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Met hod for controlling insects with 1- phenyl pyrazol es or

1- het er oaryl pyrazol es. - The present invention relates to
‘novel - conpositions intended for controlling insects, and to a 5
control net hodWQs¥hHPI2EBsai d conposit | oné- PCT/ERSK/R099 Xl
conpounds of the phenylp‘bazole pe which may be used for
controlling insects are Method ﬁeﬁn°°Pﬁ=B@FFFGUF&F‘FPGnFﬂEPent appl i cations
EP 295,117, WO 87/3781, 93/ 089 an3P94/21iog&F 17 al so

menti ons conposition ﬁéFFS|ng from
0.01 %to 5 %of such actlve mat eri al s. Is often
desirable to place such baits in areas in which unde5|rable i nsects

are liable to 15 C|rcuhﬁé réébﬁf%}ﬁ&&%@ioﬂhfgl+@§€et6qag&éf are ants,

.cockroaches, wasps and term artrc nsects mhlch

travel in a orégiipdiitiohs! iéndde "edS controPlidy m@eééeasaﬁanearaed may

in particular [Tving quarters or areas outside these quarters
such as 2% RASAELFOD mEtKSE Wifing €6dSsLid NeSRPEsIEidns .

When it is desired to apply the conpositions in the formof liquid
baits, it is convenient ifsecticidabtdompdbend®cst the tPhetyipheratole of
drops, and it is desirable for these drops to remain where they are.
25 tihe cwlnbeh i may cbvé yused cfor tcontrietbling imsects are

known, in particular from patent applicgtions
EP 295,117, WO 87/3781, 93/6089 and 94/21606.

10 EP 295,117 also mentidons compositions in the form of
edible baits comprising from 0.01 % to 5 % of such
active materials.

It is often desirable to place such baits in
areas in which undesirable insects are 1iabie to

15 circulate, in particular when these insects are ants,
cockroaches, wasps and termites, and most particularly
insects which travel in a group or in columns such as
ants. The areas concerned may in particular include
living quarters or areas outside these quarters such as

20 patios or pleasure gardens or passageways.

When it is desired to apply the compositions
in the form of liquid baits, it is convenient to
distribute these baits in the form of drcps; and it is
desirable for these drops to remain where they aré.

25 More particularly, when it is desired to
apply these compositions in the form of drops, it is

desirable for the said drops to remain where they are



épply t hese conpositions in the formof drops, it is

the said drops to renain where they are
for the | ongest possible period, in order for the i nsects to

2

be able to cone effectively into contact

to ingest themas nuch as

t he 5 termdrop neans,a_vol ung of [ounded shape of betwee
Bt od
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I nsecticidal conposition to retain its performance

despit e repeatwhibsgpcheight,dfck oanniisolatéd @ecpagnng. £lat surface,

aimof the invention is to overcone these

part.
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difficulties in total
is greater than 1 mm, preferably greater than 3 mm.

Such an application then poses a certain

number of difficulties.

| It is thus necessary for these drops to
disappear as slowly as possible, in particular by
spreading or by evaporation.

On account of the diverse nature of the
supports on which these drops may be deposited, it is
also necessary for them not to be absorbed too rapidly,
for example in the case of porous supports.

In the case of multiple applications from a
single storage container, it is also desirable for the
insecticidal composition to retain its performance
despite repéated opening and closing of the packaging.

One aim of the invention is to overcome these
difficulties in total or in part.

Another aim of the invention is to propose
advantageous compositions for application by deposgition
of drops.

Another aim of the invention is to provide

compositions comprising at least omne insecticidal

desirabl e for
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Anot her aim of the invention is to propose 25 advant ageous conpositions

for application by deposition of drops. Anot her ai m of
the invention is to provide conpositions conprising at | east one

i nsecti ci dal 3 active
materi al of phenyl pyrazole type which is 3 applicable in drop form in
particul ar under conditions favouring the evaporation or absorption
of liquids.  active material,gfhphenyipyragnde; kypst wbichsiso provide 5
conpositions mhicE.a;g attractant and nqurishing for I nsect s,
especi al |y for 2PPEISRAPLIAs 1P QEOPs E9Fmy oin Particplar; undprcropditipns,

i et h ts._th i tions i si t | east
Tnsectcidal  Tavoulipp ERR evaporafibp or pRscrption pfeliaysds.
Anot h [ f the i ' ' . la ticidal it :
which retain their - k8Epk? hinCbRNERE ipvepciSRTip folPravidR ", O

particul argin &HﬁpggﬂﬁiﬁngfwiiSﬂ“F?E QQ@QLHngénL?guﬁguf%ggiﬁﬁgg§§ainB

cont ai ni ng them has now

coul d beias8teNldeshBciaitly fbriﬁraéﬁkioﬂéiﬂﬂs&gﬁscaﬂ?ZﬁLare

conposi tions and nmethod according to the Invention
described in dihsebtbewhich! 1ivé RAi 8t 88c0dty such hB2hntBS PRESENt ages

indicated in the present text are 20 wei ght/wei ght percentages, except
wher e speci fi cabhpositionsndompridingghatlésst one insecticidal
active material of phenylpyrazole type.

