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THE O'R'E T I C A L 

Section ( ii )

Kbstaneckl-Robinson -Acylation of some lodo- 

derl vat Ives of 2.4-and 2.6-Dihydroxyacetophenone

The effect of the presence of various substituents 

such as chloro-, bromo-, alkyl- etc. in the a-hydroxy- 

acetophenones has been studied, but no -work has been carried

out so far to study the effect of an iodine atom in the
/

o-hydroxyacetophenone on the course of this reaction as will 
be seen from the discussion of the Kostaneeki-Robinson 
reaction. The present work deals with the synthesis of some 

iodo-chromorses and -flavones, by the Kostaneeki-Robinson 

acetylation and benzoyl at ion of the mo no-io do and di-iodo- 

o-hydroxyacetophenones.
The iodo ketones required for this purpose were 

first synthesised from 2,4- and 2,6-dihydroxyaeetophenone 

and their structures established.
Jodlnation of 2.4-dlhydroxy acetophenone

Segalle ( Ifenatsh., 1896, 12, 314- ) iodinated 2,4- 

dihydroxyacetophenone with potassium loda tea and ; :po tas slum 

iodide in acetic acid solution and obtained a mono-iodo 
derivative, m.p. 158°, to which no definite structure was 
assigned, in the present work 2,4- d ihydroxyac et op he no ne ( I ) 

on indication with iodine and iodic acid afforded a mono-iodo 
derivative, m.p. 164°. Its dimethyl ether was found on 

direct comparison to be identical with thesmethyl ether of
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2- hydroxy-3-iodo-4--inethoxyacetopbenone ( IV ) described in 

section Cl). Segalle*s iodo derivative was therefore 2,4- 

dihydroxy-3- iodo-acetophenone C II ).

2.4- Dihydroxyaeetopbenone ( I ) on iodination with 

twice the theoretical amounts of iodine and iodic acid gave 
the 3,5-di-iodo derivative ( V ). Its dimethyl ether was 

identical with the methyl ether of 2-hydroxy-3»5-di-iodo-4- 

methoxyacetophenone ( VII ) described in section ( I ).
2.4- Dihydroxyacetophenone ( I ) on iodination with 

one role of iodine in presence of ammonia gave a mixture 

from which mono- io do and di-iodo derivatives were isolated 
by fractional crystallisation from ethyl alcohol in which 
the mo no-iodo derivative was more soluble than the di-Iodo 

derivative. The mono-iodo derivative was different from 
2,4*.dihydroxy-3-iodo-acetophenone C II ) obtained, by iodination 

\d.th iodine and iodic acid. Further, its dimethyl ether 
agreed with the methyl ether of 2-hydroxy-4-metboxy-5-iodo- 

aeetophenone ( X ) described in section ( i ). Therefore

the mo no-iodo derivative was 2,4-dihydroxy-5-iodo-

acetophenone ( VIII ). The di-iodo derivative was the 3,5-

di-iodo derivative ( V ) described above.

2.4- Dihydroxy- 5-io do-acetophenone ( VIII ) was 

obtained in better yield by refluxing 2,4-dihydroxy-3,5- 

di-iodo-acetophenone ( V ) in acetic acid solution. It 

underwent' decomposition losing the iodine atom from the

3- position.
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X 3odi nation of 2.6-dihydroxvaceto:phenone 
2,6-Dihydroxyacetophenona ( XI ) on iodination with 

the theoretical amounts of iodine and iodic acid gave a di-iodo- 
ketone in poor yield. But with twice the theoretical amounts 
of iodine and iodic acid it gave the di-iodo derivative in 
better yield. The dimethyl ether of the di-iodo ketone was 
identical with the methyl ether of 2-hydroxy-3> 5-dl-iodo- 
6-methoxyaeetophenone ( XHT ) described in section ( I ).
The di-iodo ketone was therefore 2,6-dihydroxy-3,5-di-iodo-
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acetophenone ( XII ),,

The above di-iodo ketone ( XII ) when refluxed with 

ethyl aloohol lost one iodine atomiand gave a irom-iodo- 

acetophenone. As this can result In only one no no-io do 

derivative, the mono-iodo-acetophenone has been assigned 

2,6-dihydroxy-3-iodo-acetophenone C XV ) structure. The 

dimethyl ether of this was identical with the 2,6-dimetboxy- 

3-io do-acetophenone ( XVI ) described in section ( i ).
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Kostanecki-Robinson acetylation of 2.4-dihydroxv- 

3-lodo-acetophenone

2,4-Dihydroxy-3-iodo-acetophenone ( II ) on 

Kb stane cki-Ro bin son acetylation with sodium acetate and 

acetic anhydride gave a product which has been assigned 

7-acetosy-8-iodo-3-acetyl-2-metlylchromone ( XVII ) structure. 

On treatuent with concentrated sulphuric acid it gave 

7-hydroxy-3-acetyl-8-iodo-2-methylchromora ( XVIII ) 

identical with the product obtained on iodination of
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7-hydroxy-3-acetyl-2-methylchromor)e ( XIX ) with the 

theoretical amounts of iodine and iodic acid. This on 

heating with alkali gave a de-aeetylated product identical 
with 7-hydro xy-8- iddo-2-me thylc hrono ne ( XX ) prepared by 

the iodination of 7-hydroxy-2-methylchr o mo ns as described 
in section ( i ).

Kostanecki-Bobinson benzoylation of 2«U-dihydroxy- 

3-io do-acetophenone
2,4-Dihydroxy-3-iodo-acetophenone ( II ) on 

Kostanecki-Bobinson. benzoylation with sodium benzoate and 
benzoic anhydride gave a prod not which could not be purified 

hence it was treated directly with concentrated sulphuric 
acid. It yielded a hydroxy-iodofla-gone identical with the 
mo no-io do product obtained from 7-hydro xy-3-benzoylflavone(3EXII)
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by iodination with the theoretical amounts of iodine and 
iodic acid and has therefore been assigned 7-hydroxy-8-Iodo- 
3-benzoylfla-vone ( XXI ) structure. Attempts to debenzoylate 
this product with alkali gave unsatisfactory results. Its 
methyl ether on alkaline hydrolysis did not give any 
debenzoylated flavone but gave Instead an iodo phenolic 
ketone and an iodo phenolic acid which were found on direct 
comparison to be 2-hydroxy-3-io do - H- methoxyacetophenons ( IV ) 
and 2-hydroxy-3-iodo-4-me thoxy benzoic acid, ( XXIV ) 
respectively ^described in section C i ).

x

|V

X

OH

UCOOH

XXVW

Kostanecki-Robinson acetylation of 2.4-dihydroxv- 
5- io do- acetophenone

2,HwDihydroxy-5-iodo-acetophenone ( VIII ) on



Kostanecki-Robinson acetylation with ssdium acetate and 

acetic anhydride gave a product *#iich has "been assigned 

7-ace toxy-6-iodo-3-acetyl-2-methylchromo ne ( XXV ) structure. 

