I NSECTI Cl DAL COVPOUNDS The present invention rel ates
to certain benzam de isoxazolines, to processes and

WO paoesses at es for preparing them to insecti CPCHEP2008/010887
acaricidal, nolluscicidal and nematicidal conpositions
conprising themand to nethods of using themto conmbai-213.00-100P
and control insect, acarine, nollusc and nemat ode
pests. Certain i soxazol i ne derl vatives with
i nsect i ¢ ORERATIN R ¢ T 2 :
EP 1,731,512, US 2007/ 066617 JP 2007/ 008914, JP
2007/ 016017, EP 1,932,836, JP 2007/ 106756, WD
07/ 070606ThERnYeRtion H¢tateBdo V¥ © ?e?gtfiﬂé%nﬂttfof‘a?cm%tural
surprisingly been found that certajn benzam de
| SONIHRES NBsPaEiularJobler blimsls o shadeses. The present

e 7SS GRS LAY UL SOOI AR EHR Ve

amenheer, & kbtafaBle doivimg mcngbar, @romtxaby@dmwn suiginiber, and a

5 éi %ﬂgrr%g:ﬁ%lne bon]%é%gr C8a| nal o é}:h%}ltOIBﬁtlcally arrest

GtaBbal @ﬁi}iﬁlﬂﬁben%ehﬁo&yﬂf f%bct @ftﬁééﬂthﬁbna% base member,
G - Csal kyl carbonyl -, or lea' C8al koxycar bonyl
hyBesgéas neot r@t@g?&l Ry lthe irivigganenthen Suddy B demcq: ss typically
r i 0

AEHEwS B LS BBRSEDS 84 HaedTrkle ipEfjafism Yomposed of one or
timogee VRGP ¥rin¥a aemtrhg{anax etatmimlemdamm Whileanhtalsebeen
CR7R8, C=0 C= N-R9, S, SO S=NR or . .

Oﬁgaryptoowae%m tatthﬁer’ggpntfr@?%ékwiorcs’z eifhey g pingle wrap
r@nﬁé{m&n ﬁﬁ?f’oﬁ'lhﬁe 5124 € BL RORLY Al BOSET ofC\"(r'@Q}@ ssprings each of
nitro G - C Bhal oal kyl, C2- CBal kenyl,
@uesf%rrbémceﬁwe latpercoption rlryis bepeiiighdlasariopny and stock

o] I I
SCPIEOT thE sasP PO Mitnt rp SR S8 e required
Rirékingfohet by tag ymwdkmatloarmlmum'mah abhife in the lowered
subs |tu ed .on thr r re two R5 are
- Sesliohot 5 e SRSatensr T BareQininBRe o dristsoring
aiiEnES 1%&&&%& wo tB@ RAERiRoRM Q‘@qﬁﬁ’fd@ Eré{lﬁ%rf@%@ % the

ring, wherein the 5-nmenbered ring is -
fotirilowgred d?rOSlt%R Hosever asigh the mmmpéﬂmmmber of

@g‘?ﬂﬁgg ;ﬁyf%ap%ﬁﬁq% a%(bocgfsé %&ratl y g%{%lrtb%etween its fully

galdaskd amﬂi 1f8fully engagerh dendityoﬂnyzdtlagaeneadffatmg €Fhis results in

R % Q@gﬂﬁlgla%%theﬁt“%fk § @erﬁdg% @ﬁé%glggﬁ?,a Lident and a

KYhGRhRONMe blidld wahdkakkideeaPRBN g wra spring has a

al koxycar bonyl Q al oal koxycar bonyl
@90% X umybea‘_Qfgwgagmpkwgmlzgmqus)éffect can become quite

Ho¥ cegblé;f@xl E’Yét OPQ{ %ﬁ%@e?’so% t?'rﬂo{rg th8", ¥>Iller blind
noi ety 1S su one'to

hetiey ﬁﬂtyyﬁm@ﬁd@adltthl- Itothd‘tehep@anylbth@t-thwahﬂeﬁded fully-raised
wh t eroar i s,substit to
PRRuE R eabnol et earads TS I8 shabReny Shahs Jur o Siigs of the
Bllin/dOom fPeHad kil alwdySIRIPBAKY la, c@t%ﬁhﬁ%ﬂnt before the vrap

