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Abstract—A facile one pot synthetic path for the preparation of pyrimidine-5-carbaldehydes from a-formylaroylketene dithioacetals is
described. Amidines were allowed to react with a-formylaroylketene dithioacetals in DMF or acetonitrile to afford the pyrimidine-5-
carbaldehydes. The starting compounds reported earlier were synthesized from a-oxoketene dithioacetals in excellent amount.
� 2007 Elsevier Ltd. All rights reserved.
1. Introduction

Pyrimidines are extremely important compounds with
a wide array of synthetic and industrial applications. Not
only they are an integral part of the genetic materials, viz.
DNA and RNA as nucleotides and nucleosides but also
play critical roles especially in pharmaceutical fields.1

Some pyrimidine derivatives also give stable and good qual-
ity nanomaterials having many important electrical and op-
tical properties.2 Though there are thousands of pyrimidine
derivatives synthesized and used in different fields, little
attention has been given to the synthesis of pyrimidine-5-
carbaldehydes, which can be converted to derivatives useful
for the treatment of Alzheimer’s disease.3 Soai et al. found
that the 5-pyrimidyl alkanols formed by the action of the
pyrimidine-5-carbaldehydes and diisopropyl zinc are effi-
cient asymmetric autocatalysts.4 Moreover, 4,6-diaryl
pyrimidine-5-carbaldehydes have been used to prepare dou-
ble picket fence porphyrins, which are used as models for
hemoproteins and as second generation oxidation catalysts
by Dehaen et al.5 A literature survey indicated that there
are few methods for the synthesis of pyrimidinecarb-
aldehydes, especially for 5-pyrimidinecarbaldehydes. The
usual method for the synthesis of pyrimidine-5-carbalde-
hydes is the formylation of hydroxypyrimidines or by the
functional group interconversion of substituents already
present in the pyrimidine ring.6

The increasing importance of pyrimidines and their deri-
vatives as intermediates for the synthesis of biologically
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and industrially useful compounds prompted us to utilize
2-aroyl-3,3-bis(alkylsulfanyl)acrylaldehydes 1 previously
reported from our laboratory,7 to synthesize pyrimidine-5-
carbaldehydes 2 and 3 using amidines (Scheme 1). We envi-
sioned that the presence of a highly reactive formyl group on
the pyrimidine may make the compound valuable precursors
for the synthesis of highly functionalized and annulated
heterocyclic compounds.
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Scheme 1. Synthesis of pyrimidine-5-carbaldehydes.

2. Results and discussion

2-Aroyl-3,3-bis(alkylsulfanyl)acrylaldehydes 1 were pre-
pared as reported from our laboratory by the reaction of
aroylketene dithioacetals 4 with the Vilsmeier–Haack
reagent (Scheme 2).7
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Scheme 2. Synthesis of 2-aroyl-3,3-bis(alkylsulfanyl)acrylaldehydes.
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Among the numerous synthetic routes to the formation of
substituted pyrimidines, the reactions of 1,3-dicarbonyl
compounds and ketene dithioacetals with substituted ami-
dines are well known and have been much used.8 It thus
seemed to be of interest to examine the reactions of guani-
dine and benzamidine, two common amidines, with 2-
aroyl-3,3-bis(alkylsulfanyl)acrylaldehydes 1 to synthesize
pyrimidines.

Generally the reaction of ketene dithioacetals and ami-
dines are carried out in the presence of strong bases
such as sodium alkoxide or sodium hydride. Junjappa
and co-workers developed a general method for the syn-
thesis of 6-alkoxypyrimidines by reacting guanidine with
oxoketene dithioacetal in the presence of the correspond-
ing alcohol/alkoxide medium.9 In the presence of strong
bases, we had encountered the problem of deformylation
of 2-aroyl-3,3-bis(alkylsulfanyl)acrylaldehydes 1.10 There-
fore, bases like K2CO3 were the best choice for cycliza-
tion of the above reaction. Yu and Cai had obtained the
highest yield of pyrimidines from ketene dithioacetals in
the presence of acetonitrile among different solvents.11

We tried the reaction in DMF and acetonitrile and found
a drastic increase of the yield in the latter one to about
70–80%. Thus acetonitrile is a better solvent for the prep-
aration of pyrimidinecarbaldehydes from a-formylaroyl-
ketene dithioacetals.

