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Substituted cinnamoyl chloride (I} reacted
dioxane in the presence of triethylamine to give 5 lacetyl loph
derivatives (III). (III) reacted easily with hydraz
minc giving the corresponding pyrazoli: and
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N our previous work!-4, the synthesis and reaction
of oxazolophenoxazine, and some of its deriva-
tives with substituted acid chlorides has been

described. In the present work attempts were
made to preparc 5-substituted benzalacetyl oxazolo-
phenoxazines to cover other classes of 5-oxazolo-
phenoxazine derivatives. This was conducted by
interaction of substituted cinnamonyl chlorided-8 (1)
with oxazolophenoxazines (I1) in dioxane using tri-
thylamine as a catalyst given 5- substituted benza-
lacetyl oxazolophenoxazines (IIT).

The IR spectra of compounds I11 showed absorp-
tion bands at 1700-1696 cm~* (C = O) and 1808-1606
em~! (C = C)*

@—cu = CHCOCl «

R
(n

lines respectively.

(I1I) with hydrazine under suitable conditions'g&“
a variety of pyrazolines. Hydrazine hydrate itsel
interacted with (ITI) in dioxane giving unstalk
pyrazolines, but when this was treated with gla'{l‘l
acetic acid or when the reaction itself was cam

out in presence of glacial acotic acid, the stable
N-monoacetyl pyrazolines (IV) were obtained.

The structure of compounds (IV) has been est
blished from their correct analytical data (cf. Table?
The IR spectra of compounds(IV) showed absorptit®
bands at 1687-1613 cm-! (C = N) and at 1258
1227 em-! (C-N), and the absence of the -NB
stretching frequency. Phenylhydrazine reacted ™

(ILI) in presence of a base catalyst, The reseti®
\
N N#

The additive property of the exo-cyclic C = C in
compounds (I1I) conjugated with the carbonyl group
prompted us to investigate their hehaviour towards
the action of hydrazine hydrate, phenylhydrazine
and hydroxylamine hydrochloride, Interaction of
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was carried out in dioxane in presen ceof pipﬂidw
giving N-phenyl pyrazolines (V).

‘The structwe of these cowmpounds (V) was e:ﬁ;
blished from their correct analytical data (of T
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3), and IR spectra showed absorption bands at 1608-
1692 em-? (C = N) and at 1242-1220 cm-? (C-N).
Also, compounds (V) proved to be stable on boiling
with a mixture of acetic acid and concentrated
sulphuric acid at room temperature or on heating
above its melting points which are the conditions that
bring out the cyeclization of phenyl hydrazones to
pyrazolines. The prepared pyrazolines gave colour
test characteristic for aryl pyrazolines0,11,

Also when compounds (IIT) and hydroxylamine
hydrochloride in dioxane and in the presence of
fodium hydroxide was refluxed, the ~isoxazoline
derivatives (VI) were obtained.

The structure of compounds (VI) has been estab-
lished from their correct analytical data (cf. Table 4).
The IR spectra showed absorption band at 1688-
1612 em-1 (C = N).

Experimental

All melting points were uncorrected. The IR
absorption spectra were determined in KBr pellets
on Unicam SP 200 G infrared spectrophotometer.

Cinnamoyl ohloride, and substituted cinnamoyl
ohloride were propared by the known methods.
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General method for preparation of 4-substituted benza-
lacetyl oxazolophenoxazine derivatives (11T)

Substituted cinnamoyl chloride (1 mol) in dioxane
(10 ml) and triethylamine (1 mol) was refluxed with
2-aryl-5H-oxazolo(4,5-b) phenoxazine derivatives
(1 mol) for 2 hr. The reaction mixture was then
allowed to stand at room temperature overnight.
The precipitated triethylamine hydrochloride was
filtered, the filtrate was evaporated under vacuum
and the residue was crystallized from ether and
recrystallized from ethyl acetate to give 5-subsiituted
benzalacetyl oxazolophenoxazine derivatives. The
results are listed in Table 1.

Preparation of 5-substituted- N-acetyl-pyrazolinyl-oxazo-
lophenoxazines (IV)

To a solution of (IIT) (0-01 mole) in dioxane (10 ml),
few drops of glacial acetic acid, hydrazine hydrate
(50%, 4 ml), was added and the mixture was refluxed
for 5 hrs. Upon concentration a yellow product
separated out which crystallized from alcohol to
give N.monoacetyl derivatives. The results are
listed in Table 2,
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TABLE 1—5-SUBSTITUTED BENZALACRTYL OXAZOLOFHENOXAZINE DARIVATIVES )

Ar R 1d w
yiel m.p. Molecular
% °C Formula %o %E o
-CeHs H 90 .35 431 668
264-5  OzeH1eNz0s ;gﬁ s o8
-CoH,-p-OCH, H 87 o1 S
165-6 580 45
CusHagN0, 6B 5 60
-CeH,-0-0H H 91 . ]
1 . 419
20-2  CapeH1eNaOs ;g.gg 03 w‘:
-CgHy-0-C1 H 85 %
130-3 69 370
CgeH;7N30:Cl _‘g_gl 3.66 603
-CoH p-OCH, 9% S
¢ 230-1 qy 448 g
CaoH20N04 ;’g 6s 43¢ 609
-CoH,-p-0CH, -p-QCH, 90 215-7 CaoHzaN2Os 7363 4-61 g:’?g
73.41 449
-CsHs -m-NO, 87 3904 HH
2 203-56 ngHy,NgOg ;g:gg 3.58 8-84
-CgHy-p-OCH;  -m-NO; 85 219-21  CgeH3oNgOs ep07 389 g:g?
¢so1 376
-CoHls o N(CHy);, 90 285-7  CaoHaoNs0s 7626 433 Y
7611 486
N 0-00! -p-N- 8
CoH,p-OCH,  -p-N-(CHi)y 90 2208 OnHuN,0, 7408 [508  435 —

