3 LEIERIMENTAL

el Freparstion ol thoilandine-

I mixtufﬁ of Eﬁqﬁthyl-Ehamincpyr%din&, 10,8 g.{0.10mokz),
bongaldshyde,10,6 #,(0,10mole) ang resarcinel, 11.0 g.{0.10melc)
inm 153 m)l, of ethanel wos: relluxed for 2.9% howra., The oixturc
was allowed to cool a2nd then poures into 2000 ml, of distilled
wrter. The resultiﬁg brick precipitate wasn [Liltcred to give an
riredrizd preoduet, 23,23 g, The latter was hydrolyssd in 100 ml,
of & K.sodium hydroxide over a waser batih [or 1 hour. Tﬂe-deep-
red seiution was filtered and acidified with & M. hydrochloric
ncid to precipitate a reddish-brown solid, which was wached fruc
of neid and ajr-dried teo give thailandine, 10.5 g.. The compound
wos purificd by disselving it in 30 ml, of cthanol ov&r a owater
bath for ten mirutcs, then filtered and the liltrate gas pouwed into

nn cxcess of distillad water (¢a.20C nl.) to precipitate ihe

ey

urer ‘product, ERepotition of the purification process yiclded
zurey thailandine, 39 =..

The evidence that G~nothyl-2-aninopyridine octs as o
catalyst 'in the reaction leading to thaillandine was demonztrated
by resrating the abhove cxperimnent without ths addéiticon of
6-nuthyl=2-asinepyridine. No procipitate was isolated after
refluxing the mixture for 2.9% hours followcod by pouring it into

-an txregs ol diszilled water.

3.2 Methylation of thailandinc (4)

4 solution of &€ M. sodium hydruxida}ﬁﬂ ml., and



-10~ .

thailzndéine 1.C g£.(0.0007 mole) was placed in a 500 ml.. thres-
nesked [lask egipped with a svparatery funnel, a rmagnetiec stizrer,
and g roflux and;-ng{-_;r‘rfo the stiryred solutiofwere addsd 15 ml.

of dimethylanllate ﬁrupwise through the scparaztory funnel over

the pericd of 15 minmtoes whilsat stirring'the nixtures vigernusiy.
Tha mixtare e then »sfulwed with ztiepring for 30 niinutes to
complete the aethylatlion., A red precipitatﬁ wes formed, It woo
allowed to ccol, filietad and washaod éncc with diztilled water,
twice wikh 20 ml,. diluts H25G4 azni than with distilled water unmtil
the wzshing was neutral 1o litaws papeor. The produet was air-driod
to give 870 wyg. of the methyl derivative. Purificatinﬁ wos by
repentedly dissclving the proeipitate in a swmall apount of ethancl,
followsd by filtration and =ddition of an excess of distiiled
watsr toc precipiiale the purer praoduct, 420 wg., 5.0- 150-1520 C.
Llemental znalyses corresiond to the formaticn of trideca nmethyl

27.01% H. = 5.6%% O = 17,3%0% .

thailondine, Anzl. Crled. found O

(]

5.66% O = 17.92%

C193H96019 , requires C = TE.42% H

The I.R. suectrun of the mothyloted prodect atill

reveals the vrescnce of hydrogenebarded hydroxyls =t 3550 cm._l.

This indizcates the nrzsence of hydrogen-bonded hydroxyls in the
parcnt thailandine, which resist methylation. They arc postulatec
te be the two hydroxyl goowps shown by asterisks in the proposed
fermulz on zage 8. The T.E. spoctrum as shawn in Figura 4.

3.% hoetylation of trhailandine

Thairandite,lfﬁ'g. {O.DDGTHEIG}1WHS digsolved in 35 ml.
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of 6 M, ¥a0H solution ir 100 nl. roundebottomed flask. dcetic

arhydride, 20 nili, was. adided., The £1a8k fﬁs.éhakén vigorausly

for abeut 15 minutés, after whicﬁ.the redﬁor;ﬁge pfeéipitate

of thailandine acotate seperated. It was filtered and washed ﬁith

distilled water until the washing was neﬁtral to litmus paper.

