proton signals of 1a, dissolved in a solution of liquid methylamine at (-12 °C),
were compared with those of 1a, present in a solution of DMSO, it was found that
all signals attributed to the ring protons were found to be upfield shifted.
Particularly H-4 shows a considerable upfield shift of 4,10 ppm. This can be
considered as good evidence for the formation of the 4—methylam1no intermediate
2a, which formation cause rehybridisation of C-4 from sp to sp Literature data
concerning amide or ammonia addition complexes to heterocycles support the
magnitude of this upfield shift [3]. This selective and exclusive formation of the
C-4 adduct is not unprecedented. It has a]ready been observed in the
amino-dehydrogenation of these compounds.

In order to understand the selectivity in this methylamino-dehydrogenation
reaction we calculated the interaction energy AE between the frontal molecular
orbitals of the HOMO of the methylamine and the LUMO and LUMO+1 orbitals
of 3-nitro-1,8-naphthyridine. Using the simplified second-order perturbation
equation [4], it was found that C-4 has the highest AE value of all the carbon
positions in the naphthyridine ring. The conclusion seems justified that the
addition is orbital controlled.

The details of the experiments and calculations Wlll be published in a
forthcommg paper.
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PEAKIIVSL CHJIAJIYPAIIIUIOB C AJIBAETHIAMU —
"METOJI CHHTE3A CHUJIOKCHUMETIUIYPAIIIOB

Henasro moka3zaHo, YTO TPUMETIICHIMIAMARG PEarupyioT ¢ aIbICTHIaMa B
kumgmeM xpopogopMe Wim TpPHE KOMHATHOM TEMIIEparype B MPHUCYTCTBHM
TpEMETAACHIAITPH]IATA ¢ 00pazosanmeM 1 -anmiaMuHo- |- (TPEMETHICHIOKCHE) -
amkamsos [1, 2]. Hpm srom N-cmmmaamwnsi, Hanpumep Owc(TpEMeETHI-
cwn) hopMaMun, BCTYTAMH B PEAKIWIO 3HAUUTENBHO Jerue, yeM O-Crurmniamu-
aBl, a Omc(TpUMETHICHINI) alleTAMAL HE pearuposaa Boodme. [lna ofpscHenns
MEX2HA3MA PEaKIUA BCE XKE JOMyCKAECTCT npncyrcmne avuAaTHon (O-crmr)
¢OpME B PEAKIEOHHON CMECH: -

Hamm ofmapyxeHo, 4To cmmnposamnﬂe ypan;mm T. €. COCAWHCHHUS C
¢uxcuposarsoll BMuUAHOH rpymmuposkoit ~N=C—OSi, serxko pearupymor C
apoMatmueckuMu  (OeHsanmbaerun) # TETEPOAPOMATHUECKUME  AMbIeTHIaMa
(bypdypox, S-murpodypdypon, dypurikponens) B aueTOHmplme ¢ ofpazo-
BaHWEM -CATIOKCAAMEANOB.
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Me3SlO I
Me;Si0—CH—R

X=FIR=PyIOR= 4/—)\ MR- (l_)\CH_CH RL=ON/4'_\>\;A
— g O . :
vx:H;'R‘:‘oz.N/@\

_ B KauecTBe, Hpmwepa npmso;mm ommcaHue peaKmm 2 4 Guc (TpﬂMeTKJI-
cunan) -3-(hropypanaaa ¢ GeH3aIbAETAIOM.

Pacreopsmor 2,7 r 0,01 Moms) 2,4-6uc (tpumeTwicumnL) -5- d)mpypaumla u-1,1 r (0,01 MO.TIB)
Gensampreruaa B 20 M aleTORMTpINA, %O0ARSIOT 1,7 r HOXMCTOrO Kajiis i IEPEMENTBAIOT HPH KOM-
HATHOM Temuepartype B Tedenme 24 1. Ocanok oTdMIbTPOBBIBAIOT, IPOMBIBAIOT AUETOHUTPUIOM. Pac-
TBOPHTEIs YIAPUBAIOT, K OCTATKY A00aBisoT x10podhopM M NepeMemmMBainT, 3ateM QUIBTPYIOT 4epes
croit crumrxarens. Tlocie ynapupanvst pacTBOpuTe)is OCTATOK NEPEKPUCTALTMIOBHBAIOT M3 CMECH TeX-
cau—o0enson, 1 : 2. Hoaygaswor 0,45 r 1-(a’—TpYIMGTI/UICI/UIOKCH6eH3HJI)—5—(1)T0pypé.11ma O,
T1n 135...137°C, Rr=0,74 (auemH——xnopocbopM,l 8). Caoextp IIMP (CDClI3, TMO), 5 M. A 0,22
(9H, ¢, SiMes), 7,12 (1H, g, CH 4= 0, 8PD:) 7,23 {14, n,H(s),3JHF 6 OI‘u) 7,42 (§H, c, Ph), 9,0
(1H, m. ¢, NH).

Tax Xe Jerko Ipy KOMHATHOR TEMIEPAaType PEarupyer 5—H171Tp0(byp¢)ypon, B
CAy4ae OCTANBHHX AJBACTHEAOB TPEOOBAIOCs BEKOTOPOE Harpesamme. Tpusonsarca
Tnn TOXYyUEHHBIX TpHMETHACHIOKCmupoussopmsrx: 1T — 115...116 °C, III —
150...151 °C, IV — 165..168 °C, V — 196...198 °C. Ilpm wu3beitke
S-murpodypdypona moxyueno & 1,3-6ucapomasonuoe ¢ Ty 116...118 °C.

MoxH0  UPEAHOAOXKATE, UTO . PEaKOWI NUPOTEKACT YePe3 MCCTHUICHHEBIN
OPOMEXYTOUHBI KOMIUIEKC, B KOTOPOM A4TOM as0Ta arakyer YIJIEPOHA,
a CHIMIbHAS TPYINA — ATOM KHCJIOPOAA KapOOHMIBHOH rpyImibL.
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HOBBIE CDOPMHJBAMEIIIEHHI)IE CIII/IPOHI/IPAHBI
I/IHI[OJII/IHOBOPO PSII{A o

HellaBHO 6HJIO THOKA33HO, YTO BAXHHM CTPYKTYDHBIM d)aKTOpOM BJIASIOHIAM
#a GoToOXpoME3M COAPOHNHPAHOB B TBEPOHX aMOpdHBIX IICHKAX, ABAIETC
sammage - HOPMETBHON Tpymmsl B OCH3OHAPAHOBOM d}pameHTe MOJICKYJH:I
crmpormpanda {1 ].
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