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n %Lcal-.x_ai_i_ngs—used_LoL_t_ms—and-al I
rates described herein have the foll ow

I ng designati ons: wherein Y and R have the significance given
earlier and p is an integer of from 1 to 5 1. No growth on, sanpke. .
(the nitro group being in the ortho- or neta- 2. Trace growth on sarrple
110 2 position where p stands 406835, Y stands for an 3. Sli ght
growth on. Sﬂﬂ%ﬁ‘na can be%gtlammﬂlg% ﬁm@ndsuﬁ brdad® spaUHlind AfbaRbrial QAR
Moder at e gr giéhéls.On sanpl e at OMpf. extremely high potency against both Gram-

5. Heavy gr oWk imeres mrgbseof novel ethers’ proCo pesitivn chod oErafnenegatiien bettéria; V\ﬂqx chp

the presence of growth
tion period and given a nuneri cal

subse- — qguent

d 01 f £0CO:
stands ~ 4 (g ; @E;r;m T BHREOBHs P D e e et es e Ok 2, Y
stands for VgeR at om and SaNRfrkus 209, Escherichia coli § and Saimonella
115 R stands for a hal ogen at omypkoes peci al | y a - (B) Geater than
20 mm zone of inhibition 55 bronine dp adéldvm@ r?’eeiggrred The
around sanpl e. 2—4\% t g gonpound f_fg“‘% I L%ﬁmgﬁg yn-(2)-yl

Conpl et e |nh| b|t|0‘ﬂ=er1 en ?re pI at e.

. ether sh an inhibitory effect on a variety
1, 069, 350.

of fungi such as Candida dliddhst-Txchophy-

R

Fabric Test s - IV fon mentﬂ%‘@hym: M‘%M@ntmqthﬂbn
. illf is the
Corrpound g&anﬂavéo"th%%@? hcance glvexio‘ dly 1gh£§’r qﬂ; m fungi 50
3-Nitro- phegbyﬁ?;%@ Ry Hdtogen atom. The - fergillus  flavus and.
0.1% halogen gubftiBjents denoted by th§ syfibol Aspergzllus o m 2,3-D1chloro-phenyl 3-
0.05% 10 Xonth p e@ly_mg can be either ch]gmpq, t}ogq mﬁ@-ylg,e eP rtgﬁg rpgamst
T (2Y-v] thi &ﬁgg ¢’or fluorine, but are ly pergz us a
(2)-y Y or bromine. Moreover, th Aspergzllus x&ied Cza 55. .- -
0: 05% the samelof Aifferent and can also be e same media, proftu ti'B@‘p&”'&ﬁV - propyn-_
( 2) yl et hepr different to the halogen atom ddotdd by growth at'less than 5 i:ar(s& m11hon This
0. 05% 5 xt on lemc carbon atom. X' prefer- activityr t:? arlg U3t do-
) lL tﬂ.}g an iodine or brom:d N'a- é: ful as an dmvis(trﬂ@e prev entm ofnuﬁl)lw
. propyn-(2)-¥ fallmg within formula in- such. things o matenals, lea .
0. 05% for exanible{ @B-dichloro-phenyl 3-iodo-pro— textiles, Bro 14-t§i§1| or 0-
phenol . pyn~(2)-yl ether, 2 3-d1bromo-pheny¢) 35odo- compound can be e,d,) for example, as af -
20 propyn(2)-yl ether, 2,3- dlChl yl 3- additive i ts where it has been found
AL 1o bromo-p;:gg:yn-(Z)-yl ether, 2 -bromo- to have a ota nhlbltory effect on the afore-
0.1% phenyl 3<bromo-propyn-(2)-yl e r nd 2,3- said fungi when used in amounts of 1 per 65
0. 05% dichloro-ghenyl 3-1odo-propyn-(2)-y1 dhioether. cent by weight or less.
Compounds of formula IV in which Y stands For example, various conoentrauons of 2,3-
25 for an oxygen atom are preferred, dichloro-phenyl 3-1odo-propyn-(2)-yl ether
The compounds of formula IV are useful were incorporated ifito a polyvinyl-acetate
as antibacterial and fungicidal agents. For latex paint and an outside linseed oil plant. 70
example, they are useful as- disinfectants or The paints were brush-coated on to both sides
sanitizers or they can be used in human or of sheets of filter paper and dried in aif for
30 veterinary medicine as medlcaments, especially 48 hours. One inch squares of the coated
in diseases caused by a wide variety of bac- were placed on” modified Czapek media m —
teria and fungi for which these compounds petri dishes, inoculated with a spore suspen- 75
have shown a high inhibitory effect. More sion of Aspergillus oryzae and- incubated for
particularly, the compound 2,3-dichloro-phenyl - 7 days at 28°~30° C. The results of these
35 3-iodo-propyn(2)-yl ether has exhibited un- tests-are indicated in the following Table:-