The 2-aroyl-3,3-bis(alkylsulfanyl)acrylaldehyde 1 was
mixed with guanidine hydrochloride in DMF or acetonitrile
and the mixture was heated in a boiling water bath for 20 h.
The reaction afforded 2-amino-6-aryl-4-(methylsulfanyl)-
5-pyrimidinecarbaldehyde 2 in good yields (Scheme 3,
Table 1).
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Scheme 3. Synthesis of 2-amino-6-aryl-4-(methylsulfanyl)-5-pyrimidine-
carbaldehydes (2).

In order to try the reaction of benzamidine and 1, we
treated 2-aroyl-3,3-bis(alkylsulfanyl)acrylaldehydes with
benzamidine hydrochloride in DMF and the reaction

Table 1. Synthesis of 2-amino-6-aryl-4-(methylsulfanyl)-5-pyrimidine-
carbaldehydes (2)

Compounds 1 and 2 Ar Yield (%)

DMF CH3CN

a C6H5 40 70
b 4-CH3C6H4 45 75
c 4-ClC6H4 43 76
d 4-BrC6H4 45 78
e 4-CH3OC6H4 50 80
f 3-CH3OC6H4 54 82
g 2,3-(CH3O)2C6H3 55 70
h 4-NO2C6H4 40 —
i 2-Naphthyl 40 —
mixture was heated in a boiling water bath for 20 h.
The reaction afforded 4-(methylsulfanyl)-2,6-diphenyl-5-
pyrimidinecarbaldehydes 3 in 35–50% yield (Scheme 4,
Table 2).
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Scheme 4. Synthesis of 4-(methylsulfanyl)-2,6-diphenyl-5-pyrimidine-
carbaldehydes (3).

The reaction was also extended with cyclic formylketene
dithioacetals 5 produced from cyclic ketene dithioacetals
(Scheme 5). The reaction failed to produce the expected
product 6 due to the lower reactivity of these molecules
in the presence of a weak base like potassium carbonate.
However, the deformylation of a-formylketene dithioace-
tals 5 in the presence of strong bases like sodium hydride,
potassium tertiary butoxide, sodium hydroxide, etc., lim-
ited our attempts to synthesize pyrimidines from these
molecules.
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Scheme 5. Reaction between cyclic formylketene dithioacetals and ami-
dines (no pyrimidines).

The formation of 2 and 3 from 1 using amidines can be
rationalized according to the mechanism proposed by
Gompper and Topfl.12 Initially a sequential conjugated addi-
tion–elimination of amidine to afford an acyclic N,S-acetal,
followed by the intramolecular 1,2-nucleophilic addition to
the carbonyl group of the intermediate, which eliminates
a water molecule to produce the required pyrimidine-5-
carbaldehyde. Among the carbonyl groups, the one adjacent
to the aromatic ring system is more susceptible to the 1,2
intramolecular addition reaction. Therefore, the aldehyde
remains unreacted generating a pyrimidine with a highly
useful functional group. The presence of the formyl moiety
in these compounds is further confirmed in our laboratory by
the Knoevenagel reaction of them with malononitrile. The
results will be discussed later.

Table 2. Synthesis of 4-(methylsulfanyl)-2,6-diphenyl-5-pyrimidinecarb-
aldehydes (3)

Compounds 1 and 3 Ar Yield (%)

a C6H5 41
b 4-CH3C6H4 46
c 4-ClC6H4 48
d 4-BrC6H4 48
e 4-CH3OC6H4 50
f 2-Naphthyl 35
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3. Conclusion

In this paper we have reported a clean, facile and practical
protocol for the synthesis of structurally diverse hitherto un-
reported pyrimidine-5-carbaldehydes from 2-aroyl-3,3-bis-
(alkylsulfanyl)acrylaldehydes.

4. Experimental section

4.1. General

Melting points were determined on Buchi 530 melting
point apparatus and were uncorrected. The IR spectra
were recorded as KBr pellets on a Schimadzu IR-470 spec-
trometer and the frequencies are reported in cm�1. The 1H
NMR spectra were recorded on a Brucker WM (300 or
500 MHz) spectrometer using TMS as the internal standard
and CDCl3 or acetone-d6 as a solvent. The 13C NMR spec-
tra were recorded on a Brucker WM 300 (75 MHz) spec-
trometer using CDCl3 or acetone as a solvent. The CHN
analyses were recorded on an Elementar VarioEL III Serial
Number 11042022 instrument. The FABMS spectra were
recorded on a JOEL SX 102/DA-6000 Mass Spectrome-
ter/Data System using Argon as the FAB gas. EIMS were
recorded on a MICROMASS QUATTRO 11 triple quadru-
pole mass spectrometer. Anhydrous sodium sulfate was
used as the drying agent. All purified compounds gave
a single spot upon TLC analyses on silica gel 7GF using
an ethyl acetate–hexane mixture as eluent. Iodine vapor
or KMnO4 solution in water was used as developing agent
for TLC.

