
Recently. we reported that N-babN'-arylamidhs react 
with enamkes derived from aidebydes atTording 4.5. 
d~y~~~i~ and N~~~~y~~~~l- 
amidincs derivatives according to Scbem~ I .I 

!schem 1. 

Inthispaperwewisbtoreportour6ndingsaboutthe 
reaction of the above emu&es witb N-IN’-uns~ 
StitUtCd-bC&S. 

By reacting N-i&am&es (1) with cnamines (2), 
l,~y~-~~~~v~ (3) were obtained as 
the main reaction products (Scheme 2). 

tX=GaC&asinTabk 1. 

The structure of compounds 3 was inferred from 
anaIytical, IR and ‘H NMR data, Conclusive evidence 
was given by mass spectrometry. The function 
pattern of compounds 3u-b is depicted in scheme 3. 

The mass spectIai abundance data for selected peaks 
for 1,4dihydro-s-tria&es isolated are given in Table 1. 

The mokcukr ion is generally absent but the mokcu- 
IatweiehtisconfinntdbythepnsenceoftheMit~d 
insomecasesakobytbeM-lions.Themainfrag- 
mentation leads to the formation of the ion b which is 
ahvays the base peak of the spectrum except when 
R’*R”=Ph @a). When R=C& and R”=C& or 
alkyl the ion b gives rise to ion bt through amine eli- 
mination acampanied by by- vent. 
The ion b arisiog from compound 4e loses C& (76) 
giving rise to the ion m/e 176 as contInned by the 
corresponding metastabk peak. 

Tbesamefragmentationpatltkadingtoionbcanalso 
give fragments c and d. 

F&y fragment a arisii from the molecular ion 
through amine eliminatioo and fragments c and f arising 
from the ~y~~~e ring ckavage are always present 
inthespectra. 

In good agreement with their structure, compounds 3 
were easily converted into the corresponding s-triazine 
derivatives by reaction with chlomnil in boiling benzene. 

chroranll 
80’ - 

3 4 

In,this case, too, the fragmentation pattern (Scheme 4) 
confirms the as&& structure. Tbe detaikd frag- 
mentation data are given in Tabk 2. 

The mokcukr ion is absent or of snudl intetudty, but 
tbe mokcukr weight is con6rmed by the presence of 
M+l ion. 

The nmin fragmentation pathway is a McLafTerty 
te81TBpptment involving the hydr*n atom in a position 
with respect to the amke nitrogen. Tbe ion h so formed, 
which is6 most cmcs the base peak, kxes C&-CNH 
or17ROmdccUkSofPbiCNgi~rieetoioasb,andb+ 
respectively. The last two fragmentation processes are 
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&t so important when R’ = R’= alkyl. The fragment ion 
h also gives rise to the ion h3 (m/r I#), 

Aoother noteworthy fragmentation process leads to 
~~b~ch~~y~~~~~~ 
mentation of compounds 4. 

Finally, the loss of R’ or R” from the mokcoku ion 
gives rise to ion g which is abundant oaly when R’= 
atkyl. 

The formation of the dihydlWi+e de+ativy 
~~Wo~occurs according the mecW dep@ted m 

Tbe&stageisthedirecteIectroj&ylicattackofthe 
N-~~~~ ~~S~~~ 
intermediate cbloro-immonium ion (!!) is thus formed 
which evolves throogh the n~~h~c attack of aJ& 
dhEaSlkSl(6)k&iDgtohl~cI)*h~- 
~torl,Thefo~onoftbe~ringisfikelyto 
occur through a subsequent attack by the anion (6) upon 
cationic in&rmediate (8) followed by any eiimina- 
tion. 

The formation of intermediate 7 paraW the pre- 
viously discussed mechanism of the reaction between 
cnamines and N~~~N‘~~~~n~.’ However, 
the aryl substituted a&ogue of 7 evolves prefembly 
either to a S&dihydro-imidazole derivative by cycliza- 
~or~~~e~s~~~~of~ 
which, by simple deprxxonation, gives N-+m&metby- 
~ene~~~~e @theme I),probably v of the 
beak hmdrance preventzng the formatron of the 

. 

The cyclization to imida3rok ring is possibk also from 
~~ 7 even if as a secow process. A&ally, 
in the case of the reaction between N-bromo&en- 
~ and 2-p~y~~-~~~~~~ne, be&es 
the dihydro-triazine (&I), 234) - diphaiyl - 4(5) - mar- 
pholino - 34) - methy * 4rj - dihydro - imidazok (9) was 
isolated in low yield? 

From the above reaction the 2-~~~~2-~ny~ 
pmpiomddebyde (I@ was also isolated in low yield. This 
product probably arises from the hydrolysis of tbe 
haloiinium ion (@ owing to traces of water present in 
the reaction system. 
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76 LQl=OUUl 

Isolluiorofdihpdro-hidcudr9aad2-morphalbo-2. 
ph8aYl - PnWknBaWti 10. 4.001 of the alub ti 
obbioed from I-morplmiho-wym aad N-bro~ 
~W~~~ OnS~~~~ 
~~6Of~~~~~).~~~~~~ 
-yi~(86#))ata&wm!eof2ml/aiin. 

Tllefolbwiagpmdoctswaeprogr&Wlyeluti2-mor- 
photioo - 2 - PaaYi - PmpiwrldebYdc 10 (0.4g). lup. 9pc: ‘H 
NMR (CDCU: 1.S (3 H, s, Me); 2.49 (IH, m, @Xi&N); 3.78 (4 H, 
t W&O); 720-7.7s (5 ii, m, aroomtics~ 9.3 (1 H, s. CHO). 
fFamd: c, 7lA; H, 7.W N. 6+ Ch. for C,Ji,,N&: C, 71.25; 
H. 7.75; N, 6.4%). Dihy- 9 (O.&J). oiI. ‘H NbCR 
(CDCl& 1.81 (3 H, I, Me); 2.75 (4H, m, (CH&N); 3.71 (4 H, t, 
(CH&O); 4.77 (1 H. s, CH); 7.W (11 H, aromatics aad NH). 
MS: 322 CI), M + 1; 202 (!Y); 1~~~~~; 86(34);77 (41); 71 
(39) aaki ~.~~ 

‘L. Citaio, D. Pocar, R Shdi aad B. Gi 1. Ch. &c. 

zl!zilz~~Ccdkt.A.IbIdetaadJ.M.P*. 

~~ ~~~~~~~ 3. chnn. sot. Pakia I, 
1 wm 

‘J. 3ougault and P. Robin, CR Acd Sri, Pads, 171.38 (1920). 
‘I. Chxdek sod D. Loevenic. Wm. Bu. #. 400 11933). 