10 Anothei aim of the invention is to propose
insecticidal compositions which retain their
performance in the course of repeated use, in
particular in the course of frequent opening of the
packages containing them.

15 It has now been found that these aims could
be achieved, in total or in part, using the control
compositidns and method according to the invention
which are described in detail below. It is pointed out
that the percentages indicated in the present text are

20 weight/weight percentages, except where specifically
indicated otherwise.

The subject of the present invention is thus,
firstly, insecticidal compositions comprising:
- a) between 0.001 and 5 %, preferably

25 between 0.05 and 0.5 %, of a compound of formula (I):



The subject of the present invention is thus, firstly, insecticidal
conposi tions conpri sing: - a) between 0.001 and 5 %
preferably 25 between 0.05 and 0.5 % of a conmpound of forrmula (I):
&

whi ch: Rlerr] is a halogén atomor a CN or nethyl group;
Rerr] is S(O)[err]R[err] Rl err] is al kyl or hal oal kyl;
5 Rlerr] represents a hydrogen ok hal ogen atom or a

radi cal NR[err]R[err] S(O[err]Rerr], C\OR&rr] or C(OORerr], alkyl,
hal oal kyl or OR[err] or a radical N:C(R[ Y (Rerr]);

Rlerr] and R err] independently represgp—s ydrogen atom or an

al kyl, hal oal kyl, C(Oal kyl or S(O/Jerr #rr] 10 radical; or R err] and
Rlerr] may together form a dival ent Rin _atxkyl ene radi cal which nmay be

I nterrupted by one or two di val ent [etefo atons, such as oxygen or
sul phur; Rl err] represetg~an al kyl or hal oal kyl radical;

10

15

20

[err]

in which:

R, is a halogen atom or a CN or methyl group;

R, is S(0O)_R,;

R, is alkyl or haloalkyl;

R, represents a hydrogen or halogen atom; or a
radical NR;R;, S(O).R,, C(O)R, or C(O)O-R,, alkyl,
haloalkyl or OR; or a radical -N=C(R;) (R,,);

R, and R; independently represeni: a hydrogen
atom or an alkyl, haloalkyl, C(O)alkyl or S(0).CF,
radical; or R; and R; may together form a divalent
alkylene radical which may be interrupted by one or two
divalent hetero atoms, such as oxygen or sulphur;

R, represents an alkyl or haloalkyl radical;

R; represents an alkyl or haloalkyl radical or
a hydrogen atom;

R, represents an alkyl radical or a hydrogen
atom;

R,, represents a phenyl or heterocaryl group
optionally substituted with one or more halogen atoms

or groups such as OH, -O-alkyl, -S-alkyl, cyano or

in



'R[ err] represents an al kyl or hal oal kyl radical or 15 a hydrogen atom

Rl err] represents an al kyl radical or a hydrogen atom

Rlerr] represents a phenyl or het eroaryl group optionally substituted
‘with one or nore hal ogen atons 20 gsroups such as OH, -0 al kyl,

-S-al kyl, cyano or al kyI Rlerr] and R err]

r epresent, mdiggﬂ‘dently of each ot her, a hydrogen or hal ogen at om.
R13 represent & &l ogen atom or a hal oal kyl , 5 hal oal koxy,

S(Of[err]CF[err] or SF up;

r((apzfasenl, i[nde}oendentl[ P‘%%p%%%?q\te‘r 1%°??R°£%‘é&%3?€|e%‘8‘o 1 or
2; t eq tro en atomor a

radi cal C—R[err il %%%?%ree \}/)SP'C%%%‘ poSsi |ong of the 10 car bon

atomformn art of th arﬂ%pd ro o]
t hat when R([:]elror] IS m&*tﬁt dodtd& I%[aélroﬂenl s?%cg Sal 1 ky ]%fé pl Ve
HH err], Bl erhhlb&lﬁbx{R[nd g1oh ¢, T ¥F] gead

- b) between 0.05 a % ?eferab l'y Betvveen 0.1 and 5 % of a
t hi ckener; and m, n, g and r repredenitscindependentIy pREeferably

between 10 and 40 % of propyl ene glycol, the conmpound of formula (I)
being in the dashobtherst ahcintegler 2quadl to 0, 1 or 2; '
X represents a trivalent nitrogen atom or a
radical C-R,,, the other three valency positions of the
10 carbon atom forming part of the aromatic ring;
with the proviso that when R, is methyl, then
R, is haloalkyl, R, is NH,, R,, is Cl, R,, is CF, and X is
N;
= b) between 0.05 and 10 %, preferably
15 between 0.1 and 5 %, of a thickener; and
-~ ¢) between 5 and 50 %, preferably
between 10 and 40 %, of propylene glycol, the compound
of formula (I) being in the dissolved state in the said
composition.