Cont r ol 5 5

The suitability of the novel conpounds of posure tests.
The exposure tests were as 15 formula V for treating |eather in order
to pre- follows: vent mcrobial deterioration thereof is denon- (k{
Twenty:four hours in a circulating air 5 strated by the results of the
follow ng test. oven at 60[err] C. Repl i cate one inch squares of
veget abke tanned (ii) Twenty-four hours imersion in 100 m | eat her
were jmersed in al cohol solutions of cold.tap water with foyr
conpl €te _20 containing various &B8938%; ratiods af the com ﬁater
chang§§ during this period. - . pounds and were dried in-air. Leather
sanpl es (iii) Exposed out door s on ggeppshel tered 10 treated with a
standard | eat her preservative (4- rack for 13 days. ~ nitro-phenol) were

tested at the 1rre§0|" TtreTesuttis—of —tHhe T grobirotogrcall tests after
conparative pufpo :;ﬁgptr=ated sanpl gs, R 14-da$hhngcul%tion peri od
are recorded iEde ect ephik 0 p Y%ﬁﬁ ;i ndcul mhibiien t €$ts W th

Tabl e VI A (SAS2E gi—lrJn Hs—ht HHet— before ~&xt LU‘IL _vafl oHS—exX
1, 069, 350 | 2.0 - Latex © Nogrowth |- - 5mm
TABLEVI = . | - 10 , -, Leather| Tesysgu4A i ger)
Concentration - : Aven Conpourjd g in Al cohol
Unexposed ~ | Aged0.5 - Lpacheds Wdat HEmeed 3- Niftr o- ghenyl 3-i odo-
propyn-(2)-yl Ether 10.2% Modk B)
1 (B) 0.2 » 0. 1p M f 1 (B |
1 (A) 1 Control - |  Hea®y. 05% 9 o . 1(A !
1 (A 1-2] 4-Nitro-phehyl” 3-ji.0odo- fprqpyn-(2)-yl thjoether 0.2%

1 L 10 1 o 10 mm_
0. 05% ' _ 1-2 3 2-Nitrg-phenyl
3-iodo-  propyn- (2)0 %u eth - » 029 = 1 1oy

1

1

1

1 (B)

D
-

(A 1 (A - Control - » Moderate to0 1%. 0 : 1 (A
(A 1 . : : . ‘heawy) . 05/0 1

1 S,

T Bt~ 1U||y| \J‘IUd ~pr-opyt \L).;’LIL etret 0. 2%

1 (B) ' 1(B) l(B) - X0. 1%
1(A) Again, for example, ofie Zich squares. of 1 Czapek media, inoculated with a spore sus- 0. 05%

\ vegetable tanned leather immersed in 9 pensigp ef A2 %gyger and incubated for 0
EIL. (A) alcohol:-solutions of 2 1d1 loro-phenyl 3 2 7%‘2%} a?trég ‘15% 'The results are indi- -0' 2%
5 1odo-pr1)py1—(2)—y1 ether dried in air. Thg cated 1n the following Table: 10
_ treated samples were plaoed on modlﬁed

TaBLE I
Concentration, _
percentin :Growth on Zone of
alcohol (wt/vol) = |- . leather . . . Inhibition
0.5 . No growth . © 10 mm*
02 . | n » - 10 mm*
~ Control - . . Modesate growth . 0

. - . -

*Compleue inhibition of growth on agar

The compounds of formula IV can be used ful for the preparation of medlcaments The
as antibacterial and antifungal dgents in the pharmaceutical preparations may be, for 25
- form ;-of pharmaceutical preparations con- example, in the form of powders, sprays, salves,
15 tammg said-compofinds in admixture with a creams or suppositories or in liquid form as
compatlble pharmaceutical organic-orinorganic solutions (e.g. tinctures, suspensions or emul-
" carrier suitable for local administration, They sions). If desired, they may be sterilized and/
can be used, for example, as contact disinfec- or may contain auxlhary substances such as 30
. tants or sanitizers or can be applied topically preserving, stabilizing, wetting or emulsifying
—_. . . 20 to affected areas. As carriers there can be agents.
: used inert substances; for example, gelatin, A conventional pharmaceutlcal formulation
" lactose, starch, talc, vegetable oﬂs, polyethyl- such as a cream or tincture containing a 2,3-
ene-glycols and other compatible carriers use~- dihalo-phenyl 3-iodo-propyn-(2)-yl ether of 35
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radlu_s mhxbmo_n in the fgl]o__wmg