G - Cghal oal koxy, or "d- Cgal koxycar bonyl -; and each
SRringgaiiaHe is| fylllbfagragpmg poaiin. dy sing meredherya smgle wrap
gpgg%a e%@hkgﬂ fo%"il slﬁp(guclfi{ a%&ﬁlﬂ(}g%68§5f59%#§s

koxycar or a salt or =-oXi ereof.
cestpoedds soimé mprbaem‘éhtnﬁhmls st blenad'séflnrthretralsed position

PR en PbroepEba i s aRer IR et hanEdipgs, will

m xtures thereof in all proportions as well as

i sotopic forms such as deuterated conpounds. The
conpounds of the invention may contain one or nore
asymmetric carbon atons, for exanple, in the - CR3R4-
group or at the LR2Y1Y3 carbon and nmay exist as
enantioners (or as pairs of diastereoi soners) or as
n1xtures of such Further mhere any Y group |s SO

o o s o " - o o s




substituted by one to three R10, nost preferably
hydr ogen, nethyl, trifiuoronethyl, or benzyl or benzyl

WQRWPe8G89% he phenyl noiety is substituted by OPEI/ER2008/010887
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three RI0O . Preferably each R10 is independently ,
bromo, chloro, fluoro, cyano, nitro, nethyl, ethyl, HM-213.00-100P
trifiuoronethyl, nethoxy, difl u%r onet hoxy,

trifluoromethoxy, or nethoxycaronyl -, m)re preferably

hl or fl t
¢ By ordrline BiRsept totiold thi indin Neaissdarosition and
Paehafveihs %@H‘les§ Bla@k&s}f’ rNiﬁé’t‘Pfe‘Pes{ }ﬁg%éﬁgf%lﬁlagﬂect would

R11 is independently brono,  oro uor o,
npnbohaneth@ﬁn a‘ealil@:ble Wrthfblmd@némze rﬁquh'mlxg the use of at least

fl h
r‘r‘et hoxyc(gg?‘g ony P 5}3” ut&(g?rrlg% gg@ﬂ&% Fggldlrefll l&r@'l%ng force in their

clanerednpod sidionTVIbydavee ithyl badklhéh Uesran@iddiffereBt Repagement
or t qu ronet hqxy, .nost preferably brono, chloro, or

f f08 misedand A%‘Uam?eﬁpsam%wm stidstigrdetermined by the
f E
Q{’%ef% %Vlgﬁglchl CPA% 5% @gtlls a ong i6th H?f{ Cieldom been

RavaiRbler3, VY1, Y2, and Y3 are as defined for a

compound L) a.s de there

preferr edR ¢ n%r%rén n%fakt lgr‘f"é1 gé}ﬁ% &ﬁ&@e&reﬁ?’? ‘éerttll%n %P overcome
wheafieliokhted at G:zBSt o of e daswa%tages @f&ﬂle%ﬂnd}ﬁ art. It is also an
3,5- dlcPIoro phenyl, L is a bond R3,

vabiegt of the Prgsep Irheenyian ﬁ@@rpmeaaléwwdsemtures which are
f r.ef
S8l 8 S RSO AR R BRI G can b
|1§1agcmqlasavel;xsneapdnmeby eAlteatiReely st is an object of the invention

bond, Gl, R1, R2, RS,
a5 BB ARG pubycirlind? FSen S aibund of
formul a (19 thierered sal bp@at%%&h‘ﬁﬁfdr%r&ﬁfectﬁrﬂr@&Qﬁﬁﬁl@@s in
enbodi nent are i:lonpounds of Tormula (la.C) wherein Al

i Rartiqydar mellenblinglsjomahades, Gnmccm:diaglce with the invention -
3 I

Sy TR bede o 0 B o 1, o
frotatalde drjveromembet tan(dr a rbrekuedaechenmﬁ foAamitefrertically

