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ABSTRACT

Some new condensed heterocycles, synthesized via condensation of 2,4-
bis-(phenylamino)-6-(4'-acetyl phenylamino)-s-triazine (5) with different
aromatic aldehydesyield chalcones (6a-€). These on cyclisationwith guani-
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dinenitratein presence of akali and 2-aminothiophenal in presence of few
drops of glacial acetic acid gives the corresponding aminopyrimidines
(7a-€) and 1,5-benzothiazepines (8a-€) respectively. The constitutions of
newly synthesised compounds have been established on the basis of

their elemental analysis, IR and *H NMR spectral data.

© 2007 Trade Science Inc. -INDIA
INTRODUCTION

In continuation of our work on somenovel s-
triazine based chal cones™ and their derivatives, we
herein, report thesynthesisof aminopyrimidines (7a-€)
and 1,5-benzothiazepines (8a-€). Thebiologica pro-
fileof pyrimidinederivativeisvery extensive. Many
classes of chemotherapeuti c agents contai ning pyrimi-
dine neucleus arein clinical use. Some of aminopy
rimidines have been found to possess antifungd?, anti-
convulsant, antitumort®, antibacteria and anticancert
activity. 1,5- benzothiazepinesare gaining more atten-
tion dueto their pharmacol ogical significance. Com-
poundslike diltiazem™ and clentiazem® arewell ex-
plored aseffective cardiovascul ar drugsand found to
contain 1,5-benzothiazepine neucleus.Some of the
benzothiazepine have been claimed to exhibit antifun-
gdl, antibacterial™,anti convul sant, anti spasmodic®,
neurol aptic®, antidepresant!'? and CNS activities.

ThelR spectrum of compound (6e) showsthe char-
acteristic band at 1647cm™* dueto—C=0 group. The

IR spectrum of compounds (7€) and (8e) showsthe
characteristicband at 1575cm™*and 1573cm*dueto—
C=N group respectively. ThelR spectrum of compound
(7€) shows the characteristic bandsin the region of
3300-3400 crtwhichiindicatethe presenceof primary
amine. ThelR spectrum of (7€) and (8e) do not show
any absorption bandsin theregion of 1600-1700c
which indicate the absence of —-C=0 group. The NMR
spectrum of (7€) showsasinglet at 5 5.1 due to—NH,
protons.

Inthe present work, wereport thereaction of 2,4-
bis-(phenylamino)-6-(4'-acetyl phenylamino)-s-triazine
(5) withdifferent subgtituted arometi c a dehydestoform
chalcones (6a-€). Compound (5) is prepared by the
condensation of cyanuric chlorideand anilineat 0-5°C
toform (3), which further reactswith anilineat room
temperature to form (4) which is treated with 4-
aminoacetophenoneto form compound (5). Cha cones
(6a-€) arecyclised with guanidinenitratein presence
of dkai and 2-aminothiophenol in presenceof few drops
of glacid acetic acid givesaminopyrimidines(7a-e) and
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EXPERIMENTAL

All themelting pointswere determined in an open cap-
illary and are uncorrected. The IR spectrawere re-
corded on Perkin-Elmer 237 spectrophotometer. *H
NMR spectra on a Bruker Avance DPX 300 MHz
spectrometer with CDCI,, asasolvent, using TMSas
internal reference. Purity of the compounds were
checked on TLC usingsilicagd-G Elementa anaysis
was performed on Carlo Erba-1108 analyzer.

Prepar ation of 2-phenylamino-4,6-dichlor o-striaz-
ingl12 (3)

Aniling(0.01mole) was added slowly to cyanuric
chloride(0.01mole) in acetone(30ml) with constant tir-
ring for 4 hours at 0 to 5°C. Then sodium carbonate
(0.005mole) dissolved in water(10ml) was added
dropwiseto neutralize HCI evolved during thereac-

tion. Findly the contentswere poured into crushedice.
The solid separated out wasfiltered, washed with wa-
ter, dried and recrystallized from a cohol to give(3).
Yield 86%; m.p. 196°C.

