- 1 - Method of controing rust diseases The present invention relates to a
nmet hod of controlling rust di seases on soybean plants. It is known from WO
04/ 35589 and WO 06/ 37632 that certain tricyclic am ne derivatives and

m xtures conprising said am ne derivatives have biol ogical activity agai nst
phyt opat hogeni ¢ fungi. On the other hand various fungicidal conpounds of
different chem cal classes are widely known as plant fungicides for
application in various crops of cultivated plants. However, crop tolerance

and activity agai nst phytopathogenic plant f do not always satisfy the
needs of agricultural pr ac&gg@glgﬁ—%@'ﬂ&{@i@é%ﬁénd aspects. For exanpl e,
in the past in the nost inportant regions for soybean cultures no

econom cly significant phytopathogens were known. However, recently there

has bedmegiedant (MasEdN rBlasdMe keméthsd of edrawliing ngst@iseasyerasoydeapplants. Sout h
America by the harnful fungus Phakopsora pachyrhizi resulting in
considerable yield | osses. Mdst customary fungicides are unsuitable for

cont r ol i REowh! FFbm VW0 BE58IsanarWONEs/87682t thatrcenrig i thsyicliPhmlreRoivatiesahyr hi zi
is unsatlsafctor¥ Qut . of the a i

bav nti.oned needs of . agrjcul tural .
or act | QKRGS GOSIGSE RS ek B vk i IGRICRL RA M CRER RE PRXIPRAINCHRR s
phyt Opa%ﬁmg@n the 6tgétgiandw?&g[aﬁln@bi@l§p@ﬁﬁﬁo®nﬂﬁ@?&'ﬁbﬂeﬁi chdnlﬂh&fjl Qla:cssest Her e:‘ Ior e
propose I N accor ce w e res I nventl on a contro I N
Do e KBS RES B OBE R e, RE SBBiFar I B PR g SUNARS denfol b ant o
the | oqtsvdvBE lcesy to%ﬁar&é%&@@fn%@@gﬁﬂkebih)ﬂbpétﬁ@e‘ﬂﬁfpléi'ltff@fﬁpes inbt may‘@npr i sing

a conpound of fornu t. N"Cris wherein R iflu t hyl or
trifl ué?B%Ké‘?%Wedér?éa% o @ﬁpmce PIETGnGHeT; B gspocts. Fof exarple, 1 the

past in the most important regions for soybean cultures no economicly significant
phytopathogens were known. However, recently there has been an increase in severe rust
infections of soybean crops in South America by the harmful fungus Phakopsora pachyrhizi
resulting in considerable yield losses. Most customary fungicides are unsuitable for

controlling rust in soybeans or their action against Phakopsora pachyrhizi is unsatisafctory.

Out of the above-mentioned needs of agricultural practice for increased crop tolerance
and/or increased activity against phytopathogenic fungi, such as Phakopsora pachyrhizi,
there is therefore proposed in accordance with the present invention a method of controlling
rust diseases on soybean plants comprising

applying to the useful plants, the locus thereof or propagation material thereof a composition

comprising a compound of formula (1)

\C:E H (I,
4 Y

wherein R; is difluoromethyl or trifluoromethyl and X is chloro, fluoro or bromo.



The conmpounds of formula | occur in two different stereoisoners, which are
descri bed as the single enantioners of fornmulae 1, and Ill1: X OH CH The
i nvention covers all such stereoisoners and m xtures thereof in any ratio.
According to the invention "racem c conpound of forrmula (I)" neans a
racem c m xture of conpounds of formula JI and I. A preferred enbodi nent of
the invention is represented by those dﬁ%bositions whi ch conprise a
conmpound of forrmula (1), wherein RL is difluoronethyl. Further preferred
conmpounds of formula (I) are:

3-difl ummmmﬁopbdéeﬁbtmmM ibl:bqny‘nr aodifferénicstetsoisyiniecs, abich are described as the

(9-di chl oronmet yllden rnene-5-yl)am de (conmpound A-1.1);

3- dlfILﬁH%ﬁﬁPﬂgfnfgﬁﬁ Qﬁyﬁ$+ $ 70l e-4- carboxylic acid

(9-di fluoronet hyl i dene-benzonorhornene-5-yl)am de (conpound A-1.2); and

3-di fluoronet hyl-1-nethyl-1H pyrazol e- 4- carboxyllc acid

(9-di bronmonet hyl i denebenzonor ne-5 yl )am d ound A-1.3). The

desi gnation of substi tHent \X 5 ro fI UQT ono neans that both
substituents X have the yeanlngs erred nbodi ment of the
invention is represente t hose conposefﬁgns whi gh tonpri se as conponent
A) a conpound of formula (I) wherein RL i's trlfluororrethyl Furt her
preferred conpounds of chmJI a (l) are: CH

1-met hyl -3-trifluoromet hyl-1H pyrazol e-4-carboxylic acid
(9- di chl or onet hyl i denebenzonor bor nene- 5- yl)an1de (compound A-1.4);
1- met hyTha3intdritibh covergetl bydh stetepisoarcd andimidureoingrdof ineanydratio. Accordmg to
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(9- di brermauet,aydildenebenzonor bor nene- 5- yl)an1de (compound A-1.6). The
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comprise a compound of formula (1), wherein R; is difluoromethyl. Further preferred
compounds of formula (1) are:
3-difluoromethyl-1-methyl-1H-pyrazole-4-carboxylic acid (9-dichloromethylidene-
benzonorbornene-5-yl)Jamide (compound A-1.1);3-difluoromethyl-1-methyl-1H-pyrazole-4-
carboxylic acid (9-difluoromethylidene-benzonorbornene-5-yl)amide (compound A-1.2); and
3-difluoromethyl-1-methyl-1H-pyrazole-4-carboxylic acid (9-dibromomethylidene-

benzonorbornene-5-yl)amide (compound A-1.3).

The designation of substituent X as chloro, fluoro or bromo means that both substituents X

have the same meanings.

A preferred embodiment of the invention is represented by those compositions which
comprise as component A) a compound of formula (1), wherein R; is trifluoromethyl. Further
preferred compounds of formula (!) are:

1-methyl-3-trifluoromethyl-1H-pyrazole-4-carboxylic acid (9-dichloromethylidene-
benzonorbornene-5-yl)Jamide (compound A-1.4),
1-methyl-3-trifluoromethyl-1H-pyrazole-4-carboxylic acid (9-difluoromethylidene-
benzonorbornene-5-yl)Jamide (compound A-1.5); and
1-methyl-3-trifluoromethyl-1H-pyrazole-4-carboxylic acid (9-dibromomethylidene-

benzonorbornene-5-yl)Jamide (compound A-1.6).