TABLE IV
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way, these compound
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tremely resistant to dlm
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perature within proximate range of from
0° C to 30° C. The desired propynyl ether
or thicether of formula IV can be readily re-
covered by any of the usual techniques such
as filtration or evaporation. '

Alternatively the compounds of formula IV
can be manufactured by directly condensing a
1,3-dihalo-propyne with a 2,3-dihalo-phenol
or a 2,3-dihalo-thiophenol. The condensation

is smtably carried out in an inert organic sol-

vent in the presence of a base. The tempera-

ture is not critical though it is preferred to.

operate at an elevated temperature, suitably at
the reflux temperature of the mixture.

Another interesting class of novel ethers
provided by the invention comprises com-
pounds. of the general formula -

\—Y—cH —c_cn L
X.__.
(oan) .

A
:wherem Yand R have the sngmﬁcance given

earlier -and p .is: an integer of from 1 to 5
(the nitro group being in the ortho- or meta-

. position where p stands for 1, Y stands for an

50

_ 2,4-d1mtro compound is

oxygen atom-ﬁrd Risa hydrogen or jodine
atom).

Compounds of formula V in which p» stands
for 1 or 2, Y stands for an oxygen atom and
R stands for a halogen atom (especially a
bromine or iodine atom) are preferred. The
is specifically distin-

e

S 4

y |00 undesirable properties to th;‘%mps treated
therewith. The compounds can be made suit-
_able for antimicrobial application by adding

microbicidal amounis to the compositions or
materials to be protected or by mixing a
microbicidal amount with any conventional
carrier (for example, by dissolving them in an
alcohol or acetone).

The suitability and effectiveness of the
compounds of formula V in treating fabrics
is demonstrated by the test resilts shown in
Table V hereinafter. The tests were conducted
by immersing replicate one inch squares of
cotton sheeting in alcohol solutions containing
various concentrations of the test compounds.
The treated fabrics were air-dried and sub-
jected to petri dish inoculation tests against
Aspergillys niger and Chaetomium globosum.
For comparative purposes, samples of fabric
were treated with a stapdard-fabric fungicide,
2,2’-methylenebis(4-chloro-phenol). : The ino-
culation materials were examined visually for
the presence of growth after a 17-day incuba-
tion period and given a numerical rating. The
numerical ratings used for this and all subse-
quent rates described hereln have the follow-
ing des1gnat10ns :

1. No growth on sample

2. Trace growth on sample

-3." Slight growth on: sample. .

4. Moderate growth on sample.

5. Heavy growth on sample.

(A) Up to 20 mm zone of 1nh1bmon around
sample.

(B) Greater than 20 mm zone of inhibition
around sample.

- (C) Complete inhibition on entire plate.

el

1

85

95
100

105

110

115




Met hyl 4-Kkydroxy benzoate 0.10%

Met hyl 4- hydr oxy benzoate 0. 20%
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leum ether (30°—60° C) to give 2,3-dichloro-
phenyl 3-io o—propyn-(Z)—yl thioether of melt-
ing point 72°—74°

: ExXAMPLE 13.
A 1 liug flask was charged with 23 g of
4-nitro-thiophenol, 55 g of 1-iodo-3-bromo-

propyne (prepared  as described in Example.

12A), 279 g of potassium carbonate and 400
ml of acetone, After-the reaction mixture had

. been surred_,and;heated at reflux for 8 hours,.

=g, room temperature. The solids
were slurned" in 500 ml-of petroleum -ether

. (boiling . point=30°—60° C), filtered and

washed with 500 ml of petroleum ether. The
solids were dissolved in 400 ml of hot ethanol
and the insolubles were filtered off. After the
solution had been chilled, the crystals were

~ filtered off to give 4-nitro-phenyl 3-iodo-

106di ne,
precipitate of inorganic salt was ﬁlte:g %

The filter cake was washed with 20 ml of
acetone and the acetone solution was distilled
under reduced pressure, The oily residue of
2-bromo-3-chloro-phenyl propyn-(2)-yl ether
distilled at 72°C/0.04 mm.