All commercially available reagents were purified before
use. The previously reported aroylketene dithioacetals
were prepared by the known procedure.

4.1.1. General procedure for the synthesis of 2-amino-4-
(methylsulfanyl)-6-phenyl-5-pyrimidinecarbaldehyde
(2). The appropriate 2-aroyl-3,3-bis(alkylsulfanyl)acryl-
aldehyde 1 (2 mmol) was dissolved in DMF (20 mL) or ace-
tonitrile (20 mL) at room temperature then guanidine
hydrochloride (0.192 g, 2 mmol) and K2CO3 (0.55 g,
4 mmol) were added and the mixture then heated in a boiling
water bath for 15–20 h. The mixture was then cooled and
poured into ice cold water (50 mL). The semisolid obtained
was extracted with ethylacetate (3�25 mL), dried, and puri-
fied using column chromatography on silica gel (60�120)
with ethyl acetate–hexane (3:7) mixture as eluent. The prod-
uct was obtained as cream colored solid.

4.1.1.1. 2-Amino-4-(methylsulfanyl)-6-phenyl-5-pyr-
imidinecarbaldehyde (2a). Yield 40% (0.2 g) in DMF and
70% (0.35 g) in CH3CN; cream colored solid (EtOAc–hex-
ane); mp 198–200 �C [Found: C, 58.58; H, 4.53; N, 17.08.
C12H11N3OS requires C, 58.76; H, 4.52; N, 17.13%]; Rf

(30% EtOAc–hexane) 0.32; nmax (KBr) 3480, 3276, 3125,
1636, 1524 cm�1; dH (500 MHz, CDCl3) 2.53 (3H, s,
SCH3), 6.02 (2H, br, NH2), 7.47–7.60 (5H, m, Ph), 9.84
(1H, s, CHO); dC (75 MHz, CDCl3) 13.4 (SCH3), 117.8
(5C pyrimidine), 128.5, 129.2, 129.6, 130.3, 140.7 (6C py-
rimidine), 160.9 (4C pyrimidine), 170.8 (2C pyrimidine),
188.7 (CHO); FABMS m/z (%): 246 (M+1, 100), 245 (M+,
60), 217 (40), 170 (20), 120 (15), 107 (18), 105(8);
C12H11N3OS requires 245.30.

4.1.1.2. 2-Amino-4-(4-methylphenyl)-6-(methylsul-
fanyl)-5-pyrimidinecarbaldehyde (2b). Yield 45%
(0.21 g) in DMF and 75% (0.35 g) in CH3CN; cream colored
solid (EtOAc–hexane); mp 190–192 �C [Found: C, 60.36; H,
5.04; N, 16.21. C13H13N3OS requires C, 60.21; H, 5.05; N,
16.20%]; Rf (30% EtOAc–hexane) 0.32; nmax (KBr) 3390,
3276, 3130, 1636,1522 cm�1; dH (500 MHz, CDCl3) 2.44
(3H, s, SCH3), 2.52 (3H, s, Me), 5.93 (2H, m, NH2), 7.27–
7.34 (2H, m, Ph), 7.47–7.50 (2H, m, Ph), 9.84 (1H, s,
CHO); dC (75 MHz, CDCl3) 13.3 (SCH3), 21.4 (CH3),
116.8 (5C pyrimidine), 129.2 (Ph), 127.7 (Ph), 133.2 (4C py-
rimidine), 140.7 (4C Ph), 150.2 (1C Ph), 160.9 (6C pyrim-
idine), 172.8 (2C pyrimidine), 188.8 (CHO); FABMS m/z
(%) 260 (M+1, 100), 259 (M+, 40), 244 (15), 231 (15),
212 (5), 184 (4), 165 (4), 120 (3), 107 (5), 105 (2);
C13H13N3OS requires 259.33.

