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4 DIZCUSETON

In 2szigring the siruwcturzl forxtmla e thailan ifg, the
following cxperimental facts have heen takern into azcount bBesidoz
the essontial functionez) sroups as dizznosed by conventional
physicel methods, i.e, the unusual stability of the moleculs and
*he forrmation of ved cclor in alkaline solution. Tﬁe detorcinaticon
of the exazot wmolecular weight of thailénﬂine waz attennied by maazs
srectrametric method, Tut unfartunately, the compcund couﬁg not
b vaporized in the mase spectroreter. For this renson, the
osnometric method of molecclar wierght determination was resorted
vo and the molueular weisht found to be 1505,

The rropesed structure for thailandine corresponds to
a compount ol high solecular welasht and is calculated as 1312
from the formule projoazcd.  ‘The agreenent botween experimontal
and thepretical moleculoy weights 16 quite good ovd the proposerd
gtructure is-adopteé en this bacsin,

Thailandine contzins trivhenyl methyl nuclei as reveale?
by the charzeteristic I.H. absorptions at 1200 and 1280 cm.-l(lj_
1t is logical, therufore, to assuns that they a2rise by the
 condensaticn Letween one mole of bensaldehyde and two =moles of
r2soreinogl via the c¢rossed zldal condeneation followed by
elimination of water., The rosition of cmndﬂnsatlun ﬁhould be

ortho-para to both ol the hydroxyl groups of the resorcinol

molecules ir accordance with oriéntatinn ruelés az shown bLelow
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the resulting trivhenvl mizthane derivatives ecsn thon
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condenss intermoluéularly te Torm the 1argn:ﬁqlecule af
thailzndine, Flemzntal analysecs establicsh that Five of these
molecules should eondense with the loas of wotor to Lorm
thinilending, Vo here postulate the formation of eyelictetramcrn
by the condensaticn of four of these aclecules to fors the main
skelcton of theailardine while the filth molecule eondensos at
tiz skeleton ts lfoaTm a branching of bivhenyl ¢erivative.

Tre rrescnce of the bivhenyl systeo with ertho and
rera hydroxyls in the molecnle of thailandine is postulated o
accouny for fts ro? eolor in alkali, We pestulate ii ko arise
4Y the condensation hetween cne aydroxyl grour of the skeleton
tetraner ond a hydrogsn zteom at the ortho-para pesition to the
wwo hydroxyl sroups of o dihydroxy. benzenc ring of the 2ilydroxy..
diphenylinethane zs shown telow. This, hawever, ronains an Gp e
Iuestion since we have been uiatle to isclalce ony degradaticon
product posasessing tiphenyl strusztures. Tho sezition of conden-

sation ias lumatorial in view of the symmetrical slracture of the

sietelon rimg. D241
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The Twe hydroxyl grouvs irndicatod Ly aztersisks in
the above proposcd atructure will Fovm phepoxide ions in
alkali which can aacordiﬁgly reaonate among the various
siTuctures, crusirg a bathechromic shilt that renders the
solution dosp . red. In acid, however, the phenoxide ions
revert to tho phenclic form, less reszonance is oparantive
znd the r=d color ls lost. The stability of thailsndine towards
ucid.and alkaline kydrclyzia is consistent with the proposed
aromatic sther siructurc. The compound was recovorsd
uncaanged uporn refluxing in alkali for 3 days. 1t can be
Eroninated easily, a tycical reaction of thenol. As =
vhenolic znéd aleoholic compound, thailsndins can be methylateod
Ly dimethyl sulfate in alkali to trideca methyl dcrivative.
Tre compound alse forms benzoyl and acctyl Zerivatives. The
proposed stypucturc was further supported by derragation af
thailandine in conc. HHO5 which afforded a palosyellow snlid
whoao elemental'analysis agread with the structure of m-nitro
benzole acid.

In the nroposed structure, it btecomes necessary o
pestulate the uptake of an oxygen atexm For each of the four
tripzenyl methyl carbone al the skeleton tetracer to forDo-
hydroxyl grouns in order te account lfor the ritlatively high
cxygen contenl of thailandine shoewn by microanslyscs as well
a5 by r.m.r. spzetrum. This is not unreascnable since

triphenylmethyl derivatives are oxidized eazily +to their
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carhinol durivatives{ § }. Trus elementzl analysesz, one
triphenyisethyl carbon must be l2Fft unoxidized and is postulated

to be the one showe hy asterisk in view of the fact that it is

o

rindered by the phenyl group and the two nydrogen-bonde
bEydroxyls., The structurs of thadilandine is thereflorc postuls=ted
s shown on Dagye B ‘

The F.7t, apecotrun shows charscleristie abserption bands
for thz main groups az shown ir Tatle 2, which is consistent
-with the aassigned struciure, It should be mentioned that tre
comrpleox zaymmetry of the cormvound makos it diffisult to confirm
the structure by the n.re.r. spectraa, as imporiant fine structurcs
mrc lackinz. The number of differend poctons diagnosed by n.u.o.
however, ars in accord with the assigned structure. The evidicrnee
ol the welemental analyscs and the molecular weight detesrmination,
tegether with the I.,%. and n.p.r. spectra lend good support
to the structure snroposed for this comgpound.

Inalogoua compound’ can be prenarad Yy uwsing suifanilic

acid in place of E-methyl-2-amincoyridine.
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