%Q@E%&%&)gﬁlg ié(g?gn%% erﬁa §pec ofl\ﬁ'le s{aqzlonary base

3n5nrb6.rh wdien nbe mbi:atek;l b the Riefdng &ﬁén@er Rher@en thé brake
Y1, Y2 and defined -for. a_conp ound_ of -
ABEFRfaism )mclaﬁ ISt §raR- xiiag eiapiest to Kiqiflex predefermined

%Hg{éﬁiﬁ@l%reﬁ{@ ﬁ%gg%glr'agét Rast %ﬁ@g&oﬂcp%r% it Aiffetent in
3% ffoohtbe (ﬁrph &T@p, spring artdizadapuedalo yirdd &RBupRIem¥htary

Zﬁ%?.kgqgrce Svgllq hgf ggﬁggnedtﬁ ﬁéF éod"]e n%?r?lg}ieﬁ n’fqulrnr'lr%lm brake force

lamh en et @hgsredleteraiedd anikiasusubralofdhca. ThetiR@brovement has
a%p ?t of the invention. One group, of novel

¢ & substantiallylspinatesny gbiastionakls basklash in the
Bl Ront s Sin 3. TR B R ovenc
Noémcme is geneudlly Phecqived aisembess ajmnoﬁj:\,g pBenddiendt, because
Y1, Y2 P??‘HYS are the

pr ef er eﬁp%ggggré? RO e@&ﬁr%’s%%ﬁé&i%l% 8@?11"? bagklash.

of a conpeunrti toos Muttherldspeth of RRE ifveNHOAl tHeOYSérating unit
i nternedj ates are conmpounds of forpula (X' )wherein”

831 ipslugea planetary geamyg hegween thexdriwmngymggpbengnd the
r

Ao bt WRERCUSH L 9 B B P i Kl further

Gl, L, Rl, R2, Y1, Y2 and Y3 are the sane as the

preferences set out for the correspondi ng substituents

of a conpound of fornmula (I). Another group of novel

i nternedi ates are conpounds of forrmula (XII) wherein

Al, A2, A3, A4, Gl, L, R, R2, Y1, Y2 and Y3 are as

deflned for a conpound of fornula (I) or a salt or

Y o o o



C al koxycarbonyl; or a salt or N-oxide thereof. The
preferences for Al, A2, A3, A4, Gl, L, R, R2, R3, R4,

W0r20099%89d Y3 are the sane as the preferencesPGEEP2908/010887
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for the correspondi ng substituents of conmpounds of the

formula (1). A further enbodinment of this invention i i
are conpounds of fornmula (I") wherein Al, A2, A3 andHM 213.00-100P
A4 are independently of one another CGH CR5, or
nitrogen; Gl is oxygen or sulfur; L is a single bond,
oad@aaaag@aqs whersthx piarkstary @Eaﬁ%@ hkasyl satellite carrier adapted to

U A e S 0 e GRE 98 AMccom
% &i@étbkﬁ peadirioan advdrdaggolly GlRgARLIvem @&@W{éﬂ hat®a sun

al oal kyI R4 is aryl or aryl substituted by
ogeai éh%’fSe@tRGe & tha drigiie mamber Hor aioung g plurality of

UL A 00 il B AP gy o

SStatBERarySonEhe statiSfaly Rasepnenitibard Thieah s@bf Isaahtpkwﬁ:tary gear
CR7RS8: each 5 i s, inde

P il SSigis, Allon (hE opetadia Rt 21, (S Ra T BeR R Aeavy duty

Cx?ollﬁ'alblkﬁﬁy |tha€%r€%1@ér@?é iRy an%lﬁ%ﬂ)ﬁﬂﬁiﬂgs such as offices,
C8ha] oal kynyl - C 8al koxy, d-Cghal oal koxy, Cl1-

C@QFR’&Q{&%‘P@&W&S aryl or aryl optionally substit ut ed
by one tog E&UI‘?ﬁnEJtQ al%tg{%‘?gn %@’E ¥l%ﬁ%?eep%§§%w%cc%dmg to the

optional I'y substTtuted
i mwendematfd@ stdtyohatobese m@mrber imiprooided witdah kydn-rotatable -

