
SYNTHESIS OF 1-ALKYL. and I-ARYL-3-(2-PVRIDYL] 
ISOQUINOLIWS 

P. I. Piher.. H. van der Goof W. rh. N O U ~  

Deportmeof of Medicinal Chemistv. Vrije Uniuerriteit. 
De Boeleloan 1083, Arnrlerdom. The Netherlands 

I" cn invertisotion concerning the anti-Mysopiorm. activity 
of comoowds paresring the 2.2'-bipyridyl rkeleton itwosfound 
that ortho ~"brtitvtion h.i o pronounced poritive effestl), i o  
study the inlivence of rubxfibtion on the mi-Mycoplarmo asti- 
~ i t y  in more detail oreries of 1-olkyi- and 1-arvi-3-(2-pyridil)iro- 
qvino1iner wa, prepared. For the ryntheri. of iroquinoiine. the 
Birshler-Nopierolrki reaction ir often oppiimted. In this 
the OrePamtion of the 1-(2-pvridvl)iroquinoIiiii 30 ond 3b 
indeed e0"M be ossompli,hed. 

This remiion fails. however, in the synthesis of 3-(2-~yridyl)b0. 
winoliner 6. Instead of a 3.4-dihydroisoquinoline 5 an imidoro 
11.5-alpycidine 7 is formed. 

PO 38 

DEVELOPMENTS IN CHEMISTRY OF NITROGEN ANALOGUES 
OF FLUORENE 

J. MloshowM. K. Kioc. Z. Srulc 

1nrtitvte 01 Orgonic and Physic01 Chemiit",. Poiyteshnicol 
Univerrity, 50-370 Wrmlaw. Poland 

Phenanfhroline. (IVJ were oxidized directly by means bf oer- 
mangonate in .Ik.line medium to 1.5.. 2.5.. 4.5. and id.dioza- 
fluorenoner ('4 whieh were reduced with hydrorine to give 
diorsfluorenes (Vi). 
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ALKYL DERIVATIVES OF AZAPHENANTHRENES 
W. Slim'. M. I..tr.ebrt..Gl.p~1 

lnrtituto of Orgonis and PhYricol Chemistry. Polytechnicd 

Y 18-58? 
Uniuerrity. M-370 Wrodav, Poland 

Under the reduction conditions 1-mza-.2.5- and 46diazdluore- 
nones yielded besides mafluorener a im condensation products 

The orofluorenones were oxidired with hydrogen peroxide in on 
acetic acid - benzene mixture. Some of the diaroflvorenone 
N-oxides were unstable in acidic medi. ."d oxidation hod $0 
be .s.ompiirhed directly with hydrogen peroxide in the ore. 
sense of NoaWOa. The monooz~fluorenones under the same 
sonditionr were oxidi~ed to olailvorenone N-oxides, but ox: 
doBon of diorduarene$ led first to diamfluoienoner which 
then formed diamfluorenone N.oxider. Yieldr of N.oxider were 
>1 to MU .. .. . . 
Bor td?  o g c ~  pmpr~tes ol most ontne ,  led mnpo.nor xclr 
lcller i r e  mor, n:cr;r, ng rer.1,r nore oecn oblo PO! '0 ,  ire 
2 . 5 0  0mr m ~ r n o n r  o N o h  de ana ' o d  .o<cnonr Nmem. 

SYNTHESIS AND ANTIPARASITIC PROPERTIES OF IMIDAZO 
(1.5-ol.PVRIOINE DERIVATIVES 

I. Bourdai$., A. Deberly.. P. Ga"r0l- aod A. Lorre. 

'Laboratoire de Chimie Hkf6iocyclique et Orgmom6t~llique. 
Centre d'Orsoy, Uniuerritk Parir-Sud. 91405 Orray, Fronce. 

'.Lobomtoire dm P.r.ri,ologie. Facult* de Ph.rmosie. 
Univeidt6 ~arir.Sud. 92290 Chatenay-Malobry. ~mnce. 