20 The alkyl radicals in the definition of
formula (I) generally comprise from 1 to 6 carbon
atoms. The ring formed by the divalent alkylene radical
representing R; and R,, as well as by the nitrogeﬁ atom
to which R; and R; are attached, is generally a 5-, 6-

25 or 7-membered ring.

When the compositions according to the
invention are applied in the form of drops deposited in

a place where insects, preferably ants, are liable to



conposition. 20 The al kyl radicals in the definition of

formula (1) generally conprise from1 to 6 carbon atons. The ring
formed by the dival ent al kyl ene radi cal representing R err] and
Rlerr], as well as by the nitrogen atom to which Rlerr] and Rerr]
are attached, is generally a 5-, 6- 25 @r 7-nenbered ring.

Wien the conpositions according to the invention are applied in the
formof drops P8%&si dd)PagFticular, a)placeconsisting of ane ts,

are liable to .. . N . ass, in
particul ar a pEYPROTSsthe Gempositions, acgording t%&Sﬁohn,v on
conpositions according.,to.the invention are partic Ll V. _advant ageous
on account of |P5ﬁ% ulafiy Vﬁﬁﬁﬁﬁfous on ac °ud£ dﬂ sz I'sely,

t he hei ght of gﬁwégaﬁg t he sai d conpositions above a flat surface on
which it is eposi‘ted remai ns advant ageously greater than 1 mm

pref erabl yggreater than %ygﬁrs e@h%dfgig‘w Rf a drdp'IF kHRY

preferably of nore than at anbi ent t enperat ur €.

Furthernore, tRa3a compRuitions adve a flat iREAGR ot WAL ik lifke case
where their comerci al packaging is frequently opened and cl osed by

the user. deposited rehiddnid HAVErtagEOURITO gHieatx0 thad inwmit i on 15
are relatively viscous but, despite this, the active
preferably greater than 3 mm, after a period of more
than 1 day, preferably of more than 2 days, at ambient
10 temperature.

Furthermore, these compositions are of
improved storage in the case where their commercial
packaging is_frequently opened and closed by the user.

The compositions according to the invention

i5 are relatively viscous but, despite this, the active
material is uniformly distributed in the composition,
by virtue of the nature of this composition.

The ccmpouﬁd of formula (I) may be prepared
according to one of the methods described in Patent

20 Applications WO 87/3781, 93/6089, 94/21606 and
EP 295,117 or alternatively by another method from
within the general knowledge of those skilled in thé
art competent in chemical synthesis. This compound is
also referred to in the present text by the term active
25 material.

Among the thickeners which may in particular

be used are a heteropolysaccharide, a polyacrylate

salt, in particular the ammonium salt, a copolymer of



material is uniformy distributed in the conposition, by virtue of
the nature of this conposition. The conpound of formula (1)
may be prepared according to one of the nmethods described in Patent
20 Applications WO 87/3781, 93/6089, 94/21606 and EP 295, 117 or
alternatively by another nethod from i thin the general know edge of
~those skilled in the .art conpetent in chemcal synthesis. This

- conpound is vinylpyrrelideng i Vinyl aeetate,taxpolygilveolesuchctive
25 material. e thickeners which may in particular

Al h
be used are a h%?é?%ﬁ%??@%%ﬂﬂﬁr$££g°i'pﬁF?EE?yPEt%“m arabiet in particul ar

the ammonium salt, a coqug

f .
7 vi nyl pyrrolidone an%g% %9? Rt PEefaryed, yrriant ;9f nthe as
| yet hyl | [ . . A dj t
r el or o var | sibosft it aSboliIMg €5 Ene tnvention, the cORGRREEIFR' (e

iti | i 02 b m 40
€0 5% ¢ 1 - 5&18@ Wé Sﬁdr?én ég "e 1' fp/%eeéfig%ﬁs#%%éggglyt%nﬁlgnced

60 % of sugars. This conposition variant Is 0

appetency for a6 %, Tbf SUGRFS. This SSRPSLLELON | vaPfiht CHLagef rom mono-,

ol igo- or pol yor ganosacchari des, especially fromsucrose, 10
| act ose, fruct csensiltetdbhy @thghcédSEpptency forl ARESAINE! YugRlgsses or
honey. A preferred class of conpounds of fornula (1)

are chosen in particular from mono-, oligo- or
polyorganosaccharides, especially from sucrose,

10 lactose, fructose, dextrose or glucose, or
alternatively molasses or honey.

A preferred class of compounds of formula (I)
comprises the compounds where R, is CN and/or R, is
haloalkyl and/or R, is NH, and/or R,, and R,, are,

15 independently of one another, a halogen atom and/or Ry,
is halocalkyl.