13 g of 2-bromo-3-chloro-phenyl propyn-

(21 ether and 100 ml of methanol were

placed in a 250 ml flask. The mixture was
stirred at room temperature until solution
was complete then 30.8 g of iodine and 90
ml of 109% sodium hydroxide solution were
simultaneously added. The temperature rose
to 40°—45° C and a white precipitate was
formed. The reaction mixture was allowed to
cool to room temperature and was filtered. The
filter cake was then washed with a 5% solu-

" tion of potassium iodide and then with water.

The dry, off-white 2-bromo-3-chloro-phenyl 3-
ifodo-propyn-(2)-yl ether -melted at 60°—68°
C. A small sample was recrystallized from
légrom (60°—90° C) and melted at 81°—82°

ExAMPLE 17.
A 250 ml flask was charged with 8 g
cuprous chloride, 20 g of ammonium- carbon-
ate and 40 ml of water.- “The mixture was
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10 transferred, with 200 mM of water, to a 500 of potassiumiodide and 30

m of water was m flask. A solution of 10 g of iodine, 10
g added at once to the slurry. After the reaction of

pot assi um i odi de and 30 nl- of-water—were pmixture had heen stirred for 1
hour, the solids added at once to the slurry. After the

reaction were filtered off and washed four tines with
m Xture had been stirred for 1 hour, the solids 150 m of water. Ther

remai ni ng sokj ds were 55 lg,g,ﬁy\ere filtered off and washed four
times vmth-was-hed—t—lm*ee—t—i—nes——w hZC’C f—of—het 150 nl  .of
wat er. The reﬁ%@”‘ﬁ‘;“3 s@m %me)rdeb i ellflw&bémrm@bydtmws im0
evapor at ed . -chloro-phml t;‘i(‘,1 ver ) %@gw nzene.

at 60[err] C (pogiaa Hi{edﬁ r1§) bt mixture had been stlrred vight1€ 45
benzene exfr adlt of dmae ey agideda tiphwiset to6€hkeron yfowa.s ‘hur the predibitdte twls ﬂé&dm of

et hanol and 1:3 o ‘(’{"e}é‘xpemdgf 025fh ewasg(%@e@0§§e;§%mand'ﬁm%r esi due
was to yiel fo 5t um llw%:a% T L bott dW|th
200 nl of et hkered offRashéd WiktL200Gnl of ateinget afikrer. Aso]utm: of 10 Fqll:)}:p%eg
2-nitro-4- @hlf_gng’-r o so;}nl Zgéi%nll @dgter, to a%SO& -of lﬁotmsmmdodadeph@aty 13f watthde@

pr opyn- » did 2 a“g}/ Shlaé@fiﬁ HCQ)PtbPe# n%ﬁ jrepetion( 2) -

Ut et ner e AR Sran o ME A of eyt i i TR pe b T 1)

A 250 m fl asxkxtwaﬁacblhm’ siee ok 1 houi,Qhe?solgis 150 ml of water. The remaining solids were 55
EXAVPLE 1d5 were filtered off and washe msdmthu twachect tth hmolmthlmw of hat- i odo- 3-

150
65 wash%three ti rg@amylnf éo D%ﬂa]ﬁnder reﬁ:iéﬁtessu agg:lasﬁ

br ono- pr OPYN€he act@@ | Svapdthted” &1 N4 slurned with 200 ml of ethanol and filtered
2, 4-di ni t r 0- thimisherdotd predur@.6Th regdue awat 0% yield @ 4kbkiravbhedyil 3d&10pRPR-(2)Af BEI t he

reaction 20 SI“med with 200 ml G@B\?‘s“@oﬁl@%@oﬂl@ﬁ thasdi um hydr oxi de. 26 g
)-yz%
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(¥4

m xture had lﬁ’gﬁﬁl é} Fpim initro - pheayl 3 - jodo - fgﬁ)pyn-
wer e

et als
3- br ono- propym_vmsoecacce to the st rre ¥ erwas oc%rfr%das

filtered off and t he EXAMPLE 18. - sol uf zmdmomethmlmexperlmcg afl-ledoag Kbur ,

