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18 a result of the discovery of the photoreactivity of
nitrophenylezters nnd nitrosxnisoles (1,2), it was deemed interesting
to extend the study to the photobehaviour of substituted
nitroznisoles. in alkaline solution of 2-bromo-4-nitroanisole turas
yellow rapidly when illuminated with ultraviolet light, A plot of
ultraviolet absorption spectra taken at various intervals duriné
the reaction shows the occurrence of isosbestic points. In the
dark no reaction takee place,

To isolate the products a solution of 1 g of 2-bromo-4-
nitreanisole (m.p. 106-107° {3}) in 620 ml of purified
tatrahydrofuran znd 2400 wl of 0,1 N NalH wis illuminated at roon
tempersture with the light of = Hanau . 31 high pressure mercury arc,
filtered through pyrex gleszs,

ifter illurination the presence of halogén ions could be
deronstrated with gilvernitrate. Two compounds and = tarry product
were detected on g thin layer chromatogram with the 4id of
ultraviolet light.

Ths reaction mixture was r.ritly neutralized with hydrochloric
2¢cid sni evoporated under reduced pressure on 2 waterbath (temp,
47°CY, The residue (100 ml)} was extracted with ether to remove
unrencted 2nisole, Then the solution was neutralized completely

<4 2gnin exiracted vith ether. affer Alstilling the ether the solic
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residue was “reated with boiling petroleum ether, b.p. 40-60°

(2 x 30 ml) and with boiling petroleum ether, b.p. 80-100° (1 x 100
ml)., An insoluble tarry product remained. From the higher boiling
petroleum ether fraction a product crystazllized which after
recrystallization melted at 103-104,5° and which proved to be
identical with S-nitroguaiacol {4) {mixed melting point, ultraviolet-
snd infrared absorption specira and analysis), The product which
crystallized from the lower boiling petroleum ether fraction was
chromatographed on a neutral aluminumoxide column (50 x 2,5 cm)
with 2 benzeme-alcohol mixture (9:1) as eluent. Two compounds were
isolated: S-nitroguaiacol (44 % isolated) and a compound which
after crystallization from petroleum ether (40-60°) melted at
108,5-110° and which proved to be identical with 2-bromo-4-
ﬂitrophenol (5) (mixed melting point, ultraviolet— and infrared
ibsorption spectra). The yield of 2-bromo-4-nitrophencl is small in
comparison with the yield of 5-nitroguaiacol.

"It thus seems that the&main photoreaction of 2—bromo(cploro)—
4~nitroanisole in alkaline solution is a substitution of bromine by
hydroxyl, Substitution of the methoxygroup also takes place, Thether
an attack at carbon—4\(6,7} is occurring could not yet be established.

Similarly, 2-chlorc-4-nitroanisole on illumination yields
S5-nitroguaiacol (48 isolated) besides =z tarry troduct and a small
amount of 2-chloro-4-nitrophenol.

“hen 2-bromo-4-nitro-unisole is illuminated in a water-methanol-
methylamine siolution several products are formed. One of them has
been isolated =2nd proved to be N-methyl-2-bromo-4-nitroaniline (8).

A photosubstitution of the bromosubstituent by OH  could not be
established with 3-nitrobromobenzene, 3,5~dinitrobromobenzens, 2~
and 4-bromoznisole, The substitution of the halogen in 2~bromo- and
2-chloro-4-nitroanisole by Cli~ thus seems to be 2 rather specific

reaction, Its scope and kinetic Teutures zre being investigated (9).
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