On de-.esterification with sulphuric acid it gave 7-hydroxy- 

6-iodo-3-acetyl-2-methylchromore ( XXVI ). Attempts to
j •

de-acetylate this confound did not succeed. The methyl 

ether of this 3-acetylchnomone on heating with alkali 

decomposed to give a mixture of 2-hydroxy-4-methoxy-iodo- 

acetophenone ( X ) and 2-hydroxy-4-ioethoXV-5-iodobenzoic 

acid ( XXVIII )cle&<-Tiv>e4 f y\ SfitViort Ci) *
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Sostanecki-Robinson benzoylation of 2.4-dihvdroxy- 

5-in do-acetophenone

2,^Dihydroxy-5-lodo-acetophenone ( VIII ) on



lo stanecki-Bobinson bet^zoylation with sodium benzoate and 

benzoic anhydride gave an injure reddish brown product which 

could not be purified. The crude product was therefore treated 

with sulphuric acid when a hydroxy-io do f la vone was obtained. 

This has been assigned 7-hydroxy-6-iodo-3-bensoylflavone 

( XXIX ) structure. It could not be debenzoylated with 

alkali. Its methyl ether gave 2-hydroxy-4-methoxy-5-iodo- 

acetophenone ( X ) and 2-hydroxy-4-methoxy-5-iodobenzoic 

acid ( XXVIII ) instead of the debenzoylated product on 

treatment with alcoholic potassium hydroxide.
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Kostanecki-Robinson acetylation of 2.4-dihydroxy- 

3.5-di- iodo-acetonheno ne

2,4-Dihydroxy-3,5-di-iodo-acetophenotB ( V ) on 

Kostarecki-Robinson acetylation with acetic anhydride and 

sodium acetate gave 7-acetoxy-6,8-di-iodo-3-acetyl-2- 

methylchromone ( XXXI ). This on de-esterification with 

sulphuric acid gave a hydroxychromone identical with



the di-iodo-ehromone obtained from _7-hydroxy-3-acetyl-2- 

methylehronone C XIX ) by iodination with iodine and iodic 

acid, fie product obtained on de-esterification with 

sulphuric acid has therefore .been assigned 7-hydroxy-6,8-di- 

io do - 3 - ac e t yl- 2- me thylc hr o'mo ne ( XXXII ) structure.On 

alkaline hydrolysis no pure product could be obtained. Its 

methyl ether on alkaline hydrolysis gave a mixture of 

2 - hydro xy- 3 ? 5- d i- io do - *f- me t boxy a c e t op he no ne ( VII ) and 

2-hydroxy-3»5-di-iodo-h-methoxybenzoic acid ( XXXIV ) 

described in section^ i ).
X X

C H 5
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M\\ >C*XIV
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7-%droxy-6,8-4 i- Iodo-3-acet yl-2-me thylchro mo ne 
( XXXII ) on prolonged refluxing with glacial acetic acid 

lost one iodine atom and gave 7-hydroxy-6«ibdo-3-a-cetyl- 

2-methylchromone ( XXVI ) described before.

Kbstaneeki-Bobinson benzovlation of 2.4-dihydroxy- 

3«5-di- io do-acetophenone
2,ih.Dlhydroxy-3,5-di-iodo-acetophenone ( V ) on 

So stare cki-Robinso n benzoylaton with sodium benzoate and 

benzoic anhydride gave a deep reddish brown product ’gdiich 

could not be purified and so was treated with sulphuric acid. 
It gave a m no- io do- hydroxy f la vo ne identical with 7-hydroxy- 
6-iodo-3-benzoylflavone ( XXIX ) described before. The 

iodine atom from the 3-position of the ketone lyj«sg - 

eliminated in the course of the reaction.

The desired 7- hydroxy- 6,8- d i- io do-3 - ben© yl- 

flavone ( XXXV ) has however been obtained by iodinating 
7-hydroxy~3-benzoylflavone ( XXII ) with Iodine and iodic 

acid. The methyl ether of this on alkaline hydrolysis gave 
2-hydroxy-3,!?-di-iodo-4-methoxyaeetophenone ( VII ) and 
2- hydroxy-3, 5- d i- io do- ^ me t boxy be nzo ic acid ( XXXIV ) ym

<n sec-Hot) a).
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Kostanecki-Robinson acetylafon of 2,6-dihydroxy-
3«5-dl-io do-acetophenone

2,6-Dihydroxy-3j5-di-iodo-acetophenone ( XII }
when subjected to Kostanecki-Robinson acetylation with sodium
acetate and acetic anhydride gave a product which has been
a s signed 5-ace to xy-6,8-di- lo do-3-acetyl-2-methylchromo ne
( XXXVII ) structure. On de-esterification with sulphuric
acid it gave a hydroxy-di-iodo derivative identical with
the one obtained on iodination of 5-hydroxy-3-acetyl-2-
methylcbromone ( XXXIX ) with iodine and iodic acid. The

product obtained on de-esterification with sulphuric acid
has therefore been assigned 5-hydroxy-6,8-di-iodo-3-acetyl-
2-methylchromons ( XXXVIII Its methyl ether on alkaline

A
hydrolysis gave 2-hydroxy-3,5-di-iodo-6-methoxyacetophenone 

' ( XIV ) described in section ( i ) and no de-aeetylaidd
i

product could be isolated.
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Kbstanecki-Roblnson benzoylation of 2.6-dihydroxy- 
3«5-di-iodo-acetophenone

2,6-Dihydroxy-3, 5-di-iodo-ace tophenone ( XII ) on 
Eostanecki-Robinson benzoylation with sodium benzoate and 
benzoic anhydride gave a product which has been assigned 
5-benzoylo:cy-6,8-di-iodo-3-benzoylflavone ( XL I ) structure. 
°n de-esterification with sulphuric acid it gave 5-hydroxy- 
6, S-di-iodo-3-tenzoylflavore ( XLII ) identical with the 
product obtained in the iodination of 5-hydroxy-3-benzoyl- 
flavone ( XLIII ). Its methyl ether on treatment with hot 
alkali remained unchanged.
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General observations :

The best temperature for both the acetylation and 

benzoylation was found to be 155-160°, Higher tenperatureslMd 

to decomposition of the iodo ketone and gave unworkable 
products. Larger quantities of the sodium salts of the acids 

also ted a deleterious effect on the reaction and led to 

decomposition of the iodo ketones^ Highly coloured products 

were obtained which could not be purified. v-f,-<udU V’' 'iV3L. IdS
RdViVim 0VV-4. ^ ^ YO *jD
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SXPEH I M E If T A X,

Section ( ii )

Jbdinatlon of 2.4-dihydroxyace toohenone i 2.4- 

Dihydroxy-3-iodoacetoohe none

2,4-Dihydroxyacetophenone ( 1.52 g. | 0.01 mole ) 
■was iodinated in ethyl alcohol with Iodine ( l.Oi g. $
0.004 male ) and iodic acid ( 0.5 g. ) in water by stirring 

for half an hour at room temperature. The shining product 

obtained on dilution of the reaction mixture, crystallised 
from benzene in colourless,plates, m.p. 164° ( decongu ). 