the filtra gg(%éé@' tohAgE ﬁmbge&gl t b@pﬁgg gg Fi9€ porpgum carbonate 30
eto;

reaction tem@fea,g 461808 SF a6l 953: q,fig ST d@ﬁéﬁ@ﬁ%ﬂ ized to

gi ve 2, 4- di niof 3-bromo-propyne were added to tthtEﬂadi ﬁv&é ﬁﬁ&ddroﬁlaﬂgthg 1

hour at %g uoe qque @Egﬁ ) ot A (ﬁlgtahe‘ras evaporaﬁled in oacug at 60: C.rho m7°
idue was crysallize (] gl MOVVE
fme[rﬁerzggum @Jm & ko a:%‘i Rﬁ“¥1§'1°d°"’r°?y“'(z)'y‘ B jaithe
wer e crystal loff zed WEshghw&li)Gominl of whanmﬂe WHAY WBpAmMds: of the gener al

formula °hdswere°f>3 E 189’61 qszmnutlr)&opn@m;slofpheo;mal(f@jnuw t hi o-

5
et her of rel TPRIIZ Terr]
75 A 250 ml 93 i mfs g\as chargedA RO »

cuprous chi oglt!gd@s dﬂ@rl:lgo%@&gattezirmmmm@mnboWherem\kYestmdm for atamls of'@ﬁlplﬁﬂ oxygen
or sul phury, ﬁg?\d dﬁn atom R
o a0 o TR NS gbaie § i T LA DB e A B0 [0 %0
C. in order to dis-  .atom and- Ar .Stands for a grouping of the

solve the solids. A solution of ‘9.6 g of 2,4- formula [err]

[err] s—Q0r, except vvhéFla R_s_ ands for a hydrogen
-in which:groupings X dx;,of‘a hal ofen - atom a

gr oupi ng Sg the forrrul Z(BEH} atom p. s@alﬁdx'?or an integer of from1
to5 85 - ' RN (the
nitro grouplnthe groupi-ng of forrmula la T
[err] . b@&ng in the ortho- or ;para pOSIJ;IOI’l V\/nere p
stands for 1, Y% stands for an oxygen atom . : S

and R stands for a hydrogen or i odine ato

a 'halogen

m |
and mand n 3’9&? fR l%‘ﬁ‘ﬁ fgf’g) % dfe hiregen fmmwhmg@:o?gﬂgs ﬁt:g;do“ ¢ hogen
n rom-1 to
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1, 060, 350 2) Conpounds of the general fornula cess conprises

ei ther_reacting a conpound of 50 : [err] . R o
t he general formula [err]
wherein Y and Ar have the signficance given
in ctaiml, with a 3-hal o-propyne and, vihere wherein X and, Y.have the
signifi cance4g| ven required, haI oge At 0 the reaction product of 55
in claiml-a L ogehn—at-om he—£f0 .3 b
Conpounds asstmad arfdoluetdad mSQ?I(émmrd& to dxs- dmmh@h@yln pfdpsslt(a)mﬂ shquﬂmr an Soxygen
at om solve the sohds n of 9.1 g of 32 eﬁﬁw e to the warm
3-iod -chloro-phe ?ro -yl thioethe sdlutxon ovet a perio 5 hour. After
i odo- pr opy'é red as descnb e 15) in 40  the reaction mixture had been stirred vigor-' 45
wher ei n Ysansdl ddidl QiépwisE bl Crte gbue@rfor 0.5 four, thebprecipitate was filtered -

2- Br ono- 3- chtmmosophmyter s-pegetbot)ﬂ@ﬁ) ur.  joffy, washed rwith 20l @bmtmmudngna

he reactio: tirred ferred with 200 ml of water, to a 50
cormpound of £| \:sl for 0. m recipitite three-neck ro ttom flask ner al
formul a firShicilof! #43hed ith 206 ook b ZEZJ e A BN e Sothe. thg sener al
formula 10 g;ltmg_ ;l?e;g_wffh 200 m{t qaf thﬁ% 05 dp(:ita{sﬁlim Iodx&e axltd 30 ‘&: Ofth water was
25) A proces #0! t.glmo g of |i ;npﬂ added at once to the slurry. After the reaction °

wa ixture had be

wherein a_cofglht b, 48 T’Q!’ﬁﬁ“ g g “\a?ftgﬁ%i o il inp have
the signfi camxfirdhad ®ekn stirred fbrfl Kobad EHdlsdlids 8 ml off ﬁmgsolmetwafeorssh in