4.1.1.3. 2-Amino-4-(4-chlorophenyl)-6-(methylsul-
fanyl)-5-pyrimidinecarbaldehyde (2c). Yield 43%
(0.21 g) in DMF and 76% (0.37 g); cream colored solid
(EtOAc–hexane); mp 174–176 �C [Found: C, 51.57; H,
3.6; N, 14.99. C12H10ClN3OS requires C, 51.52; H, 3.6; N,
15.02%]; Rf (30% EtOAc–hexane) 0.32; nmax (KBr): 3460,
3200, 1630, 1520 cm�1; dH (500 MHz, CDCl3) 2.54 (3H,
s, SCH3), 5.79 (2H, br, NH2), 7.47–7.58 (4H, m, Ph),
9.65 (s, 1H, CHO); dC (75 MHz, CDCl3) 13.4 (SCH3),
116.7 (5C pyrimidine), 127.4–136.6 (Ph), 160.8 (4C pyrim-
idine), 171.5 (6C pyrimidine), 175.7 (2C pyrimidine), 188
(CHO).

4.1.1.4. 2-Amino-4-(4-bromophenyl)-6-(methylsul-
fanyl)-5-pyrimidinecarbaldehyde (2d). Yield 45%
(0.23 g) in DMF and 78% (0.39 g) in CH3CN; cream colored
solid (EtOAc–hexane); mp 210–212 �C [Found: C, 44.64; H,
3.12; N, 12.93. C12H10BrN3OS requires C, 44.46; H, 3.11;
N, 12.96%]; Rf (30% EtOAc–hexane) 0.32; nmax (KBr)
3440, 3260, 3155, 1624, 1520 cm�1; dH (500 MHz,
CDCl3) 2.49 (3H, s, SCH3), 5.94 (2H, br, NH2), 7.45–7.43
(2H, d, J¼10 Hz, Ph), 7.71–7.69 (2H, d, J¼10 Hz, Ph),
9.82 (1H, s, CHO); dC (75 MHz, CDCl3) 13.4 (SCH3),
115.4 (5C pyrimidine), 125.0 (Ph), 131.2 (Ph), 131.8 (Ph),
135.0 (Ph), 160.8 (4C pyrimidine), 171.6 (6C pyrimidine),
175.8 (2C pyrimidine), 188.0 (CHO); FABMS m/z (%):
326 (M+2, 98), 324 (M+, 100), 287 (4), 273 (2), 242 (2),
235 (2), 220 (1), 209 (1), 120 (4),107 (1),89 (4);
C12H10BrN3OS requires 324.20.

4.1.1.5. 2-Amino-4-(4-methoxyphenyl)-6-(methylsul-
fanyl)-5-pyrimidinecarbaldehyde (2e). Yield 50%
(0.25 g) in DMF and 80% (0.40 g) in CH3CN; cream colored
solid (EtOAc–hexane); mp 196–198 �C [Found: C, 56.85; H,
4.79; N, 15.18. C13H13N3O2S requires C, 56.71; H, 4.76; N,
15.26%]; Rf (30% EtOAc–hexane) 0.28; nmax (KBr) 3455,
3210, 1630, 1525 cm�1; dH (500 MHz, CDCl3) 2.50 (3H,
s, SCH3), 3.88 (3H, s, OCH3), 5.79 (2H, br, NH2), 6.88–
6.86 (2H, d, J¼10 Hz, Ph), 7.55–7.53 (2H, d, J¼10 Hz,
Ph), 9.86 (1H, s, CHO); dC (75 MHz, CDCl3) 13.4 (SCH3),
55.5 (OCH3), 114.0 (3,30 Ph), 116.7 (5C pyrimidine),
128.3, 129.2, 132.0 (Ph), 160.9 (4C Ph), 161.5 (4C pyrimi-
dine), 172.2 (6C pyrimidine), 175.4 (2C pyrimidine), 188
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(CHO); FABMS m/z (%): 276 (M+1, 100), 275 (M+, 50), 260
(50), 247 (50), 246 (45), 233 (10), 200 (5), 170 (4), 158 (20),
107 (2), 89 (1); C13H13N3O2S requires 275.33.

