr, 706 MxMoiib) U kapOOHAT Ie3Us

(115 mr, 353 mMkMonb) moMemanu B KOOy o0beMOM 25 M M pacTBOPSUIA B
JIAM®A (5 mu). lo6asmsumm 1-okrangerun 6pomuy (718 mxn, 706 mr, 2,12 MMob).
PactBop narpeBasiu 1o 90 °C B atmocdepe aproHa B Te4eHUE 3 4 IPU MOCTOSIHHOM

nepeMemnBanuu. Ocagok Opomuza uesust oThunbTpoBbiBanu; JMDA oTroHsu ¢
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MOMOIIbI0 poTopHOTro ucnaputens. Jlobasmsum Boay (10 mut) u rexcan (10 mun) u
MOJIYYEHHYIO CMeCh 00palaThiBaM Ha yJIbTpa3ByKoBoi OaHe B TeueHue 30 MuH,
MOCJIE YEro MOJyYEHHYIO CYCIEH3UIO0 LeHTpudyrupoBain B TeueHue 20 MUH.
PactBoputenu ciMBaiM W TPOLEAYpPY HOBTOPSUIM ABaXAbl. 3aTeM OCaJOK
BBICYILIMBAJIA B BBICOKOM Bakyyme. Beixon 87%.

CHNS-ananu3, Beramcieno aias CssHssCsBi1oS (%): C, 54.79; H, 10.60; S,
4.06. Haiineno (%): C, 54.59; H, 10.72; S, 3.96.

UB-{'H}-sIMP (DMSO-d6, 5, m.1.): 3.4 (1, 1B), —3.0 (x, 1B), —15.6 (c, 1B),
—25.5 (m, 5B), —28.2 (1, 2B).

H-IMP (DMSO-d6, 5, m.1.): 2.68 (ar, 4H J; = 7.87, J, = 1.94, SCHAHB),
1.66 (m, 12H, SCH2CH2), 1.36 (M, 12H, C3H2, n-Bu4N+), 1.26 (m, 56H, C4H2-
C17H2), 0.87 (1, 6H, J = 7.15, CH3), 0.60-2.10 (M, 9H, B10H9).

13C-IMP (DMSO-d6, 3, m.1.): 41.4 (C1), 31.6 (C2), 28.9, 28.2, 27.8, 27.1,
25.2, 22.3 (C3-C17), 13.0 (C18).

UK (KBr, cm1): 2955, 2915, 2870, 2475, 1461, 1419, 1379, 1340, 1223,
1101, 1000, 951, 831, 789, 742, 676.

[LidH][2-B1oHsS(n-C1sH37)2] (25)
Cs[B1oH9sS(n-C1gHa7)2] (50 mr) cycnenmuposanu B CH2Cly (3 mi). 3atem B

MOJIYYEHHYIO CYCIIEH3UIO BBUIMBAJIM BOJIHBIA PACTBOP THIPOXJIIOPHIA JTUIOKAWHA
(36,6 Mr) B Bome (3 m™uI), THIATEIBHO IMepeMeIIMBaId U oOpabaThiBaId B
VIBTPA3BYKOBOW BaHHE B TeueHWE 2 4. 3aTeM OpraHUYecKyr Qasy OTAeNsd, a
pacTBOpUTENh BBIIAPUBAIN Ha POTOPHOM wHcmaputene. [lomydeHHBIH Oembiii
MOPOIIOK BBICYIIMBAIIA B BEICOKOM Bakyyme. Boixon 95%.

CHNS-ananus3, BeraucieHo mis CsoHi0sN20B10S (%): C, 67,36; H, 11,98; N,
3,14; S, 3,60. Haiineno (%): C, 67,17; H, 12,08; N, 3,02; C, 3.48.

UB-{*H}-AMP (AMCO-d6, §, m.11.): 3,3 (1, 1B), =3,2 (n, 1B), —15,7 (c, 1B),
—25,2 (1, 5B), —28,2 (1, 2B).

H-AMP (IMCO-d6, &, m.1.): 9,93 (¢, 1H, NHCO), 9,49 (¢, 1H, NHEt2),
7,11 (c, 3H, Ph), 4,17 (c, 2H, C(O)CH2), 3,21 (xB, 4H, N (CH2CH3)2), 2,59 (M,

64



4H, SCHAHB), 2,15 (c, 6H, Ph(CH3)2), 1,55 (m, 4H, SCH2CH2), 1,22 (M, 60H,
C(3)-C(17)) 0,83 (v, 12H, C(18)H3), 0,60-2,10 (v, 9H, B10H9).

13C-SIMP (JIMCO-d6, 5, m.1.): 163,3 (CO), 134,9, 133,5, 127,8, 127,0 (Ph),
41,2 (SCH2), 31,3 (C2), 29,1, 28,8, 28,4, 27,7, 25,6, 22,1 (C3-Cl17), 18,0
(Ph(CH3)2), 13,8 (C18), 8,8 (N(CH2CH3)2).

VK (KBr, cm™%): 3270, 3079, 2925, 2855, 2525, 2488, 1677, 1531, 1471,
1419, 1380, 1273, 1129, 977, 776, 722, 593.
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I'masa 3. O0cykaeHue pe3yjbLTaTOB

