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This invention relates to the manufacture of
intermediates for dyestuffs of the general for-
mula:

wherein X is an alkyl or a substituted alkyl, such
as for instance aralkyl, Y is an alkyl or a substi-
tuted alkyl, such as for instance aralkyl or phenyl
or other aryl while the group

2T,
[

‘N/
represents any nitrogen containing nucleus such
as for instance thlazole, selenazole or the like
which may be substituted by alkyl, phenyl, phen-
ylene or any polynuclear ring.

These new substances, which may be consid-
ered as being thioketone derivatives of heterocy-
cliec compounds, readily react with reactive alkyl-
or methylene groups under formation of hydro-
gen sulphide, so that they are useful intermedi-
ates in the preparation of dyestuffs, such as sym-
metrical and assymmetrical carbocyanines or
merocyanines.

‘These thloketones can also be used in the prep-
aration of other intermediates for dyestufts.

According to the Invention these new com-
pounds are prepared by reacting acid halides with
2-alkyl derivatives of quaternary cyclammonium
salts in the presence of sulphur-splitting com-
pounds such as phosphorus pentasulphide, pref-
erably in an acid-bind!ng solvent such ag for in-
stance pyridine.

Erample 1. —Preparation of (N-ethyl-benzthi-
azolidene-methyl} -methylthioketone:

—5 CH,
bomdes
I]T/

CaHj

350 g 2 - methy! - benzthlazol-ethyl-toluenesul-
phonate and 150 g phosphorus pentasulphide are
thoroughly mixed. ‘To this mixture are added
1300 ccm dry pyridine, which previously have
been cooled to below 5° C. After recooling under
5°, 100 g acetylchloride are slowly added, the tem-
perature belng kept below 5°. After ¥ hour the
temperature is allowed to rise to room tempera-
ture under repeated shaking and the whole Is
finally heated %2 hour in a boiling water bath.
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The pyridine is evaporgted in vacuo and the
dark-brown colored residue washed with water;
during the ing the product solldifies. After
thorough drying {n a-facuum-dessicator it 1s re-
crystallized from benziné (bolllng point 120/140°
C). The yield i548.5 g (20%).

After recrystallization from ethyl aleohol, yel-
]10W brown needles are obtaitred which melt at

46° C,

Determination of S:
amount: 27, 2%.

Erample 2—Preparation of (N-methyl-benz-
thiazolidene-methyl) -ethylthloketone.

B CyH,
(Té =C H-—é: ]
/
T

CH,
275 g 2-methyl-benzthiazol-dimethylsulphate and
150 g phosphorus pentasulphide are thoroughly
mixed. To this mixture are added 1300 ccm cold,
dry pyridine.

After cooling to below 5° C, 120 g proplonyl-
chloride are slowly added, the temperature being
kept below 5° C. After ¥; hour the temperature
is allowed to rise to room temperature under re-
peated shaking and the reaction mixture 1s final-
ly heated % hour In a boiling water-bath.

The pyridine is evaporated under reduced pres-
sure and the dark-brown colored residue washed
with water; during washing the product solidifies.
After thorough drying in a vacuum-dessicator,
the erude product is recrystallized from benizine
(boiling point 120°/140° C). The yleld {s 95 g
(40%).

After recrystallisation from ethyl alcohol, yel-
low needles, melting at 155°-156°, are obtained,

Determination of S: 27.79%. Calculated
amount; 27.23%,

Ezxample 3.—Preparation of (N-ethyl-4-5-ben-
Zo-benzthiazolidene-methyl} -Methylthioketone:

7

26, 73%. Calculated

B 3 EH.
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400 g 2-methyl - 4-5-benzo-benzthiazol-ethyltol-
uene-sulphohate and 150 g phosphorus pentasul-
phide are thoroughly mixed. To this mixture are

added 1500 cem dry pyridine, which were cooled
to below 5° C. After recoollng below 5° C, 100



g acetylchlorlde are added gradually, the tem-
perature being always held below 5° C. After %4
hour the temperature is allowed to rise to room
temperature and finally the mixture 1s heated 1%
hour in & bolling water-bath.

The pyridine is evaporated In vacuo and the
dark-brown residue washed with water. The
solidified product Is dried in a vacuum-dessicator
and recrystallized from benzine (holling point:
120°/140°),

Recrystallization from ethyl alcohol gave yel-
low brown needles, melting at 194° C.
Determlnation of S: 22.8%.

amount: 22.5%.

Calculated

Erxample 4 —Preparation of (N-ethyl-benzsele-

nazolidene-methyl) —methyl thloketone:

fe CH;

1
=CH—C=§

(!"Jsz
To & mixture of 350 g 2-methyl-benzselenazol-
ethyllodide and 150 g phosphorus pentasulphide
are added 2000 ccm cold, dry pyridine, After re-
cooling below 56° C, 100 g acetylchloride are slow-
Iy added, the temperature heing held below 5° C.
After ¥4 hour the temperature is allowed to rise
to room temperature under repeated shaking and
the reaction mixture is finally heated 2 hour
in a bolling water-bath,

‘The pyridine is distilled off in vacuo and the
dark-brown colored residue washed with water;
during washing the crude product solidifles.
After thorough drying it is recrystallised from
benzine (bolling poilnt 120°/140°)., The yield is
90 g (32%). .

After recrystallising it from ethyl alcohol,
brown-red needles, melting at 136°-138°, are obh-
talned.

Ezample 5

Preparation of (N-methyl-benzthiazollidene-
methyl) -phenyl-thioketone

—

U=CH—C=8
N
H:

275 grams finely divided 2-methyl-benzthiazol-
dimethyl-sulfate and 150 grams phosphorus
pentasulphide are mixed with 1000 ccm cold, dry
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pyridine. The mixture is chilled below 5° C and
175 g benZoylchloride are slowly added under good
stirring and cooling. After Y4 hour the tempera-
ture is allowed to rise to room temperature and
under repeated shaking the mixture 15 finally
heated half an hour in a boiling water bath un-
der the reflux condensor. After evaporation of
the pyridine {n vacuo, the dark colored residue
s treated with cold water until it becomes s solld
mass. After thorough washing and drying in a
dessicator it Is recrystallized from benzine (boil-
ing point 120°/140°), The yleld Is 168 g (58%).

Recrystallization from ethylalcoho! ylelded yel-
low needles, melting at 176° C.

Determination of 8: 21.19%
amount: 22.61%).

(calculated

Example §

Preparation of (N-ethyl-5-methylthlodiazo-
lildene-methyl) -phenyl-thioketone

CHr—ﬁ——S
N
™~

Catl

To a flnely divided mixture of 270 g 2-5-di-
methyl-thiodiazol-ethyliodide and 150 g phos-
phorus pentasulphide are added 1000 cem cold,
dry pyridine. Under good stirring and cooling,
to keep the temperature of the reaction mass be-
low 5° C, 175 g benzoylchloride are graduslly
added. After about 15 minutes the temperature
is allowed to rise to room temperature and the
whole Is then heated Y2 hour in a boillng water
bath under a reflux-condenser.

The pyridine is removed hy evaporatlon under
reduced pressure and the red-colored residue 1is
washed with water. It is fllfered by suction and
dried at low temperature. On recrystallizing the
crude product from ethylalcohol, the yleld is 185
grams (63%).

Purther recrystallization from salecohol glves
light-red colored crystals, melting at 185° C.

Determination of 8: 2445% (calculated
amount: 24.42%).

Varlous changes may be made in the details
disclosed in the foregolng specification without
departing from the invention or sacrificing the
advantages thereof.
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