Prepar ation of 2,4-bis-(phenylamino)-6-chloro-s-
triazine(4)

Aniline(0.01mole) wasadded d owly to compound
(3) (0.01mole) inacetone(35ml) with constant stirring
for 6 hoursat room temperature. Then sodium carbon-
ate (0.005 mole) dissolved inwater (10 ml) wasadded
dropwiseto neutralize HCI evolved during thereac-
tion. Findly the contentswere poured into crushedice.
The solid separated out wasfiltered, washed with wa-
ter, dried and recrystallized from a cohol to give (4).
Yield 80%; m.p. 179°C; IR(KBr)cm?: 772(C-Cl),
1359(C-N), 805(C-N, s-triazine); *H NMR(CDCI,)
dppm: 7.20to 7.80(m, 10 Ar-H and 2 NH).

Preparation of 2,4-bis-(phenylamino)-6-(4'-
acetylphenylamino)-s-triazine(5)
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TABLE : Physical and analytical dataof compounds(6a-€), (7a-€) and (8a-€)

No. R M.P. Yield M olecular Elemental analysisfound/(calcd.)%
) (°cO) (%) formula C H N

6a 3,4,5-Trimethoxyphenyl 112 78 Ca3H30N6O4 68.97(68.99)  5.24(5.23) 14.62(14.63)
6b  3-Phenoxyphenyl 100 72 CzsH2sN6O- 74.99(75.00)  4.87(4.86) 14.60(14.58)
6c 3-Nitrophenyl 186 76 CaoH23N705 68.02(68.05)  4.36(4.35) 18.52(18.53)
6d 3-Bromophenyl. 160 70 C3oH23N6OBr 63.96(63.94)  4.11(4.09) 14.91(14.92)
6e 3-Methoxyphenyl 119 68 Cs1H26N6O 72.36(72.37)  5.03(5.06) 16.35(16.34)
7a 3,4,5-Trimethoxyphenyl 154 64 CaqH31NoOs 66.54(66.56)  5.05(5.06) 20.53(20.55)
7b  3-Phenoxyphenyl 125 67 Cs7H20N O 72.23(72.20)  4.71(4.72) 20.52(20.49)
7d  3-Bromophenyl 168 62 Cs1H24NgBr 61.78(61.79)  4.02(3.99) 20.96(20.93)
7e 3-Methoxyphenyl 143 64 Cs2H27NO 69.45(69.44)  4.86(4.88) 22.79(22.78)
8a 3,4,5-Trimethoxyphenyl 103 68 CsoH3sN70OsS 68.70(68.72)  5.15(5.14) 14.41(14.39)
8b  3-Phenoxyphenyl 89 61 C42H3sN,OS 73.77(73.79)  4.81(4.83) 14.37(14.35)
8c 3-Nitrophenyl 80 59 C3H25Ns0-S 67.94(67.92)  4.41(4.40) 17.59(17.61)
8d 3-Bromophenyl 98 58 CssH2sN7BrS 64.47(64.48)  4.16(4.18) 14.65(14.63)
8e 3-Methoxyphenyl 96 66 Cs7H3:N,OS 71.51(71.49)  4.97(4.99) 15.79(15.78)

4-Aminoacetophenone (0.01mole) and compound
(4) (0.01mole) weredissolved in acetone (40ml). The
reaction mixturewasrefluxed for 6 hours, cooled and
pouredinto crushedice. Then sodium carbonate (0.005)
dissolved inwater (10ml) wasadded to neutralize HCI
evolved during thereaction. The solid separated out
wasfiltered, washed with water, dried and recrystal -
lized fromdcohol togive (5).
Yield 75%; m.p. 218°C; IR(KBr)cm™: 1662(C=0),
1355(C-N), 805(C-N, s-triazine); '"H NMR(CDCL.)
oppm : 2.6(s, 3H, -COCH,), 7.0to 7.95(m, 14 Ar-H
and 3NH).