Het is: ) CH As shown in Schene 1, a conpound of fornmula (1), where Rl and
X are as defined above, may be synthesized by reacting a conpound of
formula (0), Ft; is as defined above and Ris C1,5 alkyl, with an aniline
of formula (111), where X is as defined above, in the presence of NaN(TM5) 2
at-lot to anbient tenperature, preferablky in dry THF, as described by
J.Wang etal. Synlett, 2001, 1485. Schene 2 (T) NH2 Nst Alternatively,
as shown in Schene 2, a conmpound of forrmula (1), where Het is as defined in
schene_1l, Rl and X are as defined above, may be prepared by reacting a
conpourne demruRds £ (fgmulandr Bapdte Péepéée%éﬁiq‘?éﬂﬁ%g\l?@',owvd”ﬁ'h rq r%fﬁ??@ne of
f or mul dedclibh Echahies €133l s as defined above, in the presence of an
activating agent, such as BOP-Cl (bis-(2-0x0-3- oxazolidinyl)-phosphinic
acid), and two equivalents of a base, sutH®¥&'triethylanmine, in a solvent,
such as di chl oronet hane (as descri bed, for exanple, by J. Cabre eta!,

Synt hesi s 1984, 413)° or by reacki ngXa conpound of f ng"), wher e Het
is as defined arth —
OR' X X

NH
(ID) (111)2 Y H OO
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As shown in Scheme 1, a compound of formula (1), where Ry and X are as defined above,
may be synthesized by reacting a compound of formula (ll), R is as defined above and R' is
C1.5 alkyl, with an aniline of formula (lll), where X is as defined above, in the presence of
NaN(TMS), at -10°C to ambient temperature, preferably in dry THF, as described by J. Wang
et al. Synlett, 2001, 1485.

Scheme 2
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Alternatively, as shown in Scheme 2, a compound of formula (), where Het is as defined in
scheme 1, Ry and X are as defined above, may be prepared by reacting a compound of
formula (II'), where Het is as defined above, with an aniline of formula (lll), where X is as
defined above, in the presence of an activating agent, such as BOP-CI (bis-(2-ox0-3-
oxazolidinyl)-phosphinic acid), and two equivalents of a base, such as triethylamine, in a
solvent, such as dichloromethane (as described, for example, by J. Cabré et al, Synthesis

1984, 413) or by reacting a compound of formula (II"), where Het is as defined above and Q



is chloro, fluoro or bronmo, with an aniline of forrmula (I11), where Xis as
defi ned above, in the presence of one equival ent of a base, such as
triethylam ne or sodium or potassium carbonate or bicarbonate, in a

sol vent, such as dichl oronet hane, ethyl acetate or N, Ndi nethyl f or manm de,
preferably at -10 to 30C. The conpound _oj_forrrul a (Il") is obtained froma
conpound of fornmula (11') by treatnent wth a hal ogenati ng agent such as

t hi onyl chloride, thionyl brom de, oxalyl chloride, phosgene, SFdHF, DAST
((di et hyl am no) sul phur trifluoride), or Deoxo-Fl uor(r)

abi s( 2-isrehlbrox flearnos Srarme vl asranilineraf forawiea @) whereX is@s\aefined akayeais the)| uene,
di chl or el : m'é}g : <aiy@ € generall
known cpggn%éggﬁggogéng%ng%/@@gf%rdg[%%rs-engﬁggqﬁscr|@ggyig%ld@ﬂ(e&%hgrsr%%gl Iigt er atur)e/
or obt aianemafe grhicasbonateiimb sslyantc such axdicileepsihane (¢thylacetatgorlydel conpound

I TR AR N0 SR GO e ol

.. 4- - - from a compxurd of formula (II') by treatment with a halogenating agent such -a-s-tr;iony-l ”
chloride, thionyl bromide, oxalyl chloride, phosgene, SF/HF, DAST ((diethylamino)sulphur
trifluoride), or Deoxo-Fluor® ([bis(2-methoxyethyl)amino]sulphur trifluoride) in a solvent such

as toluene, dichloromethane or acetonitrile.

The compounds (Il) and (II') are generally known compounds and may be prepared as
described in the chemical literature or obtained from commercial sources. The compound

(1) is a novel compound and may be prepared as described with reference to Scheme 3.

Scheme 3
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As shown in Scheme 3, the compound of formula (lll) may be prepared by a Bechamp

reduction or by other established methods, for example, by selective catalytic hydrogenation,
of the nitro-compounds (E), (F) and (G).



NH, NO2 (111) G As shown in Schenme 3, the conpound of fornula (I111) may be
prepared by a Bechanp reduction or by other established nethods, for

exanpl e, by selective catal ytic hydrogenation, of the nitro-conpounds (E),
(F) and (G. -5 The 9-di hal onnet hyl i dene-5-nitro-benzonorborneries (E),
where X is chloro, brorno or fluor, mayshe obtained by the Wttig

oi efination of the ketones (D) with in situ generated di hal onet hyli dene
phosphoranes R'h3P---C(R1)R5, where R'' is triphenyl, tri Cl.4 al kyl or
tridimethylamne and X is halo, according to or by analogy with the
procedures described by HD. Martin etal. Chem Bor, 118, 2514 (1985),

S. Hayagfp Qecilﬁélom@['h?menb% hitro 3 AZonoPotnerts (M), whidlé X J ehibRN 8oL RIcker s, 22,
1421 (1981). Conpounds of formula be obtai ned as described in
exanpl @&y/Berohigned by Fl’(eAWAE%PIGﬁTPﬁt@"Eig'\?megoﬂelsl(%l"’fﬂ&i’b%wtgﬁé‘eﬁt%ar ation of
1-met hﬂ%a%étﬁ*lﬁgﬁé’ﬁﬁééﬂﬁbra%%s R"DYEQRIJRE, \ﬁherﬁﬂ“bi@)fr&’dHeﬁylaﬁi@4 aIkyI or

(9-di chl oronet’hyl i dene-benzonor bor nene- 5- y0am de gcorrpound - % F
F- N tridijpethpdamine and X is halo, according to or by analogy with the procedures descrl ed by

H-D. Martin et al, Chem. Ber. 118, 2514 (1985), S.Hayashi et al, Chem. Lett. 1979, 983, or
M. Suda, Tetrahedron Letters, 22, 1421 (1981).

aCH

Compounds of formula (I) may be obtained as described in examples H1 to H7.

