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STATEMENT AND OBJECTIVES OF THE PRORBLE

T — D . ABR s U i Bl ik T ke A P s P o Y e s — ———

The introduction of aromatic radicals inte the

terminal positions of the system -C=C — C=0, gs in

Il {1
chalcones increase its polar character.

The author studied the reactivity of some chalcones

towards some reagents under Michael conditions.
The objectives of these study are:
1) To study the reactivity of 2':4'-dimethylchalcones
towards some 0f the active methylene substrates.

2) To study the effeet of hydrazine, phenylhydrazine and

hydrogen cyanide on chalcones.

3) To study the effect of hydrszine, phenylhydrazine,

hydroxylamine, amines and aldehydes on the Michael

adducts.

4) To atudy the effcoct of hydrszine, phenylhydrazine and

hydroxylamineg on chalccns dibromides.

5} To study the epoxidstion of chelconcs.
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ABACTIONS WITH 2':4'-DIVETHYLCOALCONES AND THEIR

DIBROMIDES ..ND EPOXIIES

The Michsel reaction of 2':4'-dimethylchalcones (I)
with ecthylacetoacetste yielded the Michael adduct (III)
which could be decarbethoxylated to (IV) by alecoholic XOQH.

CH

3
CH3ONa
H3C — CO0.CH=CH-R + Cﬂ3COGH200202H5 —e

(1)

(111)
2; R = Ogig bs R = CgH,0CH,(p)

The HMichael adducts V,VI were obtained by reaction

of T with acetylacetone.
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I+ CH,(QOOH,), = Ciy i ) 00=CE,~CH-CH(COCK,) P M.
\\_ / [ & 1200

(V)

(VI)

When I was allowed to react with diethyl malonate

and cyclohexanone, it yielded IX and X.

CH, B
> 4,0 — /N co-C (l}H-CH(GO C,H.)
> Hy . H, CF 2¥2M5/ 2

(IX)

GHZ(G0202H5) 5

i

0

1

CH4 R
= |
1 o . OO (T —
o’ , HBCCO cdchf
(X)
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Tondensstion of T with hydrazine hydrate, phenvli-
hydrszine and 2:4-dinitrophenylhydrazine, yielded the

pyrezolines XI-XIIT.

N H OH3
24 - H, C — /N R
Alcohol 3 — f
N— NH
(x1) AcONal AcOH
‘CH
. s/ 3
(1) N S, B50-(/ R
AcOH — }
N NGOGH3
(X11)
CH3
H2N—NHmR‘ R
e H3C - |
Ne— ¥-R!
(XT11)

Addition of hydrogen cyanide to T yielded XIV which

gave XV by hydrolysis.
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CH

3 R
HCN X l hydrolycis
(1) e H3C~<z;”:yﬁCO—CH2-OH—CN -
(XIV)
CH, R
|

(XV)

Condensation of the adducts III and IV with hydrazine
hydrate, phenylhydrazine and hydroxylamine hydrochloride
yielded XVI, XVITI, XIX, XVIII, XX.

N-NH-R!
CHs 60,0 2Hg
H2N—NH—R' '
- H C-
Alcohol
HEN—NH—R'
(I11) —a
1 AcOH
N-OH
CH
3 COZCZH5
H, N-0H !
2 N HoG—
i 3 R

{X1X)
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NeTH-z5

’;Hi _‘__‘,.,
-
H, N-NH-B' / A t
2 SN l
R o] 3(} _— ’J\R
(XVIII)
(IV) —
a N-0H
CHs
HQN-OH
— — H. G-
3 R
(XX)

Reaction of IV with amines and sldehydes yielded
XXI and XXIT.

Amines

{ :

(17) —

R'CHO
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Xa Covdensed with nydroxylamine hydrochioride,

hydre2zine hydrate =nd phenylhydrezine and gave XXIIla-g.

CHg N-OH
H,N~OH ‘
s HyC— C=CH,=CH
Alcohol ﬁ 0" |
- C.H
65
(XXII1a)
HaC N-NH,
NEH 4 ?,T'NHQ -
(Xa) > HyC ~C~CH,~CH —
Alcohol i
CGHS
(XXIITDb)
A58 wwE-0 3, N-NH~C He
H,N-TH=C i, 7 il
o H3c4<::j>_c — CH,~CE —
Alcohol —_— |
: ¢ H
(XXIIIg) 65

The reasction of chalcone dibromides (XXIV) with
hydrazine hydrate, phenylhydrazine and hydroxylamine
hydrochloride in boiling acetlec zcid gave the pyrazocle

end isoxszole derivatives XXV and XXVII,
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