4.1.1.6. 2-Amino-4-(3-methoxyphenyl)-6-(methylsul-
fanyl)-5-pyrimidinecarbaldehyde (2f). Yield 60%
(0.33 g) in DMF and 82% (0.45 g) in CH3CN; cream colored
solid (EtOAc–hexane); mp 144–146 �C [Found: C, 56.67; H,
4.74; N, 15.24. C13H13N3O2S requires C, 56.71; H, 4.76; N,
15.26%]; Rf (30% EtOAc–hexane) 0.28; nmax (KBr) 3483,
3286, 3163, 2916, 1662, 1627 cm�1; dH (300 MHz,
CDCl3) 2.49 (3H, s, SCH3), 3.86 (3H, s, OCH3), 5.66 (2H,
s, NH2), 6.63–8.34 (m, 4H, Ph), 9.86 (1H, s, CHO); dC

(75 MHz, CDCl3) 13.3 (SCH3), 55.4 (OCH3), 114.5, 114.6
(2C and 4C Ph), 116.7 (5C pyrimidine), 121.1, 128.4,
129.6 (1C, 5C, 6C Ph), 160.7 (3C Ph), 161.3 (4C pyrimi-
dine), 172.8 (6C pyrimidine), 174.4 (2C pyrimidine),
188.7 (CHO). FABMS m/z (%): 276(M+1, 100), 275 (M+,
45), 247 (50), 246 (40), 233 (14), 200 (4), 170 (4), 158
(15), 107 (2); C13H13N3O2S requires 275.33.

4.1.1.7. 2-Amino-4-(3,4-dimethoxyphenyl)-6-(methyl-
sulfanyl)-5-pyrimidinecarbaldehyde (2g). Yield 60%
(0.35 g) in DMF and 70% (0.40 g) in CH3CN; cream colored
solid (EtOAc–hexane); mp 156–158 �C [Found: C, 54.81;
H, 4.94; N, 13.73. C14H15N3O3S requires C, 55.07; H,
4.95; N, 13.76]; Rf (30% EtOAc–hexane) 0.26; nmax (KBr)
3436, 3317, 3186, 2927, 1639 cm�1; dH (300 MHz,
Me2CO-d6) 2.71 (3H, s, SCH3), 3.74 (3H, s, OCH3), 3.76
(3H, s, OCH3), 6.92–7.14 (5H, m, NH2 and Ph), 9.66 (1H,
s, CHO); dC (75 MHz, Me2CO-d6) 13.2 (SCH3), 56.2
(OCH3), 56.3 (OCH3), 111.9, 113.0, 116.9, 124.7, 130.1,
150.1, 152.2, 161.3, 162.6, 175.2 (Ph and pyrimidine),
188.3 (CHO).

4.1.1.8. 2-Amino-4-(methylsulfanyl)-6-(4-nitrophenyl)-
5-pyrimidinecarbaldehyde (2h). Yield 40% (0.23 g) in
DMF; mp 196–198 �C [Found: C, 49.47; H, 3.50; N, 19.32.
C12H10N4O3S requires C, 49.65; H, 3.47; N, 19.30%]; Rf

(30% EtOAc–hexane) 0.28; nmax (KBr) 3436, 3313, 3193,
2916, 1639, 1569 cm�1; dH (300 MHz, CDCl3) 2.54 (3H, s,
SCH3), 5.29 (2H, s, NH2), 7.705–7.728 (2H, m, Ph), 8.230–
8.203 (2H, d, J¼8.7 Hz, Ph), 8.93 (1H, s, CHO); dC

(75 MHz, CDCl3) 14.3 (SCH3), 99.9, 105.7, 118.5, 128.2,
129.6, 130.6, 135.6, 162.4, 170.7, 176.1 (CHO); FABMS
m/z 291 (M+1); C12H10N4O3S requires 290.30.

4.1.1.9. 2-Amino-4-(methylsulfanyl)-6-naphthyl-5-
pyrimidinecarbaldehyde (2i). Yield 40% (0.2 g) in DMF;
cream colored solid (EtOAc–hexane); mp 188–190 �C
[Found: C, 64.98; H, 4.45; N, 14.22. C16H13N3OS requires
C, 65.06; H, 4.44; N, 14.23]; Rf (30% EtOAc–hexane) 0.32;
nmax (KBr) 3480, 3440, 3160, 1634, 1522 cm�1; dH

(300 MHz, CDCl3) 2.51 (3H, s, SCH3), 5.63 (2H, s, NH2),
7.54–8.00 (7H, m, naphthyl), 9.90 (1H, s, CHO); dC

(75 MHz, CDCl3) 13.4 (SCH3), 111.3 (5C pyrimidine),
126.3, 126.9, 127.5, 127.8, 128.5, 128.6, 130.2, 140.4 (naph-
thyl), 147.45 (6C pyrimidine), 155.5 (4C pyrimidine), 165.0
(2C pyrimidine), 188.8 (CHO); FABMS m/z 296 (M+1);
C16H13N3OS requires 295.36.