P AR Loy CEBIC Rty i SredorBepran sl ghaft, o as

hyedrer@ere avot=q96pri @ﬁﬁ'nkﬂuckpéndar@ﬁhgleﬁﬁﬂdﬂhak%§cﬂhe operating
RO is independently ydr g cya G- C8al kyl, ,
ﬁ?lll

SHBRItTRPKG Wer%ﬁt@@allnk y sizachwirep sgm@gldzmmws and wrap

G : al oal koxycar bonyl -
SS%Q%%E GBI ?&1;d if %&@Q oal kyl sul fonyl -, aryl-d-C
4al kyl - d’:ccaxryllng)te @&siik )ﬂlrthmeispdtct tofieha rqﬁerﬁbﬂn%t Unitsaccordmg
subst |Iute one.to thr r, hetero
L AR SR 0P a8eEh Rirdied detwiess the arTing member
@ tie istaoRaly baksednbih e bebwbéh @ReRkriden %@&Bb@%%d the -
asml ndependent |y hal ogen, cyano, nitro, G -

CHRANGHREA, dnfl @@ganmﬁhedm@hmmb@owd the '\étatapnary

a e
AERINERURIEN req R R ELheRab UGG S bpagings i o
8h:l’ket<§bﬁa1:in@d¢1tadgmtkqudly f]ﬂa(haf?bédmngc B;elmg)anle toffitaseparate -
t.or -pxide thereo The. pref erepces for
Z); eﬁweer I‘ﬁ_SLlS %{ Irlg%terlfgi f}écté% rqgug}rég f:ﬂ)éstructlon
Sl r%&tly@ﬂ@éﬁf:@ dei1e®§lit5eAnd l!"Ell&BﬂltS’hﬁ. Q?Eﬁe(ﬁ%?ﬁ@lﬂdkgumts

substltuents of conpounds. of the formul
cpnpoundénuah furibes adveatagenus smhnslinwnt) ¢fw§ter eperatirg unit

SREBRNRN Pind I G W0 PR e 8000 A6 ey
ﬁhahy&icngegﬁd Ry Tﬂ;odqngd‘rball\(:;]haim tﬁ%@%ﬂfu@hg& eglgige@d pPart of its
Ve ues . listed in.the tabl e Tabl e 2
Fabira St Bt TaLorA S pETNE G FRTmA0 Dy auids plate to
idé th YaeNch&dh hbdMomeaRAiseRRehs bREWESN tHE BAl chain and the
=N- OV, and R2, Y1 and Y3 have the values listed in

$m@lqry apt engmbrabApast fiosyielkeitie motprurtil ghain drwes offer

! aﬂtx(e{@lev‘gﬁ‘?ﬁl_%t (é}fegﬁ&g @f%‘iﬂ §%\;§3ﬂa\/ 1 rf?%ﬂnof Seration.

vaI ues | Farduer theTapbeating Tatit acdordifhightbethé .pw@wtdsesCﬁn also

_ Cocgﬁgundgl B f@ﬁg}%ﬂ%ﬁ( L@% WE ﬁlegibfGl 3 o%%% e roller bhnd

and Y3 have the values listed in Table 1. Table 5:
Table 5 provides 8 conpounds of fornmula (la) wherein
Gl is oxygen, Rl is hydrogen, R5 is brono, Y2 is S,
and R2, Y1 and Y3 have the values listed in Table 1.
Table 6: Table 6 provides 8 conmpounds of formula (Ia)
wher ei n Gﬂ |s oxygen, Rl 'S hydrogen R5 |s bronD Y2

- ~~ T4 L |



("HOBT"). When Ris O, such reactions are usually
carried out in the presence of a base, and optionally

WO p0ovlgssps esence of a nucl eophilic catal yst. PCT/EP2008/010887

10

15

20

25

30

Alternatively, it is possible to conduct the reaction

in a biphasic systemconprising an organic solvent, Hm-213.00-100P
preferably ethyl acetate, and an aqueous sol vent, ‘
preferably a solution of sodi um'hydrogen carbonat e.