According to a particularly advantageous
variant of the invention, the compound of formula (I)
used in the invention is 5-amino-3-cyano-1-[2,6-

20 dichloro-4-(trifluoromethyl)phenyl] -4-
[(trifluoromethyl)sulphinyl]-1H-pyrazole, which is
referred to in the examples by the term ’fipronil’.

The compositions which form the subject of
the invention may also comprise a preserving agent

25 which prevents degradation of the sugar and/or of the
thickener, such as sodium benzoate,
1,2-benzisothiazolin~-3-one, benzoic acid, para-

hydroxybenzoic acid and the ester derivatives and



conprises the conpounds where Rlerr] is CN and/or Rerr] is hal oal kyl

and/or Rlerr] is NHerr] and/or Rerr] and Rlerr] are, 15 | ndependent |y
of one another, a hal ogen atom and/or R err] i s hal oal kyl .

According to a particularly advant ageous ~variant of the invention,
the conpound of fornula (I) used in Bhe invention is

5-am no- 3-cyano-1-[2,6- 20 di chl oro-4-(trifluoronethyl)phenyl]-4-
[(trlfluoronethyl#ei#Fﬂ#¢54]°Hi§¥54%&%#eﬁﬁmhhdme¢%1 salts ehereek, tiRin t he

exanpl es by the tern1 fipraonil'’ he conp05|t|ons whi ch

form the subj ed@axficular the sodinmsaltm 0% %‘CPWF p‘l‘% ekhe ng

b ckener, suciFURALEekAL 58 apea fae“sase Rers] Sefes cherealy in

benzoi c aC|d par drox ben20|ﬁ%aC|d and the ester derivatives and

8 al kal i %‘Ea'a’r°‘b+"é| Fi TP R hetal salts thereof in
| h di | | | k
Pl T2 g oo Sod umsZ?té 1't‘%éreo‘?):n?{]')%'?nﬁ'&? a|c‘)ar<?| e | e eél g o

al kal i ne-earth net al e sodl um sa t

5 %fw %V@&f@kﬁ}é%ﬁ&éﬂcwdﬁné‘&\sﬁ@% om a @ dye or

an attractant chosen I n particu roma avouring o an| mal or

plant origin, ofispsirihg of atikdPIGFSplant origin, or sddfumature and
dose of the |ngred|ents In the

glutamate.

The nature and dose of the ingredients in the

10 compositions according to the invention are
advantageously chosen sé that they have a viscosity of
bétween 30 and 10,000 cP, preferably of between 60 and
1000.cP, at ambient temperature. The abbreviation cP
denotes a unit of viscosity equal to a centipoise, also

15 equal to one millipascal second (mPa s).

The compositions according to the invention
may be prepared simply by mixing the various
constituents together, preferably with stirring and
while hot.

20 Faster and more efficient mixing may
advantageously be obtained by preparing, in a first
step, a premix by dissolving the active material in
propylene glycol at ambient temperature in order to do
this, optionally with stirring, so as to obtain a

25 solution of concentration substantially equal to 1 %.
Next, in a second step, the sugar is first of all
optionally dissolved in the water with, if necessary,

the preserving agent, followed by addition of the



10 conpositions according to the invention are advant ageousl y

chosen so that they have a viscosity of bet ween 30 and 10, 000 cP,
preferably of between 60 and 1000 cP, at anbient tenperature. The
"abbreviation cP denotes a unit of viscosity equal to a centi poise,
also 15 equal to one mllipascal secor® (nPa s). The
conposi tions according to the invention y _be prepared sinply by
m xi ng the vaFPé-Gi‘ener Whé&%tﬁst ePtieonaddat H’é-rss%"@laef”&&%/ shiTFiRg 1 ring
and whi | e hot Faster and nore efficient Xi ng may

advant ageousl| %"'&B‘Pah?é&iﬁ’? ;'}Peﬁaﬁeﬁﬁ’e’iaﬁ“&'q 9fspetween 20, preni x by
di | vi th I t nb t
fenporat ure 1 90h & FHsd stlp she Bipe Hackaied oRad U o

i . | | %
ﬁg(?l nl (rjll a2§econ%t§tt°5%?e§1é&%%§§?}r%#%%ﬁ%u%?h% %eg’gt [ onglol ;1/ C{I ssol ved

in the wager Wabliieed. NECESSArY, the preserving agent, followed by
addi tion of t he ' 9 t hi ckener

which is optionally di Si@ié’%.‘i‘w‘@ﬂl:fioﬁ 'arlrdd‘g':elates Yl Vit HRPEJIY tO a

tenperature of between 20 and 70[err]C In a third step, the active
material prenmeéntrolling IiREECtyY, Al riatiteriiiRd 4t Gl ts i ld FHbctIRRAT ed

5 earlier. The invention also relates to a nethod for
amount of one of the compositions according to the
invention is applied to an area in which the insects