¥ield 2.3 g. Its alcoholic solution gave a deep red 

colouration with alcoholic ferric chloride.
Analysis *
13.088 mg. of the substance gave 11.026 mg. of 

silver iodide.
Found s I = 45.51* %• 

c8%°3* • requires * I - 45.68

The dimethyl ether, prepared by refluxing the above 

iodo ketone ( 0,5 g. ) in acetone with dimethyl sulphate 
( 0*6 ml. ) in presence of anhydrous potassium carbonate 

C 1.2 g. ) for 10 hours, crystallised from petroleum ether 

( b.p. 60-80° ) in colourless needles, m.p. 101-102°. It
VOVx-G-Y-t COT*'.lptW^M -

agreed^directly with the methyl ether of 2-hydroxy-3-io do- 
4-methoxyacetophenone •

t
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Analysis * *
4.070 mg. of the substance gave 5.898 mg. of 

carton dioxide and 1.332 mg. of -water.
8.124- mg. of the same substance gave 6.282 mg. 

of silver iodide.

Found : C = 39.53 % $ H * 3.66 ^ j 1 = 4-1.80 %.
C10Htt03I requires * C = 39.21 ^ j H s 3,60 ^ | Is 4l. 5° %•

2.4« Dihydroxy- 5- iodo-acetonhenone 

2,4-Dihyaroxyacetophenone ( 1.52 g. $ 0.01 cole ) 

was dissolved in aqueous ammonia solution and iodine ( 2.54 g. \ 
O.Oi mole ) was added with vigorous stirring of tie reaction 

mixture within 15 minutes. The solution was immediately 

acidified with ice cold dilute sulphuric acid other wise the 
product starts deco spo sing. The solid obtained was extracted 
with hot ethyl alcohol ( 15 ml. ) and filtered. The 

filtrate on gave colourless needles, m.p. 184°

( decamp. ). Xield 0.4 g. Its alooholic solution gave a deep 

red colouration with alcoholic ferric chloride.
Analysis *
10.150 mg. of the substance gave 8.602 mg. of 

silver iodide.

Found * I « 45.81 %.
C8E4O3I requires J I = 45.68

The residue from above crystallised from acetic 

acid in tiny needles, and was found to be identical with 
2,4-dihydroxy-3»5-di-iodo-adetophenone described below.

The dimethyl ether, prepared by refluxing the



5-lodo ketone ( 0.5 g. -) in acetone with, dimethyl sulphate 
(0.6 ml. ) in presence of anhydrous potassium carbonate 

( 1,2 g. ) for 10 hours, crystallised in colourless stout 

needles from petroleum ether ( b.p. 60-80° ). M.P. and 

mixed m.p. with the methyl ether of 2-hydroxy-4-methoxy-5- 
iodo-acetophenone was 145°.

Analysis s
4.480 mg# of the substance gave 6.412 ag.of 

carbon dioxide and 1.512 mg. of water#
11,160 mg. of the same substance gave 8.572 mg# 

of silver iodide.
Found * C = 39.06 % ? H * 3.78 % \ I = 41.52 %

C1oHn03I requires s G = 39.21 % ? H a 3.6O % | I * 41.50 %

2«4-Dihydroxy«.3.5-di-lodo-acetouhe none 

2,4-Dihydroxyaeetophenone ( 1.52 g. ; 0.0i mole ) 

was iodinated with iodine ( 2.03 g. | 0.008 mole ) and iodic 

acid ( 0,8 g. ) in water with stirring. After one hour the 

separated product was crystallised from acetic acid in tiny 
needles, m,p. 180° ( decomp. ). Yield 3.5 g. *ts alcoholic 

solution gave a deep red colouration with alcoholic ferric 

chloride.
Analysis s '
19.578 mg. of the substance gave 22.802 mg. of 

silver iodide.
Found s I = 62.96 %• 

e8H60;jl2 requires s I = 62.87 %•

She di-iodo ketone was obtained on iodinatlon of



2,4- d ihydr oxyac e top he no tie ( 1.52 g. f O.Oi male ) with iodine 
( 5.08 g. ; 0.02 mole ) in presence of aqueous amnrmia. The 

iodine solution was added within 15 minutes and the 

reaction mixture immediately acidified otherwise the product 

starts decomposing and the solution "becomes reddish in 
colour. Tield 3.2 g.

The same di-iodo ketone was also obtained by 

iodination of 2,4-dihydroxyaeetopbenone ( 1.52 g. f O.Oi mole ) 
with Iodine monochloride ( 3.21*- g. | 0.02 mole ) in ethyl 

alcohol. *ield 2.if g.

On refluxing the di-iodo ketone in glacial acetic 

acid for 2 hours, the solution became deep violet. The 

product obtained on pouring it in ice-cold sodium hydrogen 
sulphite solution was found to be 2,if-dihydroxy-5-iodo- 

acetopbenone.
The dimethyl ether, prepared by refluxing the di- 

iodo ketone C 0.5 g. ) in acetone with dimethyl sulphate 
( 0.6 ml. ) in presence of anhydrous potassium earbonate 

( 1.2 g. ) for 10 hours, crystallised from petroleum ether 

( b.p. ¥4.60® ) in colourless plates. M.P. and mixed m.p. 

with the methyl ether of 2-hydroxy«3,5-di-iodo-4-methoxy- 
acetaphenone was 59-60® ( -esal&seenee ).

Analysis *
if.20if mg. of the substance gave if.260 mg. of 

carbon dioxide and 0.884 mg. of water.
10.07 mg. of the same substance gave 11.026 mg.

of silver iodide
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Found t C = 27.65 % ? H « 2.3? % } I = 59.19 %m
C10H1o03I2 requires s C = 27.77 % J H * 2.32 ^ $ I « 58.80 %.