claim 6,15 wuhéhmdnofb(ardmhshédﬁawemtehmtlm éd chmacelmgs wdth 2@5ml of hetherein Y

stands for afp0omlefopites Bhe remaining sqlihs wors paase exrady ‘FF.I%Y:PW‘“*
ml of h d
3 hal 0- pr Op)"@ﬁ‘e benzene ext:ig ﬂ i at%§° s§ @ﬁ&mr 7 legfreﬁtan landrCSI

ction proQugHeri ﬁd . residue wavxlnw ﬁela zﬂ-cﬁrtxmplen;ﬁ GFxoda-phipbxegpn 6at om

26) shyri Etbaﬂ?lo#ﬂﬂ Ite f 1
A, 2 Sl R e ;""”égg?o%g:@ény'

propyn- (2) - y r ono- pr R R 6R dBArged baﬁ@oz‘é

10) 3-Ni trgg phen Imlﬂr A BxymeLE 3. et her hg%ﬂ,do-dmhj;hleﬂmg 0il,d|47tyofdumﬂo-?;-s

hal ogenat askqw: fﬁ:‘a’f F - onate
(reatmont w fﬁit‘"@ét’?ﬁ%ts : tﬁ R e T oy
propyn-(2) - yof 39& -propyRé@&e added to the skitged 2 fek-8[Motins ttlie&olﬂiB@Bx}dﬁlt@E@ﬂI}’d’hd _)/

t hi o- g(gmso;hu cggesi t&soclset 0f26r11dqr,| tlle clﬁatamv@wgewgf;r:ﬁn :mefrgﬂi _gm'frlée °

cl ai m 26, -
2,4-Dinitro- E@Eﬁhpegg g‘ T mn F?% SRRl c;é‘ribr'}t)oetf)"‘tropyne and the
resul ting off abd méchefth 200 ml of water. The WHAT WE CLAIM IS:—

2, 3-di chl 8 0sol IOfé e | s1) Compounds] ¢f) the BmNPIthUn%enyl

3-i odo- pr %)y n’&é '(2) %t her . Y

28) A process @35055\_1 rvtab c;,apgeg vadhng gft, 30 %) iﬁi tro phenyl

3-i odo- pr opymp(-oag dgdrlde,m@ﬁlaMmmn d vduéremhié sfamdsrfud an mxygttnt 3nsulpﬁﬁr

et her. 40 ml gf water. The m:ixture was ato d A am??o ou f with a
1, 3-di hal & :ztmdm?dot?f i ST oy Bt SP B 2 R e i n

t he presence of ase

29) A process as set forth in claim 24, 18) 2 6- Di ni tro- phenyl

3-iodo-propyn-(2)- wherein onpound of the(xg,e% formula 35 yl
YT

ether. 19) 4-Ni 0% —3-i odo- °ﬁrop¥n ( t hi oet her.
20§ Conpodtds of the genér) fornul a 20 erT]
Ia : Ib
~ or, except where R stands for a hydrogen — in which groupings X stands for a halogen t
atom, a groupmg of the formula atom, p stands for an integer of from 1 to 5 85

(the nitro group in the grouping of formula Ia
being in the ortho- or pura-position where p

\“— 4 stands for 1, Y stands for an oxygen atom 3
< }— and R stands for a hydrogen or iodine atom) i
and m and # each stand for integers of from 90 2
1 to 4 according to the availability of position j
To or positions.
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[err] ,
inclaim1l,
set forth in claim 29,

wherein the product obtained according to the

Tilﬂlﬁ\h L

procéss of s
have the si
inclaimil
21).-2-Ni tro- 4 chI oro phenyl

Is reacted wth a 3-hal o-propyne.

wherein Y and p have the significance given
30) A process as

genat ed. 90 40 wherein X, Y, Rn and m"

A process as set forth in claim?24, gi ven
wherein a conpound of the formula witten

3-i odoeghaepyn- in claim?29 is condensed with a

1, 3adi hal o o&n%Q 'the 8¢
presence of a bBase.

