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The study comptises the synthesis of 5-paenyl

(LXTp) and B-metrinxy-5-(p-@ethoxyphenyl) (LXIb)

indane (2,1-e)pyridazin-3(2i)ones by the action of
hydrazine hydrate on either the corresponding l-cxo-
3-aryl-2-indenyl ucetic acide LVIa and b or their ethyl
esters 1VIIa and b. It was observed that, the product

of the reaction of LVIIIa and b depends on the experimental
conditions. Thus, under mild and vigorous conditions,

the correeponding hyd-azones (LVIIIa and b) and pyridazin-~
3(2H)ones (LXIa snd b), were obtained, respectively.

The above hydrazones were found to be different from the
scetohydragides LIXa and b obtained by the action of
hydresine bhydrate on the corresponding indenyl esters
LV1Ia and Y.

The structure of the above producte wee based on
i.re, U.v. gnd n.a.r. spectroscopy gnd also by a chemlcal
evidence. It was proved also that the reaction between
the indenyl acids and hydrazine hydratie proceeds via

intermedilate hydrazones formation.

The reaction of LXIa and b with Grignard reagents
is another gosl of our study. As a general, all the
Grignard additiona gave the corresponding 4-substituted
pyridagin-3{2H)ones. This indicates that the initially
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formed 4,5-dihydro derivatives which are obtained by
1,4-addition to the conjugated —&-—-(":-—ér—-N ayatem are
dehydrogenated by the action of Grignard reasgentis to

the corresponding pyridazin-3(2KE)ones LYIXa-1. Thus,
treating LXIa with phenyl, p+tolyl, o-methoxy, p-wethoxy
and o-naphthylamegnesium broaides and benzylmagnesium
chloride give 4[phenyl (IXIXe), p-tolyl (LXIXD), o-methoxy
(Lx1XC), p-wethoxy (LXIXd), a-naphthyl (LXIXe) ana
benzyl (LXIXf)] -S~phenylindane(2,l-e)pyridaczin-3(2H)
ones, respeotively. Similar treatment of LXIb with
Grignard reagents following the sams cited order give
4-[phenyl (LXIXg), p~tolyl (LXIXh), o-aethoxy (ILXIXi),
p-aethoxy (ILXIXj), a-naphthyl (LXIXk) and bensyl {LXIX1))
8-nethoxy-5-(p-aethoxyphenyl)indane(2,l-e)pyridasin-
3(2H)ones, respectively.

The structure of ILXIXa-l was based exclusively on
i.r., u.v. and n.m.r. spectroscopy. A chemical evidence

is also reported.
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CHAPTER 1

Synthesis of Pyridazin-3 (2H) ones And Pyridazines
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derivativea with hydrasine. Thle me thod givee ‘he pyridasis-

3(ZH) e ATTTY an' L) A o] ?i-’l"'g.
0
N B Rz
31( N\ A lf\ 0 Rp-(Z Y 0
0 + F,NHR —- L. 7 R 0 N-R
Ry ~w 2 S iy
0 (111)
(1v)
(1v) Prom Unsaturated Aldehydo-Acida:
6,7

Mucochlorio acid and other hnlogensted p-formyl
acrylic acide have been used receully to sbtein 4,5-
dibalo-pyrida~ia-%(?9} ;np~~ (V) by condensing with hydragine

Axy lontivpa,

c1 COoM 0 -
N/
R e
| T
! o1 /’ it T O
VRN H” " 0H
(43 CBO (v)

(B) SYNTHESIS OF PYRIDABIN:S:

(1) Prom Pyridazin-3(2H)ones:

The formmtion of pyridagines from pyridagin-3(2H)ones
is carried out by treating the letter compounds with POCla

followed by reduction as illustrated below.
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P + HI or - —_
it ———c—— -
Ed or 14 >N Y
(V1)

(i4) From 1, 4-Diketones:

Many alkyl-or aryl-subatituted pyridazines (VII)
have been prepared by a direct one step cyclisation from

unsaturated 1, 4-diletones and hydrazines.

), R,
f- ¢ By B
. +ONHLHO0 ——— A
~ R
CGR3 3
(VII)

From saturated 1, 4-diketones two typee of dihydro-
pyridezines may be obtained. 4,5~-Dihydropyridazines
(VIII) are formed in the resction between hydrazine
and di- or poly-substituted saturated 1,4-diketones

10
bearing alipbaticg or aryl = groups.
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3ome 4,5-dibydropyridazines (VIII) are not parti-
cularly etsble and are dehydrogenated in the presence of

11
~4v -~ during Aietil)~“i~n into the more siable pyridagzine .

R1 N

(VII1I)

(311) By Application of Diels-Alder Reaction:

1,2,3,6-Tetrahydropyridesinee (X) can be success~
fully prepared vis the Diels-Adlder reaction. The most
used dienophile 1is the dialkyl ewodicerboxylate (iX),
and inspite of its most likely trens-configuration, it
reacts easily with einnle conjugated dienes in 1, 4-

addition to give (1)12.

R
N -

" + B ! By
RZ = /N : B - g;ﬁ'ﬁOOR‘
33 B 4000 R4

(7X) (%)

{iv) Prom Purang:

Pyridazines have been prepared from fursns and their

reduced analogues. Murans treated with bromine in an
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aethannlic solution gave derivatives of 2,5-dihydrofuran
13

(XI)"“. Theme are then submitted to acid hydrolysie and

the intermcdiste (X1I) rescts with hydrazine to form the

corrosponding pyvriderines (IIII)l‘.

4 F \i[ - + R, —_— e | m—

o (x1) (XI1)

COR
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CHAPTER 11

Action of Grignard Reageats on Pyridazin-3 (2H} ones
And 4,5-Dihydropyridazin 3 (2H) ones.
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