3bdinatlon of 2.6-dihydroxyacetonhenone * 2*6- 

Dihydroxy-3.5-di- iodoace tonhe rone

2,6-Dihydroxyacetopbenone ( 1.52 g* f 0,0i mole ) 
was dissolved in alcohol at room temperature. To the stirred 
reaction mixture iodine crystals ( l.Oi g. 3 0.00^ mole ) and 
iodic acid ( °.^ g. ) in water were added. A product 

immediately separated. It crystallised from aqueous acetone 
in yellow needles, m.p. 133°. Held 1.6 g. It decomposed in 

boiling ethyl alcohol. Its alcoholic solution ga-ve a deep 

red colouration with alcoholic ferric chloride.
Analysis :
11.086 mg. of the substance gave 12.79Q mg. of 

silver iodide.
Found s I « 62.37 

C8.H6O3I2 requires • I = 62.87 %•

Attempts to synthesise a mono-iodo derivative from 
2,6-dihydroxyacetophenone by carrying out the above iodination 

at 0° did not succeed. Only the above di-iodo derivations was 

obtain d.
The same di-iodo ketone was obtained In better 

yield on iodination with iodine ( 2.03 g. | 0.008 mole ) and 

iodic acid ( 0,8 g. ) ( Held 3.2 g. ) or with iodine 
( 5.08 g. | 0,02 mole ) and anmonia ( Held 3.° g. )*

The dimethyl ether, prepared from the di-iodo ketone 
( 2 g. ) by refluxing its acetone solution with dimethyl
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sulphate < 2 ml. ) in presence of anhydrous potassium 
carbonate ( 4 g. ) for 8 hours, crystallised from petroleum 

ether { b.p. ¥>-60° ) in colourless needles,,m.p. 83-84°.

The same product was obtained on methylatlon of 2-hydroxy- 
3,5-di-iodo-6-methoxyacetophenons.

Analysis s
4.31° mg. of the. substance gave 4.426 mg. of 

carbon dioxide and 0.786 mg. of water.
10.104 mg. of the same substance gave lO^^fS mg. 

of silver iodide.
Found s C s 28.03 % | H = 2.04 % | I s 58.54 %.

c\oH\0 ",

€5^0312 requires : C = 27.77 % | H = 2.31 % ; I = 58.80 %,

Deco moo sit Ion of 2«6-dihydroxy-3.5-dl- io do- 
ace toohe none with boiling alcohol s 2.6-Dihydroxy-3-iodo- 

abetouhenone
2,6-Dihydro xy-3,5-di-iodo-acetopheno ns ( 2 g. )

•was boiled in ethyl alcohol ( 30 ml. ) for one hour and the 

reaction mixture was added after cooling to sodium hydrogen 
sulphite solution. The product obtained crystallised in 
yellow needles, sup. l62f. ^ield 0^.2 g. Its alcoholic 

solution gave a deep red colouration with alcoholic ferric 

chloride.
Analysis *

8.374 mg. of the substance, gave 7,00 mg. of 

silver iodide.
Found s I a 45.19 %•

^8^7031 requires s I = 45.68 %.
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The dimethyl aether, prepared by refluxing 2,6- 

dihydroxy-3-iodo-acetophenone (0.5 g. ) in acetone with 

dimethyl sulphate ( 1.0 ml. ) in presence of anhydrous 

potassium carbona^ ( 2 g. ) for 10 hours was found 

identical with 2,6-dimetiioxy-3-iodo-acetopbenone described 

in section ( i ).
• » -

Kostanecki-Robinson acetylation of 2.4-dihydroxy-3-

lodo-acetoohenone s 7-icetoxy-8-iodo-3-acetyl-2-methylchromone 

2,4-Dihydroxy-3-iodo-acetophenone ( b g. ) was 

mixed with freshly fused and powdered sodium acetate ( 18 g. ) 

and distilled acetic anhydride ( 60 ml. ). The reaction 

mixture, protected from moisture, was heated in an oil bath 

at 125-130° for half an hour and then the tenperature was 

slowly raised to 155-160° during one hour and maintained there 

for 5 hours. Excess of acetic anhydride was distilled under 

vacuum and the reaction mixture added to ice cold water. The
i

product obtained was crystallised first from acetic acid 

(charcoal) and then from ethyl alcohol.in colourless needles, 

m.p. 190-191°. Yield 1.2 g. Higher temperatures or longer 

heating time gave poor yields or non-crystallisable deep 

brown coloured mass.

Analysis 5

9.56 mg. of . the substance gave 15.36 mg. of 

carbon dioxide and 2,30 mg. of water.

17.18 mg. of the same substance gave 10.H0 mg, of 

silver iodide.



9-!

Found s <1 = 1*3.8? % j H s 2.69 % \ 'L - 32.72 g.

C^H^OjI requires s C = 1*3.52 % f H s 2.85 % \ I = 32.91 ?f.

7- Hydroxy- 8- iodo-3-acet yl- 2- me thylchro mo ne

The above ehromone ( 2 g. ) -was dissolved in minimum

quantity of concentrated sulphuric acid ( 15 ml. ), 

occasionally stirred and Isept at room temperature for 4 hours. 

The product obtained on pouring the reaction mixture over 

crushed ice was purified through sodium hydroxide solution.

The product obtained crystallised from ethyl alcohol in 

colourless needles, m.p. 240°.

Analysis 8

13.88 mg. of the substance gave 13.88 mg. of 

carbon dioxide and 1.9° mg. of water.

10.396 mg. of the same substance gave 7*°92 mg. 

of silver iodide.

Found * C = 42.37 % 5 H «- 2.38 % 5 I = 36.88 %.
C12%0i,.I requires * C = 42v64 % ; H « 2.62 % ; I = 36.92

The same iodo produst was obtained on iodination 

of 7-hydroxy-3-acetyl-2-methylchronone ( 2.18 g. | O.Oi mole ) 

in warm alcohol with iodine crystals ( l.°l g* $ 0.004 mole ) 

and iodic acid ( 0,5 g. ) in water with stirring for 2 hours. 

The separated product crystallised from ethyl alcohol in 

colourless needles, Yield 2 g.

The methyl ether , prepared by refluxing 7-hydroxy- 

8-iodo-3-acetyl-2-methylehromone ( 1 g. ) in dry benzene 

with dimethyl sulphate ( 1 g. ) in presence of anhydrous 

potassium carbonate ( 2 g. ) for 3 hours on a steam bath.



The product obtained on removal of benzene crystallised from 

ethyl alcohol in colourless needles, m.p. l6b°, ^ethylation 

in acetone solution led to decomposition of the iodo derivative.

Analysis *

8.59 mg. of the substance gave 13.57 mg. of 

carbon dioxide and 2.00 mg. of water.

13.78 mg. of the same substance gave 8.96 mg. of 

silver iodide.

Found * C s ltf.12 % ; H = 2.6l % | I = 35.11*- %.
C^H^O^I requires * C * ^3.57 % } H = 3.O7 % $ I = 35A7 %.