EXAMPLE 1

This Example illustrates the preparation of 1-methyl-3-trifluoromethyl-1H-pyrazole-4-
carboxylic acid (9-dichloromethylidene-benzonorbornene-5-yl)amide (compound A-1.4):

Cl Cl

9-Dichloromethylene-5-amino-benzonorbornene (175 mg, 0.729 mmol, prepared as
described in Example 6) in dichloromethane (10ml) was reacted with 1-methyl-3-
trifluoromethyl-1H-pyrazole-carboxylic acid (170mg, 0.874 mmol, 1.2 eq.) in the presence of
bis-(2-ox0-3-oxazolidinyl)-phosphinic acid chioride (278 mg, 1.09 mmol, 1.5 eq.) and
triethylamine (184 mg, 1.821 mmol, 2.5 eq.) at ambient temperature under stirring for 23
hours. The reaction mixture was extracted with saturated sodium bicarbonate solution and
saturated brine, dried over Na,SO, and purified on silica gel in ethyl acetate-hexane-(1:1).
210 mg (69% of theory) of 1-methyl-3-trifluoromethyl-1H-pyrazole-4-carboxylic acid (9-
dichloromethylidene-benzonorbornene-5-yl)amide (compound A-1.4, m.p. 179-181 °C) was

obtained.

EXAMPLE 2

This Example illustrates the preparation of 9-(3-pentylidene)-5-nitro-benzonorbornadiene:



9- Di chl or onet hyl ene- 5- am no- benzonor bor nene (175 ng, 0.729 mmol, prepared
as described in Exanple 6) in dichloronethane (10m) was reacted with
1-nethyl -3- trifluoronethyl-1H pyrazol e-carboxylic acid (170ng, 0.874
rnmol, 1.2 eq.) in the presence of bis42-oxo0-3-o0xazolidinyl)-phosphinic
acid chloride (278 nmg, 1.09 rnrnol, 1.5 fq.) and triethylamne (184 ny,
1.821 mml, 2.5 eq.) at anbient tenperatlre under stirring for 23 hours.
The reaction mxture was extracted with saturated sodi um bi carbonate
solution and saturated brine, dried over Na2SO4 and purified on silica gel
in ethyl acetate-hexane4l:1), 2 ' t heory) of

1-methyl -3-trifluoronethyl-1Hp ¢carboxylic acid (9-

di chl oronet hyl i dene- benzonor bor L ) am-de (conpound A-1.4, in.p.
179-181 C) was obtained. EXAMPLE 2 This Exanple illustrates the
preparation of 9-(3-penty|idene)-@onitro-benzonorbornadiene: - 6 - HO2 To
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9- (3-pentylidene)-5-nitro-benzonorbornadi ene (7.97 g prepared as descri bed

in Exanple 2) in THF (70m) was hyﬁ{ fd at 20C in the presence of
Rh(PPh3)3CI (W ki nson's catalystr—%ggﬁggi-The reacti on ceased after uptake

of one ﬁﬂf’E)(é’rhﬁ@tillugtraﬂ%%é’ﬂ%ﬁaraﬁé@@%—?b@rﬂyl%@qe)ﬁ&hﬂrbﬂieh?éhd?ﬁ)orh@@e:Cr ude on
silica gel 1n ethyl acetate-hexane-(100:2)" gave the desired product as an
oil (7.90 g) that solidified on_stands oomtenperature (mp. 69-56
EXAMPLE 4 This Exanple illustra —preparation of

9- 0x0- 5- ni t r o- benzonor bor nene '

9-(3-pentylidene)-5-nitro-benzonorbornadiene (7.97 g prepared as described in Example 2)
in THF (70ml) was hydrogenated at 20°C in the presence of Rh(PPh;)sCl (Wilkinson’s
catalyst; 0.8 g). The reaction ceased after uptake of one equivalent of hydrogen.

Evaporation and filtration of the crude on silica gel in ethyl acetate-hexane-(100:2) gave the
desired product as an oil (7.90 g) that solidified on standing at room temperature (m.p. 69-56
°C).

EXAMPLE 4

This Example illustrates the preparation of 9-Oxo-5-nitro-benzonorbornene

@

NO,

9-(3-pentylidene)-5-nitro-benzonorbornene (7.0 g, 27.2 mmol; prepared as described in
Example 3) dissolved in dichloromethane (300 ml) and methanol (5ml) was ozonized (2.8 |
O,/min, 100 Watt, corresponding to 9.7 g O3/ h) at —70°C until a persistent blue colour was
observed (after approximately 15 minutes). The reaction mixture was flushed with nitrogen

gas. Triphenylphosphine (8.4 g, 32.03 mmol, 1.18 eq.) was added and the temperature was



10 NO2 9-(3-pentylidene)-5-nitro-benzonorbornene (7.0 g, 27.2 mol;
prepared as described in Exanple 3) dissolved in dichloronmethane (300 nl)
and net hanol (5ml) was ozonized (2.81 02/mn, 100 Watt, corresponding to
9.79 03/ h) at -70C until a persistent blue col our was observed (after
approximately 15 mnutes). The reaction i xture was flushed with nitrogen
gas. Triphenyl phosphine (8.4 g, 32.03 mmol, 1.18 eq.) was added and the
tenperature was - 7 - allowed to warm up to 20-25C. After evapor ati on of
t he sol yent the residue was purified on silica gel in hexane-EtOAc-3:1 to
gi ve 5.239Vest OCMRHLYmME Zb2Dt- (*Hﬁ'isvapﬁ@ﬂomﬁthe)solvm\mﬁr@ldumwgs ewdiggios i n
rates ftlnea pelanaeirieonorc- :91%51\/@@@%& buﬂnggﬁméoﬂgﬁ r;svﬂhgnﬁan@ bornene NQ2
To a solution of dibronodifl uoronethane 30 g, at 0Cin THE (50
m) was added tris- (d|nethylanlnoéuagﬁigigge (10.1 g at 97@6 equi valent to
11.2 m, 60 rnnol) in THE (30 m) m nutes. To the resulting
suspen was, added

FE A G L BT MY L SN e
prepared as described in Exanple 4in.THE F20m) within 25 m nut es
followed by stirring for 21 hour S ension was poured onto ice-water
and extracted with ethyl acetates at#on on silica gel in ethyl
acet at e- hexane-(1:4) vyielded 4675g of 9-

di f1 uoronet hyl i dene-5-nitro-benzommpornene (mp. 99-101C). EXAMPLE 6 This
Exanple illustrates the preparation of

9- Di chlToraosnitttonl of dionemsdifiudromethana (5180 bosmemml) ANO2C r YHE #8M o) waet aidaleld| or i de
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WI t h di30mhe;prepdrades deseibed irdExgmpid 4 tn 'Vbﬂlé(znml) vitteid 26 misutes éaloged by n et hyl
t at e;h bt f th ired 9- )
et e SBS  28 EOh o P AERE T B o perect oy o
st art i agetatt Curiidatiod 0AGiligd gekis etrytasatstedhexane-(1:4) yielded 4.675 g of 9-
difluoromethylidene-5-nitro-benzonorbornene (m.p. 99-101°C).

