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The recction between nitriles »nd phosgene wes reported by Henke (1) in
1858, but it hss been considered thest the phencmenon wss probably one of mere
solution. (2)

We have found thst when uzcetonitrile cont:ining hydrogen chloride is
allowed to re:ct with vhosgene in r serled gless tube at 60-65° for 4O hours
{mole rastio of hydrogen chloride to phosgene is 0.9), 6-chloro-2-methyl-4(3H)-
pyrimidone hydrochloride (Iz) is obtsined in 55.4% yield; mp ~bove 240° (dec.)
and V mex 1730 cm'l, 1640 cm-l ( ¢=0 2nd/or ring (3) )(¥Br disc). #nsl. Found:
C, 33.49; H, 3.24; N, 15.69; C1, 38.8, Crlcd. for C5H6012N20:' c, 33.18;

H, 3.34; N, 15.48; €1, 39.17. Weshing Iz with wetter (Eg. 1) gives 6-chloro-

2-methyl-4(3H)-pyrimidore (IIz) zlmost quentit-tively; mn 235,5-236.5° (lit (L)
231.5-232.0°), V max 1685 cm'l, 1600 cm™t ( C=0 and/or ring)(¥Br disc).

Anzl, Found: C, L1.33; H, 3.22; N, 1¢.%4; Cl, 24.3. mol wt 1l43. Cslcd. for
CgHgClN,0: C, 41.54; K, 3.49; N, 19.38; Cl, 24.52. mol wt 1h4k.6.
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The nmr spectrum of IIa, mezsured in pyridine, exhibited a singlet at T 7.60
{3H)(assigned to methyl protons) and a singlet at T 3.48 (1H)(assigned to the
ring proton).

Further, the pyrimidone (IIa) was identified by converting it to 4,6-
dichloro-2-methyl-pyrimidine (III) py resction with phosphorus ventzchloride
(Eq. 2); mp 45.0-45.5° (1it (3) 46-48°); 3 max 1530 em™L (ring). 2Anesl. Found:
Cl, 43.7. mol wt 166. Calcd. for CgHy,CloNy: €1, 43.50. mol wt 163.0 nmr
(CDC13): Z 7.29 (singlet 3H), T 2.74 (singlet 1H)
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The melting point, I.R. and nmr spectrc of compound III were identiccl with
those of an authentic semple prepsred by the recction of 2-methyl-4,6(1H, 5H)-
pyrimidinedione with phosphorous oxychloride; mixture melting point showed no
depression.,

The pyrimidone (IIa) rescts with dry hydrogen chloride to give compound
Iz znd Ila cen be regenercted by trezting Ia with wster or by recrystsllizstion
from weter or methyl slcohol. Sublimetion of Ia under reduced vressure elso
yields IIa. These frcts indiczte thst the pyrimidone (Ia) is = werk bese but
cen form zn unstable ss1lt with hydrogen chloride.

Recently, Nishiweki (5) reported th:zt in nmr spectrum, NH-signsl of 4-
pyrimidones could be seen =s = bro=d peck in low field &nd pronounced con-
centrztion dependence wss noted. EHoweVer, the signsl corresvonding to NH proton
of Ilez wss not observed.

Similcrly, propionitrile furnishes 6-chloro-2-etyl-5-methyl-4(3H)-
pyrimidone (IIb) through Ib in 3%.9% yield; mp 203-204.5°; L)max 1670 cm_l,
1600 em™L ( €=0 and/ro ring)(KBr disc), fn-~1. Found: C, 48.44; H, 5.22; N,
16.31; €1, 20.56. mol wt 172. Cszlecd. for CoHoClNy0: C, 48.71; H, 5.26;
N, 16.2%; Cl, 20.54. mol wt 172.6.

The nmr spectrum of ITb mecsured in CDClB, exhibited a trivlet at Z 2.65
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(3H, J=7.5 cps, assigned to methyl protons of ethyl group), a singlet st T 7.85
(3H, assigned to 5-methyl protons) and » quertet ot T 7.26 (2H, J=7.5 cps,
assigned to methylene protons). No NH.proton w:os observed in the region
between T -5.8 =nd 10.

£1though there zre vecrious methods for elsborating the pyrimidine nucleus
(6), the present method provides @ new rnd convenient synthesis of 6-chloro-
2,5-dielkyl-4(3H)-pyrimidone.

Further work to clarify the scope, limitction 2nd mechsnism of this new

chloropyrimidones synthesis is under vyrogress.
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