O0Js1ikoBa KapTKa aucepTaii

I. 3arasibHi BimOMOCTI

Jep>kaBHUH 00J1iIKOBHI HOMeP: 0414U003788
Oco006J1uBi TO3HAYKH: BinKpura

JaTa peectpaunii: 22-07-2014

Craryc: 3axumeHa

PexBi3utu Hakasy MOH / Haka3y 3aKjazy:

I1. BizomocrTi nipo 3700yBaya

Baacue IlpizBume Im'a Ilo-6aTbKOBI:
1. MixeeHko Bikropis MuxainiBHa

2. Mikheenko Viktoriya Mihaylivna

KBasmigikamis:

InenTudikarop ORCID ID: He 3acrocosyerbcs

Bup, pucepranii: kanguzaar Hayk

AcnipaHTypa/JIOKTOpPaHTypa: Tak

IIndp HaykoBOi creniaIbHOCTI: 02.00.03

Ha3Ba HayKoBOIi CcIeniaJbHOCTI: OpraniuHa ximis

T'asy3p / rasysi 3HaHB. He 3aCTOCOBy€THCS

OcBiTHBO-HayKOBa Mporpama 3i creniaJbHOCTI: He 3acTocoByeTbCs
JaTa 3axHcTy: 27-06-2014

CreniaJbHICTh 3a 0CBiTOIO: 8.070301

Micue po6oTH 34,00yBaya: lon6acbka jepkaBHa MaMHOGY iBHA aKaieMist
Kopg 3a €IPIIOY: 02070789

Micue3HaxoaKeHHS: 84313, Kpamaropcek, Bys. AkagemivHa (IllkaniHosa), 72
dopma BaacHOCTI:

Cdepa ynpaBiriHHS: MiHicrepcTBO OCBiTH YKpaiHU

ImenTudikarop ROR: He zacrocoyerbcs




I11. BimomMocTi mpo opranizariiio, e Big0OyBcsl 3aXHCT
IIudp cnenianizoBaHoi BYU€HOI pagHy (Pa30Boi Clieliajai30BaHOI BYEHOI pazu): [l 08.078.03

IloBHe HaiMeHYBaHHSI IOPHUAHUYHOI OCOOH: [lepkaBHWIl BULIMII HABYA/IbHUIL 3aKy1az, "YKPaiHChKUIL

Ilep>KaBHUI XiMIKO-TEXHOJIOTIYHMIA YHIBEPCUTET"
Kopg 3a €IPIIOY: 02070758

Micneaﬂaxo,zm(emm: npoct. l'arapina, 8, M. [JHinpo, JHIIponeTpoBChKU P-H., [JHIIponeTpoBchka 0611,
49005, Vkpaina

dopma ByracHOCTI:
Cdepa yIIpaBJIiHHﬂ: MiHicTepcTBO OCBiTH i HayKU YKpaiHu

InenTudikarop ROR: He zacrocosyerscs

IV. BizomocTi nIpo niznpueMcTBO, yCTaHOBY, OpraHisalliio, B sIKii 0yJ10
BUKOHaHO JHUCEPTALil0

[ToBHE HalMEHYBaHHS IOPUAUYHOI 0COOH: [loHGaCkKa Iep)KaBHA MAIIMHOGY/IiBHA aKaeMis
Kopg 3a €IPIIOY: 02070789

Micue3HaxoaKeHH: 84313, Kpamaropcek, Bys1. AkagemivHa (IlIkaniHosa), 72

dopma BaacHOCTI:

Cdepa ynpaBiriHHS: MinicrepcTBo ocBiTh YKpaiHu

ImenTudikarop ROR: He zacrocoyerbcs

V. BimomocTi npo gucepraniio
Moga guceprariii:
Koy TeMaTHYHUX PYyOPHK: 31.21

Tema guceprauii:
1. Cuntes, 6yoBa Ta peakuiliHa 3paTHicTe N-apui(deHokcy, 6eHsinigeH)anerns-1,4-6eH30XiHOHMOHOIMIHIB
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Pedepar:

1. Incepraliito IpUCBSIYEHO BUSIBIEHHIO OCOOIMBOCTEN Z,E-i3oMepusaliii, IpocTopoBoi 6y10BY, peakLiitHoi
3parHocTi N-apus(deHokcy, 6eHsinigeH)anern-1,4-6eH30XiHOHMOHOIMIHIB 10 BiTHOMEHHIO 10 HyKIeohiTbHUX
peareHTiB Ta BCTAHOBJIEHHIO MeXaHi3MiB 1[ux peakuiil. CuHTe30BaHi HOBi N-apus(deHokcu, 6eHsinigeH)anernn-1,4-
6€H30XiHOHMOHOIMiHU, PO3PO0JIEH] ONITUMAJIBHI METOAUKY iX CUHTE3y. 3HAlIEHO, 1110 BBEIEHHS aKLIE[ITOPHOTO
3amicHuka PhOCH2 go rpynu C=0 1,4-6€H30XiHOHMOHOIMIHIB IPU3BOAUTD 10 3HWKEHHS iX eHeprii HBMO, mo
CIIpHsie TIepeBAXHOMY Iepebiry peakuii 3 apucyabdiHaTamMy HaTPilo 32 aHIOH-PaAUKaJIbHUM MEXaHi3-MOM i
IIOMiHYBaHHIO Op6iTaJIbHOrO KOHTPOJIIO IIPYU poaHyBaHHi. HasBHicTb 6ibll oHOpHOTO 3amicHuka PhCH=CH 6ins
rpynu C=0 1,4-6eH30XiHOHMOHOIMiHIB Befie 10 36inbleHHs ix eHeprii HBMO, 1m0 3H1Kye BKJIaJ, aHiOH-
PaiMKaJbHOTO MEXaHi3My y peaklisix 3 apuicyabdiHaTaMy HATPIlO, a IpY POJaHyBaHHI IPU3BOAUTH 10 3POCTAHHS