EXAMPLE 6

This Example illustrates the preparation of 9-Dichloromethylidene-5-nitro-benzonorbornene
<CI
Cl

NO,

Dry carbon tetrachloride (5.9 g, 33 mmol) was reacted with triphenylphosphine (14.46 g, 55.1
mmol) in dichloromethane (30 ml) at room temperature for 1 hour. 9-Oxo-5-nitro-
benzonorbornene (5.60g, 27.56mmol; prepared as described in Example 4) in
dichloromethane (10 ml) was added dropwise and stirred for 20 hours at room temperature.
After aqueous work-up (ice-water) and extraction with dichioromethane, the crude product
was purified on silica gel in ethyl acetate-hexane-(1:4) to obtain of the desired 9-
Dichloromethylidene-5-nitro-benzonorbornene (1.83 g; m.p. 136-137 °C). Some starting

material (4.06 g) was recovered.

EXAMPLE 7



- 8 - This Exanple illustrates the preparation of

9- Di br onorret hyl i dene- 5- ni tro-benzonorbornene tt Br \ Br NO2 Carbon
tetrabronm de (4.66 g at 98% 13.8 nmol) was reacted under stirring with
tri phenyl phosphine (7.23 g, 27.6 mmol) in dichloronmethane (50 nm) for 50

m nutes at room tenperature. 9-0xo0-5-nityo-benzonorbornene (2.8 g, 13.8
mmol ; prepared as described in Exanple '16" in dichloronmethane (10 m) was
added dropwi se and stirred over night at roomtenperature. Aqueous work-up
(ice-water) and extraction with dichloromethane foll owed by col um

chr omat Ty Bxemyplé dubyatea tet rreparatomelid-DibrgyomethyliseneSutieo-prAAICIOyIeReded t he
desired product 9-Di brononet hyl i depe- 5-ni trg; benzonor bornene (2.1 g; mo.
153-155 C). Table 1 Table 1 shows merH g_0|r nt and NVR data, all wth
CDCl 3as the solvent, unless othe e grated, for conpounds of formula (I).
In the table, tenperatures are given in degPees Cel sius, "NWVR' neans

nucl ear magneti c resonance spectr and the follow ng abbreviations are
used: mp. = nelting pointb.p. = boiding point. s = singletbr = broad d =

doubl etdd, = douBlphia@{4.660Y 2t 885, 138 rhhbIPlas FeattedUitidbPétirring with
triphenylphosphine (7.23 g, 27.6 mmol) in dichloromethane (50 ml) for 50 minutes at room

temperature. 9-Oxo-5-nitro-benzonorbornene (2.8 g, 13.8 mmol; prepared as described in
Example 4) in dichloromethane (10 ml) was added dropwise and stirred over night at room
temperature. Aqueous work-up (ice-water) and extraction with dichloromethane followed by
column chromatography (ethyl acetate-hexane-(1:9) of the crude product yielded the desired

product 9-Dibromomethylidene-5-nitro-benzonorbornene (2.1 g; m.p. 153-155 °C).

Table 1
Table 1 shows melting point and NMR data, all with CDCl; as the solvent, unless otherwise
stated, for compounds of formula (1). In the table, temperatures are given in degrees Celsius,

"NMR" means nuclear magnetic resonance spectrum and the following abbreviations are

used:
m.p. = melting point b.p. = boiling point.
s = singlet br = broad
d = doublet dd = doublet of doublets
t = triplet q = quartet
m = multiplet ppm = parts per million
THF = tetrahydrofuran
m.p (°C) "H-NMR proton shifts & (ppm)
Compund
(CDCl5)
8.06 (s,1H), 7.69 (d overlapped by brd signal,
A-1.1 179-181 exchangeable with D,0, 2H), 7.18 (t,1H), 7.06 (d,1H), 4.00
: (s,3H), 3.96 (m, 2H), 2.12 (m, 2H), 1.51 (m,1H), 1.39
(m,1H).
8.06 (s,1H), 7.68 (brd, exchangeable with D,O,1H), 7.67
A-1.2 137-143 (d,1H), 7.14 (d,1H), 4.00 (s,3H), 3.94 (m,2H), 2.06 (m,2H),
1.48 (m,1H), 1.36 (m.1H).
8.06 (s,1H), 7.71 (d,1H), 7.68 (brd, exchangeable with
A-1.3 198-200 D,0,1H), 7.18 (t,1H), 7.05 (d,1H), 4.00 (s,3H), 3.95 (m,1H),
3.93 (m,1H), 2.12 (m,2H), 1.50 (m,1H), 1.38 (m,1H).




m= nultipletppm= parts per mllion THF = tetrahydrofuran 11-1-NWVR proton
shifts 5 (ppm 8.06 (s,1 H), 7.69 (d overl apped by brd signal,

exchangeable with D20, 2H), 7.18 (t,1H), 7.06 (d,1H), 4.00 | (s, 3H),
3.96(m 2H), 2.12 (m 2H), 1.51 (m1H, 1.39 _L(rn,1H. 8.06 (s,1H, 7.68
(brd, exchangeable wth D20,1H), 7.67 (@,-1H), 7.14 (d,1H), 4.00 (s, 3H),
3.94 (m2H), 2.06 (m2H), 1.48 (m1H, 1.36 (m1lH. 8.06 (s,1H, 7.71
(d,1H), 7.68 (brd, exchangeable with D20,1H), 7.18 (t,1H), 7.05 (d, 1H),