10 are liable to be found.
The term effecﬁive amount means an amount of
.camposition corresponding to a dose of compound of
formula (I) equal to the dose required to destroy at
least 90 % of the insects concerned, to which the said
15 composition is applied, in a period of between 2 and 15
days, preferably of between 2 and 4 days.
The method according to the invention is
preferably used to control ants.
In this case, the effective amount of
20 composition according to the invention corresponds to a
dose of compound of formula (I) of between 5 mg and 5 g
per 100 m?, preferably of between 10 mg and 2 g per
100 m.
The area may in particular be in a public or
25 private place, such as living quarters.
In order to carry out the method according to
the invention, the composgition, also according to the

invention, is applied to the area in which the insects



controlling insects, characterized in that an effective amount of one
of the conpositions according to the I nvention is applied to an area
in which the insects 10 are liable to be found. The term
effective anount neans an anount of conposition corresponding to a
dose of conpound of formula (1) equdP to the dose required to destroy
at | east 90 % of _.the insects concerned, to which the said _15

conposi tion i s@&Bpltidkle; ko, b frYndyr iBcth@cform pf dxops. Injthis
el "beLieen,2 20ttt pevopepphliely BALAISRH 979,
t hi , the,ef ' 20 . . It di Lo th

| nvent ton cor r $Bp8nEeeHs-§0°URb Sypel CunitBTRAR Heg? BoBoReBTak’ ("M ween
5 d>5 , e b bet 10 d 2
1oggn?2rr].g order’tb 33Qa§¥ﬁ%ﬁ%rg%ﬁﬁ%%@?nh%g?%rcﬁlQfege inng gzblicgoper
25 privatg place, such gaabbiing GBaEBSFEgr,variant of the hdtfbder to

carry out the nethod according to i nvention, the conposition

al so accordi ngateokli®ng to the'ihvedBion; RRR cefpbsithenaigapidced ch the
i nsects 1 .are liable to be

found, in the iasidef adelpsed baiki box contadning! bpedingsCahlieh aren is
advant ageously packaged in a ready-to-use tube, which the user
squeezes I n adapted, on account of their size, for the exclusive
use of ants or, optionally, of insects of similar size.
10 This variant of the method according to the invention
is of improved safety, when it concerns an active
material liable to present a risk in the event of
accidental contact or ingestion by childremn or pets.
The examples which follow illustrate the
15 invention without, however, constituting a liﬁitation

thereof. In these examples, the compound of formumla (I)

used is fipronil.

Example 1:

100 g of a 1 % solution of fipronil in
20 propylene glycol, known as the "fipronil premix", are
prepared by simple dissolution at ambient temperature.
An agqueous dispersion/solution of 2 % of
heteropolysacch#ride also containing 1 % of sodium
benzoate, which is denoted by the term "thickener
25 premix", is also prepared by simple mixing.

1000 g of 0.05 % fipronil composition are



order to obtain the requi red drops. 5 Accordi ng to anot her

variant of the nethod according to the invention, the conposition is
pl aced inside a closed bait box containing openings which are
adapted, on account of their size, for the exclusive use of ants or,
optionally, of insects of sinilar size. 3% This variant of the nmethod
according to the invention_ . I s_of inproved safety, when_it concerns an
active nkPeR; Rreprrsf.simpiy-b¥ pifipgskogather the,foidowing
accidental contact Qr ipgestign.by . children or pets. _, The
exanpl es mhich‘PgFPa&F F unggténtﬁge ?5°9°Fﬁ§8ﬁfigﬂdﬁFFﬁ85f, however ,
constituting a limtatiog, thereof. In these exanplgs, the conpound of
formula (1) used iglPFBPéﬁiP?e"g*- rTEx%rrple 1
100 g of a 1 % solution gLiLkghggi% bRixe0 Propylene bygol, known as the
"fipronil premx", are prepar ) vy sinple dissolufion at anbient
t enperat urg. q i spersion/sol gii gngof 2 % of
heteropolygaccharide alsgrggﬁ?g?ﬁiﬁggﬁé&?of sodi um sr"bgngzaoate, which is
denoted by the term"thi pfaacayesd Ppremx", is also ppgpaged by sinple
m Xxi ng. 1000 g of 0.05 % fipronil conposition are

water: 10 %

This composition has a viscosity of 450 cP.
One drop of this composition is deposited in

10 a Petri dish, by squeezing a tube containing the
composition prepared above. This drop substantially has
the shape of a hemisphere 6 mm in diameter and 4 mm in
height. After 2 days, the height of the drop is of the
order of 4 mm.

is A sguare recipient of side length 30 cm is
placed in a room at ambient temperature. A layer of
soil 5 mm in thickness is placed in the bottom of this
container and a test tube which is darkened over part
of its length, intended to serve as an ant refuge,

20 containing a pad of cotton wool socaked in water is
introduced. A liquid dispenser containing sugary water
as a source of food for the ants is also provided.

100 ants (Lasius niger) are introduced into
this container and are left to acclimatize for 1 week.