A process as sex forgh in any one of

claims 29 to 311 u
2-Ni tro- 4-chl orb-=plren€
for 1 or 2 (2)-vyl

~ an oxygenwhatetnX and YVHaey @é Kign
sai d cgnp® lsn
claim 1

16 4) 2,3-D1chloro
- condensed! whtrh a

lve,
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| 0do) - @

process

one of clalns 4to
conpound 40) A
conpound as % ;ertﬁ
forth in claif 124

of the general forrrula

conmpound Wé!gfelséft Rfant p have me@:kfﬂcmégweﬂ associ a-

tion wt t| bI e c
42) A corrm ? ‘g
sal d corrpcn)rﬂmnpaunﬂs 3s étC

ern
aggj'm'ﬂa Nitr oceff ‘E?ﬁPféstcﬁﬂﬁémngpx @prymmq 2; 54

ZBd'F do- propyn- conp
t hi oether. ; Wherein

t m:is ﬁoealutlmgdl abrh.h

for ar xé?g

h -iodo-
Bt e

aoposi tion of matt gy
-wcag—lcémm 1in assom a-
~tion with a conpatible c rrle:f

nr nn\lnn | n the

32)
the gengml foprp

erein a st artl ng Ar—YH?B-) :

ound is used.-in which p stands
and Ar have the mgnﬁcanm@wéﬁ stands for

&%é’@ﬁlﬁft& Pale-pr rg of the

the reﬁ%(?ﬁﬁf?gu%qgl med in

ni8 gt Zhe reactlon product brom nated 100
089356 H,—C=CH | odi nat ed or

Cormgx'e'lﬂdﬁana%rm il Wit D claim 1,

111
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ificance glgé))

-
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ounfh of ghe gene ,,? grocessnm forbulaf b Baiiedd G MG Wear ei n - any

Yorday

u5| witha -ﬁlmkr-ppomqenol is the starting

ARy
of the genegiy formulyy - hcess as set

wherein a conpound
conprising a
[err]

41) A conposition 1EHer
Nee”’

rier.,

1, is reacted w1

gétlﬁ’ ﬁlaﬁn Cq > ais wherdin X38d Y have the slgmﬁcance given 65 wher ein

|1nc

iRy Llogem vopyn- (2) -yl

and the reaction product is

‘wherein R stands for a halogen atom and p 26 A COWpOSi tion
of matzb ePt%" a wher ei n Xher, pmcess f::pﬁﬁﬁffghrf‘g@d %,aﬁ i ficance
conpound & )§mm, ;,p e in & rpaﬂpyne mgﬂwcpresandlft afl aibkge 30 i S
react ed vmltth,&Diha henyl pio r(z)vyl etherd ag ng! é halogenated by 40
propyne. 25'Dm1tf°-Plﬁeny1 propyn-(2)-yl ether. bage, Eﬁﬂ hg ?)Wﬁ%%‘? f#n as set
forthag netﬁj 2 PofiDARétro-phenyl propy 2yl phigr e 5 527}aa Bekss fap kdr hozthnmCdlaah B o84, Wherein

sai d conmpasyul-Daitsd-phei $iokid-

accor di nthiogther3- i odo- propyn-
hal ogena 2-Nitrozph
procese aas)se;_N{ng
2, 6- di ni éthe@- pheny|
3-i odo- pr,&

46) An of'lg
co)nt ai?ﬁhl y]gﬂfe,r g%"g‘%z& eney? i

gnylA %@MW{MI afodiagéd,

phéﬁﬁls . ﬁho@éﬁgﬂiﬁ' 51w

ADR)itzqphenst feiodo-propyn-(2) CL@,&

claim %éﬂ*‘@?ln %mchlmalduml okt apned
2@93%% 5“4,3,?& -.,.. " eoesuliing d claimi s
ih ith P £3er 1% 36) A

wrié)r ai proeal d €0 Il’di)muiﬂdcldnﬁ 24,
pfhie farmnin | vaitees | 8¢ en
e &Wf@gﬂ Liidihglog 1, 3- di hal o-

ter-b se pasna processpersos@y in claim 24,
(PRSP0 Wesreincreepmpound of thegonerAl famRRESS as Set

-

forth in M)alwlua-ﬁhenylb;e.ml.pg&pgm@j @ conpound as set forth in claim20

claim cl ai wh
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W D. V\HI TAKER' 38)