V\hegRis C-C alkoxy it is sonetinmes possible to, o
cERbecan he previdedypi it epgrplemenéaaht aga syt rifieme to drivingly
e . :
SEPRREfEETAR LARE IR ('R WReB M ARC TS arrangement will
4 gtehtipe ehlaanciertde- pysanblyeof tdMERSinds.

di i sopropyl ethyl am ne (Huni g' §.base). Prefer.red

sol vents ﬁlg %,Y?r?g‘}%‘ﬂg\gﬂ %&Cg’(rafﬁgjg? )“P%t%mﬁwaf%ﬂ%rther
dirpiade.a indunthpeihekee! Thaenoehhinly BRIt @a@Nthereby have a
toluepne. The reaction is carried out at a tenperaturé )
ofirstridamgn endoa reociving planbhgreonofaridiscesngodly wonnecting to
PR SEMtidad bARD AL e RAL AL er ARG ROUA AN,

(El') are known 'n the literature or can prepare

usiountmeg lrodlar ke movidedawptdr a plusility efiradial hecesses sX)d when

i1 stitiony, Basd HABRe shhne RRtvin pohd Pl iy
f edrrebpotifting phergity dElradsalopmgestiang. if kecPbn Upffigement the

standard conditions, such as treatment wth thionyl _
cmosttire epllax and the ead plate saprie sradairelativeli mayable from a

o . . . j
ST AD TeAEI AP £71f P P BSeicsca rom
tﬁindéﬂi@els:sas matctd amﬂca?dapos'iﬁbhei:ng wh{;o;i’peh_atprg_élaeqtﬁjns are engaged
rboxylic acids, of formula , erein s, oxygen, |
TRY unia R rGIsel porhEts ff oh Seeer g roler sRaerid between

ietcisBivelrd diaD ¥y @iz e8NThR dréafbealalt kXY be lthriferkin@¥oved if
to a person skilled in the art that there are many

reehsesiiBg qaltarnyas a1 lnsels formatien festeekingeienandplete and the
t : - i d .
FRechRby I R ldnn pgin, S HdslhatrRsRat,

tdleamsigeit isiusualy ahlpalrtaritytraixivilel ovs wokesngsiddr bereadily

hydr oxi de, .sodi um hydroxi de or paqtassi um.hydroxi de,._in.
P R SRR SRR K ofeBsPhs B St Brin e ticily i shis can be
RiceoiSIesIéd Wit the AODBEEd iasrafgernkhat ment of the -

ester with an acid, such as trifluorogacetic acid, in a

sol vent , Auembedimen of itcinvendion vill sy bsyexplainedin
. ' ' ' t t at
TpiefBhel (o W SESFhbARYI, ARSI, intligh | TR L1 C

parti cul &igate 30€.a parCprexplodisd ofew of sml @péildting unit in

wherein Gl i.f}é%%qen apd Ris QC al koxy, can be

SEEBE IO PR3 ®Bnpound of formula (1V) '

wher ei n XBoiife 8 ik@RABEREHHNEMiewOsf AARNE rAehlAl ISR, Figure 1;

such as brono, w th carbon nonoxi de and an al cohol of '

f or nul a RILREE 34§EhpaEsSRachivgoticw of theedrive sanaes of Figure 2,

LSA:tL nyl phosphi ne) pal | adi un(11)

g?%ﬁ%?{oég%gﬁgﬁgsggs%?éégﬁ’ as pyridine,

triethyl Enguues 44s (ediomgitydiami codspypecdonef(theMi V¢ notans along
L pyl.et hyl am ne (Hunig's base). The reaction is

g%mw&%ﬁtﬁgﬁé'ﬁ%ﬂemer ature of from 500C to 2000C,

pr ef er abFyg 09114 Q0GaRva R erds’- fitidre Uf @he ArivklRfeans along

The reaction is carried out at a pressure of from 50

liped60/ paFigyrefterably from 100 to 150 bar, in

particular at 120 bar.5) Alternatively, conpounds of

formula (1) wherein GL is oxygen, can be prepared by
reacting a conmpound of formula (IV) wherein XBis a

| eavi ng group, for exanple a hal ogen, such as brono,

W th carbon nonoxide and an amne of fornmula (HI), in

the presence of a catal yst, such as pall adi un{H)

acetate or bis(triphenyl phospnine)palladiun(ll)

dichloride, optionally in the presence of a |igand,

o a o - o



group, for exanple a hal ogen, such as brono, with a
fornylating agent, such as N Ndi net hyl f or mam de. Such