4.1.2. General procedure for the synthesis of 4-(methyl-
sulfanyl)-2,6-diphenyl-5-pyrimidinecarbaldehydes (3).
The appropriate 2-aroyl-3,3-bis(alkylsulfanyl)acrylalde-
hyde 1 (2 mmol) was dissolved in DMF (20 mL) at room
temperature. To the above solution benzamidine hydrochlo-
ride (0.313 g, 2 mmol) and K2CO3 (0.55 g, 4 mmol) were
added and the solution mixture was heated in a boiling water
bath for 15–20 h. The cooled reaction mixture was poured
into ice cold water (50 mL) and the semisolid obtained
was extracted with CH2Cl2 (3�25 mL), dried, and purified
using column chromatography on silica gel (60�120) with
ethylacetate–hexane (1:9) mixture. The compound was ob-
tained as white solid. Recrystallized from EtOAc–hexane
(4:1) solution.

4.1.2.1. 4-(Methylsulfanyl)-2,6-diphenyl-5-pyrimid-
inecarbaldehyde (3a). Yield 41% (0.24 g); white solid;
mp 152–154 �C [Found: C, 70.3; H, 4.62; N, 9.09.
C18H14N2OS requires C, 70.56; H, 4.61; N, 9.14%]; Rf

(10% EtOAc–hexane) 0.84; nmax (KBr) 1674, 1515, 1404,
833, 694 cm�1; dH (300 MHz, CDCl3) 2.75 (3H, s, SCH3),
7.51–7.74 (8H, m, Ph), 8.62–8.65 (2H, m, Ph), 10.12 (1H,
s, CHO); dC (75 MHz, CDCl3) 13.8 (SCH3), 117.4 (5C py-
rimidine), 128.6, 128.7, 129.4, 130.7, 130.8, 132.0, 137,
150.2 (4C pyrimidine), 170.5 (2C pyrimidine), 190.2
(CHO); FABMS m/z (%): 307 (M+1, 100), 305 (4), 278
(2), 261 (2), 243 (2), 229 (1), 215 (2), 128 (2), 105 (5), 91
(2); C18H14N2OS requires 306.38.

4.1.2.2. 4-(4-Methylphenyl)-6-(methylsulfanyl)-2-
phenyl-5-pyrimidinecarbaldehyde (3b). Yield 46%
(0.25 g); white solid; mp 160–162 �C [Found: C, 70.98; H,
5.02; N, 8.78. C19H16N2OS requires C, 71.22; H, 5.03; N,
8.74%]; Rf (10% EtOAc–hexane) 0.84; nmax (KBr) 1674,
1504, 1361, 833, 694 cm�1; dH (300 MHz, CDCl3) 2.64
(3H, s, SCH3), 2.82 (3H, s, Me), 7.62–8.84 (9H, m, Ph),
10.52 (1H, s, CHO); dC (75 MHz, CDCl3) 13.6 (SCH3),
21.4 (CH3), 121.5, 128.5, 129.3, 130.6, 131.8, 133.3,
136.9, 141.2, 163.0, 169.8, 173.1, 190.1 (CHO); EIMS m/z
(%): 321 (M+1, 100), 304 (1), 202 (1), 149 (2), 102 (10);
C19H16N2OS requires 320.41.

4.1.2.3. 4-(4-Chlorophenyl)-6-(methylsulfanyl)-2-
phenyl-5-pyrimidinecarbaldehyde (3c). Yield 48%
(0.26 g); white solid; mp 194–196 �C [Found: C, 63.76; H,
3.82; N, 8.20. C18H13ClN2OS requires C, 63.43; H, 3.84;
N, 8.22%]; Rf (10% EtOAc–hexane) 0.84; nmax (KBr) 1670,
1512, 1404, 1110, 879, 690 cm�1; dH (300 MHz, CDCl3)
2.75 (3H, s, SCH3), 7.56–8.68 (9H, m, Ph), 10.14 (1H, s,
CHO); dC (75 MHz, CDCl3) 13.6 (SCH3), 122.0 (5C pyrim-
idine), 127.2, 129.3, 130.6, 132.3, 163.3, 170.2 (6C pyrim-
idine), 173.6 (2C pyrimidine), 188.2 (CHO); FABMS m/z
(%) 341 (M+1); C18H13ClN2OS requires 340.83.