POJIi 3apsIOBOTO KOHTPOJIIO. BUSBJI€HO, 1110 BBEIEHHS aJIKiJIbHUX 3aMiCHUKIB B OPTO-TIOJIOXKEHHS 110 3B'3KiB C=N



a6o C=0 xinoinHoro sigpa N-apun(deHnokcy, 6ensininen)anetusn-1,4-6eH30XiHOHMOHOIMiHIB BeJie L0 3HAYHOTO
3HIDKEeHHs eHeprii MOmi*-poanyuyo4oi opb6itaji JaHoro 3B'3Ky, 110 36i1bu1ye ii akTUBHICTD B peakliisx
npueHaHHS HykaeodiniB. BctaHoBIEeHO, o peakuist N-apus(deHokcH, 6eHsinigeH)anerni-1,4-6eH30-
XiHOHMOHOIMiHIB 3 XJIOPOBOJIHEM II€pebirae yepes o4aTkoBe NPOTOHYBAaHHS aToMy HiTporeHy 3 HACTyITHUM
IpUEIHAHHAM XJIOPUJ-aHiOHY Ta apOMaTU3allielo LIUKIIy. YTBOPEHHS MTPOIYKTIB 1,2-NIpejHaHHS CIUPTIB 10 3,5-
numeTus-N-apun(peHokcy, 6ensininen)anetnn-1,4-6eH30XiHOHMOHOIMIHIB 0OYMOBJIEHE TEPMOIMHAMIYHOIO
CTIVKiCTIO XiHOJITHMX CTPYKTYP 3@ PaxyHOK CTabisizyio4oi Bzaemoaii nO3 3 cirma*(C4-N). Hanpsmok TpaHc-
[IpUEHAHHS MOJIEKYJIH rajoreny o 38's13ky C=C xiHoigHOTO si1pa 4-6eH3inineHaneTnaoKCuiMiHo-2,5-

LIMKJIOreKcaieH-1-0HiB 3a71eXXUTh B OCHOBHOMY BiJl II0JIOKEHHS Ta 06'€éMy 3aMiCHUKIB Y XiHOITHOMY sIIpi.

2. In this thesis Z,E-isomerization, structural features, reaction ability of N-aryl(phenoxy, benzylidene)acetyl-1,4-
benzoquinonmonoimines in relation to nucleophile reagents and mechanisms of these reactions have been
studied. The new N-aryl(phenoxy, benzylidene)acetyl-1,4-benzoquinonmonoimines have been synthesized, the
optimal synthesis methods have been developed. It is found the introduction of acceptor substituent PhOCH2 to
C=0 group of 1,4-benzoquinonmonoimines results to the decrease in their LUMO energy. As result the reaction
with sodium arylsulfinate proceeds mainly under anion-radical mechanism, and or-bital control predominates in
thiocyanation of these quinonimines. Presence of more donor substituent PhCH=CH at C=0 group of 1,4-
benzoquinon-monoimines leads to the increase of their LUMO energy. That reduces the contribution of anion-
radical mechanism in reaction with sodium arylsulfinate and increase the role of charge control in thiocyanation. It
is revealed the introduction of alkyl substituents to ortho-position towards C=N or C=0 bond of quinoid ring of N-
aryl(phenoxy, benzylidene)acetyl-1,4-benzoquinon-monoimines decreases the energy of MO pi*-antibinding
orbital of this bond that increases its activity to addition reactions. It is ascertained the reactions of N-
aryl(phenoxy, benzylidene)acetyl-1,4-benzoquinonmonoimines with HCI run through initial protonation of
nitrogen atom. In second stage the addition of chloride anion and cycle aromatization proceeds. Possibility of 1,2-
addition of alcohols to 3,5-dimethyl-N-aryl(phenoxy, ben-zylidene)acetyl-1,4-benzoquinonmonoimines is
conditioned by thermodynamic stability of quinolyd structure which depends on stabilizing interaction nO3 with
sigma *(C4-N). Direction of trans-addition of halogen molecule to C=C bond of quinoid ring of 4-
benzylideneacetyloxyimino-2,5-cyclohexadien-1-ones depends mainly on position and volume of substituents in
quinoid ring.
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