OcHOBHOEe HampaBieHHe pabOThl TOCBSIICHO HE TOJBKO pa3paboTKe
METOJUKMA CHHTE3a HECHMMETPUYHBIX W MOHO-S-3aMEIICHHBIX MPOU3BOTHBIX
K1030-A€Ka00paTHOTO aHWOHA, HO M M3YYCHHUIO MapaMeTpoB MEMOpaH Ha OCHOBE
HOBBIX DJIEKTPOA-aKTHBHBIX KOMIIOHEHTOB TMPH OMNPEJCICHUN JIEKapCTBEHHBIX
BemIecTB. B pamkax paboThl METOAMKA MOTYUYEHHUsI TIPOU3BOIHBIX ISl CYTb(paHMII-
K1030-I0I€Ka00OpaTHOr0  aHMOHa Obula  mojgoOpaHa € MONPAaBKOM — Ha
UCKJTFOUUTETBHBIE CBOWCTBA M PEAKIIMOHHYIO CIIOCOOHOCTH K71030-ACKAOOPATHOTO
aHvoHa. MeTonbl TMONlydYeHUST HECHMMETPHYHBIX M  MOHO-S-3aMEIEHHBIX
NPOM3BOIHBIX K1030-I1€KabOpaTHOTO aHWOHA, B YacTHOCTH, cuHTE3 Ri,R2-
cynbhoHNO-K1030-10AcKabopaTHoro [BioHeSR1R2]™ u  MoHo-cynbdanun-xiozo-
noaexkadbopatHoro [BioHoSR]™ aHMOHOB, He TOJBKO ONTHMHU3UPOBAHBI, HO U
yIyYIIeHBl YCIOBUS IS YBEIIMUEHUS BBIXOJIA IIENIEBBIX coequHeHmid. s 3Toro
OBUT WCIIOJIb30BAaH METOH [-2IIMMHUHUPOBAHUS MPOIMUOHUTPHIBHON MPOU3BOIHBIX
K1030-IcKabopara B IPUCYTCTBUH OCHOBaHWI, C o0pa3oBaHHEM
COOTBETCTBYIOIIIUX MOHO-S-3aMEIIEHHBIX TPOW3BOMHBIX U  aKPUJIOHUTPHIIA.
[lonyueHHble aHUOHBI B COYETAHUU C PAIMIHBIMH KAaTHOHAMH  OBLIH
UCIIONIb30BaHbl JUIsl TMOJdy4deHuss MeMOpaH. OmmcaHa METOAMKA BKIIOUEHUS
aCCOIIMATOB C KJIACTEPHBIMH AaHHOHAMHU B TOJUMEPHYIO Matpuily. OmnpeneneHsl
AJIEKTPOAHATIUTUYECKHE  TapaMeTpbl  IOJYYEHHBIX  CEHCOPOB,  IPHUBEICHBI

PE3yNbTAaThl U3MEPEHUN U TOTCHIIMOMETPUYECKHUE (PYHKITHH.

3.1. MeToj moJty4eHusi MOHO-S M HECHMMETPHYHBIX IU-S,S-3aMellleHHbIX
npou3BoAHbIX [2-B1oHeSH]?~
B nanHO#t paboTe MONYy4EeHBI MOHO-S-3aMEIICHHBIX IMPOU3BOJHBIX KI1030-
nekabopaTHOTO aHMOHA. MeToJ OCHOBAaH Ha BO3MOXXHOCTH JIIMMHHHUPOBAHUS
HUATPUJIIPOITMOHOBOM TPYIIIEI B €r0 CYJIb(MOHUEBBIX IPOM3BOIHBIX. BB MoaydeH

pAI  MOHO-S-3aMEIICHHBIX W HECHMMETPUYHBIX  JHU-S,S-CyJIb(OHHUEBBIX
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MPOU3BOJIHBIX K1030-1€Ka0OPATHOrO aHHMOHA C PAa3IMYHBIMU ()YHKUHOHATBHBIMU

rpynmamu (-Bu, -Bz, CH,CONH;, CH,CHCH,) (Tabmuma 1.).

Tabnuua 1. 3amecturenu B coequueHusax 1-16

R R’ R R
1 -CH.CH:CN -CH.CH.CN 9 -CH,CONH; -
2 -CHCH.CN — 10 -CH,CH=CH, -
3 -CH,CH.CN -Bu 11  -Bu -Bz
4 -CH,CH.CN -Bz 12 -Bu -CH,CONH;
5 -CH:CH.CN -CH,CONH; 13 -Bu -CH,CH=CH:>
6 -CH.CH.CN -CH,CH=CH; |14 -Bz -CH,CONH;
7 -Bu — 15 -Bz -CH,CH=CH:
8 -Bz — 16 -CH,CONH; -CH,CH=CH>

Peakuuu ankuinposanus anuoHa [Bi1oHgSH]?* nepsuunbiMu GpoMankanamu B

COOTHOIIEHNHU 1:2 IPUBOIAT K 00pa30BaHUIO JTU-S,S-3aMEIICHHBIX CYJIb(OHUEBBIX

IMPOU3BOAHBIX K]ZOS’O-I[@K&60P&THOFO dHMOHAa C XOpOIIMMH BBIXOJAMMU. HpI/I

00paboTKe MIEI0YbI0 CYJIb(OHHEBOrO MPOU3BOJHOTO C IPOIMHMOHUTPUIBLHOU

IPYIION MPOUCXOIUT SJIMMUHUPOBAHUE JAHHOM T'PYIIIBI, YTO JAEJAET BO3MOXKHBIM

KaK CCJICKTHBHOC IIOJIYUYCHHUC MOHO-S-S&MGHIGHHI)IX IMTPONU3BOJHBIX,

HECUMMETPHYHBIX AH-S,S-3aMeICHHBIX MPOM3BOIHBIX (puc. 40).

SH
(BuyN),

CN

§
(BuyN)
2

Br-R

K1030-0ekabopamno2o anuona [2-BigHeSRR ]~

—_—
Na,CO3, DMF

BrCH,CH,CN

Na,CO3, DMF

S\R S—R
(Bu;N)OH
BuyN — (BuyN),;

Puc. 40. Cxema nonyyenus necummempuyHvlx 0u-S,S-cyivporuesvlx npou3so0HbIX
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B cnekrpax MB-SIMP (puc. 41) nnd MOHO3aMELIEHHBIX IIPOM3BOIHBIX
HaOMIONAI0TCA  XapakTepHble omimuus oT [2-BioHeSH]> B pacmonoxkenuu wu
WHTCHCUBHOCTH CUTHAJIOB. CHTHAJIBI, COOTBETCTBYIOIIHNE allMKAIbHBIM BEPIIIMHAM,
MOKa3bIBAIOT PACXOXKJIECHUE Topsaka 2—3 M.J. OITO CBUIETEILCTBYET O
YYBCTBUTEIBHOCTH TOJOKEHHUS ITHX CHUTHAJIOB K M3MEHEHHUSIM B MOJICKYJISIPHOMN
CTPYKTYypE, BBI3BaHHBIM 3amerneHueM. CUrHan unco-atoma 6opa (UKCHpYyeTCs B

HaIpaBJIeHUH cJ1aboro MmoJisi, JOCTUTaroIee 3HAaUeHHU M nopsaka —15 1o —16 m. 1.

