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reaction: Ring opening to a (k-1 in scheme 2) and elimination of water to u 

(k2), the latter process competing with the former only in the polar solvent. 
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precursor of &J_ is formed from 12a and 

c. 

of 

2000) typical for 1,2_dihydropyridines “. Attempts to isolate this precursor 

presumed structure j& at -20 o however lead only to a. 

Scheme 3 

The stereoisomeric dienone-oximes 

6) are both converted to &J 6) at 60°. 
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5-Phenyl-pentadienaldoxime &,Q 6) contrasts with the other oximes investi- 

gated in showing thermal stability up to 160°. Reflux in cyclohexanol for 18 

hours leads to 2-phenylpyridine 20 and its N-oxide 22 each in about 25 $ yield. 

The low reactivity of & indicates a low concentration of & in equilibrium 

with 18a (k-l>> kl in scheme 4). A further equilibrium between m and its 

tautomer 21 is assumed since 22 has been shown 6) to be formed from 1 at 50° 8) . 
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Scheme 4 
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The benzoates a, s, m, 14b and m (see table), prepared from the oximes 

with benzoylchloride in pyridine, are converted to the respective 2-phenyl- 

pyridines when warmed at 50° in dilute solution. As dienone-oximes are readily 

obtained from pyridine-N-oxides 6) 9) , this reaction constittis an efficient path 

to 2-arylpyridine derivatives. The first order rate constants for the disappearance 

of the oxime benzoates as measured by UV-spectroscopy show little dependence on 

solvent polarity (see last column in table). This points to the formation of a 

1-benzoyloxy-1,2_dihydropyridine in the rate determining step of the aromatization 

reaction. Such a two step process is further supported by the absence of isosbestic 

points during the thermolysis of compounds a, 9J, 12b and &J& in iso-octane. 
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Table cis-Dienone-oximes and oxime derivatives (C6H5-CH,J=CH~ C=NOR) 

mp. 
UV-maximum NMR-signal for v-&&-H cyclization solvent 
rim/E (EtOH) &value/coupling const. in i-BuOH: t4h effect (a 

7a 121-124" 242/21000 6.20 & 6.44 d/12 cps 

b 90-910 236/26500 6.28 &6.60 d/12 cps 102'/73.0=' 0.27 

9a 143-1450 320/34000 6.78 d/16 cps (b) 

b 101-103~ 324/34500 6.82 d/16.5 cps (b) 19'/73.00 0.61 

j& 76-78O 264/13400 6.42 s (2H) 360'/51.5"(') 

b 74-76O 271sh/13500 6.52 s (2H) 38'/51.5O 

& 6) 92-940' 310/25000 6.75 & 7.60 d/16 cps 119'/51.50 

b 85-87O 319/18000 6.98 d/17 cps 12.4'/51.5O 0.75 

c oil 315/22000 6.72 R7.85 d/17 cps 

m 6) 85-87O 324/42000 6.80 d/15 cps (b) 300'/51.50 0.33 

(a) k i-BuOH'ki-Octane (b) signal for y-H and aromatic H not separated 

(c) approximate value 