A number of new imidazoll.5-~llpvridine derivativer (I) were 
prepared by different methods: 

Since the N- and C-olhyl derivmliver of polycyclic aziner, ond 
eroecioll" N-methyl iodier ore receiving conaidemble .ttention 
Or potential ontineodortic .9en,r, we studied the rynthcris 
and propenie, of the hitheno ""known .lt"l amphenonthrenel. 
N.melhyl dedvofiver (I) were $""thorides by dire., dkylolion 
of *"itable am henmthiener (11) or their methyl deriuafiven 
(Ill) in 77 to 98& yield. 

where N 1 or 4 0% well a1 1.5. 1.6. 1.7. 1.8. 1.10 4.6, 4,7 CH? 
1.2.3.4.8 or 9 
The nitrogen ione elerlron pairs are shielded less by methyl 
dered N mom% (for inrtanm in the I ,,orition), except in the 
Cars of 1,lO-di.l.phen.nthrene. whose "nelpestedly high re. 
activity is due 10 the oblenre o i  boat protons, or well or lo 
the high electron d e n W  of the neighbovring nitrogen atoms. 

Tnc r trdgcn onc c ccwm m.<i ole $1, e'ard c$s 3, mctn, 
9'0.c.' won o, ,roton, n inr o x ,  Do$ $0" 

! .81~01'on *or ocrlomca on ozopnenontnmner u? ng 

For 1.5-diaznphenantherene: 

I rol  lo,*. mot me rm. l l i t lon pom on$ e a r  thoso p'e. 
D cteo Dl caicr = t o n  of locoll,o,on cnorg, ral,c$ lor n.r eo. 
0" c 'COclon,, ,"$ lC,.t r,ggC,I, n.tlcopn c cnomc,.r of 
Ib.0 to3co1, norc.cl  ncn< loclol. o m  nod to oe con. 
~ ,,"."" . . - -. - - . 
Some of N-methyl iodides, erpe<iolly thore derived from 1.10- 
-diar.phen.nfhren. poSre8 high on,ib.rteriol ."d .ntiiung.1 
.x,i"itie$. 



THE KNOEVENAGEL REACTION OF MALONONITRILE WITH 
SOME CYCLIC 6-KETO ACIDS ANlLlDES 

b i n  boiling ro1vtion of S0di"rn hydroxid. 
c) by prolonged boiling with water 

PO 12 

ALKYLATION OF 2-CYANAMINOBENZIMIDAZOLE AND ITS 
ALKYLATED DERIVATIVES 

Lerzek Konoprl and Babara Serafin 

Institute of Organic Chemistrr and Technology. Polilechnika. 
00-662 Wanzawa. Poland 

AIkylafion of 2-cyonaminobenrimidozol~ I under vaiiour con- 
dition% led to mono and dirub.tituted ~roducfr  2 and 3. 

Analego", t.vtomeric form is o1ro predominmt in the case 
of the porenf compound i b  and it9 monolvbrtitvted derivatives 
2b. position of the olkyl group in the loner being unequiuomlly 
e8tablilhed on chemical way. 
A" evidence oi po,,isip.,ion of ,ovtomeric form$ i. ."d 2a 
in the rtrvcivre of compoundr 1 and 2 woz provided bytheryn- 
thesis of tricyclic derivative 1: 

IdE OXIJATIOSREDUCI ON REACTION Or  OJ ~ O ~ L l h E . 7 .  
A h 0  ' IhAPnTkYRIO hC-2.ALOE11V3E S O X  DES 
A h 0  InE R kVUKnTES 

A. S. Elina. I. S. Mumtova.. a. M. Titkoua. E. A. Tdfonova 

S. Ordrhonikidze All-Union Chemical-Philrrnaceutic.1 Rerearch 
Institute. Moscow, USSR 
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. . - , . . . . ., . 
n in0 iri.r.r 0' rololol" I ond o.oor2oc on= i 00,  .o .  
I .r ,  B'C,tCr cOn:.qcI On 0' me o w n ,  i r9 n +. l l t l l  car 
I . n  lac lo'*% In0 .ra.:t,n o i  cornnolea I0 ,me <o<irrpon.. 
1"9 I'.U..l.lco c0mpo.r.r. Tnc IL~'orclnc", of me,",, ,.a. 
'I ,.tit, 2, prcn, CnLL ,n 0 $LO,, !.:on OIDD 010 C ,  .I I"".$ 
lo lcr.  lo. n) Iwr ~ c l . c i c n  A[ : ol inc #,<st l0 .c.  - 070 m *  
.I.eeor i' ? ono c2o.r ellrcl lo, oraa or0 er I . 5'0 mb r n  cn 

0cte.m nra 2,  O O l l  c ', L l l l cn  con..pa,on 0.F lo $Oom 
n t e o a o n  of ccnzc-c 9 rigs n c o w  of : ~ . u p ~ n .  1 .25 .o io .  