WO 2WeN8@ps are carried out in the presence of BCUEBM)8/010887
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for exanple alithiumbase, such as n-butyl lithium in

the presence of a suitable 'solvent, for exanple a HM-213.00-100P
pol ar sol vent, such as tetrahydrsgfuran or excess L

i V-di met hyl f ormam de. Conpounds “of formula (X) V\,herel n

Gl is oxy%en and Ris G -C al koxy, such as nethoxy

rt but oxy FIgHEE 6dRTRIQINEF (jARSHErBaIST S HReEHANIR thia rive means

k gqskilled in the art.
HE}J}%%%B %?WAIYerng?é&@y conmpounds of fornul a
( I ) wher eF(glﬁﬂe 7ds @ty geplodednvibw gir hpeadsitebpeanadhi thre position of
of an o of formula (XI) wherein GL is oxygen, wth
a H%‘F’Efgénﬁflflng agent followed by a vinyl conpound of

formul a (WguRnd iBastes %lo‘éi%ﬁV%eW‘ofSﬂfteHﬁv@ rhBaAstithe opposite
step reacti on as described under 6). The internediate

ofposmmloéF(lg@qu 3wherein Gl is oxygen, can optionally

be 1sol at gd 1) 6%9@‘131304 g@?feon te &Pﬂ&dlm@%ﬁa@operatmg

i s oxygen, can an a
f Qv laaccéﬁéhhg W@lme@hdm inxtygeformwof b dr1v1ng and mounting

e Rseartslheds) Bhond S8, Uk AR ROLAR, ftudes a

WaelRl MeBhs! 3 WHICASR, reeddv Ay Riteaci Sslelty 4 aacthtih raﬂ:ket 5.
conmpound of formula (XD) vvhere| n GL is oxygen an

i The memviting prackct Poonenerps & frstdlangsm’ andr %econd flange 9,

P St beron dloRiafto 2 395EhanBl ) Be frst fpneg 7 has @
Coegrivingscellarf o1 nfok &ngdeifg Mfarseisnamnasy axycge&ndxridi oBthe drive

is a leavi rou for, e | e,a hal oge

bFRFRIS Barl PR SSCERRREPIR | Lovtthag Nas st veliig Beheortion 15,
olyHih Ws@?@elvﬁ}%ﬁﬁid‘ a%llvbﬁ 1 9X48e R aBH l%té & 1ekth Gfrization 19 to
al koxy or , F or Br, and XB is a |l eaving group, for

i@mbl with the mepeiving eellars] br She latgh porHoRAs 0 sgenerally

Gt o}glaa%lrﬁp %%ﬁggg i@%iézﬁier na?g \P;l R/Jtlg n_gecfmgrow ed with a

f Oémﬂaih s(1t21v\h£[m¢n’ea@ 1't$ﬂex13bgjhty Thenséeombidlange 9 of the

oL o0l A DA dLne o LR X 03 2 for

( Mkbubﬁ D é%ﬁ&ﬁﬂ§§ﬁ¥h@8 2Sheavh akis SoheeBtibnal NThe
the first step, the -hydroxy-am dine of fornula (XTV)

whegeavimgaoliar bkyhpma nambsrafsadialiecsssrs RSsATAESPRRAing to
68 HBRET IV b B M SRR Oéths 0. e
St*wlal Se@@ersfels@is @mi tld recdieimgecaiam Bl aind tlmﬂmradﬁil‘ projections 27

