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NITRO GROUP PARPICTPATION IN LEUCKART REACTION-I"
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Recently it was shown that 2-propionylthiophene gives thienyl
substituted pyrimidines', sn anamslous Leuckart product in addition to the
expected 1-(2-thienyl)-1, aminopropanea’3. We came across yet another interest-
ing observaiion wnich we report below.

Leuckart Teaction? on simple benzoylthiophene(Ia) leads to the normal
¥-formyl product 1. However, when there is a nitro group f -to the carbonyl
group as in Ib6 or Ic, the nitro group participates in the Leuckart reaction amnd
a gquinazoline derivative(IIla or IIIb) was obtained in excellent yield (overall
yield T6%) in one step.

The ketones had strong carbonyl I.R. absorption. [1650 cm™' (Ib) and
1660 om-1 {(Ia & ¢)]. However the expected N-formyl carbonyl absorption was not
geen in the case of the nitrc ketones Leuckart product, nor was the NH absorptiom
geen. Both IIIa and IIIb had a very sharp singlet at 9.2 § (1H) not exchangeable
with 3)20 in the 60 MHz NMR spectrum, characterigtic of the quinagoline proton.
The UV absorption spectra of the- two compounds were identical and were also

similar to the quinagoline spectrum,
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The elemental analyses and high resolution mass spectra indicated
the assigned formulae and the m.P. of IIIa was identical to that reported'z***.
In this connection we are tempted to believe that the first stage in this two
step synthesis may be the formation of the N-formyl compound IV which must
afterwards undergo reduction to the N-formylhydroxylamine V followed by
dehydrocyclisation to give the totally aromatic quinazolones IIIa or IIIb.

We find this method superior to the method reported for the above
and other thienoquinazolines both in yields and in general procedure., We are
currently studying the generality of this reaction on several systems and
complete dstails will be reported elsewhere,

R R
O NHCHO J \__ NHCHO
o I ot

H v
O3

Acknowledgement: The authors thank Dr. K.K. Balasubramanian, IIT, Madras, for

iva R
b R

useful discussion, Prof, D.C. DeJongh of University of Montreal for high
resolution mass spectra, CIBA Research Centre, Bombay for analytical data and
Midland Yorkshire Tar Distillers, Yorks, for a gemercus gift of thiophsne. One
of us (JBR) thank IIT, Madras for the research fellowship.

References:

1. David, T., Hill and Bernard Loev, J.0rg.Chem., 38, 2102 (1973),
2, F.F. Blicke and J.H. Burckhalter, J.Amer.Chem.Soc., 2_4).,, 477 (1942).
3. M. Bellanghi, Chem.Ber.Gess.Chim.Ital., 82, 773 (195Z).
4. R, Leuckart, Chem.Ber., 18, 2341 (18855;1.1.. Moore, Org.Reactions, 6, 301 (1343},
5. H.E. Smith and V. Rajewsky, J.Het.Chem., 5, 715 (1968).
6. légna'l(:: Caz)u;alves, Mathew R. Kegelman and Elis V, Brown, J.Org.Chem., 17,
8 952 . ¥
7. Otto Hans, Chem.Abs., I3, 120668¢c (1970) Patents. * Ko direct comparison was made.