" w o e  

. . .. 
oction A to form 2-caiboxyquinoxoline 4.N-oxide (Y) or 2.cor. 
boxpl.5.naphthyridine 5-N-oxide (VI) rerwct ivef~ and reaction SYNTHESIS AND REACTIONS OF ARVLOXYFURAN 
8 to form di-N-oxide9 of unavbrtituted quinoxalinsor 1.5-napht- 

DERlvATIVES hvridine N I I  and VIII. 

Ouinoxoline-2.0ldehsde isolated in the form of 0 carbonyl com- 
P O Y " ~  mOinly "ndergoer re.c,ion 6 ~h.nging to quinoraline- 
.dl-N.oxide. 
The optimum DH rongez for reactions A and 8 were inuesl- 
gated and a possibility of these reactions proceeding rimultane. 
0"'ly shown. 
The differences in the behavior of quinoxolino and 1.5-nophthy- 
,!dine dl-N-oxide$ derivativei were reueoied. 
The tronrformotions of diethrlacefal quinoxaline-2-oldehyde 
di-N-oxide proceeding in the presence of olkafine reagent$ 
were $!"died. 

A. F. Oleinik, K. Ju. Nouitrkii 

S. Ocdzhonikidze All-Union Chemical-Pharmoreufir.1 Research 
Inrllule, Moxow, 119815. USSR 

A general method of preparing aryloxyluran derimtiver hmr 
been deveboed. 

POLAROGRAPHIC REDUCTION OF ISOXAZOLES AND THEIR 
AZAANALOGS IN ANHYDROUS DlMElHYLFORMAMlDE 

1. 6. Morkara. M. K, b l i o v h a r .  5.  D. SoXelar 

5. Ordrhonikldre All-Union Chemical-Phormaceut:cal Rerearch 
Institute. Morrow. USSR 

The polarographic behovior of rvbsfifuled isoxoioler (11 and 
their maanologr (11, Ill) 

war rfudied io anhydrovr dimathylforrnomide against fha bock- 
around of ~uorternon ornrnoniurn d t r .  It w a s  shown that the 

PO 46 

THE REACTION OF ARYL- AND ARYLOXVFURANS WlTH 
DIMETHYL ACLTYLENEDICARBOXYLATE 

A. F. Oleinik, E. W. Adamrkaya, K. l u  Noritakii 

5. Ordzhonikidze All-Union Chemical-Phormoceuiicol Rerearch 

The dieme ryntheri. of oryl- ond avloxyfuranr with dimethyl 
acetylenedicarboxylole hor been studied. 
The interaction of amlfuranr with ocetvlenedimrborviic eater 
Yieid. adduct$, ",hi& undergo orom.tir.tion leadinb to the 

01 hydroxybiphenyldica?bbbyIii acids. 



The presence ol  election-donating rvbrtitvents in the benzene 
,ing 01 orylfumn fouourably affect, the above mentioned re- 
"&"" . . .. . . . 
Awloxyluronr undergo the Dielr-Alder reocflon with dimethyl 
0sehlenedic.rhoqlate. giving odduci., whish con be tronrfor- 
med by the scfion of acidr to 1-hydrox~-4-phenyloxydiiirbb~ 
4" ' "c'd'. 

Thus, the synthesis of not readily available erterr of hydmni- 
c.rboxylic acid. of the biphenyi and diphenyloxide series has 
been realized. 

SYNTHESIS ANDTRANSFORMATION OF THE DERIVATIVES OF 
PYRROL0(3.2.d)PYRlMIDINE.7-ALDEHYDE 

0. S. Kuptlova. N. E. Britikovo. K. Y". Novitali 

S. Ordrhonikidze All-Union Chemical-Pharmaseufis.i Reseami. 
Inrtltute. Marcor, 11PB15, USSR 

The reaction of the nucleo~hiiic ~vbrtitvfion of fhc chlorine 

NOVEL 2-BENZENESULFONAMIDO-I-AMINO-S-BENZYLWRI. 
MIDINES AND SOME OF THEIR REACTIONS 

KoudnInC Lax. Gy.1.: Benk6. P.1; Dinya. 2.2; 16th-Martinell. 

