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Synthesis of the 3-Hydroxy-4'-iodothiobenzanilide
TIpumeno Ha 13.V.1968 r.)

No positive results were obtained, when introducing the iodine into 3-Hydro-
xythiobenzanilide through its Acetoxy-thioderivative!). In all cases there sulphurless
compounds were obtained. For this reason a synhesis of 3-Xydroxy-4-iodothio-
benzanilide was performed in another way.

At first, according to the Schotten-Baumann method 3-Acetoxy-4'-iodo-
benzanilide (I) (colourless needles, m.p. 182—183°C) was obtained. In the second
phase of the reaction treatement of the compound (I) with phosphorus pentasulfide
in dry organic solvent-xylene34) corresponding 3-Acetoxy-4'-iodothiobenzanilide
(II) (yellow leaves m. p. 125—126°C) was acquired. At the end, under mild condi-
tions of hydrolysis using dilute aqueosu sodium hydroxyde 3-Hydroxy-4'-iodothio-
benzailide (IIT) (light yellow prisms, m.p. 215—216°C) was obtained. The sheme
of the synthesis is as follows:
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The presence of the free hydroxy group in the compound (III) was prooved by
acetylisation with acetic anhydride. By this treatment the thioamide group was
acetylised as well, and the corresponding O, N-Diacetyl-3-hydroxy-4'-iodothio-
benzanilide (IV) (orange needles, m. p. 90—91°C) was obtained, which according
to the earlier research of Hydroxythioamides%® has the following structure:
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The same compound (IV) can be obtained with acetylisation of the compound
(I11) as well.

EXPERIMENTAL
The melting points are uncorrected.
3-Acetoxy-4'-iodobenzanilide (I)

3,96 g (0,02 mole) 3-Acetoxybenzoyl chloride®) (fresh prepared) was added
in drops and by constant mixing in cool solution on 0°C from the 4,38 g (0,02 mole)
p-iodoaniline?) in 12 ml pyridine for 15 minutes. After standing for an hour at
room temperature from the reaction mixture a colourless crystal product was se-
parated, filtered, washed and dried in air. By that 7,9 g (98,4%) of crude product
with m. p. 173—174°C was obtained. This recrystallization from ethanol gives
3-Acetoxy-4'-iodobenzanilide colourlees needles with m.p. 182—183°C.

Analysis: 4,064 mg subst. 6,998 mg CO,, 1,162 mg H,O

4,692 mg subst. 0,147 ml N, (750 mm 24°C)
C;H,oNO,J (381,18)
Calc.: C 47,28, H 3,17, N 3,68%
Found.: C 46,99, H 3,19, N 3,559

3-Acetoxy-4'-iodothiobenzanilide (1)

In heated solution from 1,9 g (0,005 mole) 3-Acetoxy-4’-iodobenzanilid
(I) in 15 ml dry xylene 1,2 g (0,005 mole) finely powdered phosphorus pentasulfide
was added. The reaction mixture was refluxed over the oil bath at the temperature
of 120—130°C for 15—20 minutes. The colour of the solution was changing from
yellow to red and laterly to dark red. The change of the colour showed that the
reaction was going correctly. The warm reaction mixture was immediately filtered
and by cooling it a yellow crystal product was obtained. This product was filtered,
washed and dried. 2,9 g (92,43%) of crude product with m.p. 121—122°C was,
obtained. By recrystallization from ethanol yellow leaves with mp.. 125—126°C,
were formed.
Analysis: 3,882 mg subst. 6,432 mg CO,, 1,002 mg H,O
4,551 mg subst. 0,127 ml N, (750 mm 24 °C)

C,;H,:NO,ST (397,25)

Calc.: C 45,38, H 3,05, N 3,539,

Found.: C 4521, H 2,89, N 3,179
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3-Hydroxy-4'-iodothiobenzanilide (IIT)

A mixture of 1,98 g (0,005 mole) 3-Acetoxy-4’-iodothiobenzanilide (IT)
and 20 ml of diluted alkali (In NaOH) was heated on the water abth for 10—15
minutes at the temperature of 60—70°C. The yellow alkali solution (pH 8—9)
was filtered, cooled and acidised with dilute hydrochloric acid (In HCI) to pH 6-7.
By that, yellow precipitate was obtained which by cooling, immediately got crystalli-
sed. The crude product was filtered, washed with water and dried. 0,8 g (89,46%
of crude product with m.p. 210—211°C was obtained. By recrrystallization from
ethanol yellow prisms were separated with m.p. 215—216°C.
Analysis: 6,903 mg subst. 11,174 mg CO,, 1,704 mg H,0O
5,006 mg subst. 0,167 ml N, (750 mm 24°C)

C,,H, ,NOSJ (355,204)

Calc.: C 43,98, H 2,84, N 3,95%
Found.: C 44,15, H 2,76, N 3,83%

O, N-Diacetvi-3-hydroxy-4'-iodothiobenzanilide (IV')

In the mixture of 1,77 (g (0,005 mole) 3-Hydroxy-4'-iodothiobenzanilide
(IT1) and 6 ml dry pyridin droppwise, while constantly stirring 6 g (0,06 mole) acetic
anhydride was added. After standing overnight at room temperature, the dark red
reaction mixture was poured into 300 ml iced water. In that way an orange crystal
product was separated, which was theh filtered, washed with water and dride. 0,95 g
(85,92%) of crude product was obtained with m.p. 87—88°C. By recrystallization
from ethanol-water (2:1) it gives orange needles with m.p. 90—91°C.

Analysis: 4,891 mg subst. 8,398 mg CO,, 1,377 mg H,0O

4,931 mg subst. 0,137 ml N, (750 mm 24°C)

C,, H;; NO; SJ (439,28)

Cale.:  C 46,51, H 3,23, N 3,19%
Found.: C 46,86, H 33,15 33,15

XeMUjcKH HHCTHUTYT
TIprpoaHo-MaTeMaTUIKK GaKyITET
Cxonje
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M. Janyescka u B. Ipucaraney
IIPNJIOT KOH IO3HABABLETO HA THOAMUIUTE
Curresa Ha 3-XMapoKcH-4’-joXT¥OOEH3aHMIIN,L
H3BOA

Tpy oGu/ Ma ce BHECE jOT BO 3-XMAPOKCH-THODEH3AHWINAOT HE Ce JODHEHM
noawTHBHM pesynTaTn. Cekoj IaT ce HoOHBAAT coemuHenuja Oe3 cyndyp- 3arToa
CHHTE3aTa HAa 3-XMIpOKCH-4’-JONTHOOEH3aRMIMIOT € H3BpIICHA HA JAPYr HAYMH.

On 3-anertokcy-4-jonSensanmnua (1) (Sesbojruu wrmmmy, T.1. 182—183°C)
co momotr na (ochoper nenracynaduyx Bo CyB KCHION € HOOMEeH 3-aneToxc-4-
jomruoSersanumin (11) (kontu nuBuupa, I.7. 125—126°C). Ox Hero co ymepeHa
anxalha Xuzpommsa e moduen 3-xuapoxcu-4-jomrmobersannnny (I (xontn
npusmu. T.T. 215—216°C). IIpucyCTBOTO Ha CIODOAHATA XMPOKCUIHA Tpyna BO
coemirenyeTo (III) e JoKaxxaHO CO AUETUIHPAKE CO AHXUAPU/ HA OUETHA KMCCIIMHA.
Ha T10j nawiu e pmoduen O, N-juaneTii-3-xuapokeu-4-joarnodensanmig (IV)
(opamxoBu uramuu, 1.1. 90—91°C).