25 A Petri dish into which 4 drops of the
composition prepared above have been deposited is then
introduced and the liquid dispenser is removed. The

drops were deposited by squeezing the tube containing



‘then prepared sinply by m xing together the follow ng i ngredi ents

used in the proportions indicated: fipronil prem x:

5 % t hi ckener prem x: 50 % 5

‘propyl ene gl ycol: 34.9 % bl ue dye:

0.1 % wat er : 12 10 %

Thi's conposition has a viscosity of 450 cP. One drop of
this conpositit®® igaife seumesition, @and, thay |h‘!ﬂ°5f§“1{i’=%%d: t ube
contai ning the OnMposi,ti repar ed, ab ThIS op suhstantially
has t he SHARR Off &, Bembephane. & w15, dhanek %, i,

hei ght . Afterh the height of the drop is of t he order of 4 mm
15 Asgéﬂare reci pient of side length 30 cmis placed in a

room at anbi ent tenpera%gkprdgdf@gﬂ'éq observéﬁ”gféaﬁt \dl |g¥ness IS

pl aced in the bottom of arner and a e which is

darkened @ver n{?ﬁ:rttalz. v rdte |J§dw.g:)? Oag*(eryd.;a@geﬁ t&bm as an ant refuge,

20 containing a cotton in water i ntroduced. A
| i qui d di spenser contalnlng sugary wat er as a source of food for the
ants is also provided. 100 ants (Lasius niger) are

i ntroduced into t lEsfaniyld @ner and are left to acclimatize for 1
week. 25 A Petri dish into which 4 drops of the

conposition prepared above have been deposited is then i ntroduced and
the liquid dispenser .is renoved. The drops were deposited by

squeezi ng the tube cont #xeample 1 is repeated using the following

proportions of ingredients:

fipronil premix: _. 10 %
10 thickener premix: | 50 %
propylene glycol: 29.9 %
blue dye: 0.1 %
water: ' 10 %

This composition has a viscosity of 400 cP.

15 ‘The same results are obtained.

Example 3:

Example 1 is repeated, preparing 1000 g of
composition containing 0.05 % fipronil simply by mixing
together the following ingredients used in the

20 proportions indicated:

fipronil premix: 5 %
thickener premix: 7 %

propylene glycol:_ 5 %

sucrose: 50 %



12 the said conposition, and they have substantially the: shape

of a hem sphere 6 mMmmin dianmeter and 4 mMmin hei ght .

The results are observed after 4 days. A 5 nortality rate of nore than
95 % is observed. Exanmpl e 2: Example 1
is repeated using the follow ng prdortions of ingredients:

fipronil prem x: 10 % 10 t hi ckener prem x:

50 % pr dpiue fi¥yes ycol 29.®. By%

bl ue dye: 0.1 % wat er

10 % Thi"@&®Fhosi tion has a viscosity 3#-%% cP. 15

Th I b d. | e
Eampie 1 1o repeat od. R ‘?‘I&’%*cﬁ)“g“ Jas = vigGaher 96 390 /R4 ni ng
0.05 % fi il sinpl foll

S %fipronil sinply |on‘§&|ﬁgcﬁ omgéiéfgn .o; é)% pron&?rqil ents

used in the 20 pr opor prem x:

S % a Petri RGE N Ny ?@{Qé‘z:.ng a tube cordtaining the
propyl ene gI ycoI
compogition prepared above. This drop has substantially
the shape of a hemisphere 1 cm in diameter and 2 mm in
height. After 2 days, the height of the drop is of the
order of 2 mm.
10 As regards the test for application to ants,
the test of Example 1 is repeated. The same result is

obtained.
Exa:hple 4:

1000 g of composition containing 0.05 % of
15 fipronil are prepared by the same procedure as in
Example 1.

One drop of this composition, having
substantially the shape of a hemisphere 6 mm in
diamet:ér and 4 mm in height, is deposited on a

20 horizontal slab, of granular and porous appearance,
used for paving a patio.

After 2 days, the height of the drop is of
the order of 2 mm..

A tile, cut out of the same material as the

25 above slab and of the same size as the square container

of Example 1, is placed at the boti;om of this container



SucCrose:

50 %
13 bl ue dye: 0.1 % -
wat er : _ 32.9 % This conposition has a
viscosity of 300 cP. One drop of this conposition is

deposited in
conposi tion p
a hen1sphere
hei ght of the
the test for

5 a Petri dish, by squeezikdg a tube containing the

epared abo¥e Thi s drop_ has substantlally the shape of

miacey » ‘?ﬁnﬁ‘?’i-l H‘éng mEogeduze Agdn

f. th As d
Klaibie .18#% 56%?6 S, o ing, the, 4 Arops (of | opear .

The sane resugadﬁa %g'?ﬁ?qyﬁﬁls:ﬁ§1eT|prExanple 4:

1000 g of conp05|t|on contalnlng
the same procedure as |Qf

havi ng St:fbst MI Iy rta]ﬁ'td’e oafte ah]'esﬁ s?;e)% nmin

conposi tion,

di ameter snd 4 95 BB obdervidd T theParits 20 horizontal sl ab

granul ar and porous appearance, used for paving a patio.