;%l?%ﬁ‘mﬁng] Tfstgﬁgﬁ“ﬁalm m and x (égﬁp*

erelnastartlng 7.7 \
Zstand for 1. 85

A process for the manufacture of the

Patent Agent (X, B , wherein Y and p have the significance given
o, / ~F~CH,~CeCR in claim 1, is reacted with a 3-halo-propyne.
ZN) — 30) A process as set forth in claim 29,
wherein tlfle pg)dl;ct obtained according to the
_ process of said claim is halogenated.
40 ;!vl:;ellt:l }El Y Rl,nand m have the significance 31) A process as set fonghenxane claim 24,
o 3 81!114 bl wherein a compound of the formula written
o ethNerEo ~chloro-phenyl 3-1odo-propyn- in claim 29 is condensed with a 1,3-dihalo-
3 ! propyne in the presence of a base.
5 ether) 2-Nitro-4-chloro-phenyl propyn-(2)-y1 32) A process as set forth in any one of 95

23) 2-Nitro-4-chloro-phenyl 3-iodo-propyn-

(2)-yl thioether,

claims 29. to 31 inclusive, wherein a sta
compound is used in whxch P stands for 1 or 2 __

24) A process for ‘the manufacture of the

"'-compounds clalmed in claim 1, which pro-

and Y stands for an oxygen atom and wheréin
said compound is either reacted With a 3-halo-
propyne and the reacfion product brominated 100

ey

c—



conpounds clainmed in claim 1, substantiall for F
_ _ , . Hof f mann-
gﬁt 25 aISI deﬁc;l bed with reference to theyExarrpI es. nn-ta Roche &
i engesel | schaft. Leam ngton Spa: Print ' '
Stationery Office by the Courier Pr nsg, P -iSG;OrPEEIri g/ﬁjegs}oy 'Sl'he
Patent Office, 25 Southanpton Buildings, London, WC. 2 ' ' .
from whi ch copi es may be obtai ned. ,

. : , _t - b~~a- ] o !
1,069,350 Pagd®s_line 12 fox 1,069, 558RATA SPECI FI CATI ON No.

n riooaol

DLl
purpPoSt T

9, for "poi nt "orficigted pedomtetiseuigea 1-{bromg o T e as PO o, o i “T1ne,>
PATENT OFFI CE iodo}; ' O-m? ﬁflgﬁp?genpe{gf b e W el by e oes%%ﬁ?d- HE |
: 0cess as set m

33) A pr claim 9 wherein  any one of claims 24 to 38 inclusive.
~ 2,4-dinitro-phenol is the starting compound 40) A composition of matter- comprising 8
5 used compound as set forth i claim 1 in associa- 30
. 34) A process as set forth in claim 24, tion with a compatible carrier. * i

wherein a compound of the general formula 41) A composition of matter comprising a
: Co S compound as set- forth in claim 3 in associa-
: A tion with a compatible carrier. - .
YN - 42)_,_A_composition-as set forth in claim 41, 35
(0. S_ o wherein said compound is 2,3-dichloro-phenyl
My =t 3-iodo-propyn-(2)-yl -ether.
. : o 43) A composition of matter comprising a
, wherein X, Y, m and » have the. significance  compound as set forth in claim. 7 in associa-
10 given in claim 1, js reacted with a 3-halo- tion with a compatible carrier. . . - 40
propyne. o 44) A composition as set forth in claim 43,
35) A process as forth in claim 34, wherein said compound is 2,4-dinitro-phenyl
wherein the product obtained according. to. 3-iodo-propyn-(2)-y! ether.
the process of said claim is halogenated. 45) A composition as set forth in claim 43,
15 36) A process as set forth in claim 24, wherein said compound is 2,6-dinitro-phenyl 45
wherein a compound of the formula written 3-iodo-propyn-~(2)-yl ether.
in claim 34 is condensed with a 1,3-dihalo- 46) An oil-base paint or water-base paint

X,

propyne. : containing from 0.2 per cent to 2.0 per cent
37) A process as set forth in claim 34, by weight of a compound as set forth in claim
20 claim 35 or claim 36, wherein a starting 7. . S o : 59
compound is used in which .m and n each S .
stand for 1. O W. D. WHITAKER, .
38) A process for the manufacture of the : Patent Agent . #
compounds claimed in claim 1, substantially - for F. Hoffmann-La Roche & Co.,
25 as described with reference to the Examples. . Aktiengesellschaft. '

Leamington Spa: 'Eﬁﬁtéd for Her Majesty’s Stationery Office, by the Courier Press.
—-1967. Published by The Patent Office, 25 Southampton Buildings, London, W.C.2,
: from which copies may be obtained. ' .

L. P+ e L W5 _ _