Degacetylation of 7-hydroxy-8.iodo-3-acetyl-2- 

methylchromone s 7-%droxy-8- iodo-2-methylchromone

The above 3-acetylchroraone ( 1 g. ) was heated with 

aqueous alcoholic sodium carbonate solution ( 2 % f 20 ml. ) 

on a steam bath for fifteen minutes. The product obtained on 

acidification with cold dilute hydrochloric acid crystallised 
from alcohol in colourless needles. M.*’. and raised m.p. with 

7-hydroxy-8-iodo-2-methylehromone ( described in section Ci) ) 

was 213° ( decorap. )

Kpstanecki-Robinson benzoylation of 2.4-dihvdroxv- 

3- iodo-acetonheno ne * 7-Hydroxy-8- iodo-3-benzoylflavpne 

2,4-Dihydroxy-3-iodo-acetophenone ( 2 g, ) was 

thoroughly mixed with freshly fused and powdered sodium 
benzoate ( 1 g. ) and benzoic anhydride ( 20 g. ). The reaction 

mixture was heated in an oil bath first at 125-130; for 

half an hour and then at 155-160° for 5 hours. Higher reaction 
temperatures or longer heating time led to the decomposition



of the iodo derivative. * More of sodium benzoate also 
accelerated the decomposition. The reaction mixture -was then 
treated repeatedly with hot water to remove sodium benzoate 
and henaoic anhydride^finally washed with soditm hydrogen 
carbonate solution. The residue obtained could not be 
crystallised.and so was treated with concentrated sulphuric 
acid ( 20 ml. ) and fcept at room temperature over-night.
Next day it was poured over crushed ice and the separated 
product purified by extraction with sodium hydroxide solution. 
The product obtained on acidification crystallised from ethyl 
alcohol in colourless needles, m.p. 246°. ¥leld 0.2 g.

Analysis *
9.48 mg. of the substance gave 19-46 mg. of 

carbon dioxide and 2.56 mg. of water.
9*764 mg. of the same substance gave 4.880 mg. of 

silver iodide.
Found * C = 56.02 % f H * 3.O2 % § I = 27.02 %

O22H13O4I requires * C = 56.41 % f H = 2.78 % f I » 27.16 %

The same product was obtained on iodination of 
7-hydroxy-3-benzoylflayone ( 1.71 g. ; 0.005 mol© ) in warm 
alcohol with iodine ( 0.5 g. 9 0.002 mole ) and iodic acid 
( 0.2 g. ) in water. The separated product crystallised in 
needles, from alcohol, ^ield 1.1 g. It was also obtained 

on iodination with iodine and ammonia as follows.
7-%droxy-3-benzoylflavone ( 1.71 g. f 0,005 mole ) 

was partly dissolved by stirring in amiaaniaC 22 % f 3° ml. ) 
and water ( 120 nil. ). The solution was filtered and the
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residue was repeatedly -treated with ammonia till all of it 
dissolved. To the clear solution was added the iodine 
solution ( 1.27 g. | O.OO5 mole ) with stirring for half an 

hour and the reaction mixture acidified. The product obtained
1

crystallised in needles from alcohol. Yield 1.4 g.
Attempts to debenzoylate the hydroxyflavone ( 1 g. ) 

with alcoholic potassium hydroxide solution ( 1° % | 20 ml, ) 

by refluxing on a steam bath for two hours led to decomposition 

and no definite product could be isolated from the acidified 

reaction mixture.
The methyl ether was prepared by refluxing the 

above iodo flavone ( 2 g. ) in dry benzene with dimethyl 
sulphate ( 2 ml. ) in presence of anhydrous potassium 

carbonate ( 4 g. ) on a steam bath for 4 hours. The residue 

after removal of benzene was crystallised from ethyl alcohol 
in colourless needles, m.p. 235-236°.

Analysis *
8.920 mg. of tie substance gave 18.88 mg. of 

carbon dioxide and 2.50 mg. of water.
2O.76 mg. of the San© substance gave 1&.24 mg, 

of silver iodide.
Found t C a 57.76 % | H * 3.14 ^ j Is 26.66 %.

C23Hi504I' requires * C =. 57.27 = 3.11 # $ I * 26.35

Hydrolysis of 7-methoxvr-8-iodo..3-benzoylflavone s 

2-Hydro xy-3-io do-4-me thoxyacetoohe none and 2-.hydroxy-.3-iodo- 
4-metfaoxybenzoie acid

7-*'feihoxy-3-iodo-3-benzoylflavone ( 1 g. ) was



99

refluxed with alooholi® potassium hydroxide solution ( 1° % | 

25 n£L. ) on a steam bath for 2 hours. The excess of alcohol 
was distilled under vaeuum and the reaction mixture acidified. 
The product obtained was extracted successively with sodium 

, hydrogen carbonate and sodium hydroxide solution. The former 
gave on acidification 2-hydroxy-3-iodo-4-me thoxy benzoic acid 
and the latter 2-hydroxy-3-iodo-1!-me thoxyacetophe none 
described in section ( i ).

Attempts to get the debenzoylated product by x«4k<4<ok 

varlat-iee. in strength of alkali and heating time did not 

succeedjOnly the iodo ketone and the iodo acid were obtained,

Kb stanacki-Robinson acetylation of 2.4-dihydroxv- 

5-iodo-acetophenone * 7-Ace to x v- 6- io do-3-ace tvl-2- 

methylchromone.................. (

2,if-Dihydroxy-5-iodo-acetophenone C 3 g* ) was
mixed with fused sodium acetate ( 15 g. ) and acetic anhydride 

C 5° ml. ). The reaction mixture was heated in an oil bath at 
125-13°® for half an hour and then at 155-16°0 for 5 hours.
The product obtained on working up as before crystallised 
from ethyl alcohol ( charcoal ) in colourless needles, m.p. 
1^9°. ¥ield 0.7 g. Higher reaction temperature or longer 
heating time resulted in poor yields or unworkable mass. 

Analysis s
9.32 mg. of the substance gave l^.yO mg. of 

carbon dioxide and Z,$h- mg. of water.

11.85° mg. of the same substance gave 7il!+S mg. 

of silver iodide.
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Found •! e = kl.ob % j H = 3.05 % j I = 32.61 f.
ii.H| 1O5I requires s, G = 43.52 % ; H = 2.85 % ? 1 - 32.91 %•

7- Hydroxy- 6- lo do-3-acet yl- 2- me fcylchromo ne

The above iodo chromone ( 1 g. ) was dissolved in 
minimum quantity of concentrated sulphuric acid C 10 ml. ) 

and kept at room temperature for 4 hours. The product obtained 

on pouring the reaction mixture over crushed ice crystallised 
from ethyl alcohol in brown needles, m.p. 253-25V5.

Analysis *
9.48 mg. of the substance gave 14.62 rag. of 

carbon dioxide and 2.36 mg. of water.
10.77 mg. of the same substance gave 7.25 mg. of 

silver iodide.

Found . «C = 1*2.09 % $ H = 2.79 % 3 1 = 36.39 %. 
c, 2H90*I requires s C'= 42.64 % | H « 2.62 ^ | 1 = 36.92 %.

