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H NMR s p e c t r a of 2 - h a l o - 4 - n i t r o p i c o l i n e s were r e g i s t e r e d .

The spec tra l parameters: i . e . chemical s h i f t s as well as

coupling cons tants were estimated. Inf luence of proper t i e s of

s u b s t i t u e n t s of chemical s h i f t s and coupling cons tants have

been d i scussed .

In the l i t e r a t u r e are not many dates dea l ing with coupling

constants of dlsubstituted pyridines. The 2-halo-4-nitropleoli-

es are particularly interesting, as In their molecules there

are some substituents, which are situated in resonance

positions in relation to each other and to pyridine nitrogen.

Experimental.

Synthesis of 2-halo-4-nitropieolines have been described in

previous publications C1.2].

The H NMR spectra of 2-halo-4-nitropicolines were obtained

with Tesla BS 5S8 A 1O0 MHz at the temperature 3O° C. CDClg

have been used as a solvent and TMS as in internal standard.

The chemical shifts values by means of spectra analysis for

protons of t i t l e compounds as well as coupling constants are

contained in Table 1.

Results and discussion.

Conversion from pyridine 2-halo-4-nitropicolines causes the

greatest change of the shielding of the proton adjacent to

nitro group and varies for H-3 CO. 22 •!• 1,42 ppnO and for H-5 -

O.O3 -r- 0,58 ppm. The observed deshielding effect of H-3 and
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H—5 in 2—halo-4-nl tropicolines i s consistent with the known

nucleophllic reactivity of 4-nltropyridines C3J. The spectra of

2-halo-3-methyl-4-nitr opyr i dines, 2-halo—5-jnethyl - 4 - nitropyri-

dines and 2-halo-6-methyl-4-nl tr opyr 1 dines were studied as

being an AX type. The introducing of three substltuents to

pyridine Chalogen in position 2, methyl"group into position 3

and nltro group into position 43 causes the change of coupling

constants J_ . from 5.5 Hz 13) to 3 Hz bromo derivatives and
5 . O

7,5 Hz in the case of chloro and iodo derivatives. Only singles

were obtained in the spectra of 2-halo-5-methyl-4—nltropyrldi-

nes. This fact t e s t i f i e s to the lack of coupling protons 3 and

6 in the compounds mentioned above or the magnitude of

spl i t t ing in this case comparable with a natural width of the

line.

The n—excessive and F1—deficient compounds can be described in

terms of pim C4).

. , m
 S Cpp"4>-halo-4-nltroplcollnes " & Cpp"°pyrldlr»e

6 CppnO__. . . _ . . _ , . - <5

The dependence of p against y lZ~i of 2-halo-4-nitropico-
z

1ines i s 11near.

References

1. Puszko A. , Talik Z. , Prace Naukowe A.E. Wroclaw, 167/189.

178 C1SSO3

2. Puszko A. , Prace Naukowe A. E. Wroclaw. 278. 169 C19893

3. Katritzky A. R. , Lagowskl J.M. , Chemistry of Heteroeycllc

N-Oxides, Academic Press. London 1971

4. Poudler W. W. . Janovic M. V. . Org. Magn. Res. 19/4, 192/1982

421



TABLE 1 . Chemical s h i f t s coupling constants and pla of 2-halo-4-nitropicol lnes of protons.

1.

a.

3 .

4 .

S .

6 .

7 .

8 .

0 .

No Compound

a-chloro—3—methyl-4-nitro—
pyr1di ne

2-ehloro-B—methyl —4—nltro-
pyridlne

a-chloro-6-roethyl-4-nitro-
pyridlne

2-bromo-3-methyl-4-nitro-
pyrldin*

a-broiBO-S-methyl -4 -n i tro-
pirydyn*

a-broroo-6-methyl-4-nitro-
pyridine

a-iodo-3-methyl-4-nitro-
pyridln*

a-i odo-S-i»»thyl -4-ni t ro -
pyridln*

a-lodo-O-methyl-4-nltro-
pyridin*

Ch«mi cal

H - 3

-

7.6O

8.6O

—

8.55

8.6S

—

8.85

8. SO

H - S

7.7O

—

7.3S

7.7S

—

7. 95

7.75

—

7.65

shi f t s C6

H - 6

8.60

8. 10

—

8.S5

8.65

-

8.65

S.OO

—

ppnO

H-CH3

a. oo

a. 55

a. eo

a. 63

a. 58

2. 63

a. es
a. 57

a. e

Coupli ng

J 3 . 5

-

3 . S

-

-

a.o

—

—

3. 5

constants

J 5 .6

7 . 5

—

—

5 . 5

-

-

7 . 5

—

P 1 9

O. 34

o. as

1. 29

O.33

1 . 13

1. 14.

0.42

1.O5

1.8Q