The preduct was air-dried to givc ﬁh.aceffl derivative, 880 mg.

The cempound was purif;ed by di%sﬁifing.it in a Eméll &moﬁnt ol

etharol {sa, 10 mi.) over a water bath Cfor 10 minutes, filtéred

and the filtrate poured inte an éxceas of distilled water(ca.?ﬁml;)

tc precipitate the product. Hepetitiog el the pufificaticn {

process yielded. wure aeetyl derivative, 250 3., -C.p. 1692171 c.
The compound gave uwnidentified analytical results which

nay be duc to the formation of 2 mixture of acetyl derivative,

Anel. found : C = 72.30 %, E = 5.22 %, DIE 20,6 %. The I,.R.

spectrwn indiecetes incomplote acotylation aa showm in Figure 6.

3.4 Hensuvlation of theilondine

fhailandine, 1.0 5.{0,0CNT mole), was mixoed with 35 =ml,
of & M., NaDH solution in 250 ml.rround—bottomed flask. Benwoyl-
chlordde, 20 ol.,was zdded. The bottle was corked and shaken
vigorously, then lef+ in a refrigerator cvernight. The
precipibate was filtered and washed with hot water until 211
benzoic acid dissclwved, The praluct was air-dried to glive 790 GigT
of bLenzoyl derivative. The compound was purified in the sane
way a2 mentioned in the acetylation fo yield benzoyl deoivative,

220 mg.. The bompcﬁnd gave unidentified analytical rezults

which may be due %o formation of 2 nmixture of benzoyl



derivatives, Anal., fownd : € = 76.66 %, ¥ = 4.46 %, 0 = 17.9 &,
The I.iii. spectrwn indicates incomplétu henzoyiation a2z shown
in Figure 7.

3.5 Oxidation of thailandinc With blesching sowder

fhailandine, 1.0 g.{ 0.0007 mole), was dissolved in 35
ml. of, & M. ¥aCE solution in & 250 ml., besker. The solution was
heated over a water bath and 25 ml. of soturated calsa{fun
Lypochlorite solution were added with stirring, The red ecolor
disappcared irmmcdiately. The solution was Filtered and
acidifisd with &6 M. HC1l to precipitate = yellow solid, It was
-filtered and washed with distilled water until the wazhing was
neutral to litnus paper. .The airsdried oxidation.;rcduct,
560 mg., was obtained. The compound was purified in the sage
wiy as mentioned in the acsetylation to yicld ar oxidaticn
product, 175 ng.. The product gave unidentificd elemental
aralyses,.

Repetitien of the abovc procaduro with 95 % 01 in

2%
place ol bleaching powder alfforded the samc oxidation product

with identical T.R, spectre, az shown in Figure S,

3.6 Depradation of thailandine with concentrated nitric acid
fhailandine,_E.G g.fﬂféﬂlﬂ ﬁal;),:was mixed ﬁith iDD
mi. of cone. HNQ3 in & S00 nl.- beaker and heated an A huf prlate
urtil ne trace of red-trown vaver of nitrogen dicxide was
given olf, and a yellow solution was obtained, The solution
was then hoated 4o ﬂryﬁess. The residue was dissolved in
distilled water{ca. 50 ml,) and the solutién'was warned on the

water bath.

.



'
The clear solution was separated by filtration., he psle-
¥ellow oxidaticon pro@uct RﬂCGipitated on caoling, The wure
compound. was obtained by fractiosnal erystallization in a hot
-
distilled water, The yield was 252 ng., 12.6 %, m.p. 135~
137°¢. Anal. Qaled..for CHNO, : O« 50,24 %, K = 5.08 %,
B 7.97 %, 0~ 38,71 %. Holeocular weight ( maas spectrowetry)
157 1 roundt ©C = 50.3 %, H =~ 3,04, N « 8.38 % s 0 = 38,32 4,

The I.R. spectrum is shown in Figure 8.
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