4.00 (s73H-+3795(m1H)-—3-93tm =212 (m2H-—3-50 fmi1-H,-1-38(m1l
H. |-9- The tlerm "l ocus" offZ%‘El%ﬁ&J@m exehangeaPIg M SO & Tit8nddd t o
enbrace the pl ace qr&gm%iﬁch t (h@rdis, @AY 17.18 @nHS$, 7a0e(dgsveviapged frdrvebed $,12¢1)pl [ant
pr opagat iren4mat|er i alos- t he ful  pl % 5 I ég re gn 1pé nt
propadation matlerials of the %@@1"01”@1%% i’"aﬁl wspﬁ'é)c i fh 1: il. An
exanplle for sugh a locus is a(ninla}d38c(rn Yhj.ch crop pI ants are grovvl ng The
term 'plant propagation materia , y arts
of the plant, such as seeds, of
the | atter15and vedeBat3dve ey

exanplle potatoes. There may
sense),—roots, fruits,  tuber :

Germ nated plants and young pT 5%%1% 7&9 & de exehangesble M’étB Daﬁt%' 4PPer
ger mi nat isongor |af t er55er88r genc®rd $.3Mt/hE &dH %9’ Hiks é- oﬂébﬁ’e?ﬂ” Fré*& hese
young |pl ant's ndy be protect ed("bélf'bﬁeg1t(ﬂhi‘1'§bl3a7r?t(§t3i"ﬁn2 by (M2 Bt hPO gp- 1plr t i al

treatnent by imersion. Prefle 3%(’0-“’91 ant propagation naterial” is
understood to denote seeds. The conpositions according to the invention can

be appl " » i i I t he
ocus, et SR frR LA Es Sadhelhth 4R, chlifadtSfc block ofifitton
accor ditmgusedultptents areegrowiog, w’agreube pliapl prepadsdibo matenaladfitbe useflegantoareof t he
useful _pl t r . The
amount 33" eisife BB BRREL AR TR EhH ke HITSER) pRn A TP ELAT TG e,

depend Aprexaarpleoios sichca ess issufidid,as witieh cropptantzisreggrpvioged; t he subj ect of
the treatnent, such as, for exanple plants, soil or seeds; the type of
treatment, such as, for exanple spraying, dusting or seed dressing; the
pur pos & heftetmh®ldnt eedpagation matehial s urfderstechiopieacter grpierdtise pads of the ipandpeut i c:

the t yp%cﬁ)fas ];tlejen ' WF'IICh t<):gn %8”%&8 Iforetxlgiie rultiHi]c%tigR B} ih%%t&e?,narg \%etatiVe ghQatériaI,

such as cuttings or tubers, for example potatoes. There may be mentioned for example

i ct

seeds (in the strict sense), roots, fruits, tubers, bulbs, rhizomes and parts of plants.
Germinated plants and young plants which are to be transplanted after germination or after
emergence from the soil, may also be mentioned. These young plants may be protected
before transplantation by a total or partial treatment by immersion. Preferably “plant

propagation material” is understood to denote seeds.

The compositions according to the invention can be applied to the phytopathogenic
microorganisms, the useful plants, the locus thereof or the propagation material thereof.
The compositions according to the invention may be applied before or after infection of the

useful plants, the propagation material thereof by the microorganisms.

The amount of a composition according to the invention to be applied, will depend on various
factors, such as the compounds employed; the subject of the treatment, such as, for
example plants, soil or seeds; the type of treatment, such as, for example spraying, dusting
or seed dressing; the purpose of the treatment, such as, for example prophylactic or

therapeutic; the type of fungi to be controlled or the application time.



When the conpositions according to the invention are used for treating
seed, rates of 0.001 to 50 g of a conpound of formula | per kg of seed,
preferably from0.01 to | Oy per kg of seed , are generally sufficient. The
conposition of the invention may be enployed in any conventional form for
exanple in the formof a tw n pack, a pqgyder for dry seed treatnent (DS),
an enul sion for seed treatnent (ES), a flowable concentrate for seed
treatment (FS), a solution for seed treatnent (LS), a water dispersible
powder for seed treatment (WS), a capsul e suspension for seed treatment
(CF), a gel for seed treatnment (OF), an enul sion concentrate (EC), a

S us penswﬂgn Jsﬂfoﬁg@ggrdmat ﬂ'\%ﬁlﬁ\/e‘?lﬂyrlm §f'eQHse(1 %)treaﬂng?@é&# keSS UEPOOHI ON

a water dispersi ranu W5), an emrul sifiab granul e (EG) an
errul si o 50@efa c¢rnpqun|d of E@ynuladrpeé#moé perd. peaferaply figgt %91 tElg per kg of
m cro- Si | &y dispersion (OD), an oil mscible flowable (OF),
an oil %ngéEC|ag{8él I qmﬁﬂé QL), a soluble concentrate (SL), an ultra-I|ow
vol une suspension (SU), an ultra-low volune liquid (UL), a technical
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w th na ene s n I'phonate, a |ignin sul phonate, a
fatty adrkyltradow polame, hqalﬂdubi ﬁdﬂghrmaéqormenvatpﬁéﬁbla dignersible 6omespypigt(BE)f at t y
al cohol e own per se
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di | uentagrwugwﬂ)aaﬂoept@é@oamvastﬂ ng fornmulation form e.g. as an aqueous
suspension or in a dry powder form having good adherence to the seeds. Such
seed dressing formul ations are known in the art. Seed dressing formul ations
may con$athcanimosiiong May detrreduced i exfiventienabmanirs, e.gnf madnacthe getivict i ve

i ngr edi
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and 10 9 t he
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Appl i catéreantratesne.ofEQ, cﬁ@nﬂ%t@lb,rSEmEWf 6O @Wdh@ll@)c‘&ﬁt@lmpqwdﬁﬁ end1 to 20%
by weig A Wher eas
comer cg%lhu'pr (oarﬁ%yc té{m ° g% lé‘%] aéﬁ%mf% ?fa%%eerg ng;%%%f&t\éggﬁg ?’gres t he end
user w témpaundalthag pemﬂecgmtdnahcu @‘ébolsnerg; lthe candsnsaian prqdypt"@flfymhaldei‘elde been
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agai nsts@dydhe,aandrathytaite;mwensLm asettibsdaisd fatty aleoba. by Phakopsora

pachyr hi zi andf or Phakopsora rnei bom ae. Accordingly an aspect of the
present invention is a nethod of controlling rust diseases on soybean