Attempts to de-acetylate the above hydroxy-3- 
acetylehromone ( 1 g. ) with aqueous alooholic sodium 

carbonate solution ( 5 % » 25 ml. ) by heating on a steam 

bath for 2 hours led to decomposition and no definite product 

was obtained on acidification of the reaction mixture.
The methyl ether, prepared by refluxing the above 

chromone ( 2.5 g. ) in dry benzene with dimethyl sulphate 
(2.5 ml. ) in presence of anhydrous potassium carbonate 

( 5 g. ) for 4 hours, crystallised in colourless needles, 

from ethyl alcohol, m.p, 177-178°.



101
Analysis •*
9.56 mg. of the substance gave 15-I** mg* of 

carbon dioxide and 2.*+2 ng. of water.
, 21.06 mg. of tie sane* substance gave 13i96 mg. of 

silver iodide.

Found * C a lf3.22 % $ H s 2.83 % 5 1 = 35*83 %•
Cl3Ht10^I requires * C = 4.3.57 % $ H » 3.O7 % $ I a 35*4-7 *.

Hydrolysis of 7-methoxv-6-iodo-3-acatyl-2- 

methylchromone s 2-%droxy-4-me tboxy-5-io do-acetophenone and 
2-hydroxy.-4~ me thoxy-5-iodo benzoic acid

7-%tho2y-6-iodo-3-acetyl-2-methylchromone ( 1 g. ) 
•was heated with aqueous alcoholic'- sodium carbonate solution 

( 5 % f 20 ml. ) for 2 hours on a steam bath. She product 
obtained on acidification was successively extracted with 
sodium hydrogen carbonate and sodium hydroxide solution. The 
former gave on acidification 2-hy&roxy-4-methoxy-5-iodobanzoic 
acid and the latter gave 2-hydroxy-4-methoxy-5-iodo- 
acetophenone both described in section ( i ). % de-acetylated 
chromone was obtained.

Kpstaneeki-Bobinson benspylation of 2.4~dihydroxy- 

5-to do-ace too be none s 7-Hydroxy-6- io do-3- benzoyl flavone
2,4-D ihydroxy-5-io do-acetophenone ( 3 g. ) was 

mixed with fused sodium benzoate ( 1.3 g. ) and benzoic 
anhydride ( 18 g. ). The reaction mixture was heated at 
125-13°° for half an hour and then at 155-16°° in an oil 
bath for 5 hours as before. The reaction mixture became 
reddish brown in colour. It was treated repeatedly with hot



waber to remove sodium benzoate and benzoic anhydride and 
finally wasted with sodium hydrogen carbonate solution. The 
residue ( 1,5 g, ) could not be purified and so was kept 
with concentrated sulphuric acid at room temperature for 
24 hours. i%xt day it was added to crusted ice and the 

separated product extracted with sodium hydroxide solution.
The solid obtained on acidification was insoluble in most 
of the organic solvents and •was therefore crystallised from 
nitrobenzene in buff coloured needles, m.p. 3030 ( decomp.), 
^ield 0.6 g. Higher reaction temperatures or longer heating 

time gave deeply coloured unworkable mass.
Analysis *

8.56 mg. of the substance gave 17.56 mg. of 
carbon dioxide and I.76 mg. of water.

11.9^ mg. of the same substance gave 5.844 ng. of 
silver iodide.

Found s C » 55.98 ^ ; H = 2.3O % f I = 26.55 %.
g22h130ji.I requires « 0 a 56.4l % ; H = '2.78 % ; I = 27.16 %.

Attenpts to debenzoylate this compound ( 1 g, ) by
refluxing with alcoholic potash ( 10 % j 20 mi. ) for 2 hours 
led to decomposition of the product and. no pure pro&ict could 
be isolated from the reaction mixture after acidification.

Tte methyl ether, prepared by refluxing 7-hydroxy- 
6-iodo-3-benzoylflavone ( 2 g, ) in dry benzene with dimethyl 
sulphate ( 2 ml. ) in presence of anhydrous potassium 
carbonate for 4 hours crystallised in colourless needles 
from acetic acid, m.p. 273-274°.
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Analysis *
9.44 mg, of the substance gave 19.94 mg. of 

carbon dioxide and 2,88 mg. of 'water.
IO.O74 mg. of the "same substance gave *+.826 ng. 

of silver iodide.
Found * 0 s £7..64 j<|Hs 3.4l'j* J I = 25.90 %.

C23H15°M-1 requires s C = 57.27 % j H “ 3.11 % ; I = 26.35 %•

Hydrolysis of 7-methoxy-6- iodo-3-benzoylflavone *

2-Hydroxy-4-metho xy- 5- iodo-ace touhe no eb and 2-hydroxv-4- 

mettoxv-5-iodobe nzoic acid
7- He tho 6- io do - 3- be n ao ylf la vo ne ( 1,5 g. 5 was

refluxed -with alcoholic potassium hydroxide ( 10 % § 40 ml. ) 

on a steam bath for 2 hours. 2-Hy<iPoxy-4-methoxy-5-iodobenzoic 

acid and 2-hydroxy-4-methoxy-5-iodo-acetophenone described in 

section ( i ) were isolated on working up the reaction mixture 

as before. debenzoylated flavone was obtained.
- ftp stars cki-Bobinson acetylation of 2.4-dihydroxy- 

3.5-di-iodo-acetophenone * 7-Aeetoxy-6.8-di-iodo-3-acetyl-2. 

methylchromone
2,4-Dihydroxy-3>5-di-iodo-acetophenone ( 2 g, )was 

mixed with fused sodium acetate ( 10 g. ) and acetic anhydride 

( 3° n£L. ). The reaction mixture was heated at 125-13°° for 

half an hour and then at l55-l6°° for 5 hours as before. The 

product obtained on working up as before crystallised from 
ethyl alcohol ( charcoal ) in buff coloured needles, m.p. 

230.231°. Yield 0.7 g.



Analysis r-
9.28 mg. of the substance gave 11.14- mg. of 

carbon dioxide and 1.4-8 mg. of water.
16.4-6 mg. of tbs same substance gave 15.1° mg. of 

silver iodide.
Found * C s 32.76 % $ H s 1.78 % f I = 4-9.59

c14hio°5i2 requires s C = 32.81 % ; H * 1.95 % f I = 4-9.61 %m

7-Hydroxy-6.8-di- iodo~3»acetyl-2-.methylchrong)ne
The above chromone ( 1 g. ) was dissolved.in 

concentrated sulphuric acid ( 15 ml. ) and stirred 
occasionally. It was kept at 100m temperature for 4- hours and 
then poured over crusted ice. The separated, product 
crystallised from acetic acid in brown needles, m.p. 234-°.

Analysis s
9.64- mg. of the substance gave 10.68 ng. of 

carbon dioxide and 1.72 mg. of water.
15.32 mg. of the same substance gave 15.20 mg. of 

silver iodide.
Found 8 G = 30.24- % | H 8 1.99 % | I = 53.63 fom

c12H80*I2 requires 8 G s 30.64- f H = 1.7O % | I s 54-.04- %,

The same di-iodo-3-acetylchromone was also obtained 
on iodination of 7-hydroxy-3-acetyl-2-methylchromone ( I.O9 g, j 
O.005 mole ) in warm alcohol with iodine ( 1.51 g. f 0.006 mole ) 
and iodic acid ( ®.8 g. ) in water with stirring for 2 hours* 
Xield 1.5 g.