5 0 5 -0 -5 20 25 30 35 ppm
Puc. 41. 'B-{*H}-AMP cnexmpor anuonos [2-B1oHeSH]? (@), [2-B1oHoSR]? (b) u
[2-B10HoSRR '/~ (C)

CurHanbl OT DSKBaTOpPHAIBHBIX aTOMOB Oopa MepepacnpenensiioTcss B
UHTErpajJbHbIM  cooTHomeHueM 4:2:1. Takoe pacnpenesieHue CHTHAJIOB
aHAJIOTUYHO I McXoAHoro anuoHa [BigHeSH]?, uro ykaswiBaeT Ha coxpaHeHue
pacrpeeneHus SJIeKTPOHHOM MIIOTHOCTH HECMOTPS Ha 3aMelIeHUE.

B  cmydae  HecCMMETPHUYHBIX  JU-S,S-3aMEMIEHHBIX  MPOU3BOJIHBIX,

Ha6J'IIOI[aCTC$I 0osee 3HAYHUTEIBHOE PACXOXKACHUC CHUIHAJIOB OT aIllMKaJIbHBIX
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BEpIIMH, KOTOpoe cocTaBisier 6—8 M.Jg. Takoe OTKIOHEHHWE YKa3blBaeT Ha
3HAYUTENBHOE NepepaclpeeIeHUE JIEKTPOHHOMN MIIOTHOCTH 3TUX aTOMOX Oopa.

Kpome Ttoro, curnanm ot umco-atoma 0Oopa, B cliydyae Iu-S,S-3aMEIICHHBIX
MPOU3BOIHBIX, (PUKCUpPYETCA B auama3zoHe oT —17 mo —18.5 M.x., AeMOHCTpUpys
Oonpliee  cMmelleHHWe B o0jacTh  cnaboro  Mmojdst MO CPaBHEHUIO  C
MOHO3aMEUIEHHbIMU NPOU3BOJAHBIMU. UTO 00BscHSAETCS 3P(HEKTOM IBOWHOTO
3aMeIleHMs], OKa3bIBAIOIIEr0 0oJiee BBIPAXKEHHOE BIMSHUE Ha JIIEKTPOHHYIO
IUIOTHOCTh UNCO-aTOMA.

Curnansl OT SKBaTOpUAJIbHBIX aTOMOB OOpa InepepachpeessioTcs B HOBOM
UHTETpajbHbIM COOTHOIIEHHWEM 5:2, 4YTO OTIMYAeT UX OT MOHO3AMEIIEHHbIX
IPOU3BOIHBIX.

B !H-SIMP cnekTpe IPOTOHBI O-METHJICHOBOH TIPYNIBI  CyIb(OHHO-
npou3BoaHbIX [2-B1gHoS(CH2R)2]™ namacrepeoromusl mpu mnpoxupaibHOM —S-
nearpe. Tak B cmekrpe coemunenus (N-BusN)[2-BioHeS(Bz)CHCONH2] 14
HaOrogaeTes mo ase napbl Ayoseros mpu 4.14 ma. (J = 13.1 ') m 3.49 m. (J =
15.4 T'1) OT 0-METWJICHOBBIX I'pyIn O€H3WJIA U alleTaMua, COOTBETCTBEHHO (pHC.

42).

B H-IMP cnekTpax MOHO3aMeIleHHBIX MPou3BOIHEIX 8 1 9 (puc. 43 u 44)
CHTHAJIBI OT O-METHJICHOBBIX I'PYIII MPEICTABICHBI B BUJE CHHIJICTOB mpu 3.37 u

2.91 M.ZI., COOTBETCTBEHHO.
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H,N %
M
o) |
— 1 — ‘
S
2

Bu,N

75 7.0 6.5 6.0 55 50 4.5 4.0 35 3.0 25 20 15 1.0 05 ppm

Puc. 42. *H-AIMP cnexmp coeounenus (N-BusN)[2-B1o0HeS(Bz)CH2CONH;] 14

3 R

% 0% %%

o To/RAAMA

o N o i = O I~ O
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~ r~ e Ol o— - —

) | S 2~

/ . fbS
@
S--.../Ph

(BuyN),

—
A

T T T T T T T T T T T T T T T T T T T T 1

; .
100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -05 -1.0
ppm

Puc. 43. *H-AMP cnexmp coedunenus (N-BusN)2[2-B1o0HsSBz] 8
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6.97
5.34
— 3.10 Bu,N*

—2.87
" 1.94 CD,CN

\ 2.29 H,0

— 1.60 Bu,N"
_1.37 Bu,N*
7 0.96 Bu,N*

Bu,N),

95 %0 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -05
ppm

Puc. 44. *H-AIMP cnexmp coeounenus (N-BuaN)2[2-B1o0HeSCH2CONH_] 9

3.2 MeToa nojy4enusi npou3BoaHbIX [2-B1oHeSH]? ¢ munoduiabnbIMu 2K30-
NOJMI/IPUYECKUMHU 3aMeCTUTEISIMU

B xoj1e paboThI 66110 0OHAPYKEHO, UTO B3auMoielicTBIe aHuoHa [B1oHoSH]?
C TEpBUYHBIMU TajlOTeHaJKaHaMHu (KaKk OpoMuIaMu, TaK U XJIOPHUIAAMH)
IpeACTaBIsSseT cO0OM CIIOXKHBIM MPOIIECC ¢ HEOJHO3HAYHBIMH pe3ysibTaTaMu. [Ipu
UCITOJIb30BAaHUHM DKBUMOJIIPHBIX COOTHOIIeHUN peareHToB (1:1) oOpa3syercs
UCKITIOUYUTEIHHO CMECh MPOJIYKTOB, BKIIOUAOIIAst KaK S-MOHO3aMEIIEHHbIE, TaK U
1-S,S-3aMeIeHHbIC TTPOU3BOHBIC K1030-AeKab0paTHOTO aHHOHA.