pl ant s, Tivrcarhpesitinnsiasesrdiagd $herigvention heysatschesaprige &urther pestisidescsushtaser eof

or P OPRORLLADeTBhSHIB), hNIRGGALs & RAFBESL! | on comprising a compound of

fornmul a



Preferred is a nmethod, which conprises applying to the soybean plants or to
the | ocus thereof a conposition conprising a conpound of forrmula (1),
preferably to the soybean plants. Further prefered is a nethod, which
conprises applying to the propagation nmaterial of the soybean plants a
conposition conprising a conpound of fofpula (1). The nethods according to
the invention also allow good control of other harnful fungi frequently
encountered in soybean plants. The nost inportant fungal diseases in

soybeans bei Phakopsor a .pachyrhi zi, M crosphaera diffuse, Cercospora

o Focn . seed oo e RS B Arrat e KRR Bt St R BR S at i
sonme oktombositiorsatgebidiyy tohiee Boettinl 2d &' dikket is @asate skabdsssiopfophabation and
furthernore Rhizoctonia sol ani.,, Corynespor assjicol a CFC erotiqi?’1

scl er of Bt & ANGNGOLEPBRFUTRETRT €51 2% PowEe TRWA Pavive fred Fangregiee to the
coNMposistéd¥ISucoBPEd SieBgng frpQlatidss afe Knotvitiv the(dr). Sebbergssmppbrinaadtions net hods

to soybeans and their use rate re ags described . for co sitions

compr i SINGRREHD bERIIBFCNE Mipde s or e GPERAEaS" atlyed"oREnts ool i cat i on
can be cheddsubddiormadg. & élew rélbasd cdpeales enmidroddpeuledybean plants or parts
thereof with the fungi. The treatnent is preferably carried out prior to
the infection. When a conpound of formula (1) is used on its own, the

appl i cai jemeraatreSFoinfulafivhs ddtedrare 0@ to @0%Oby REightbfeltivedagent, droas 0 descr i bed

above, e, g. typical are rates of 5t 000 g a.i./hg, ticularly 10 to
000 280 agrietRirgy s Bteb st agnband b o 0a% shid O BORImEskR s 2201)
can be zagpbjueantlsd), thBachryRANctHsHIhg oPACIBadlfa dBpipduhb @anfopmale Idwdi Ng a
gromnn% season., For use in the Eﬂod ccording to the inv nﬁ*on, t he
conpouRBLOHIY PHIeRAFYEAIENSaRANTEH RO TET QUG5 W PR %’FB%&‘\? Br mul ati ons

descri lgRpcaitrMed foPm8 of S6thpdditns ,geﬁa@ailf E6Sin IS bSAeBSs hbest,2 #Hes80%%, powder s,
pastes and %ranules. The use_formw | end on thwE%rtlcular i nt ended

r | epe
pur pos &referg E’akl?rtlw%%{‘s%b,oqt?agﬁagVﬁbléWE'QP’eoqé‘cf'Y%%g% 08" Yuti on of the

conpoustnRiatiof miayl fBr &xanmpld BEnthiRrem 8 QY he 20%yauéight, peardisig frahl 0.6 0YERN
plants and _all varieties, including trans enlc_E ants. Th te[n1"soybean

pl ant " by MEigh et advpegral INhege ercial BIOBHGRMilsIglsERRlY P Afelateg,as

" gl yphesadentrafisetr@ind dser WRHFmAIRAEmpIBE difltédicsmbRtionsse in the methods are
resistant to gl yphosate application or tolerant of glyphosate. d yphosate
tolerant plants are nmade tolerant to gl yphosate by conventional breeding or
havi ng SrdrsHYROIERASLEHERBLNd that cHh YIRS formbid (1) gl yphosat e resi stance. Some
exanpl es of such preferred transgenic plants having transgenic events that
confer glyphosate resistance are déseribedin U S. Pat, Nos. 5,914, 451:

5, 866, 775; 5,804, 425; 5,776, 760; 5 43{& 5,627,061; 5,463, 175;

5,312,910; 5, 310,667; 5,188,642; 5,145,783 4,971,908 and 4, 940, 835. The
use of "stacked" transgenic evefitsN-p the plana is al so contenpl at ed.

St acked transgeni c events includijng additional %erbicide-resistant traits
such as resistance to HPPD-i Rhi rs, sulfonyl-ureas, giufosinate and
bronmoxynil are w dely used and ribed in readily avail abl e resources.
The stacked transgenic events may atgso be directed to other pesticide
resistant traits, such as insecticide, nernaticide, fungicide, etc

r esi st afeesin Fhisciflyprgmphyhridallusjormeiyeand % isanIe5e B e BPMPht r oduci ng a

tr ansgeR(E€ o8 Btivitk-he5instAbyBdASEENL L5 YIRASE R chObLERRLY B PRakbABES
contenplatéd for use in the nethods of the present invention include, for
exanpl ®acREbiAR/REAGkQPIOra SEjsEae.40-3-2 A "transgenic plant” refers to a
pl ant that contains genetic material not found (i.e. "exogenous") in a

w [ d-type plant of the same species, variety or cultivar. The genetic

mat er | dccamingiha arheckoftthe Reagenieinveion ise methnd0f crntraltjrmiaist ¢iseasehon(such as
by tra < ' [ r i a ' ' t aggi ng
saquence R R B Bl oo
sequendeonagation eatasial heraek pspmResiion TyppEsing § compeutchefdpgiigdheti c materi al
has been introduced into the plant by human mani pul ati on, but any net hod
can be used as one of skill in the art recogni zes A transgenic plant may
contain an expression vector or cassette. The expression cassette typically
conpri ses a pol ypepti de-encodi ng sequence operably linked (1 e., under
regul atory control of) to appropriate inducible or constitutive regulatory
sequences that allow for the expression of the pol ypeptide. The expression
cassette can be introduced into a plant by transformati on or by breeding
after transformation of a parent plant. As previously described a plant
refers to a whole plant, including seedlings and nmature plants, as well as
to a plant part, such as seed, fruit, leaf, or root, plant tissue, plant
ceils or any other plant material, a g., a plant explant, as well as to




Formul ati on Exanpl es - 14 - Wettable powders active ingredient sodium
I'i gnosul fonate sodium | auryl sul fate sodi um dii sobutyl napht hal enesul fonat e
(7-8 nol of ethylene oxide) highly dispersed silicic aci d5%40% kaol i n62 %
The active ingredient is thoroughly m xed with the other fornulation
conponents and the m xture is thoroughl oQr ound in a suitable mll,

af fording wettabl e powders that can be ﬁl luted with water to give

suspensi ons of the desired concentration. Powders for dry seed treatnent
active ingredient light mneral oil highly dispersed silicic acid kaolin

t al c20 Fretereedtis @ enathet, adichraompsiseshapriyian (o thaispieani flants ertodhel®cus or nul at i on
conpon ok I I i I 1A

o Tor di g e badap Sy firbaisl ¢ QB of (GRS, BRIGaBd o sBysean

Enul si fplatib.e concentrate active ingredi ent 10%

Further prefered is a method, which comprises applying to the propagation material of the

soybean plants a composition comprising a compound of formula (1).