. . 
We wonted to synthesize modified pyrimidine compounds in. 
<,"ding the rulfonomide-par, on the pyrimidine-ring. 

yield enough. 
The demethylotion of Trirnefhoprim by 48% Hydrogen biomid 
i r  known from the 1iteroturs (u.s.P. 3,666,810). This method 
war ~ ~ ~ i i e d  at 5-7 but we  pored only the stoning mo. 
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Some or-hiazine (2). condenred with N-heterosyclic~l ring. 
were rynlhefired by o modified method of ArndtL2: 

CARBON.I3 NMR INVESTIGATION OF I.2.5-OXADIAZOLE 
DERIVATIVES 

lnrtitvfs of Organic Chemistry and Technology, Technical 
Ar.Triorino.(6,5-c)-ch~noI~n ond Rlr ido~~4.3.e)~ar~Trl i i i i i -N-  U n i u e d ~  Worsow. Poland. 
-oxide were reduced in the prerense of rodium dithionif or ca- 
Wfisol ly  and the o~prooriote dihydro-OrSdorinei (3) could Carbon-IS NMR spectra of 3.1-dibenroyl-1.2.5-oxadiiiile (lo) 
be irolofed. ond its ?-oxide (110) or well or of the correrponding p-methyl 

and p-methoxy malogr were inver69ated in a CH2C12-CDCIx 
,o1u,ion, chromic .cety1.cetono,e being "red in order to C 

2 )K".'J~" g y N n ~  
cilitale orsignmentr of the qumernory carbon atoms. 

\Q 
0- - - nQ.o-c 11 - c - t o -  \ Q. RQ~~-:;.Q. 



AN INTERESTING AZIDO.TETRAZgL0 TRIPLE EQUILIBRIUM; 
STRUCTURE ELUCIDATION OF THE ANGULAR TETRAZOLO 
l5.i.d BENLO-as-TRIAZINE 

A. Meirmer, Gy. Hoj& 

Central Research lnrtitule for ~ h & $ t ~  of the Hungorion 
Asodemy of sciences, Buda~ieaf 

If has been publirhedl that $he reaction of 3-hydiozino-benro. 
-as-triorine (1) with nitrous asid leads to the formation of 3 . 0 ~ ; -  
dobenio-or-triozine Ill) which rerultr, through on equilibrium. 
in the ongulorly fused fefrorolo 15.7-c) benzo-or-triozipc IIllo). 
Pal.iblP 1orm.tion of the ongu1or ryatom (Ill0) instead of the 
other isomer (lllbl war rumorted by theoretical sonridemtion. 
Recently, W. Pavdlei ef d.2 criticized the onguloi ifrucfuce of 
Ill. They found tho, 3-oiido-or-triorine (IV) giver rise to the 
formotion of fefrorolo(l.5-b)or-ttiiiiii IV). On the boris of this 
malogous system IV) they proposed the linearly fused rtruc- 
fure l l l lbl instead of tho angular (illo). 

CYCLlZATlON OF STABLE AZIDOAZOMETHINES 
TO TETRAZOLE DERIVATIVES 

la" Plenkiewicr 

lnrtitule of Organic Chemistry and Technology. Technical 
Univerrin, 00-662 warraw. ~ o l o n d  

It i s  known, that replasemen, 01 the bolide fro." hydroronyl 
halidedl and hrdroxclrnoyl hclides? with ozide ion yields the 
opp'oprbte slider, which do not cyc1ize to the expected 1-hyd- 
'~xytefrololer: 

A, if war manlionod in ,he pre1iminory cornmunico,ioJ1, aro- 
motis azidoximer can be cyclired by treatment With acyi hall. 
der. Resenfly I have esfabli~hed. that the first step of the 
reaction ir $he acylafion of aridoxime. foilowed by proto- 
" d o n  which causer sys1ization 10 1.0-ocylox"tetrarole. 0-Acyl- 
ox"tetralo1ei were next tranrformed into the apDropriato hy- 
droxy derivcfiuer. The ramtion wor oppiyied to prepcrillion of 
orornotic, aliphatic and heterocyclic 5-rubrtituted-7-hydroxy- 
tetro2o1er. 
For there compovndi the exi,t.nse in two tavf~meric form. 0s- 
cording to the lollowing equilibrium ir poriible: 

The rerv1tr of roectra1 and chemical in"e.fig.tioni ruppaitr 
the hydroxyimine rtructure concept. 
The action of ocrl halide3 on hydroronyl orider is currently 
inuertigoted. 