HecMmoTpss Ha MHOTOYHMCIIEHHBIE MOMBITKM ONTUMH3UPOBATH PEAKIIMOHHBIC
napaMeTpsl (TemrepaTtypa, BpPeMs, pacTBOPUTEIIb M OCHOBAaHHE), CCICKTHBHOIO
o0pa3oBaHHsS MOHO-S-3aMEIIEHHOTO TMPOU3BOJHOTO JOCTHYh HE  YAQJIOCh.
MHoTOo(haKTOpHBI aHAIN3 PEAKIIMOHHBIX YCIOBUW HE BBISIBHI KOMOWHAIMHU
rapaMeTpoB, CIIOCOOHOI 00ECTIEYUTh CEIEKTUBHOCTD B MOJIb3y MOHO3aMEILIEHHOTO

MPOAYKTA.
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OnHako SKCHEPUMEHTANBHBIM MYTEM YCTAHOBIEHO, 4YTO 3HAYUTEIBHOE
YBEIIMYEHUE KOHIICHTpAIIMU TajioreHajdkaHa (0osiee ueM JBYKpAaTHBIA HU30BITOK
OTHOCUTENbHO aHuoHa [2-BigHeSH]?) kapmunanbHO MeHSET HampaBieHHE
peakuuu. B Takux ycioBusx HabOmonaercs oOpa3oBaHUE TOJIBKO JTHU3aMEIIEHHOIO
MPOU3BOIHOIO, KOTOPOE MOKET OBITb BBIAEIEHO C BBIXOAAMH, OJU3KUMHU K
KOJIM4YECTBEHHBbIM. JlaHHBIM mOoaxod OTKpbIBaeT 3(G(EKTUBHBIA CUHTETHUYECKHUI
OyThb K MOJYYEHUIO AU-S,S-3aMEIeHHBIX MPOU3BOJIHBIX K/1030-1€Kab0pPaTHOTO
aHuona (puc. 45) ¢ nmpeAcKkazyeMbIMU pe3yJbTaTaMd M MUHUMAJIbHBIM

o0pa3oBaHKEM MOOOYHBIX TPOTYKTOB.

SH HalR SR
MeCN, H0, Na;CO;
(BugN); »BuyN
90°C, 24

Puc. 45. Cxema nonyuenus cummempuunwvlx ou-S,S-cyibghoHuesvlx npouz800HbIX
cynbhanun-kno3o-oexabopamnozo anuona [2-BioHoSH]?*

Tao0muna 2. KatnoHsl 1 3aMecTUTENN B coequHeHusx 18-25.

Karunon 3amecTuTeN b Katuon 3amecTuTeab
18 (n-BusN)* -I-Pr 22 (n-BwN)* -n-C1oH25
19 (n-BusN)* -n-Pr 23 (n-BwN)* -n-CigHs7
20 (n-BusN)* -n-Bu 24 Cs* -n-CigHs7
21 (n-BusN)* -n-CgH17 25  LidH* -n-CigHs7

UccnenoBanne paHubix !B-SIMP cHEKTPOCKONUM IIO3BOJMIIO IIOIYYHUTh
KJIFOYEBBIE CBEJCHHS O MEXaHM3MaxX PEaKIHMi AJKUIMPOBAHUS CUHTE3MPOBAHHBIX

BemlecTB. HaOmromaemble cCHeKTpasibHbIE KapTHHBI XapaKTEPU3YIOTCS BBICOKOM
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CTENEHbIO MOAO0OMS, 4YTO OOBSACHAETCS TeM, 4YTO 3aMeHa pajaukaia R B
o0OpazoBaBIIUXCs CTPYKTypax [2-B1oHeSR2]* mpakTudeckn He MEHSET IOI0KEHHE
XUMHYECKUX CcABUroB B B-SIMP cmekTpax - pacXOXIEHHS COCTABISIOT

MaKCUMyM 1 M.JI.

HNuTepecHbie 0COOCHHOCTH MPOCHEKHUBAIOTCA MPU WU3YYEHHH CHEKTPaIbHBIX
XapaKTePUCTUK: XUMUYECKUE CABUTH OOPOBBIX aTOMOB B PAa3HbIX MOAM(PHUKALUAX
KJ1030-1€Ka0OpaTHOTO aHMOHA JEMOHCTPUPYIOT OIPEIEICHHbIE TEHJCHIUU.
ComocraBieHnue MoHO-S-3aMemieHHol  popMbl  [2-B1oHeSR]> ¢ anmonHoOi

v 2-
cTpykTypoii [2-BigHoSH]“ BbIsIBIIsIET cMeleHue pe30HAHCHOTO CHUTHANA UANCO-

MO3UIIMK aToMa O0opa MPUOJIU3UTENBEHO HA 2 M

B cnygae anmona [2-BigH9SR:]" HaOmromaercss oOpaTHas KapTHHA:
PE30HAHCHBIM CUTHAJ WIICO-OOPHOTO aTOMa CIBHTAaeTCs B 00JIACTh c1aboTo IMoJis
npubIM3uTeILHO Ha T ke 15.0-15.6 M.a., 9TO CBUACTENHCTBYET 00 YMEHBIICHUHU
ANEKTPOHHON TMIOTHOCTH Ha 3TOM LeHTpe. s S-au3aMemEHHbpIX coelrHEeHUN
TUIUYHBIM  SIBJISIETCSL  CYIIECTBEHHOE pa3liMyMe B TOJOKEHWU CHUTHAJIOB
anukanpHbIX BepmiuH Bl u B10, xoTophie Oka3bIBalOTCS HEIKBUBAJICHTHHIMU, —
pa3HUIla XUMUYECKUX CIBHUTOB COCTaBisieT 6-8 m.a. B To ke Bpemsi B CHIIBHOM

noJie GUKCUpPYeTCs CABUT BEIMUYMHON 19.2 m.1.