The methods according to the invention also allow good control of other harmful fungi
frequently encountered in soybean plants. The most important fungal diseases in soybeans
being Phakopsora pachyrhizi, Microsphaera diffusa, Cercospora kikuchi, Cercospora sojina,
Septoria glycines and Colletotrichum truncatum, some of which comprise the so-called “late
season disease complex”, and furthermore Rhizoctonia solani, Corynespora cassiicola,

Sclerotinia sclerotiorum and Sclerosium rolfsii.

Further characteristics of compositions comprising compounds of formula (1), their
application methods to soybeans and their use rates are as described for compositions
comprising compounds of formula (1) as described above. Their application can be both
before and after the infection of the soybean plants or parts thereof with the fungi. The
treatment is preferably carried out prior to the infection. When a compound of formula (1) is
used on its own, the application rates in the method accoding to the invention are as
described above, e.g. typical are rates of 5 to 2000 g a.i./ha, particularly 10 to 1000 g a.i./ha,
e.g. 50, 75, 100 or 200 g a.i./ha. Compounds of formula (I) can be applied to the soybean
plants once or more than once during a growing season. For use in the method according to
the invention, the compounds of formula (I} can be converted into the customary
formulations described above, e.g. solutions, emulsions, suspensions, dusts, powders,
pastes and granules. The use form will depend on the particular intended purpose; in each

case, it should ensure a fine and even distribution of the compound of formula (I).

The term “soybean plant” includes all soybean plants and all varieties, including transgenic

plants. The term “soybean plant” includes especially glyphosate tolerant soybean plants.

By "glyphosate tolerant" is meant that the plants for use in the methods are resistant to
glyphosate application or tolerant of glyphosate. Glyphosate tolerant plants are made

tolerant to glyphosate by conventional breeding or having a transgenic event that provides



octyl phenol pol yethyl ene glycol ether3 % (4-5 nol of ethylene oxide)

cal ci um dodecyl benzenesul f onat e3 % castor oil polyglycol ether (35 nol of

et hyl ene oxi de)4 % cycl ohexanone30 % xyl ene m xture50 % Emul si ons of any
required dilution, which can be used in plant protection, can be obtained
fromthis concentrate by dilution with-y@ter. Dustable powdersa)b) active
ingredientr 6 %tal cum®5 % kaolin94 91; Ready-for-use dusts are obtai ned by
m xi ng the acti ve i ngredi ent with the carriers and grinding the mxture in
a suita owde

EXtFUdgE ?saarli%fesé /an\;&e 0’38 %fgp ﬁ&? eq{g%é%gi@nggenqc b’laﬁlts% \Sn'nSgS for seed.

transgenlc events that confer glyphosate resistance are described in U.S. Pat. Nos.
5,914,451; 5,866,775; 5,804,425; 5,776,760; 5,633,435, 5,627,061; 5,463,175; 5,312,910;
5,310,667; 5,188,642; 5,145,783; 4,971,908 and 4,940,835. The use of "stacked"
transgenic events in the plant is also contemplated.

Stacked transgenic events including additional herbicide-resistant traits such as resistance to
HPPD-inhibitors, sulfonyl-ureas, glufosinate and bromoxynil are widely used and described
in readily available resources. The stacked transgenic events may also be directed to other
pesticide resistant traits, such as insecticide, nematicide, fungicide, etc resistance, which
may be made by conventional breeding or introducing a transgenic event.

Lines of transgenic glyphosate tolerant crop plants contemplated for use in the methods

of the present invention include, for example, Roundup Ready® Soybean 40-3-2.

A "transgenic plant" refers to a plant that contains genetic material not found (i.e.
"exogenous") in a wild-type plant of the same species, variety or cultivar. The genetic
material may include a transgene, an insertional mutagenesis event (such as by
transposon or T-DNA insertional mutagenesis), an activation tagging sequence, a
mutated sequence, a homologous recombination event or a sequence modified by
chimeraplasty. Typically, the foreign genetic material has been introduced into the plant
by human manipulation, but any method can be used as one of skill in the art
recognizes. A transgenic plant may contain an expression vector or cassette. The
expression cassette typically comprises a polypeptide-encoding sequence operably
linked (i. e., under regulatory control of) to appropriate inducible or constitutive regulatory
sequences that allow for the expression of the polypeptide. The expression cassette can
be introduced into a plant by transformation or by breeding after transformation of a
parent plant. As previously described a plant refers to a whole plant, including seedlings
and mature plants, as well as to a plant part, such as seed, fruit, leaf, or root, plant
tissue, plant cells or any other plant material, e. g., a plant explant, as well as to progeny
thereof, and to in vitro systems that mimic biochemical or cellular components or

processes in a cell.

The Examples which follow serve to illustrate the invention, "active ingredient" denotes a
compound of formula |

Formulation Examples




sodi um | i gnosul fonat e2 % sodi um al kyl napht hal ene sul fcnatel % kaol i n82 %
The active ingredient is mxed and ground with the other fornul ation
conponents, and the m xture is noistened with water. The mi xture is
extruded and then dried in a streamof air. Suspension concentrate active
i ngredient40 ' Yu propyl ene glycol 10 % nggyl phenol pol yet hyl ene gl ycol ether
(15 nol of ethyl eneoxide)6 % sodi um i gnosul fonatel0 %

car boxynet hyl cel l ul osel Au silicone oil (in the formof a 75 % emulsion in
water)l % water32 % The finely ground active ingredient is intimately m xed
with t Wetable powdersul at i on conponents, giving a ®uspen® on concentrate

whi ch camybegidiated in water at any desired ragg. Usspg such dilutions,
living plants as well as plant propagation materjal can be treated and

pr ot ect iy ignesuifenafest at i on by mi croor gani sne ®by spraying, pouring or

i mrer si QuiuntleWARBLigtgoncentrate for seed treatnpgt ackbye ingredient40%

sodium diisobutylnaphthalenesulfonate - 10 %

(7-8 mol of ethylene oxide)

highly dispersed silicic acid 5% 10 %

kaolin 62 % -

The active ingredient is thoroughly mixed with the other formulation components and the
mixture is thoroughly ground in a suitable mill, affording wettable powders that can be diluted

with water to give suspensions of the desired concentration.