Attempts to de-acetylateethe above compound ^ 1 g.) 
with aqueous alcoholic sodium carbonate solution ( 5 ^ } 25 ml. )
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by heating on a steam bath for 2 hours led to decomposition 

and no definite product could he Isolated from the reaction 

mixture oh acidification.

The hydroxy-di-iodochromone C 2,3 g, ) when 

refluxdd in glacial acetic acid ( 12® ml. ) for 10 hours 

underwent decompo sit ion and the solution became violet in 

colour. It was concentrated by distillation and poured over 

sodium hydrogen sulphite solution. The separated shining 

product crystallised from ethyl alcohol in needles. and

mixed m.p. with 7-hydroxy-6-iodo-3-acetyl-2-methylchromone 

was 253-25*1.°.

The methyl ether, prepared by refluxing the hydroxy 

di-iodochromone ( 2 g. ) in dry benzene with dimethyl 

sulphate ( 2 ml. ) in presence of anhydrous potassium 

carbonate ( b g. ) for 4 hours, crystallised from ethyl alcohol 

in colourless needles, m.p. 210-211°.

Analysis *

9*°2 mg. of the substance gave l0.6l mg. of 

carbon dioxide and 1.9^ mg. of water.

11.872 mg. of the sane substance gave 11.588 mg. 

of silver iodide.

Found 5 G s 32.1O % } H = 2.hl £ f I « 52.76

C,3Hto04l2 requires * C = 32.23 % ,* H = 2.O7 % j I = 52.36

Hydrolysis of 7-methoxy-6.8-di-lodo-3-acetyl-2- 

methylchromone * 2-Hydroxy-3.5-di-iodo-**»me thoxyacetophenone 

and 2-hydroxy-3.5-dl-iodo-*f-me ttoxy benzoic acid

7-Methoxy-6,8-di- iodo-3-acetyl-2-methylchromone



( 1 g. ) was heated wi^h aqueous alcoholic sodium carbonate 

solution ( 5 % ; 25 h£L# ) for 2 tours, on a steam bath.

2-Hydroxy-3,5-di-iodo-1*-methoxybenzolc acid and 2-hydroxy-3,5- 

di-iodo-4-mettoxyacetophenone descrited in SectlonC i ) were 

obtained on working up the reaction mixture.

%ostagecki-Bobinson benzoylatlon of 2.*4-dihydroxy- 

3.5-di-iodo-acetoi>henone * 7-%droxy-6-iodo-3-benzoylflavone

2,i+-Dihydroxy-3,5-di-iodo-acetophenone ( b g. ) 

was mixed with fused sodium benzoate ( 1,50 g. ) and benzoic 

anhydride ( ¥> g. ). She reaction mixture was heated in an 

oil bath first at 125-130° for half an tour and then at 

155-160° for 5 hours as before. The reaction mixture became 

red coloured, It was then repeatedly treated with tot water 

and sodium hydrogen carbonate solution. She residue^ reddish 

brown in colour, could not be purified and so was treated with 

concentrated sulphuric acid ( 15 ml. ) and kept at room 

temperature for 2h tours. She reaction mixture was then 

poured over crushed ice and the product obtained was 

purified by sodium hydroxide treatment. It crystallised from 

nitrobenzene in buff coloured needles. and mixed m.p.

with 7-hydroxy-6-iodo-3-henzoylflavone described before was 

3O30 ( decomp. ). Yield 0,1 g,

3bdination of 7-hydroxy-3-benzovlflavone with 

iodine and iodic acid * 7-Hydroxy-6,8-di-iodo-3-benzoylflavone

7-%droxy-3-benzoylflavone (1,7 g. J 0,005 mole ) 

in warm alcohol was treated with iodine crystals ( 1.51 g. | 

0,006 mole ) and iodic acid ( 0,7 g. ) in water with stirring
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for 2 hours. The separated product crystallised in colourless 
cubes from ethyl alcohol, m.p. 208° ( decomp. ). 3-3eld 1.9 g„
It decomposed on boiling •with acetic acid.

Analysis •
11.84 mg. of the substance gave 9.46 mg. of 

» silver iodide.
Found s I =* 43.19

requires * = 42.76 %.

The methyl ether, prepared by refluxing the di- 
iodoflavone < 1 g. ) in dry benzene with dimethyl sulphate 
( 1 ml. ) in presence of anhydrous potassium carbonate 
( 2 g. ) on a steam bath for 8 hours crystallised in

i

colourless needles, m.p. 238-239°.

Analysis s
9«l6 mg. of the substance gave 15.36 mg. of 

carbon dioxide and 2.16 mg. of water.

10.12 mg. of the same substance gave 7.78 mg. of 

silver iodide.
Found * C = 45.76 % $ H s 2.64 % \ I = 41.56 %.

C23H|i,,0t|.l2 requires * C = 45.39 ^ } H = 2.3O % f I = 41.68 %,
- . X

Hydrolysis of 7-methoxr-6.8-di-iodo-3-benzoylflavone s 

2-Hydroxy-3.5-di-iodo-4-methoxyacetox>henone and 2-hydroxy-3.5- 

di-iodo-4-Eethoxybenzoie acid

7-Methoxy-6,8-di-iodo-3-benzoylflavone ( 1 g. ) was 

refluxed with alcoholic potassium hydroxide ( lO % f 2° ml, ) 
on a steam bath for 2 hours. On working vt$ the reaction 

mixture 2-hydroxy-3,5-di- iodo-4-methoxybenzo ic acid and
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2-hydroxy-3, 5- d i- iodo-'4-methoxy-acetophenone described in 
section ( i ) -were obtained. Wo debenzaylated flavone -was 

obtained.

ffbstanecki-Robinson acetylation of 2.6-dihvdroxy- 
3.5-di-iodo-acetophenone * 5-Acetoxy-6.8-di-iodo-.3-acetvl-2- 

methylchromone
2,6-Bihydroxy«3,5-di-iodo-acetophenone ( 2 g. ) was 

mixed with fused sodium acetate ( 8 g. ) and acetic anhydride 

( 35 nil. ). The reaction mixture was heated in an oil .bath 

at 125-130° for half an hour and then at 155-160° for 5 

hours. The product obtained on working up as before 
crystallised from ethyl alcohol ( charcoal ) in colourless 

needles, m.p. 175-176°. Held 0.9 g#

Analysis *
9.28 mg', of the substance gave 11.02 mg. of 

carbon dioxide and 1.72 mg. of water.
IO.378 mg. of the same substance gave 9.56^ mg. 

of silver iodide.
Pound s C = 32.4i % ; H s 2.07 % f I = ij-9.81 %

C1ij.HioO.5I2 requires s C = 32.81 ^ f H = 1,95 ? I 5 49.61 %

5-Hydro XT’- 6.8-di- iodo-3- acetyl-2-me thylchromone 
-The above di-iodochromone ( 1 g. ) was dissolved in 

concentrated1 sulphuric acid ( 15 ml. ) and kept at room 

tenperature for 4 hours. The product obtained on pouring the 

reaction mixture over crushed ice crystallised from acetic 
acid in yellow needles, m.p. 219°. Its alcoholic solution 

gave a red colouration with?!alcoholic ferric chloride and



formed a yellow sodium .salt with sodium hydroxide solution.

