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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). 
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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. 
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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  
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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 
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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. 
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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). 