Powders for dry seed treatment a) b)
active ingredient 25 % 75 %
light mineral oil 5% 5%
highly dispersed silicic acid 5% -
kaolin 65 % -
talc - 20

The active ingredient is thoroughly mixed with the other formulation components and the
mixture is thoroughly ground in a suitable mill, affording powders that can be used directly

for seed treatment.

Emulsifiable concentrate

active ingredient 10 %
octylphenol polyethylene glycol ether 3%
(4-5 mol of ethylene oxide)

calcium dodecylbenzenesulfonate 3%
castor oil polyglycol ether (35 mol of ethylene oxide) 4%
cyclohexanone 30 %
xylene mixture 50 %

Emulsions of any required dilution, which can be used in plant protection, can be obtained

from this concentrate by dilution with water.



propyl ene gl ycol copol yner butanol PO EO tristyrenephenol e ethoxylate (wth
10-20 noles EOQ 2% - 16- 1, 2-benzisothiazol n-3-o0ne0.5 % nobnoazo- pi gnent
calciumsalt5 %silicone oil (in the formof a 75 % enmulsion in water)0.2 %
wat er45.3 % The finely ground active ingredient is intimately mxed with
the other fornulation conponents, giVvingsa suspension concentrate which can
be diluted further in water to be applied to seeds. Using such dilutions,
propagation material can be treated and protected agai nst infestation by

m croorgani sms, by spraying, pouring or inmersion. Biolaogical Exanples
Exai nplgiﬁ@!l%m% agai nst Asian soybean ruf (Phakop®ora pachyrnizi) -
Leaf di ggtivkasdreMb® € soybean plants (variety lggnd WIIgens82) are treated
with the recited active ingredients 4 weeks after planting. 1 day after
sprayi n§'qU8hf disks are cut fromthe first tri%ofiate leaf. Five
repetitiksyns at each rate are conducted. The |eaf disks e4e i noculated with
Phakopsora pachyrhi zi (Asian soybean rust) one day after treatnent.

Eval uaﬁeéﬁy‘g?'tlsﬁémﬁ@eﬂ'e gbsined;y reigiRg ifeq %?}'VPM?‘B%% viiyiee SRS docul at i on
and t h@riﬁagtﬁé@h&ﬁﬂé il AE@fbR! MMNSeth boveddrs ¥en hIeP ek uké@ty dnpdieadifgd Rt ed.
Standard EC100 fornul ations are used. The rates of the active ingredients
used af@®diven in Table Bl as g active ingredient (a.i.)/ha. Table B1:

Acti on agai nst Asian soybean rust c/o Control of Phakopsora pachyrhizi Cpd
Al |

Extruded granules % wiw
active ingredient 15 %
sodium lignosulfonate 2%
sodium alkyl naphthalene sulfonate 1%
kaolin 82 %

The active ingredient is mixed and ground with the other formulation components, and the

mixture is moistened with water. The mixture is extruded and then dried in a stream of air.

Suspension concentrate

active ingredient 40 %
propylene glycol 10 %
nonylphenol polyethylene glycol ether (15 mol of ethylene oxide) 6 %
sodium lignosulfonate 10 %
carboxymethylcellulose 1%
silicone oil (in the form of a 75 % emulsion in water) 1%
water 32 %

The finely ground active ingredient is intimately mixed with the other formulation
components, giving a suspension concentrate which can be diluted in water at any desired
rate. Using such dilutions, living plants as well as plant propagation material can be treated

and protected against infestation by microorganisms, by spraying, pouring or immersion.

Flowable concentrate for seed treatment

active ingredient 40 %
propylene glycol 5%
copolymer butanol PO/EO 2%

tristyrenephenole ethoxylate (with 10-20 moles EO) 2%



Cpd A-1.2 Cpd A-1.3 250 87 94 93 125 82 44 54 62.5 36 54 36 31.251 36
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1,2-benzisothiazolin-3-one 0.5%
monoazo-pigment calcium salt 5%
silicone oil (in the form of a 75 % emulsion in water) 0.2%
water 45.3 %

The finely ground active ingredient is intimately mixed with the other formulation
components, giving a suspension concentrate which can be diluted further in water to be
applied to seeds. Using such dilutions, propagation material can be treated and protected

against infestation by microorganisms, by spraying, pouring or immersion.

Biological Examples
Example B-1: Action against Asian soybean rust (Phakopsora pachyrhizi) - Leaf disc test

Whole soybean plants (variety brand Williams82) are treated with the recited active
ingredients 4 weeks after planting. 1 day after spraying leaf disks are cut from the first
trifoliate leaf. Five repetitions at each rate are conducted. The leaf disks are inoculated with
Phakopsora pachyrhizi (Asian soybean rust) one day after treatment. Evaluation of the leaf
disks is conducted fourteen days after inoculation and the mean percent infestation of the
five repetitions is calculated. Standard EC100 formulations are used. The rates of the active

ingredients used are given in Table B1 as g active ingredient (a.i.)/ha.

Table B1: Action against Asian soybean rust

% Control of Phakopsora pachyrhizi
g.ai/ha |Cpd A-1.1| Cpd A-1.2 | Cpd A-1.3

250 87 94 93
125 82 44 54
62.5 36 54 36

31.25 36 39 36
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wherein R, is difluoromethyl or trifluoromethyl and X is chloro, fluoro or bromo.
2. A method according to claim 1, wherein the rust phytopathogen is Phakopsora pachyrhizi.

3. A method according to claim 1, wherein component (A) is a compound of formula m,
wherein R, is difluoromethyl.

4. A method according to claim 1, wherein component (A) is a compound of formula (1),
wherein R, is difluoromethyl and X is chloro.

5. A method according to claim 1, wherein component {A) is a compound of formula (1),
wherein R, is difluoromethyl and X is fluoro.

6. A method according to claim 1, wherein component (A) is a compound of formula (i),
wherein Ry is difluoromethyl and X is bromo.