Preparation of 2,4-bis-(phenylamino)-6-[4'-{3"’-
(3 ’-methoxyphenyl)-2'’-propenon-1"’-yl}-phenyl
amino]-s-triazine(6e)

Compound (5) (0.01mole) wasdissolvedin DMF
(30 ml) and 3-methoxybenzal dehyde (0.01 mole) was
addedtoit. Then solution of KOH (5ml of 40%) was
added to the reaction mixturewith constant tirring at
roomtemperature. After 24 hoursthereaction mixture
was poured into crushed ice and neutralizewith HCI.
The product separated out wasfiltered, washed with
water, dried and recrystalized from a cohol to give (6€).
Yield 68%; m.p. 119°C; IR(KBr)cm™: 1647(C=0),
1595(-CH=CH-, dtr.), 1340(C-N), 812(C-N, s-tri-
azine); '"H NMR(CDCI,) sppm: 3.80(s, 3H, -OCH,),
6.90(d, IH, -CO-CH=), 7.15t0 7.80(m, 18 Ar-H and
3 NH), 8.05(d, 1H, Ar-CH=). Anal.Calcd for
C,H,N.O,:C, 7237, H,5.06; N, 16.34. Found: C,

31 26

72.36; H, 5.03; N, 16.35.
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Similarly the remaining compounds (6a-d) were
prepared by thismethod. Their physical and analytical
dataaregiveninTABLE.

Preparation of 2,4-bis-(phenylamino)-6-[4'-{2'"’-
amino-6"’-(3'”-methoxyphenyl)-pyrimidin-4"’-yl}-
phenylamino]-s-triazine (7€)

Compound (6€) (0.01mole) wasdissolved inal-

cohol (25ml) and guanidine nitrate (0.01mole) was
addedtoit. Then solution of KOH (5ml of 40%) was
added to thereaction mixtureand refluxed for 10 hours.
The reaction mixture was then cooled , poured into
crushed ice and product separated out was filtered,
washed withwater, dried and recrystalized from aco-
hol togive(7e).
Yield 64%; m.p. 143°C; IR(KBr) cm*: 3398 (-NH,),
1575(C=N), 806(C-N, s-triazine); '"H NMR(CDCI,)
dppm : 3.85(s, 3H, -OCH,), 5.1(s, 2H, -NH.,), 6.90
to 8.15(m, 19 Ar-H and 3NH). Anal.Calcd for
C,H,N,O: C, 69.44; H, 4.88; N, 22.78. Found: C,
69.45; H, 4.86; N, 22.79.

Similarly theremaining compoundy(7a-d) werepre-
pared by thismethod. Their physica and anaytica data
aregiveninTABLE.

Preparation of 2,4-bis-(phenylamino)-6-[4'-{2'"’-

(3 ”’-methoxyphenyl)-2'",3"’-dihydro-1'",5'"’-benzo

thiazepin-4'’-yl}-phenylamino]-s-triazine (8e)
Compound (6€) (0.01mole) wasdissolved inal-

cohol (25ml) and 2-aminothiophenol (0.01mole) was
addedtoit. Thenfew dropsof glacia acetic acid was
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added to thereaction mixtureand refluxed for 10 hours.
The reaction mixture was then cooled, poured into
crushed ice and product separated out was filtered,
washed with water, dried and recrystallized from a co-
hol togive(8e).
Yield 66%; m.p. 96°C; IR(KBr) cnrt: 1573 (C=N),
731(C-S-C), 806(C-N, striazine), 'H NMR(CDCI,)
oppm : 3.10(dd, 2H, CH ), 3.36(dd, 2H, CH,), 3.86
(s, 3H, -OCH,), 5.00(dd, 1H, CH_-CH), 6.90 to
8.10(m, 22 Ar-H and 3NH). Anal. Calcd for
C,,H,,N.OS: C, 71.49; H, 4.99; N, 15.78. Found: C,
71.51; H, 4.97; N, 15.79.

Similarly the remaining compounds (8a-d) were
prepared by thismethod. Their physical and analytical
dataaregiveninTable.
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