B 1B-SIMP cnekrpax XUMHYecKHe CABMIM MPAKTHYECKH HE 3aBUCAT OT THIA
3aMmecTuTellsl R B cHHTE3MpoBaHHBIX coenauHeHUsx [2-BigHoSR2]. Kak mokaszano
Ha pUCYHKE 46, CUTHAJIBI OT alMKaJIbHBIX BEPIIUH HAOIOIAIOTCS B IUAMa30HaX OT
-2.5 10 -4 M.z, u 3.5-5 m.1. MHTepecHo, uTo 1 aHuoHa [2-BigHeSH]? curnansl
OT HEPKBUBAJICHTHBIX alMKAJIbHBIX BEPIIUH CIMBAETCA W PETUCTPUPYETCS MpHU

sgaueHun 0.5 M. 1.
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[2-ByoHgSH] 2" [2-B1oHeSR; 1"

J\J\\LMLJJ

5 0 -5 -10-15-20-25mM.A. 5 ( -5-10-15-20-25 m.A4.

Puc. 46. 11B-AMP cnexmpuor anuonos [2-Bi1oHeSH]? u [2-B1oHoSR2]

Conp [LidH][2-B10HsS(C1sH37)2] monyuanu u3 comu Cs[2-B1oHeS(CisHs7)2]
MmeTatesrcom katuoHoB B cpeae CHoClo/H,0.

B oTnuMuue oT AaHHBIX, ony6nukoBaHHbIX A *H-SIMP cnekrpa LidHCIH,0
[62], npoTonsr MetunenoBoit rpymmsl B N(CH2CHs), (curman 21) B [LidH][2-
B1oHoS(C1sHs7)2] 25 (puc. 47) sABISIOTCS MArHWTHO JKBUBAJICHTHBIMH H
pacHIeIUIAIOTCS B KBApTET, BMECTO JBYX IyOJIETOB KBapTETOB, a MPOTOHBI OT
METHJICHOBOHW TpyHMmbl 22 00pa3yloT CHUHTJIET, a He ayounet (puc. 25). Curnansl ot
npoTOHOB aMMoHUEBOM (19) n amuano# rpynmnsl (23) HaxoasTes npu 9.47 u 9.97
M.J., COOTBETCTBEHHO. Curnan ot npotoHoB CHz-rpymmel 24 naxoautces npu 2.15
M.1., a oT Tpynnsl 20 cmmBaercs ¢ curHagamu oT CHz-rpynm 3-17 sx30-
MOJIUAJIPUYECKOTO 3aMECTUTENII aHWOHA. AHAJOTHUYHO TMPOYUM CYJIb(POHHEBHIM
MIPOU3BOJIHBIM  K71030-71IeKa0OPaTHOTO aHWOHA C AQJIKWIBHBIMU 3aMECTUTEISIMU
CUTHAJIBI OT TIPOTOHOB  O-METHJICHOBOM TPYIIBI  9K30-TIOJHMAIPUIECKOTO
3aMECTHTENII MarHUTHO  HEIKBUBAJICHTHBI, B  CJICICTBHH  OOpa3oBaHUS
JUACTEPUOTPOITHOTO (parMeHTa B OKPYKCHHHM TPOXUPAIBHOTO S-TIEHTpa, B

pe3yibTaTe 4yero HabJ0AaeTCsl MyJIbTUILIET, BMECTO TPUILIETA MpHU 2.56 M.J1.
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Puc. 47. *H-AMP cnexmp [LidH][2-B1oHsS(C1sH37)-]

B BC-AMP (puc. 48) cnextpe coemunenus [LidH][2-BioHsS(CisHs7)2] 25
HNPUCYTCTBYET MAEBATh CHrHaimoB oT Katuona LidH™: curmam mpu 163.8 m.n.
COOTBETCTBYET KapOOHWIBHOMY aToMy yriepozaa (22), curHaibl oT (heHUIBHOU
IPYIIB JiekaT B auana3one 135.4-127.5 .., curHaigsl OT aTOMOB yriepoaa 19,
20, 21 u 24 naxoasatca npu 18.5, 49.0 53.2 u 9.3 M.A., COOTBETCTBEHHO (pucC. 26).
Curnan oT o-METHUJICHOBOU TPYIIIBI 9K30-TIOJTHIIPUIECKOTO 3aMECTUTENSI aHUOHA
[2-B10HeS(CigH37)2]” Haxomutcst ipu 41.7 M. 1., CUTHAIIBI OT aTOMOB yriiepoja 2-17
Jie)Kat B Auanaszone 22.6-29.6 m.j., CUTHaJI OT MEeTWIbHOM rpynisl (18) HaxoauTcs

pu 9.3 M.1.

75



24

2 / 2-17

]
7
i;

23

24 18

N
N
1283
1275
N
=
N
- —av0
_ 318
— 206
— —185

_ 1354
~134.0

- 142

——9

—— — 1638
L 532

_ 4 =
— 417

1‘70 ‘ 1I60 ‘ 1.‘I50 ‘ 1“10 I léO ‘ 1‘20 I liU ‘ 160 ‘ 90 80 70 60 50 40 30 20 ‘ 1‘0 p|;;m
Puc. 48. BC-AMP cnexmp [LidH][2-B1oHeS(C1sH37):]

B UK-cmextpe coeaunenus [LidH][2-B1oHeS(CigHs7)2] mpucyrerByet
CWJIbHAsl MOJOCa MOTJIONMIeHHUsT BaJieHTHhIX koniebanuit V(NH) amumno#l rpymmbl
IPOTOHMPOBAHHOTO JHA0KaKHA npy 3271 cM ™, n ymumpeHHas 1mojoca norjaomeHus
npu 3079 cm* BanentHeix V(NH) koneGanmii ammonumitnoii rpynmsl (puc. 49).
[Tomoca mornomenust BaJeHTHBIX KoneObanuii BH-cBs3elr pacmierieHa Ha JBe
MOJIOCKI, YTO TOBOPUT O BO3MOXHOCTH OOpa30BaHUs CJIA0bIX THUBOJOPOJTHBIX
kontaktoB BH...HN wu BH...HC. Banentnsie xonebanus cBsizu C=0
MPOSIBISIOTCS B BUJIE WHTEHCUBHOMN MOJIOCHI

npu 1677 ecm .,
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Puc. 49. UK cnexmp [LidH][2-B1oHeS(C1sH37)2]