After 2 days,

10

15

t he height of the drop is of

Example 5:

Example 4 is repeated, first depositing the
drop of composition onto a flat layer of soil.

After 2 days, the height of the drop is of
the order of 1 mm.

The test with the ants is then carried out as
in Example 1, but.with the 4 drops of composition being
deposited directly onto the soil.

After 4 days, a mortality rate which is also

of more than 95 % is observed.

oni| are prepared by
dro of this



Eﬂg or2c51er gLO\Z/emsT} ab and of the sa'rbr\etis! ;é ;gttﬁg.tsgrj; Iﬂmﬂmum}lﬂmmlllg?

Exanple 1, is placed at the bottom of this container *

14 in place of the layer of soil, and the procedure as in

Exanple 1 is M ABPIRARE depositing theld drops of PCT/FRISL 00993
directly onto this tile. After 4 days, a nortality rate
also of more 5 than 95 %IS obserthhe ants.

Exanpl e 5: le 4 is repeated, first de osltlngthe
drop of conposition ontda fl;.ﬂs? idqpl ositions °°mprfs"’ﬁ't er

days, the height of the drop is of t der
The test with the ants is t hen %’artﬁtévﬁe%t&.':osﬂ Cg 'E&ﬁ)#%r?l%ut W th

fbabteef gr ggjsOfa al |'t(§/g]r4}§a Y CH i°s a so‘h'gl'i%“ﬂ}l {)cff tﬁ%%n&@g' ‘?A)O: !s

observed.

5 in which:

R, is a halogen atom or a CN or methyl group;

R, is 8(0)_.R;;

R, is alkyl or halocalkyl;

R, represents a hydrogen or halogen atom; or a

10 radical NR,R,, S(O),R,, C(O)R, or C(0)O-R,, alkyl,
haloalkyl or OR; or a radical -N=C(R;) (R,,);

R; and R; independently represent a hydrogen
atom or an alkyl, haloalkyl, C(0O)alkyl or S(0).CF,
radical; or R; and R, may together form a divalent

15 alkylene radical which may be interrupted by one or two
divalent hetero atoms, such as oxygen or sulphur;

R, represents an alkyl or haloalkyl radical;

R, represents an alkyl or haloalkyl radical or
a hydrogen atom;

20 R, represents an alkyl radical or a hydrogen
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1. I nsecticidal conpositions conprising: —aj-
between 0.001 and 5 % preferably bet ween 0. 05 an B 0

‘compound of formula (I): “ﬂll @“ml%mnrl“la

5 i n whi ch: 1Kerr] is-:a Al +a CN
or nethyl group; Rerr] is S(Oferr]Rerr];

Rlerr] is al ky#t%?' hal oal kyl ; Rlerr] represents a hydrogen

hal 10 d I N ,
o o SO BT B o B oA L BERSEL] o5 R LR EEb o
-N=C d d dent |
opresent & hyRCHEIIY subgtirured wish Sl or Moed| Slideqd ayreg,
S(O[err] C'lzger {ﬁ %ﬁ’éﬁais 6&& R-[é’-riibgfg Péeéi fayc U5 L OET form a

di val ent cal terr one of two
di val ent tpterp_,f,g}:f) such as oxygen or sul phur; R err]
represents an a or hal oal kyl radical; Rl err]

represents an al kyI or f@:‘oaﬂgykl I g gagegg, ,_ndepanagggggeafagggh 20
Rlerr] represents an al kyl' radi cal or a hydr ogen
other, a hydrogen or halogen atom;

R,; represents a halogen atom or a haloalkyl,
haloalkoxy, 8(0) CF, or SF; group;

10 m, n, g and r represent, independently of
each other, an integer equal to 0, 1 or 2;

X represents a trivalent nitrogen af:om or a
radical C-R,,, the other three valency positions of the
carbon atom forming part of the aromatic ring;

15 | with the proviso that when R, is methyl, then
R, is bhaloalkyl, R, is NH,, R,, is C1, R,, is CF, and X is
N;
- b) between 0.05 and 10 %, preferably
between 0.1 and 5 %, of a thickener; and
20 - ¢) between 5 and 50 %, preferably
between 10 and 40 %, of propylene glycol, the compound
of formula (I) being in the dissolved state in the said
composition.
| 2. Insecticidal compositions according to
25 claim 1, characterized in that the height of a drop of
the said compositions above a flat surface on which it
is deposited remains greater than 1 mm, preferably

greater than 3 mm, after a period of more than 1 day,



atom _ Rlerr] represents a phenyl or heférnarvl group
optionally substituted with one or nore hal ogen atons roups such