4.1.2.4. 4-(4-Bromophenyl)-6-(methylsulfanyl)-2-
phenyl-5-pyrimidinecarbaldehyde (3d). Yield 48%
(0.27 g); white solid; mp 198–200 �C [Found: C, 55.98; H,
3.38; N, 6.98. C18H13BrN2OS requires C, 56.11; H, 3.40;
N, 7.27%]; Rf (10% EtOAc–hexane) 0.84; nmax (KBr)
1670, 1512, 1404, 879, 690 cm�1; dH (300 MHz, CDCl3)
2.73 (3H, s, SCH3), 7.51–8.62 (9H, m, Ph), 10.09 (1H, s,
CHO); dC (75 MHz, CDCl3) 13.6 (SCH3), 121.4 (5C pyrim-
idine), 125.5, 128.5, 129.2, 131.8, 131.9, 134.9, 136.5 (4C
pyrimidine), 163.1, 168.7 (6C pyrimidine), 173.5 (2C py-
rimidine), 189.3 (CHO); FABMS m/z (%) 387 (M+2, 38),
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385 (M+, 40), 352 (2), 273 (4), 246 (60), 120 (20), 107 (20);
C18H13BrN2OS requires 385.28.

4.1.2.5. 4-(4-Methoxyphenyl)-6-(methylsulfanyl)-2-
phenyl-5-pyrimidinecarbaldehyde (3e). Yield 50%
(0.27 g); white solid; mp 164–166 �C [Found: C, 67.56; H,
4.82; N, 8.14. C19H16N2O2S requires C, 67.84; H, 4.79; N,
8.33%]; Rf (10% EtOAc–hexane) 0.80; nmax (KBr) 1674,
1504, 1361, 1114, 833, 694 cm�1; dH (300 MHz, CDCl3)
2.74 (3H, s, SMe), 3.96 (3H, s, OMe), 7.08 (2H, d,
J¼8.7 Hz, Ph), 7.33–7.7 (3H, m, Ph), 7.73 (2H, m Ph),
8.66 (2H, m, Ph), 10.1 (1H, s, CHO); dC (75 MHz, CDCl3)
13.6 (SCH3), 55.4 (OCH3), 113.7 (5C pyrimidine), 114.1,
124.4 (4C pyrimidine), 128.3, 129.7, 130.4, 132.4, 162.0
(6C pyrimidine), 175.6 (2C pyrimidine), 190.0 (CHO);
FABMS m/z (%); 337 (M+1, 100), 336 (M+, 5), 274 (4),
242 (2), 229 (1), 179 (2), 165 (2), 120 (2), 107 (5), 89 (5);
C19H16N2O2S requires 336.41.

4.1.2.6. 4-(Methylsulfanyl)-6-(2-naphthyl)-2-phenyl-
5-pyrimidinecarbaldehyde (3f). Yield 35% (0.21 g); white
solid; mp 162–164 �C; Rf (10% EtOAc–hexane) 0.84
[Found: C, 73.87; H, 4.72; N, 7.68. C22H16N2OS requires
C, 74.13; H, 4.52; N, 7.86%]; nmax (KBr) 1677, 1504,
1404, 833, 694 cm�1; dH (300 MHz, CDCl3) 2.79 (3H, s,
SMe), 7.56–7.62 (6H, m, Ph and naphthyl), 7.89–8.05 (4H,
m, naphthyl), 8.13 (1H, s, naphthyl), 8.69 (1H, s, Ph),
10.12 (1H, s, CHO); dC (75 MHz, CDCl3) 14.0 (SCH3),
122.0 (5C pyrimidine), 127.2, 128.3, 129.4, 130.6, 131.2,
136.4 (4C pyrimidine), 140.2, 145.1, 163.3 170.2 (6C pyrim-
idine), 173.6 (2C pyrimidine), 190.4 (CHO). EIMS m/z (%)
357 (M+1, 100), 340 (10), 301 (1), 216 (1), 135 (4), 119 (7),
102 (20), 85 (2); C22H16N2OS requires 356.44.
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