INVESTIGATION ON THE HYDROGEN BONDING 
IN PROTONATED OUlNOLiZlDlNE DERIVATIVES 

Wladyrlow Bocroril). Mario Donuta Bratek-Wieiui6rowrkai). 
Zygrnunl KolurkiLl, Jerzy Skolikl), Macicj Wiewir6wiki11 

(I-Institute of Chemirtw, A. Mickiewicz University; 2-lnrlitufe 
of Orgonic Chemisfv. Polish Acodemy ol  Sciences; 3-Deport- 
men, 06 organic chemistry.  ader ern^ of Z C O ~ O ~ ~ :  - Polnon 
- Polondl 

A. Semiperchlorote rolt of rparleine-epi-N(lb1-oxidd lI)1: 

B. Monoperchlorate id$ of: r ~ a i t e i n e  (11)s. olpha-irorparteine 
IIII)~, 2-methylrparteine (IV). 2-phenylrparteine (V), rporteine- 
.N(lQ.oxide WII'. 2-phenybporteine-N(16)-oxide (V11)W: 
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C. Dipemhlor~fe 8-1, of: rparteine (Vill13. aipho-isorparfeine PO 56 
(IX)?.: 17-methylsp~rfeine ( X P  

THE AZEIIDINE RING-CLOSURE REACTION OF cis. 
AND trans-2-(BROMOMETHYL1CYCLOALKYLAMlNES 

Gy. GBndSs. K. L. L6ny and G. Berdfh 
, L X ,  / X J  institute 01 Organis chemistry. 1Cref Attila University. Szeged. 

Hungary 

D. Sesqui~erchlorate d t r  of: morteine-N(l61.oxide (XI)', rpor. Aretidine ring.clorure reoclion of cis-and troni-2-lbromomethyll 
teine-epi-N(t61-oxide LXII)l.'O: cycloolkylaminei (11, involvingneighbouring g r o v ~  oorficipolfion. 

war inveltigoted by lnef ic  and prepora,ive methods. cornpar- 
iron wor mode with the rolvolyris p,ose.relolthe cor,e,pond- 
ing (bromomelhyl1cyslooik~~~~ (3) or reference sompounds. 

@w 

lli I" '" 

On the borir of X-royr and complex rpestrorcopic dola, the 
following problem8 ore dissus~ed: 
- the ienpih clnd the anglen of the following hydrogen bonds: 

N + - H  . . . .  N N + - H  
N+ - 0-. . . H i . .  0 -  - N* N +  2 H . . .-OCIO, 

- the influence of geometry of intrilmolesvlar hydroyen bond 
on torsion angler in the quinolizidine rings and on the length 
of bonds: 

N + - 0  and N+-C; 

PO 55 

TRANSANNULAR NITROGEN-CARBONYL INTERi\CTION 
STUDY IN SOME OUINOLIZIDONE-P DERIVATIVES BY THE 
CIRCULAR DlCHROlSM METHOD 

W. Wyrorka and J. G.w,ohrki 

Tho fiirt-order rate conrlanfr of the me!idine lormotion reac- 
tion$ or o function of the ring sire lollow the sequence cys1o- 
hepfane (cvclopentone (syclohexone for the < i l  iromerr: and 
cyclohepfone (syclohexane for the trans iromerr. No aretidine 
formmion could be induced from tronr-2-(brornomethyl1~~~10- 
pentylamine. When the val~ea 01 the reostionr are plotted 
or a function of &++ -which the exception of trans-2-lbromo- 
methyl1c"clohexylamine. where the main reoction is eliminolion 
- an isokinetis s~rrelotion ir manifested. 
The n.m.r. specfro of the ozetidinei and of the 2-(bromomefhyl) 
cyclo.lkylamine hydrobromider, in whish the proton. of the 
bromomethyi group are not equivalent, are dircurred. 

