Abatract of Ihesis

Six known substlituted l-phenylpyrazoles have been
prepared and each one formylated in the reactive 4-position
using d:methylformamide and phosphoryl chloride, The
yields obtained are a further justification of the géneral
appliec=bility of this method for the preparation of
substituted l-phenylpyrazole-4~aldehydes.

The following reactions have been carried out with

cach aliehydei=

4 Oxidation to the corresponding acid.
Z GCondensation with acetophenone,

€ Condensation with malonic acid.

D Condensation with aniline.

& Condeasstion with p-phenylenedianine.

The interest in each series of reactions was in noting the
influernce of the aliyl and aryl substituents on the reactivity
of the aldehydie group. Jteriec effcects were most noticeable
in the condensations with aniline -~ reaction taking place

only with the two mono-aubstituted sldehydes - and to a

lesser extent in the conuensations with malonic ascid and
g~phenylenediamine - a decrease in yield with increasing

slge of substituents being obrmerved,. In the conuensatione
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with acetophenone the yieclds were high buil the order vas

g reversal of that to be oxpeeted from e consideration of
gteric effsctsa, It has been shown that this may be due

to & Canniggaro side-resction 4aking place during the
condensations with the mono-substituted aldehydes. The
oxidatior of the aldehydes to the eorresponding 4-carboxylic
ascids has been shown to be the best method yet availabvle

for preparing these compounds,

ihe mechanism of the foraylation reaction was also
studied. The reactive intermediates involved in the
formylation of the six substituted i~pherylpyrazoles have
been isolated and charactirised. The iunile structures are
all similiar snd are of the type postulated by sSmith (1955)
for the reactive intermediate involved in the foralyation
of ivdole, Cn the basis of the evidence ontained, a
mechanism for the formylation reaction has been proposed
which combines the mechanisme proposed by Smith (1954) and

Silverstein (1955).
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The following new compounds have been prepared and

characterised =

4-Forayl=-3-npethyl-l-phenrlpyrazole.
4~omyl=-3-methyl-l,5~d iphienylpyragole,
4~formyl~l,3,5=triphenylpyragole.,
Lw(3-methyl-l~phenyl-4~-pyragolyl Jacrylic acid.
Bw(5-methyl-l-phenyl-4-pyrazolyl Jacrylic acid.
Le={3,5-dinethyl~l=phenyl-4~pyrazolyl jacryiic acid,
B=(3-methyl-l,5~diphenyl~4-pyrazolyl)aerylic acid.
Be{S5-methyle~l, 3~diphenyl~d~pyrazolyl )acrylic acid.
Be(1l,3,5=triphenyl-4-pyrazolyl)acrylic acid.
H=(3-nethyl-i-phenyl-4-pyrazolylmethylidene Janiline.
BE-(5~methyi=l=pheuyl-4~pyrazolylmethylidene Janiline.
l-phenyle=3={3'~nethyl~1*~phenyl~4'=pyrazolyl ) prop=~2~en-l-one.
l-phenyl=3-{5"methyl-1*~phenyl-4’-pyrasgolyl)prop=2-en-l-one.
l~phenyle3=(3',5'wdineothyl~1"'~phenyl~4'~pyrazolyl jprop=2-en=l-
one.
lephe yle3={3'wnethyl~1',5"'~diphenyl—4*~pyrazolyl )prop=2~en~l-
one,
l-phenyl=3«(5'=methyl~l’,3' ~diphenyl~4 ' «pyrazolyl )prop=2=-en=~l-
one.

lephenyl=3-(1',3",5'~triphenyl=4'~pyragolyl ) prop~>~en-l-one.
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1,3~diphenyl=f=(3'=gethyl=l’=phenyl=-4'~pyrazolyl Jpyragoline.

1,3%-diphenyl=5={5'-methyl~1'~pienyl=4'-py agolyl)pyragoline.

1,3=diphenyl=5«(%"',5' «dimethyl=l'~phenyle4 ' -pyrazolyl)

pyragoline.

1,3~diphenyl=5=(3'=methyi~1',5"~dip enyl—-4'-pyrazolyl)

pyragoline.

1, 3~diphenyleS5~(5'~methyl=1',3'-diphenyl~4'~pyragolyl)

pyragoline,

1,%=diphenyl-5~(1',5',5"'~triphenyl=4'~pyresolyl)pyrazoline.

Femethyl=l,1',3'«triphenyl-4,5'~bipyrazolyl.
S-methyl=l,1',3'~triphenyl~4,5'~bipyrazolyl.

3y 5=dimethyle=l,lt,3'~tri henyl-~4,5"'=bipyragsolyl.
Z-methylel,1',3' ,5-tetrapheryl=4,5'-bipyragolyl.
S-methyl=1,1',3,3'~tetraphenyl=4,5'-bipyrazolyl.
1,1',3,3",5=-poentaphenyl=4,5"'~bipyragolyl.
2=(3~methyl=l=pheryl=-d-pyrazolyl)venzinidazole,
2={5wnethyl=l-phenyl=4=~pyragolyl)bengimidazole.
2-(3,5=dinethyl=l=phienyl-4-pyrazolyl )venginiduzole.
Ze{B3mmet’ ylel,5~dipheryled=-pyrazolyl Jbenginidagole.
2«{5~methyl=1, 3=~diphenyl-4~pyrazolyl )benzimidaszole,
2-(1,3,5=tripuenyl-4~pyrazolyl Jbensialdazole,
2-(l-plienyl=4-pyrazolyl Jbenzimidazole,



The dichlorophosphates and hexaechisroplatinates of the cation
of the intermsdiate involved in the foraylation of the six
substituted l-phenylpyrazoles as well as the chloride of the
cation of the intermediate involved in the formylation of

l=-phenylpyrazole,

#

3

Tre plerates any tstraphenylvorater of the cution of the
intermedinte iuvolved in the formylation of 3-uethyl-l-

phenylpyrezole and l-phenylpyrazoic,