3.3 JlaHHbIe pEHTIeHOCTPYKTYPHOI'0 AHAJIN3A U HCCJIeJ0BAHUE COeIUHEHU
METO0M aHAJIM3a MOBPexXHocTel Xupuideabaa

Kpucranmnmorpadpuveckn He3aBUCcHMas dYacTb TPHUKIMHHOW 3JIEMEHTapHOM
SYEHMKM C MPOCTPAHCTBEHHOW Tpymnmoi cumMmerpur P-1 ans coenuHenus 1
BKJIIOYaeT B ceOs JBa  KpucTawiorpadUyecku  HE3aBUCUMBIX  aHUOHA
[2- B1o0HoS(CH2CH2CN).]". B gomonHeHne kK 3THM aHHOHAM, B CTPYKTYpE JaHHOU
SIIEMEHTAPHOMN STYCHKH HAXOMATCS J1Ba KaTHOHA TeTpa-N-OyTii-aMMonust (BusN™),
KOTOpBIE CITy’>KaT B KauecTBe OamaHca 3apsia B Kpuctawie. B ciydae conmm 6, B
KPHUCTAJUIMYECKON CTPYKTYpe COAEPKUTCSA OJVH AHHMOH
[2-B1oHoS(CH2CH=CH,)(CH,CH.CN)]- BMecte ¢ omuum katuoHoM BusN™,

obecnieunBas QICKTPOCTATHYCCKOC PABHOBCCHUC B KPHUCTAJLIC.

Jlns coenuuenus 9 cTpykTypa BKmouaeT anuoH [2-BioHsSCH2CONH2]%, a
takxe katnoHbsl BusN™ u tetpaderundochonns (PhsP*), KoTopbie KOMIIEHCHPYOT

3aps] aHMOHA. B MaHHOM cilyyae aHMOH MMEET JABOMHOW OTPUUATEIIbHBIN 3apsl,
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4TO TpeOyeT MPUCYTCTBUS JABYX KATHOHOB JJIsl JOCTHXKEHHUS HEHUTPAIbHOCTH BCEU

CTPYKTYPHI.

MOHOKJIMHHBIE 3J€MEHTapHbIE STYEHKU cO CTpyKTypoi P21/n B coenrHeHHsIX
2 1 8 UMEIT CBOM YHUKAJIbHBIE OCOOCHHOCTH. B sueiike coequHeHusr 2
comepxkuTcs 18a katuona PhsP* u anmon [2-B1oHeSCH2CH2CNJ]%, raoe kaxmblit
u3 kaToHoB PhsP* paccmaTpuBaeTcs kak cOANaHCHPYIOMIUI U CTAOMITU3U YOIt
(dakTop A1 JBOMHOTO OTPULIATEIBLHOTO 3apsjia aHnoHa. B coegunenuu 8, noMmumo
anmoHa [2-B1oHeSCH2Ph]?, mpucyrcTByeT Monekynda aneTOHUTpUIA, KOTOpas
MOXKET WUIpaTh pojdb B CTAOWJIBHOCTH KPUCTAIUIMYECKOW YHNAKOBKU. OTH
pazHooOpa3Hble KOMOMHAIlMM KAaTHOHOB M  AaHHMOHOB, COIPOBOXIAEMBIX
MOJIEKYJIaMU pACTBOPUTENICH, JIEMOHCTPUPYIOT CIIO)KHOCTb M MHOTroooOpasue
KPUCTANTMYECKUX CTPYKTYp, KOTOpPBIE MOTYT OBITh pEaqu30BaHbl B OATUX

COCIVUHEHUAX.

CTpyKTYypBI AHMOHOB [2-B1o0H9S(CH2CH2CN)2]" (1),
[2-B1o0HsSCH2CH2CN]*  (2), [2-B1oHeS(CH2CH2CN)CH2CH=CH,]- (6),
[2-B10HsSCH2Ph]? (8) u [2-B1o0HeSCH2CONH2]*> (9) mpuBeneHbl Ha pHCYHKeE
50.
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Puc. 50. Cmpyxmypa anuonos 6 coeounenusix 1, 2,6, 8 u 9

Jmunbl cBsisu B—S cynbdoHneBsix mpousBogHbiXx 1 u 6 comoctaBUMBI C
AHATOTWYIHBIMU 3HAYCHUSMH JUIS JPYTHX CYJIb(QOHUEBBIX MPOU3BOIHBIX (Tabdi. 1).
B 10 Bpems kak JaHHBIC JJIMHBI CBS3M B MOHO-S-3aMEIIICHHBIX ITPOU3BOIHBIX 2, 8
9 B cpemaem Ha 0.01-0.02 A xopoue. Banenrsmele yrnsi B-S-C Bo Bcex

COCIMHEHUAX JIeKaT B oqHoM auarazone 103—108°.
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Tabmuma 3. Jlnunsl cBsizeit B—S u BasnenTHbie yrisl B-S—C coenunenutii 1, 2,

6,8u09.

Coequnenne | JlauHa cBsizu B-S, A | Banenrubrii yroa B-S-C, °

la 1.900(7) 103.4(3)

103.0(3)
1b 1.887(7) 107.9(3)

108.6(3)
2 1.873(4) 105.0(2)
6 1.892(2) 106.1(1)

102.8(1)
8 1.868(4) 103.5(2)
9 1.878(5) 105.1(2)

B kpucramie 1 anwmonsl [2-BigHeS(CH2CH2CN)2]- pacmomararorcs mexmy
cimosimu  kathoHOB  (Bug)N*, Takum o00pa3oM, YTO aHHOHBI 00pa3yrOT
3Ur3aroo0pasHble IEMOYKH 3a cueT oOpasoBanus cinabeix CH...HB(B) u CH...N
MexIy aHnoHaMH (puc. 51). DTu KOHTAKThI Ha MOBEPXHOCTH XHpIIdebIa aHHOHA
MOKa3aHbl B BUJE KpacHBIX MSATEH W NMYHKTUPHBIX JuHW. Hambonee cuibHbIC
KOHTaKThl OOpHBIH OCTOB 00pa3yeT C O-METHJICHOBOW TPYIIIOH 93K30-
nonudApudeckoro 3amectutens. Paccrosuus H...H cocrtaBnsger 2.215 A, aH...B
2.625 A, nmuna xontakta CH...N 2.437 A. Ha H...H xoHTakThI MIPUXOJIUTCS