PO 57 

SYNTHESIS AND CONFORMATION OF STEREOISOMERIC 
cis- AND lonr-TETRAMETHYLENE- AND PENTAMETHYLENE- 
DIHYDRO- AND TETRAHYDRO-1.3-OXAZINES 

G. Berndth. L. Gera. J. Kebor', A. Kblmbn" and P. Sohdr' 

lnrfitute of Omonic Chemisfw. J b i d  Atfilc Uniueiritu. Sresed. . . 
'C*" oi :"em :, , ..nor> G, . o  Prlogog r ,  1.0 I><: 

Co . p c .  Lr:<o "Ccn.c>' Rcrror<n nctc.s lor C r r n r i ?  o' 
i ' c  k. r ?  Acorcm, c l  Sr rir... R.ooccrl 'Pno 

Institute of Chemisfv, A. Mickiewici University. Pornah, Poland. ".?& * o r -  
A 

CsHrCH2 

CD dofo for 13.ketosparteiner and reloted compounds provide 
diract evidence for the orocers of protonotion, involving Irony 
onnulor interaction of the ~arbonyl and omine funslionr in the 
ring D-boat lorm. Trunrannvlar interaction is found fo occur 
both in t i .  and in (more rigid1 110 series. in the ?la series lcal& tronlonnulor interoetion in ring D requires ring C to adopt o 
boa, conformation. " ~ 2 , ? ,  An.- 
The ring D-bridged forms ore evidently rtabilized in water and 
piesumably in other p d c  rolventr. In the absence of 2-0x0 
f~nct ion the process of transannular interaction upon asidifi. 
cotion is retarded due to the in,..molec"lor hydrogen bonding 
befween N(1) ond N(16). 



PREPARATION OF XANTHENE DERIVATIVES BASED UPON 
THE REACTIONS OF ALKENYLPHENOLS 
P 5. Belou. V. R. Melikyan, B. P. Ton~ono~ov. E. M. LVOVO 

The Moscow lnrtitvte of Pefroshemi<.l 0"d Go8 lnd".,ry named 
dffer I. M. Gubtin 

It hcs been found that the oddition of phenols faker place 
o l  five-membered ring double bond of 4.7.8.9 - tetrohydro. 
inden. 
The phenol addition proceeded to porition 1 of 4.7.8.9 - tetra- 
hydroinden. while rix.mernbeied ring double bond migrated 
from Dosition 5 to nosifion 6. 

treated &h 1.7.8.9 - Lelrahydroinden. also formed . . . . . . - 
the phenolic eompo~ndi. 
The obfoined product$ were identified with the help of spectra 
and sternentory onolyres, IR- and NMR- ~peetm were conair- 
tent "Ah the orsigned rtructure. 
If ha, be, en dircoveied that the xanfhenes yield depends on po- 
rifion of CH,- substituenf in phenols. 

CYCLIC ACETALS BY 3.541-TERI-BUlYL. 
4-OXYBENZALDEHYDE 
M. R. Skurko. P S. Eelov 
Molkow Petroleum Inrtilule. named olter I. M. Gublin. USSR 

The rodical oolymerization of seveial olefline ester% ot the pre- 
sence o l  ~ynfherized rubrfoncei hos been studied and their 
inhibigion effect has been eifimated, 
It wor ertabliihed that 011 of the obtained B(3,Edi-tertbutyl- 
-4-oxyphenyll -1.3-dioxocycloner are ontioxydantr and value of 
rate conmntr  of individual oxydation rea~tions werecdsuloted. 

A. ALliof, M. Michael. 5. A. Zayed 
National Research Centre. Dokti. Cairo. Earn 

i - ~ X - p u r i d ~ l ) ~ 3 - ( 2 - f h i i i y l ) ~ 2 - p ~ ~ p ~ ~ - l - o  (I) react wifh malono- 
nifrile and with ethylcyano acetote in prerence of ommonium 
metote to give rise cyanopyridiner of the type I! and Il l  rasp. 
in good yield (olwqr oxeeding 75%). 

H~drolyris and gringard reoction on the cyano proup were esr- 
ried out. The rtiusture of the ieiolted ~~rnpoundr  is inferred by 
rpes,..i doto. 