%[Serqr_l]’ ;gbﬁlel;ghi,_lshglegghdeﬁ%lﬁgoo?reacﬁ At ot her, a. hJIIIIlIJJJlI"mﬂ"mu)EHd

atom Rlerr] represents &7hal ogen atom or a“hal oal kyl ,
hal oal koxy, S(O[err] CF[err] or SF[err] group; m n, g and
r represent, i pieferably pfomore t @h ra‘%lﬁ-‘qbf#@@(j’et‘:%a%% 1 or

2; X represents a trival ent nitrqgen atom or
r adi cal C-Rlerr], the otBer tfneeckicddal Gommnq sdﬁ’é”&s ﬁ?é’°rd%'ng&§’rbon

t f t of th

That when %[gef%&tp‘é b pladme, 1 and %, Rrémaqte%e&wﬁeﬁ fot
Ly b mEeﬁfakags %” sen e o Bhteidiblysaccpilride; o

- n 9 O a

t hi ckener; _and 4%?* f bl

bet ween 10%and®: Y‘?crgflaﬁreopsy r‘Ie é’l fC(ﬁ% A@e\&g?&péou rﬁ'QmA)saf[lrfo(raarmzil ay(l)
being in the d' ép%?tﬁ Qi rz?’l;@one and FRRA ldd¥tate, a

2. | nsecti CI ositions accCo ng to 25 claim1l1, characterized in

that the hei ghip Al AyiciP sich as polYbtHY b TIAIGI WLtk o il

surface on which it
arabic.

4. Insecticidal compositions according to
10 one of claims 1 to 3, characterized in that they also
comprise from 30 to 70 %, preferably from 40 to 60 %,
of sugars.
5. Insecticidal compositions according to
claim 4, characterized in that the sugars are chosen
15 from mono-, oligo- or polyorganosaccharides, especially
from sucrose, lactose, fructose, dextrose or glucose,
or alternatively molasses or honey.
6. Insecticidal compositions according to
one of claims 1 to 5, characterized in that the
20 compound of formula (I) is 5-amino-3-cyano-1-[2,6-
dichloro-4-(trifluoromethyl)phenyl]-4-
[(trifluoramethyl)sulphinjl]-1H=pyrazole.
7. Insecticidal compositions according to
one of claims 1 to 6, characterized in that they also
25 comprise a preserving agent which prevents degradation
of the sugar and/or of the thickener, chosen from
sodium benzoate, 1,2-benzisothiazolin-3-one, benzoic

acid, para-hydroxybenzoic acid and the ester
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remains greater than 1 mm preferably : greater tham 3 nm
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In particular
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especially
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t he ammpnium salt, a copol yner of vinylpyrrolidone and
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10

15

20

25

according to
flavouring of animal or plant origin, or sodium

glutamate.

9. Insecticidal compositions according to
one of claims 1 to 8, characterized in that they have a
viscosity of between 30 and 10,000 cP, preferably of
between 60 and 1000 cP, at ambient temperature.

10. Method for controlling insects,
characterized in that an effective amount of
composition according to one of claims 1 to 9 is
applied to an area in which the insects are liable to
be found.

11. Control method according to claim 10,
characterized in that the effective amount corresponds
to a dose of compound of formula (I) equal to the dose
required to destroy at least 90 % of the insects in a
period of between 2 and 15 days, preferably of between
2 and 4 days.

12. Control method according to either of
claims 10 and 11, characterized in that the insects are
ants.

13. Control method according to claim 12,



one of claims 1 to 6, characterized in that they also
preservi ng agent which prevents degradation of 't m\“‘“ﬂ“iﬁ ﬂi“ﬁ“f

t he thickener, chosen from sodi um benzoat e,

1, 2- benzi sot hi azol i n- 3-one, benzoic acid, para- hyd‘r oiybenzm c acid
and the ester 19 18 derivatives
and al kali netal or al kaline-earth netal salts thereof, in particular
t he sodi um sal chaxacterized m@hﬂtpMIefzﬁﬁd:ﬁiN@ amownt @f al or

al kal i ne-earth nmetal salts thereof, in particular_ the sodiumsalt.

5 gomposidion sised W‘ﬂ%é:%@c&%%g’ft gompound, Qf
clainms 1 to 7, characterlzed in that they also r|§e an attractant
chosen in part formwla (Fh of between, f g apd,S %Hﬁ:ﬁ B ant origin, or

sodi um uta ectici qleﬂo c@nposi tions
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1000 cP, at? anbi ent tenp or controlling
i nsects, ars dJ zeéa HERY R f eition
conposi tion accg' 1 Zt(;%ne a1 1o {{:{ ﬁF appl 1 omp t:'o lan area
in which the i ry lai tﬂ, f &}_eoﬁg)und 11.
Control net hodrl:sgc (iﬁne? tioﬁac % m 1:“(.)m ° characterized in that the

effective amount correspgyls control method according to one of
| | claims 11 to 14, characterized in that the composition
10 is placed inside a closéd bait box containing openings
which are adapted, on account of their size, for the

exclusive use of ants.
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