73.95 ;'9:’//

/

TABLE 2—5-SUBSTITUTED--N-ACETYL-PYRAZOLINYYL OXAZOLOPEENOXAZINE DERIVATIVES av

Caled

Ar R yield m w—f—?—“nil//’

3 5:3 Moleoular

% °C Formula % %H %

_ .69

CeHy H 70 2045 CpoHuN,0, 7421 458 }%.22
74.07 433

-CoH,-p-OCH, H 72 280-2  CyHuN,O, 1320 469 %g:gg
72.08 468

-CgH4-0-OH H 75 269-60  CaoHagN,O,s 7189 481 1{:??
am 438 1

-CsHy-0-Cl H 8 109
277-80 : 431

ClooHgy N34 05C1 gg_gg 4o 107

-CoH, -p-OCH, 70 209-5  CouHuN,0, 1228 47 0
79.09 s65 1

-CgHy-p-OCH;  -p-OCH, ( 245-7  CapHpeNsOs 7061 489 13.':(;
7083 476 1

-CoHa -m-NO, 76 2579 CaoHzN:0s o192 408 %Sfi’g
e179 398

-OgHy-p-OCH;  -m-NO, 80 286-7  CayHasNsOs 66-57 428 }giﬁ
g6-31 409

-CsHa -p-N(CHo)a 79 248-9  CguHyNeOs 7zn2 628 ‘31?3
72-58 513 1

-CoH,-p-OCHs  -p-N(CHp), 5 279-81  CaaHgoNpO4 70-97 5 }3533

7083 8

e
(
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Tapre 3—5-SUBSTITUTED-N-PHENYL-PYRAZOLINYL OXAZOLOPEENOXAZINE DABIVATIVEA (V)

Pound/Caled.
” B omp Ml W
CeHy " W W3 GuALNO, TRt LT
-CoH,-p-OCH, " 70 220-3  CysHyeN,Os ;g_'gg ::,?g }3:5133
CeH-0-OH " G 1780 GuELNO,  T0M8 8 10
-CeHy-0-Cl H 75 2803 ColluN.0,C1 7381 3% J007
-CeH, -p-OCH, 72 276-8  CasHgeNeOs ;g:g; :_'E‘lg {gjfg
GHpOCH,  pOCH, 80 16510 CuHaNO, 7463 502 973
-, -m-HO, 7 21-28  CoHnNeO, 7338 08 1260
.CeH,p-OCH,  -m-NO, 78 618 CuHuNO, 7078 437 1180
-CeH, PpNCH), 70 200-11 CoHuN:O, 7688 588 1266
CHypOCH,  -p-N(OH)y 70 2837  CyHuN:Os 7498 58T 1198
—
~—
TABLE 4—5.SUBSTITUTED ISOXAZOLINYL OXAZOLOPHENOXINE DERIVATIVES (VI)
Found/Caled.
Ar R yield m.p. Molecul
% °C Formula %C %H %N
-CeHj H 70 270-3  CoHyNoO, 1068 439 oo
-CoH,-p-OCH, H I /-1 CaeHulNaOo T80 10 0%
-CoHy-0-OH H 69 158-60  CayeHy1oNaO4 Toes  in o1l
-CeHy-0-C1 H 76 206-7  CopHiNoOOl 7348 390 893
-CoHs -p-OCH 79 285-17  CuHuN,O, 7838 281 205
-CeHyp-OCH,  -p-OCH, 80 215-T  CoHuNoOs  T146 28 848
-CoHs -m-NO, 73 217-9  CaHypNiOs 33:}; 3:32 3231'
CoHyp-OCH,  -m-NO, B 2235 CpHNOs 671 402 1001
CoH, »NCH)s 76 21820 CoHuNOs 7395 fd3 1168
CeHop-OCH,  -p.N(CHy)y 77 210-12 CuHxNO, 7206 S35 098
~—
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Preparation of 5-substituted-N-phenyl pyrazolinyl-oxa-
~olophenoxazines (V)

A solution of (III) (0-005 mole) and phenyl hydra-
zine (0007 mole) in dioxane (10 ml), and few drops
of piperidine was refluxed for 3 hrs. On conecentra-
tion and ecooling crystalline product separated out.
These were filtered and crystallized from ethanol as
ll)?];l %ollow crystals. The results are listed in

'able 3.

Preparation of 5-substituted isoxazolinyl-oxazolopheno-
xazines (VI)

A solution of equimolar quantities of (III) and
hydroxylamine hydrochloride in dioxane (10 ml), and
few crystals of NaOH was refluxed for 6 hrs. On
concentration and cooling the product was crystallized
from alcohol. The results are listed in Table 4.
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