PO 61 

SILICON-FUNCTIONAL FURYL- AND THlENYLSlLANES 

E. Lulevicr. N. P. Erchok, 0. A. Pudoro. M. Diintara 

Inl i fute of Organic Synthesis. Academy ol  Sciences of fhe 
Latvian SSR, Rigo, USSR 
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M. A. Trurhule. K. K. venterr 

Ihrstute of organic hntherir.  Academy of science9 of the 
Lowion SSR. Riga. USSR 

There ore some complie.fiona wifh meorurement of the reas. 
tiuity of the furan sompounds in  the nitmtion reoction that ace 
due to the low rtobility of luran ring under strong-acid condi- 
tion.. Perhoor this ir the rearon why comp.r.tive dola on f". 
ran. and other five-membered heferosysler .re not to be found 
in the iiteratvre. 
For our invertigotiom we selected a relative acid-re%inmt corn- 
~ o u n d  - methyl P-furoofe (I) which war compared wifh analog. 
our thiophene and pyrrole deriuotiues Compoundr I1 and 111) in 
the nitration reoction "ring the cornpetifion method. 

U .roton of como?.ni in o m n  r t w w  (lo<nlcd o, 1.w no. 
J ,on I '  n I ,  < or a to occ 'c  cn3 ,Yd rJ  1 . r ,  mc:r,i i . n . 0 . 2 .  
.l.<oom . 0 and ~ o i . c t .  V ono , l r c  :tar orr irrotca r .h 
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CATALYTIC SYNTHESIS AND CONVERSION OFHETEROCYCLIC 
ALDEHYDES 

M. Shimonria, 1. Leiti.. I, l o 4  Vu. Goldberg. R. Skolmeirfere 

innitme o l  Organic Synthedr. Academy of kienses ol the 
Lolvion SSR, Riga. USSR 

ner via 6.methrlp".idine:2.~orbbbbldbhiddd 
It i s  oarumed that in the procer. of methyloyridineond pyridine- 
carboxaidehyde oxidation different rites of the cata1yat are 
implicofed. 
The effect of H i 0  vclpourr on $he odrorption ond oxidation of 
methylpyridiner and pyridinoldehydei on vanadiummalybdenum 
Catalyrls war invertigated to ,eve01 tho, water Promolei oc- 
curnulolion of pyridinoldehydes. apoarently, by inhibiting their 
COnleCYtiVe cOnYerlionl. 
Conditions have been worked out for the s d ~ l y f i c  rynthesir of 
2.. 3.. 6-pyridine-, 3-methylpyridine-2.. Crnethylpyridine.2.. 5-  
-rnethylpyridine-2.. 2.mefhylpyridine-6.. 6-melhylpyridine-2--Id". 
hydes and pyridine-2.6-dialdehyde p~rozinoldehyde and 4.0yri. 
midinoidehyde by mean, of uopourphare oxidation of the cp- 
pr"pri0fe methyl deri"afi"e.. The preien, method provider pro- 
duction ol the oboue c~rneovnd$ at the rate of 200 gil h. with 
60-80 Yo selectivity. 



A. A. Anderson, M. V. Shimanrka 

lnrlltvle of organic Synlherir, Academy 01 sciencer of the 
Latvion SSR. Riga, USSR 

The volver of I. H ,  nf. m d  nH in hehiocyclic ryrlemr were 
shown to consist of individual contribvtionr of 011 rtructurol 
clemenlr, <hot conaitute the molecule. The contrlbvfionr to the 
values of I, H, nl. and nH of rvch rfrucfuiol elements or hemo- 
atoms 0 ond N. methyl and omin0 grouw wifh respect to their 
porition in the ring were meolured. Thus, rubrtitutio" d me- 
lhylene group lo, an oxygen atom in thering olqslapenfcldiene 
o l  180°C ir chcraclerized by the value of 75 unit9 while in the 
ring of cyclopentme, cyclohexane and plperidine 'by 180 units. 
The corremonding values lor -CH2- - -NH- &bStitution in 
the cyclopenicner. ~yclohexane. oioeridine, felmhydropyran.and 
pentadiene rings ore 255. 220. 220. 210 and 560 units. rer- 
pecflvely Subnltution of -CH= far -N-' in the aiommis nu. 
clevr giver the following valves of AH increments. 195. 175. 
200. NO. 170. 90. 55 in the cmer of benzene, 0- ,  m-, and ppo. 
sition, in toluene. o.porition in m.xylene. and m- and D-goritionr 
in pyridine, respectively. 