+30 efe to +10C. secon

0By e B el oy H GRDE A TSR ArartoBras fraopet
(&up 11wg%ﬁéfb6§1thé3 dPXNEE MnedSs Beased QHeVi'hb’Gnttﬁfg Brddlet 5 are
conpound of formula (VI) in the presence of a base

f mlaexalyprcetaacf:d &0 engagethseprojections 2t/ beling the Néunéfrrrupted
O{thc%g aF Itﬁe Q%&%%vn?g %'811ggb31° %11(1;{&11/1 )%reﬁgo . e GREP Pﬁ’é Successive

€ presence o I'é s exanpl'e
peddial setesses, 23 UThe datch pditieh Hy éan thehdee swivelled to engage a

ERraRGpyeatahspprdngioys 27 fRBraietiths g means 3

- hYferphok Mo tHE Bl d@etiakHrackepEe ’I"h‘érkYﬁﬁé eféANs BOis also seen in

conduct these two steps successive i n_one_reaction
vEBimue hite anme a secantoxial dflﬁénlﬁmcg PRetdiads &1 Upge drivingly
si& r r e
5808 b AR o B (RT St o] GRS Patl RIS
anbi ent tenperature 20) Conpounds of fornula (XTV)
wherein Gl i s oxygen, can be made by reaction of a
nitrile of fornmula (XV) wherein GL is oxygen, with a
hydr oxyl am ne, such as hydroxyl am ne hydrochl ori de as
descri bed under 7). 21) Conpounds of fornula (XV)
mhereln Gﬂ |s oxygen, can be prepared by reacting an

o o R



formula (XXII1) wherein Gl is oxygen and Hal is a
hal ogen, such as brono or chloro, wth a phosphi ne,

WG ewb/08e89% r i phenyl phosphi ne. Such reacti ons arBCUERN$/§10887
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"spp.” (sca

performed in a solvent, such as toluene, at a _

tenperature of from anbi ent tenperature to 1500C, HM-213.00-100P

preferably from8QC to 1200C. In a second step, the

internediate is treated with a Petone of formula (XXI)

and a base, such as n-butyl lithium or trlettaw&/l am ne,

i dependS\ieom, theignivesmeans shielfsmamai, a gragual driving force to the
era f 8 e I 1

2 BRER AR TR BEveE S g gRfral L B B rfeRAble shait 35.

descri bedTheadriex angdres 3i will aownaé descibgdnincmore detail in

Chem stry 06, 71(9 3545- 3550. 31) Conpounds of

fé‘?ﬁ?ﬁ?%c?ﬁ%‘ ét%?%l is oxygen and Hal is a

hal ogen, g eaé SHRPD t19& d?ﬂz'e%@an%a@ i @hprRatied cHYFlgure 1 but
reacting a methyl ketone of fornula (XVEl) wherein

i Wld’@’@fefhe mmmangm@gknat&, e ddiard roderc R lagngl 81 h@ll chain 33.
hli
¢ [errger ot P 3 R o b Fedfts, B e lirdin an

p@@itetcﬁﬁwﬁ@ﬁ shewing4teQirstixtatdonpoyieds d8. f or nul a.
can bg used t.o conbat and cgntrol, inf %st ations og £ i 3
|nsect pe EIEIIS 3 S AsCASST bt Eropeh Hrg drive msegys,S of Figure
Tm/ %HQ Rt thon OF LRARKSTE-IVDI AL ¥ARMRY 8p Fé&ﬁﬁﬁ fiotn the cross-
Si phonapt era, Hynenoptera and Isoptera and al so ot her
i noctional vieaw pbEigire 4y t@(anpr@taé@mﬁu shalt S errveHgntly -

| us St Syl NS
gg‘f%%‘iégg ¥ At %ctﬁer co QF ;7ve y T e%zr req’gg% 37 thereby
peat\fes dda deestral bﬂtkboﬂaﬁnblerolamialtye@can&scan izl loth &ich pulley 39

