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B mocmezuue rompl B 1abOpaTOpHM MEXaHM3MOB OpraHWYecKux peaknuii MHcTtuTyTa
opranudeckoii xumuu HAH ApmeHunu oGHapy»XeHBI JOKAa3aTeJIbCTBA, KOTOpBIE IIOCTABMIM IO,
COMHEHUe psJ IONOXEeHU COBpeMeHHOM opranudeckoil xumuu [1]. [IpuHIIUINAaIBPHEIMU U3 HUX
ABAIOTCA (DAKTHI, COTJIACHO KOTOPBIM, POJIb MHHUIIMATOPA XUMHYECKON PeaKIUH MOXET UTPaTh
TOJIBKO IOJIOKUTEJIBHO 3apsXXeHHasd 4YacTHIA, IIpefsoXKeHHe OOOOLIEHHON TeOpHH KHUCIOT U
ocHOBaHU# u T. A. [1]. K HUM MOXHO NPHYUCIUTH TAaK)Ke IIOJydYeHHbIe HAMH JaHHBIE O TOM, UTO
MHIYKIHOHHBIHM 3G deKT aTKUIbHBIX IPYIIT PaCcIpOCTPaHAETC s BAOJIb el aTOMOB He Ha 2-3 [2-4],
a go 8-10 ceaseit 0-C-C [5]. Hanpumep, B KOHKYpeHTHOIl peakIIUU, UCIOJIb30BAHHON HaMU [JII
CpaBHEHUSI OTHOCHUTEIBHOMN PeaKIMOHHOM CIIOCOOHOCTH CMECH aJIKaHOJIOB, OCHOBHBIM IIPOLYKTOM
IIpeBpalleHus CTAaHOBUTCA IPOLYKT aMMHOMETHIMPOBAHMA BBICIIETO YJI€HA TIOMOJIOTHYECKOTO
paza. Takoe pasiauyme B NOBEZEHUH CIUPTOB MBI OOYC/IABIMBAIM JOHOPHOH CHION aIKMJIBHON
TPYILIIBI, OIleHEHHOM! B 3apAAHBIX e[UHUIIAX HOHHOTO XapaKTepa XUMHYecKoii csasu (e.n.x.) [1,5].

B xome ycraHOBNeHMA OOJIAaCTH IPUIOKEHUS M OTPAaHHYEHHUS STOTO OCOOIeHHS HAMU
o6HapyxeH (aKT, KOTOPbIil MIPOTUBOPEYUT CAEIAHHOMY paHee obobuienuio [5]. Okasanocs, mpu
aMUHOMETHIMPOBAaHUU CMECH AMMETHIAMHHOSTaHONA 1 M AMSTIIAMUHOSTAHONA 2 OCHOBHBIM
IPOJLYKTOM peaKUHMK CTAaHOBUTCA HE BBICIIME, a HUSIIUIN WIEH psAfa — TPeTHUHBIH aMUHO3UP 3

(cxema 1).

Cxema 1

CH,=0 + HNEt, [ Mez'-> Ne,NCH,CH,OCH,NEt,

Me, NeNCH,CH,OH + EtNCH,CH,OH  ———— 3
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HaiiTu B paMKax TpafHUMOHHBIX IPeACTABIEHUIl JIOTUYeCKH OOOCHOBAHHYIO IIPHYUHY
OTKJIOHEHUA XeMOCEJIEeKTUBHOCTHM AaMUHOCIHPTOB OT YCTAHOBIEHHOHW [Jd  aJKaHOJIOB
3aKOHOMEPHOCTH HaM He yZaaoch. [IpudmHa ofHa — B KJIACCHYECKOH OpPTaHHYECKOH XUMHUHU He
U3BeCTeH XOTH OBl OLUH MOAXO[, PellleHu TaKoi 3agaun. [loaToMy BEIHYXIE€HHO MBI OGPATIINCH K
IIOJIOXKeHUAM 0606LIeHHOM TeOpUK KUCJIOT U OCHOBaHMii [1,6].

OTO — BepcHA IOHOPHO-aKIENITOPHOTO B3aUMOJEICTBUA, B KOTOPOH BCe B3aMMOZEICTBUA
aTOMOB OL€HUBAIOTCA B €NUHUIAX MOHHOTO Xxapakrepa (e.M.X.) CBI3M M KOJIMYECTBEHHO.
O60CcHOBBIBaeTCA 3TO OZHUM OOCTOATENBCTBOM: IIOAXOZ, IO3BOJIAET OLEHUTh CPOZICTBA aTOMOB,
BOSHHUKAIOI[E B TIEPEXOAHBIX COCTOAHUAX, OTBETCTBEHHBIX 3a 0OpasoBaHHe IIPOJYKTOB
IIpeBpallleHu, U, KaK IPaBIIO, STU IIPeICKA3aHIA BCETAA OIIPaBABIBAIOTCA.