74.1% noBepxHocTh aHnoHa, a Ha H...N/N...H 19.1%.
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de d. d. d.
e () AIl[(100% @B 740%) | 1, [ (e)HL N/NLE 19[1%),, | (DH ICAC | H @74

d, v d | i | d;

A 10 12 14 16 18 20 22 24 26 28 A 10 12 14 16 18 20 22 24 26 28 & 10 12 14 16 18 20 22 24 26 28 A 10 12 14 16 18 20 22 24 26 28

Puc. 51. (a) /Juaepamma ynaxosxu, (D) dupu nosepxnocmv  anuona
[BioHoS(CH2CH2CN)2l™ 0112 coedunenus 1, (c) noamvui epagux «omneuamka
namoyay ona 1, (d), (€) u (f) ooau xonmaxmos H...H, H..N/N...H u H...C/C...H
COOMBEMCMEEHHO U 2PAUK UX pacnpeoeienus no 001acmu «OmneyamKd

nanibyay.

B kpucramie coeaunenus 2 anuoHsl [2-B1oHeSCH,CH,CN]? pacnomnosxeHs!
B KaHasax, oOpa3oBaHHbIX KaTHoHamu PhsP*, koTopbie pacrosiokeHbl mapamu B
maxMatHoM Topsnke. (puc. 52). KaTtuoHbsl cBsi3aHBI ¢ aHUOHAMHU OOJBIITUM
kommaectBom BH...H, B...H, N...H u S...H xonrtaktroB. Ha xontakter H...H
npuxonutcs 74.7% mnoBepxHoctr anuwona, Ha N...H/H...N m S...H/H...S 1o

10.6% u 6.1%, COOTBETCTBEHHO.
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(A 10 12 14 15 18 20 22 24 28 28

4 2
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A L[ [ d:

& 10 12 14 16 18 20 22 24 26 28

Puc. 52. (a) Huaecpamma ynaxosxu, (b) duopn nosepxmocms anuona |[2-
B1oHoSCH,CH,CN]?> ona coedunenus 12, (c) noamvui epagux «omnewamia
nanoyay ona 2, (d), (€) u (f) oonu xonmaxmos H...H, H..N/N..H u H...C/C...H
COOMBEMCMEEHHO U 2PAQUK UX pacnpeoeienuss no 00IACmU  «OMNeyamKa

najlsyay.
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B kpuctamne 6 cBszannbie B 1enoukn CH...HB u CH...B kontakramu
aHuoHbl [2-B1gHeS(CH2,CH=CH)(CH,CH,CN)]" HaxomaTcs B OKPYXXCHHH W3
mectd  KaTHoHOB BUsN', ¢ KOTOpPBIMH CBSI3aHBI AHAJOTHYHBIMH  CJIAOBIMH
B3aumogerictBusimu u CH...N xontaktamu (puc. 53). Haubonee cuibHbIe
B3aMMOJICUCTBHUS 00pa3yroTcsi MEXAy OOpPHBIM OCTOBOM H  (-METHUJICHOBBIMU
rpynnamMu 3K30-ToJu3Aprueckoro 3amectutens. Ha kontaktel H...H npuxonurcs
84.7% mnosepxHoctu anuona, Ha N...H/H...N u C...H/H...C mo 9.2% u 3.1%,

COOTBCTCTBCHHO

2 1916y An]1bode) o [9:]_T(dhul. 11 (sal79h) 2o 19 el NN [9.bod) |, [oe] [l dic] g1 (.1%

26 26 28 26

24 24

24 24

22 L e v 22 e

X >
22 - ot 122
.

20 = 20

20 LA
&

18 - " 1.8 18 |—1—ita 18 |——e

16—t st ¥ 16 16 16

14— b 3 1.4 14 o

14 —1 o

12— - 1.2 12— 12—

10 i s |
HEEE di [ [ | di di [ [ ][] di

& 10 12 14 16 1.8 20 22 24 26 28 (& 10 12 14 16 1.8 20 22 24 26 28 (& 10 12 14 16 18 20 22 24 26 28 (& 10 12 14 16 18 20 22 24 26 28

10 1.0 1.0

Puc. 53. (a) Auacpamma ynaxoexu, (D) duopu nosepxnocms anuona [2-
B1oHoS(CH2,CH=CH3)(CH2CH2CN)]- ons coeounenuss 6, (c) noamsiii epagpux
«omnevamka nanvyay o 6, (d), (€) u (f) oonu konmaxmos H...H, H...N/N...H u
H..C/C..H coomseemcmeenno u epaguk ux pacnpedeienus no obracmu

«omnedamka najlvyay.
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B xpucramne coeguHenus 8 o00pa3yroTcsi KaTHOHHO-aHUOHHBIE CJIOU W3
aHnoHOB [2-B1oHoSCHPh]> u  xarmonos PhsP*. AHHMOHBI pacronaraiorcs
MOCJICIOBATEIBHO JIPYr 3a JPYyroM M cBs3aHbl apyr ¢ apyrom CH...HB(B)
KOHTaKTaMH MEXIy OOpPHBIM OCTOBOM COCEIHEHN MOJIEKYJIbl U (DEHWIHLHOU TpyMHIoi
9K30-TIOJIUB IPUUECKOTO 3aMECTHUTEIIS. AHaJIOTUYHO BBIIIICOTTUCAHHBIM
coequHeHUsIM OopHBIH ocTtoB obOpasyer CH...HB(B) koHTakThl ¢ KaTHOHaMHU
PhsP*, koTopsle MoKa3aHbl Ha MOBEPXHOCTH Xupiidenaa anuoHa (puc. 54) B Bue
KpacHbIX nATeH. ColbBaTHAs MOJIEKyJa alleToHuTpuia cesizana CH...S koHTtakToM

C aHHOHOM.