PREPARATION AND SOME HEiEROLYllC 
REACTIONS OF CYCLIC ACETALS 

E. A. Kanw 

Ufa Petroleum Inrtifute. Ufa. USSR 

Prep0'~tion of sys1is Ocetolr and their hetero.nalog"el .r 0 
result of acetalilation reaction, reacetalizatian and exchange 
of aldehyde. ketones, glycolr, a.  ond p.oxider. orthoeater., 
1.3-dioxa-, oxothio. and dithiacycloolkaner wor inueafigated. 
It war rtoted tho! ~ o m e  1.3-dioroner inferrnoleculdy dehydra. 
zed into isomeric dihydropirmer under acid cata1yr;. condifionr: 

R. RI, RI = 01kyl. cjcloalkyl. phenyi. 

The oorribility of rec~cliration is provided by the presence of 
electrodonor rubafitvtorr at 4. 
Alk"1, ohenoxy- and amino-derivotiue. were prepxed by the 
rBoct!on of ~ ~ b ~ r i f u f $ n  of halogen- ond alkoxvcontoining 1.3 
dioxnriclaner. 
By NMR >H and 13C methods configuration and conformation 
of synthesized rvbrlonces are designed. 
By kinetic methods some rule, of dircvrred reactions ore rtoted 
and and they am coordinmed wifh quantum-chemical colsul- 
otionr. 

SYNTHESIS AND STRUCTURE OF I.3~OY.AZOLIDENES 

U. B. lmrhe", A. U. Stepony$nl 
Ufa Petroleum Institute. Ufa, USSR 

INVESTIGATIONS IN THE FIELD OF CHEMISTRY 
AND TECHNOLOGY OF I.3.DIHElEROCYCLANES 

D. L. Rakhmankulov 

Ufa Petroleum Institute. Ufa. USSR 

Dote concerning reaction mechanirma of 1.3.dioxac~claner 
formation by condenrotion of aldehydes wifh olefinr, ocrkalizo- 
tion ond reaset.liz.tion .re oiuen. - 
Synthetic pofentialr of mid-eatolyred conversionr of 1.3-dioxa. 
SYclmer under the action of alcohols. fhlols, .miner ond esters 
are studied. 
It hor been shown that in the limiting stage the rp1itting of 
hrterocysle along sarbon-heterootom bond taker place. 
Phenoxy-. .mino-, olkovrubitituted 1.3.dioxocjclones were i n -  
vestigated. 
Genera1 rule. of addition and rubititvtion re.s,1on, in cyciic 
acetol'i are dircurred. It has been rtnted that preparation "f 
thmmodynomimlll unstable rlereolromerr in olkyl 1.3.d;oxa- 
Elcloner series is podble when inilioled by donorr of free re- 
rlico1. oddition of cyclic oceta1r to ethylene. 
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REACTMTY OF CYCLIC ACEIALS AND THEIR 
HETEROANOLOGUES IN RELATON TO O X Y G E ~  AND 
CARBONCENTERED RADICALS 

S. S. Zlotrky 
Ufo PeLroleum Inslitufe, Uio. USSR 

It was stored by EPR method that hydroxyl rodicalr ab l roc$ 
hydrogen atoms from crclis mefa i r  with cyclic di- ond mono. 
dkoxyolkyl r o d i d s  form~fion. The influence of cycle rim and 
POIition of .li"l rubitituenfr on r0dic.l formation re1ectivity is 
dircurred. 
AIkoryl radicds abstract hydrogen cfom either from methylens 
0' methin groui, adjacent with two helerootomr much more 
selectively than from other poritionr in Q molecule. rhe influ- 
ence of Wdiheterocyclanes rfrurture on relative conitont 01 
velocih of hvdrogen .b,fracting by tert-butoxyl radical. war 
determined. 
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A N  INVESTIGATION OF FURFURZL NITRATION I N  ACeTIC 
ANHYDRlDE 

J. BZluic. M. Macoun. M. Ho l i i  

Rerearch lnrlitute of Pure Chemimlr, Lacherno. Bmo, 
Czecho,lo"okio 




