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S.Thishvd@=ntoin (1) rs-cts with triosry saines,

£

re_ely, asthyl-, n-rronyl-, iso-vropyl, n-tutyl, =z
venzylsuines to rive x-thisureido-N-eliyl-scet=rides

(72 - g}

A

T

3icilsrly 2-thiohydentoin (1) reects with piper

fte

dine ~nd soroholire to give w-thioureido-ii-piperidino
(38) snd x-thioureido-N-zor;holindecets_.ids (3b)

resrectively.

S-arylidene-2-thiohydentoins (4s end bt) wsre
rercted with zethyl-, n-rrovyl-, n-tutyl, sad teo7vls

aines to give the corresyponding &-Li—slkvl-ioino-o-

n
=

srylidene-hvé=zntoiz (5).

SeT-ick-Gentoir (1] rercts with feo-osld.nyde =nd
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THICHYDANTOINS AND PSEUDCTHICHYDANTOIN

Closely =1lied to hydratoins ere the &-thiohydentoins.
It hes seensc desirebl:s to coasider these two types of
cowround aore or lesgs tocether, since they undergo snslogous
reccticns in the rresence of the seme or of sitiler

reacrents.

slorecver, 2-thiohydsntoln snd its verious derivatives
are re=dily converted intc the correspconding oxygen coopounds.
This l=gt stotecznt is of perticulsr importencs, gince the
sulfar nyésntoins ere frecuently not cnly prep=red =2ng
iscleted .ore eesily thro the oxygen 2O.orounds, but #21s0

ocre re-otive.

also 4-thichydr-atoins r#n2 2,a-citniochydantoins heve

pesn prep-red; thezse =lso have ¢henic~l rrorsrties silil-r

to those oF tne corresrondins Cxymin CC_rounis.
< o L %
ot o= 3 g =5
Crg——0C=3 ?;2 '
‘ l | !
iy ,/'m":l L nd
s o o l\g/d
A r"‘
0 "
)
4«~ihishydrntoin 8,4-Dithiohydentoin
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Pszudothiohydantoins sre isomeric with 2-thio-

hydentoins:
k3] 4
Tﬂa——~—-0=0 fﬁau————0=0
Hi . INd S |
" "
S N
8-Thiohysntoin Pseudothiohydsntoin

th: ciffercnce betwesen 8-thiohydantoins 2rnd pseudo-
thiohydsnteils wes first recognized in 1879 by Liebernsnn

and Lﬂngel’g . Further study of the structursl differ-

~

N ; % . &
znces wasg =de by asSchen , »n<d by Uixorn .

Onz of the prigeipel wethods of preperetion of
rsgudothiohydratoins is throuch the interscticn of »
thioures with chloroscetic acid; this resction wss studied
by & nupber of investigetors between 1873 ~nd 1879, =nd
wes telieved to lesd to the forastion of 3-thiohyden-
toins5‘ll. it wes soon found, however, thet these
conpounds gave unexpected results when nydrolyzedla,
oxidizedla, or trested with wetnllic oxzides in attenrts

10,11

to desulfurize the It wes the hydrolysig of =

diphenyl dzrivertive of pseudothiohydrntoin to forn
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srniline rnt thiorlyeellic reif which lsd Liebep.znn snd

£age to conelude thsv toeir "diphernylthichydentoin™ hed

beasn irsorrectly I'orqul?tedl.

CH,——GC=0 } CH g——CGOOH
| l OH | +  PhiEg
S P — &
\\‘G'//
b
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I'ETHODS OF SYNTHESIS OF THIOHYDANTOINS

4} Fronm srdnoscids and =1kali thiocyanetes.

2-Thiochydsntoins sre prepered froo the resection of
potessiua thiocyenste with o -sninoscids.
14
It was reported by Kleson
15

s and lsater confirued by
Jehnson™”, thet 2-thiohydaptoin (I) wes formed when the
hydrochloride of glyecinc ethyl ester (II) »nd pot=ssium
thiscysnate ~re heated together »t 140 - 150°C, without
solvent. athyl thiohydentoste wes =ls5 isol-ted by
Johnson fro. the resction products, but the fect thst he
wes unsble, »s were harries =nd ﬁeisslb’lv, to bring about
Ting closure of tuis ester to &-thiohydantoin (I),
indicates thet etiyl thiohvdsntoste is not an internsdi-te
product in the formstion of 2-thiohydsrntoir (I).

It wirs rceported by Kaustsule

that thiohyd=pntoic =cid
h~d besen obt=ired by hesti:g flyeine with potessiua thio-
cyvenste in ecetic anhydride solution, ~nd thet 2-thio-
hycrntoin (I} could be prepsred by heeting thiohydentoic
ecid with hydroehloric =cid »siFince it hed been found

irpossible to brige about the cyclizetion of ethyl thio-

hydentoste with _inerel ecid, this reaction yns investigsted

Central Library - Ain Shams University