Analysis *

9.42 mg. of the substance gave 10.48 mg. of 

carbon dioxide and 1.14 mg. of water.

18.25 mg. of the same substance gave 18.44 mg. of 

silver iodide.

Found : C = 3°.36 % | H = 1.35 % | I = 54.62 %.
ci2H80^Ia requires s C s 30.64 % f H s 1.7O % | I s 54.04

The same di-iodochromone was obtained on iodination 

of 5-hydroxy-3-acetyl-2-me thylchrorrone ( I.09 g. } 0.005 

mole ) in warm alcohol with iodine ( l.Oi g. | 0.004 sole ) 

and iodic acid ( 0.5 g. ) in water. The separated .product 

crystallised from acetic acid in yellow needles, ^ield
1.6 g.

Attempts to de-acetylate the above conpound C 1 g.) 

with aqueous alcoholic sodium carbonate solution ( 5 % j 
20 a£L. )by heating on a steam lath for 2 hours led to 

decomposition and no definite product could be isolated.

The methyl ether, prepared by refluxing the above 

hydroxychromo rs ( 1.5 g. ) in dry benzene with dimethyl 

sulphate C 2 ml. ) and anhydrous potassium carbonate on a 

steam bath for 18 hours, crystallised from ethyl alcohol in 

colourless needles, m.p. 213-214°.

Analysis •
9.22 mg. of the substance gave 10.85 mg. of 

carbon dioxide and 1.99 mg, of water.

9.988 mg. of the same substance gave 9.652 mg. of

silver iodide



Found s C = 32.ll K}Hs 2.41 % $ I = 52.23 %
C13H10O^I2 requires * C = 32.23 % 5 H = 2.O7 £ ; X * 52.36 %

Hydrolysis of 5-methoxy-6.8-di-iodo-3-acetyl-2-

methylchromore • 2-Hyaroxy-6-mettoxy-3.5-di-io do-acetophenone
\

5-Me ttoxy-6,8-di- iodo-3-acetyl-2-methylchroioone 

( 1 g. ) was refluxed -with aqueous alcoholic sodium carbonate 

solution ( 5 % ? 25 ml. ) for 2 tours on a steam hath. Ihe 

product obtained on acidification after purification 

through sodium hydroxide solution treatment, crystallised 
from aqueous ethyl alcohol in yellow needles. M.F. ana mixed 

mip. with 2-hydroxy-3,5-di-iodo-6-methoxyacetophenone 

described in section ( i ).was 111®.

^ostaneeki-Bobinson benzoylation of 2.6-dihydroxy- 

3.5-di-iodo-acetonhenone * 5-Benzoyloxy-6«8-di-iodo-3- 

benzoylflavone
2,6-Dihydroxy-3»5-di-iodo-acetophenone ( 2 g. ) 

was mixed with fused sodium benzoate ( 2 g. ) and benzoic 

anhydride ( 20 g. ) and the reaction mixture was heated in 

an oil batfi at 125-130° for half an tour and then at 155-160° 

for 5 hours. 5he reaction mixture was treated repeatedly 

with hot water to remove sodium benzoate and benzoic 

anhydride and finally washed with sodium hydrogen carbonate 

solution and therresidue crystallised from acetic acid 

( charcoal ) in colourless cubes, m.p. 235®. ^ield 0.6*g.

Analysis *

9.56 mg. of the substance gave 17.38 mg. of 

carbon dioxide and 1,67 mg. of water.



17. *+2 mg. of the same substance gave 11.88 mg. 

of silver iodide. ’ * “ '

Found i C a 49.61 % ; H a 1.96'$* j'Is 36.87 %.
C29Ht605I2 requires s C a 49.85 % ? H a 2,29 % fI « 36.39 *.

5-Hydroxy-6.8-di- iodo-3-faerrzoylflavone

The above di-iodoflavone ( 1 g. ) was dissolved 

in concentrated sulphuric acid ( 15 ml. ) by stirring.and 

the reaction mixture kept at room temperature over-night.
The product obtained on pouring it on crushed ice crystallised 

in yellow needles from acetic acid, m.p. 228®. Its alcoholic 

solution gave a deep red colouration with alcoholic ferric 
chloride. It gave a yellow sodium salt wife sodium hydroxide 

solution.
Analysis *
8.5V mg. of the substance gave 14.06 mg. of 

carbon dioxide and 1.68 mg, of water.
9.8^2 mg. of the same substance gave 7,774 mg. 

of silver iodide.

Found s 0 = 44.92 % | H a 2.20 % 5 I = 42.83 %.
^22^1204.12 requires s C = 44.44 % ; H = 2.02 % ; I » 42.76 %»

The above di-iodoflavone was alse obtained on 
iodination of 5-hydroxy-3-be nzoylflavone ( 1.71 g. §
0.005 mole ) dissolved in warm alcohol with iodine C l.Ol g.f 

0.004 mole ) and iodic acid (0.5 g. ).. in, water, ^ield 1.9 g.
Attempts to fee above compound ( 1 g. )

with alcoholic potash ( l0 % j 20 ml. ) by heating on a steam
bath for 2 hours did .not succeed.

«



The methyl ether, prepared by refluxing the 

, hydroxyfla-sone C 2 g, ) in dry benzene -with dimethyl sulphate 

( 2.5 ulL. ) in presence of anhydrous potassium carbonate 

C 5 g. ) for 18 hours, crystallised from aqueous ethyl 

alcohol in colourless needles, m.p. 198-199°.

Analysis s

9.7° mg. of the substance gave 16.20 mg. of 

carbon dioxide and 2.04 mg. of -water.
1@.224 mg. of the same substance gave 7.822 mg. 

of silver iodide.
Found t Q * 45.58 % f H * 2.35 % j 1 = 41.36

^23H| ^Oij.Ia requires s C = 45.39 % f H = 2.3O % | I s 41.68

5- Metho 3y-6,8-di- iodo-3-be nzoylflavone ( 1 g. ) 

remained unchanged when refluxed with alcoholic, potash 

( lQ % | 20 mi. ) on a steam bath for 4 hours.