18

18

16

16

14

14

1.2

12

|

10 v

10

di di

d

@ 10 12 14 16 18 20 22 24 26 28 @ 10 12 14 16 18 20 22 24 26 28 @& 10 12 14 16 18 20 22 24 26 28

(A 10 1.2 14 16 1.8 20 22 24 26 28

Puc. 54. (a) Huacpamma ynaxosxu, (b) duopn nosepxmocms anuona |[2-
B1oHoS(CH2,CH=CH3)(CH2CH2CN)]~ ons coeounenuss 8, (c) noamsiii epagux
«omnevamka nanvyay o 8, (d), (€) u (f) oonu konmaxmos H...H, H...N/N...H u
H..C/C..H coomeemcmeenno u ecpaguk ux pacnpedeieHuss no obracmu

«omnedamka najlvyay.
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B kpuctamne coeauHenus 9 anmoHsl [2-B1oHeSCH,CONH;]* o6pasyioT
aumepsl, ceszanabie NH...O BomopoaHbIMU CBsS3aMH MEXIy ABYMS aMUIHBIMHU
rpynmnaMu. Jlumepsl pacroyiaraloTcs B KaHajaax, 00pa3oBaHHbIX kaTnoHamu BusN™
u PhsP*. B Tex ke KaHamax MeXAy aHHOHaMU 00pa3yeTcs MOJOCTh 00beMoM 276
A samonHeHHas CHIBHO pa3yMOPAMOYEHHBIMH MONEKYJaMH PAacTBOPHTENS,
KOTOpBIE ITIPUILIOCH yaanuTh ¢ momompio Solvent mask Olex?. B Bumy sToro
MOBEPXHOCTh Xupiudenga anuoHa (puc. 55) u AguarpaMmbl OyAyT HETOUHBIMU U HE
YUUTBHIBAIOT BO3MOYKHbIE KOHTaKThl C MoJieKyJamMu pactBoputens. OJHaKo
CH...HB(B) xontaktet u NH...O BomopoxHbie CBSI3W HAa MOBEPXHOCTH
Xupuidenia BbIICIEHbI KPAaCHBIM IIBETOM. TEMHO-CHHSISI 4YacTh IOBEPXHOCTHU

Xwupuidena Moka3bpiBaeT MyCTOTHI.

18 & 18

15— , 15

14 | LR 14

qZe © JEmmmRrey
* " ]

| 4

A 10 12 14 16 18 20 22 24 26 23 A 10 12 14 16 18 20 22 24 26 28

Puc. 55. (a) JAuacpamma ynaxoexu, (D) duopu nosepxnocmv anuona [2-
B1oHoSCH,CONH,]% onsa coedunenus 9, (¢) noamvii epagux «omnewamia
nanoyay ona 9, (d), (€) u (f) oonu xoumaxmos H...H, H..N/N..H u H...C/C...H
COOMBEMCMBEHHO U 2papuKk ux pacnpeoeienus no 001ACmU «OMNeyamKda

najlsyay.
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3.4 OmnpeneneHue CTPYKTYPHbIX NAPAMETPOB NMOJY4YeHHbIX COeIMHEHU
metoaoM DFT

Annonsl [2-BioHoSH]? u [B12H1:SH]%, a Takke MX COOTBETCTBYIOLINE MOHO-
S-3aMellleHHbIe  MPOW3BOAHBIE  O0JIAal0T  WMHTEPECHBIMU  CTPYKTYPHBIMHU
XapaKTePUCTUKAMHU, KOTOPbIE MOXKHO PaCcCMOTPETh MOJPOOHEE, aHAIU3UPYS
unaekc nenokanmzanuu (MJ]) m mokanbHyio miotHocTh dHeprum (He(r)) B
KPUTHYECKUX TOukax cBs3edl. B kputumueckux toukax (3; —1) ans cBazedr B-S
u3HavanbHO Habmomaercs WMJI, xoTopeiii cocraBmsier npumepHo 1. JlokanpHas
m10THOCTH 3Hepruu He(r) s ucxoanbix annoHoB [2-BigHoSH]? u [BipH1:SH]*

coctaBisieT —0.122 u —0.125 a.e. COOTBETCTBEHHO

HpI/I nepexonc K JII/I-S,S-BaMGIIIeHHBIM IMPONU3BOAHBIM KApPpTHHA MCHACTCA, —
31€Ch HNHACKC ACJIOKaAIM3alluKu I1agacT ngo 09, qTO TOBOPUT O HCKOTOPOM
CHM)XCHUHN JOCJIOKaJIU3alln SHCKTPOHHOﬁ INIOTHOCTU B CTPYKTYypaxX TaKHUX
IMPOU3BOJIHBIX. HapaJIJICHLHO 9TOMY He(r) B JAHHBIX IIPOU3BOJIHBIX HE3HAYHUTCIBHO
pas3InvacTCs Takoe M3MEHEHHE MOXKET CBHUACTCIbCTBOBATL KAK O CTPYKTYPHBIX

HepecTpoiiKkax B MOJIEKYJIax.

Uto kacaercs KpUTHYECKUX TOYeK cBsizel S—C B MOHO-S-3aMEIICHHBIX
MPOU3BOJHBIX, 3aMETUM, 4YTO 37ech WMJ| mpeBbllllaeT €IUHUIY U BapbUPYETCS B
npenenax 1.18-1.21. B cnyuae nu3amMenieHHBIX MTPOU3BOIHBIX 3HAUYCHUSI MHIEKCA
JEIOKaIN3alNN TaKKe BBICOKM, HO HEMHOI'O HUXE M HaXOHSTCS B JHAMa30HE OT
1.12 mo 1.15, 4Yro Bce eme JEMOHCTPUPYET 3HAUYUTEIBHYIO CTEIECHb
nenokanm3zanuu. JlokampHas MUIOTHOCTH dHepruu He(r) B o0omx THmax
3aMEUIEHHBIX MPOU3BOJIHBIX BapbupyeTcs B auama3zoHe ot —0.12 mo —0.13 a.e.,
OCTaBasCh B TIpeJieNiax, KOTOpPbI€ COIMOCTABHMMBI C AHAJOTMYHBIMU 3HAYCHUSIMU
COOTBETCTBYIOIIMX  HE3aMEILICHHBIX aHUOHOB. Bce  gaHHble  MOJIPOOHO
MpeACTaBiIeHbl B Tabnumax 4 u 5, KOTOpble MPEAOCTABISAIOT JETaJlu3upPOBAHHbBIN

aHaJIn3.
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