Vyer 3TOro 0GCTOATENBCTBA ITIO3BOTMJI HaM HANTH OGOCHOBaHMe TaK)XXe OOGHAPYKEHHOMY
SKCIIepUMeHTaIbHOMY GakTy. Peus uzer 06 yueTe CHIIBI B3aMMOBIUAHUSA TUAPOKCIIBHBIX aTOMOB
Bogopoza Mouekyn 1 u 2 (kucnor [lomuHra ¢ ofuHAKOBBIMU Ga30BBIMU 3apsAAaMU IIPOTOHA B +1,24
enx.) ¢ aromMamMu asora (¢ ocHoBaHuAMHU [lonWHTa), WMEIONMUMM Pa3IHUYHBIE BETUIHHBI
OTpULATENIbHBIX 3apAnoB (cxema 2, 3apsizs! -1,1919 u -1,2409 e.n.X., COOTBETCTBEHHO).

Cxema 2
3 H+124 b ~H+1.24
Me, NeNCH,CH,0 -1.93759 -1.93759> -1.932298 Et,NCH,CH,0 -1.932298
-1.1919 -1.2409

rae I'ne 0.89=3,44-2.55; 0.49=3.04-2.55; 0.35=2.55-2.20; 1.24=3.44-2.20 uoHHble XapakTepbl CBsi3eil
C-0, C-N, C-H u O-H, cootBercrBeHHo, a 3.44, 3.04, 2.55, 2.20 - aneKTpoOTpULATEILHOCTH aTOMOB
KUcIopopa, a3ora, yriaepona 1 sogopona. AC(C)c.one=10.89-0.077+0.0049-
0.0021+0.000049+0.000049=+0.816A8(C)c_nme= +1.47-0.21-0.077+0.0089=+1.1919;
ICN)cnme= -1.1919. ACH) opme=11.240.11919 =+1.12081; OC(O)copme= -0-816781.12081=
-1.93759. AC(C)c.o/e=10.89-0.077+0.0049- 0.00161+0.000049+ 0.000049-+83288;
AC(C)cnp= +1.47-0.161-0.077+0.0089= +1.2409; IC(N)c.n/me= -1.2409.
ACH)oyp=11.240.12409=+1.11591; IC(O)cop/g= -0.8163881.11591=-1.932298.

OueBUZHO, YTO IPHUBECTH TOYHBIe [aHHBIE OLEHKU CWI B3aUMOBJIMIHUA 3apAzoOB
(B3aumogeticTBuit a2 u b) HeBosMoxkHO. Ho B aHHOM ciIy4ae BaXXHA He TOYHOCTH, & YCTAHOBJIEHUE
OTHOCHUTEJIFHOTO Pasnuyusi BIusHui 2 1 b. [loaTOMy 5Ty OIleHKY OCYLIeCTBUIY, IPUHAB BeIUIHHY
B3aMMOBIUAHUA, PABHOM JecATOH [oje 3apAfoB KOHTAKTHUPYIOIIMX aTOMOB (BOZopoza
THIPOKCUIBHOM TPYIIIIBI U a30Ta).

Takoif pacyerT ImOKaspIBaeT, YTO [OJA 3apsfia THIPOKCHIBHOrO mpoToHa (+1,24 e.m.x.)
MosieKynsl 1 moramaeTcs B MeHbIIeH cTemeHM, deM Mosekyssl 2 (#a -0,11919 u -0,12409 em.x.,
COOTBETCTBEHHO). [lo HalreMy MHEHMIO, 3TO OGCTOSATENIBCTBO M CTAHOBUTCSA IPUYUHON TOTO
M3MeHEeHUs 3apsfHOTO COZEp)KaHUsA THAPOKCHIBHOTO Kuciaopoza mosekyn 1 u 2 (-1,93759 u
-1,932298 e.m.x.), a COOTBETCTBEHHO M BOJOPOJA, KOTOPOe IPUBOAUT K OSKCIIEPUMEHTAIbHO
dbuKcupyomeics HHBEPCUH XeMOCeTeKTUBHOCTH I1aTKAIaMUIHOSTaHOJIOB.

IIpaBoMOYHOCTH 5TOIl TOYKM 3peHHSA IIOATBEPXKAAETCI TaKKe TeM, 4UTO TaKasd ke
MHBEPTUPOBAaHHASA PEAKI[MOHHAA CIIOCOOHOCTh OGHAPYXKUBAETCA IIPH aMHHOMETHIMPOBAHUU [3—
QJIKOKCHSTAaHOJIOB.
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DKcIleprMeHTaJIbHasA JacTh

Cuextp AMP 'H perucrpuposaincs Ha cuekTpomerpe “Mercury-300” ¢ paGoueit uacroroit 300
Mg sa mporonax B pactBope JJMCO-d4-CCls, 1:3, BHyTpennuit craugaprt — TMC.

JIM3THIaMUHOMETHIMPOBAHME CMeCH 2-ZUMETHIAMHUHO- M 2-ZUSTHIAMHUHOITAHOJNOB IO
Mannuxy. Cmecs 09 r (0,03 wmorg) mapadopmanszeruza, 2,67 r (0,03 moxg)
gumermnamuzosTanona u 3,5 r (0,03 mozg) pustunamuzosTaHoma npuamnu K 2,2 r (0,03 morq)
OUSTUIAMUHA, OCTABUIN CTOATH IIPU TeMIleparype 14°C ofHU CYyTKU U HarpeBaIu Ha BOJIHOH OGaHe
1,5 = Ilocrme OTrOHKM JIETKOKMIAMUX (PaKUuil IIePeTOHKON BBIAENTUIN BBICOKOKHUIIALLYIO
¢dpaxuuio, kumsuyo B uHrepBate 75-105°C mpu 10 mar pr cr. O6wwumit Beixog 5,2 r (75,1%).
CoorHomeHnue coeguHeHuit 3 1 4 B cMecu onpefenwnu no gaHHsM IIMP uHTerpastos CHUHIIETHBIX
MeTHJIEHOBBIX NPOTOHOB rpynmupoBok OCH:N 1 MeTHIBHBIX IPOTOHOB AMMETHIAMUHOTPYIIIIEL,
MIPOABIAOMUXCS COOTBeTCTBeHHO npu 4,1 u 2,18 m.zx. Ilpocroit pacyeT mokxasbIBaer, YTO B 3TOH
CMeCHU COOTHOLIEHMEe MOJIEKYI 3 U 4 COOTBETCTBYyeT Iponopiuu 55:45.

ThULYPLUUPULNEEULALLECE UUPLNUGEPLUSU UL LEUNUGLEYSPINRE3NPLL
UUULULPRP FEUUSPUSNRU

U. @. 2UeN8UL

Ljwwnyk) k, np hwjwunwl wijuunutph, ghujhjudhinkpwin)utph suppnid wdhundb-
phiugdwt ntwljghwnud hhdtwjwinid thnppwplynid £ hndnjnghwlwb swpph wybkjh
Ynpunubp winwup: Cunn unyb hbnwgnunipjub dnjknyubph wnuyhuh phunubkljnhyni-
piup wuplwtwynpjws L uytt thnpuwqpbgnipmibubpnyg, npnup wbknh b niubund
wjunjuyht qnygh hhnpopuhjuyhtt opwusth wnndukph b wdhun judph mqninh wnndubph
ubipUn kynyuyhtt hnpwgnbgnipniuibnh hknbwpny:

AMINOMETHYLATION CHEMOSELECTIVITY
OF DIALKYLAMINOETHANOLSIN MANNICH REACTION

A.T.GAPOYAN

Recently in our laboratory the evidences were desdrwhich expose the worthless nature of
some well accepted concepts of organic chemistrgorg those are: the assumption, that chemical
reaction is initiated solely by positively chargsepecies; the reveal of the facts, that alkyl group
induction effects reflect on the chemical propertef molecules even from the 8-10 single bond
distances; the suggestion of the first unified d@de theory in the chemistry etc. We could reveal
also, that in the competing conditions the amindwylation of alkanols mixture leads to the formation
of higher, but not the lower member of the homatagrange. Any exclusion from this generalization
was not detected. This range of alkanols reactiwig attributed to the different charge valueshef t
alkyl groups electron donating properties, estimiatethe charge units of the partial ionic characte
(u.i.c.).

However in the case df-dialkylaminoethanols aminomethylation the regiasvas detected,
which is in sharp contrast with the above mentiongeheralization. More exactly in the
diethylaminometylation of the egiumolar amountgdmethylaminoethanol ang-diethlaminoethanol
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predominantly the ether off-N-dimthylaminoethanol 3, rather than the ether PB£N-
diethylaminoethanol 4 was observed.

To find out the correct explanation of the facttbe basis of known concepts seems practically
improbable. On that reason this problem was soindatie terms of the unified acid-base theory. It is
the new view on the reactivity of atoms, in whidhiateractions are quantified (estimated) in the
partial ionic characters charge units. Thereforedffinities of atoms are estimated which ariséhim
transition states of those contact. That is whyhquedictions, as a rule, correspond to experinlignta
observing data. Thus we become capable to findreuevidences in favor of the reality of the above
mentioned anomaly.

It believes that before the main reaction the atgon of the hydroxyl hydrogen atoms (Pauling
acids, having the same (+1.24 u.i.c.) charge valinésract with the molecules nitrogen atoms (Rayli
bases having the different values of negative @sarg-1.1919 and -1.2409 u.i.c., correspondingfy).
is evident that in these conditions the expectatigbalischarge may occur in more extent in latter
rather than in former case, and cause the obseneel@ of chemoselectivity of molecules.
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