y .the use of the_ invention- i nclude those
p§’§{1§ d@’éé’é?&t% tWetIPP%dF’F%t@I Fgaft\/ﬁ?cht erm i ncl udes
the grow pg ofn BEGRSrE efeargpgeéﬁ‘% fth@%rx 6QEWGASYs of Figures 7
horticul ture and ani mal husbandry gﬁam on ani mal s,

f ands&,rtgheabdlltdfealatmﬂlé@e 38thas acnmts ubetybs whiieh is outwardly
n h_as [ [ S

ag%(%k’]eg't té)d oI R %1#{ ég:glrng&ga ﬁ?gh{}l BP Séé llrlté;?ﬁﬁoﬂg 465 The

t BetdlianpinisaksorB afe dbsaabd,-;s rexfelvmh onnaai smﬂelﬂmé S:;araad 45 that has

Tk eI N .
f&‘lé@h@elﬁ d Biﬂ‘l@n‘é@’\? Miadis gB8F W@epﬁcﬂiﬁﬂé&i)on é\@ﬁée&re portion 51

gossypl | d), Aphis fabae (aphid), gus sp

(obpdidi&B, Tb,zsldér%%ss BpP- rqt@éepl@dycﬁéyaCMd é@éh@:h?eﬁe member 37 by
| u(grens é§ cglgﬁ%e ]S:,'élgglﬁ? bugs%]ﬁ}(#:ﬁ Bl with scr scrgw threaded

(Ebr&skbﬁg&‘he éeftﬁllﬁectfaﬁﬁersmls jcﬁinﬂﬁiilaﬂdgsl)l the non- rotatable shaft

PRI R S —

bﬁﬁtgkeag @D&EQ 88HeIgT @B@tsse&@%_iuay@%dl&te Ao ¢heldsdally
ein ectsgl Trial eurodes Spp. (white flies),
Bemhesllchngaﬂfwdts ¢hithe saltgzljlte cerriena hadial generally sermi-

| SARBRR SREPr dRirEioh, prataRt B birdnt $EL i3pkE RS The end
Fﬂéhi@‘ﬁ@ Rasal Begaad a@ﬁtﬁr@rﬁ’btﬁbﬂ mdﬁmgi—hldombimanmn bearing

tton bol| d ot o
F&B1 Bhp. conBrTatipR Reek L OP A B PR P Py BLH earing 69A

Xﬁ@r%%ﬂ%?g(ﬂ:‘l‘ a(F@ﬂ:g grtﬁ?&@ of“ﬂ{éjkhﬁelﬁ’é@carrler 45 and for

cut wo upp essal |s&§‘r| ce stem borer
Lbearshg omitlge ator-ratathbbushaft ThoFhe seathinat ﬂalrlaga60 further

T T e i SLE

n1te) Tetranychus urticae (two-spotted spider mte),
Tetranychus ci nnabari nus (carm ne spider nmte),

Phyl | ocoptruta oleivora (citrus rust mte),

Pol yphagot ar sonernus | atus (broad mte), Brevipal pus
spp. (flat mtes), Boophilus mcroplus (cattle tick),
Dernacentor varlabllls (Anerlcan dog tICk)

~n o o Y o, r o o



agent or dispersing agent). Dispersible Concentrates
(DC) may be prepared by dissolving a conpound of

WO 20081086898 | ) in water or an organic sol vent, SRCHEB2003{010887
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ket one, al cohol or glycol ether. These sol utions may
contain a surface active agent (for exanple to inproMm-213.00-100P
wat er dilution or prevent crystzyllization in a spray
tank). Enulsifiable concentrates (EC) or oil - in wat er

enul sions (EW may be]§repared by di ssol ving

cewmgjcmpmtm@na 698 betweaen ovlyishi @ pé’éra,letm of balls 69 C are

| t 8§ t
(R 008 e SR 3t 1001 D8R AU BRBARE 08 cnables
aghetse. ofa taxidhlegsgagilias Qb\temm mjhndseolnerr (ECB:h as 31, in

e TR R oAb el 985 b 1,
S%Yﬁﬁ%éégnﬁ%&lmga%@e@@ po orbNBthéfe & room to

Regl stered Trade Mark), keton (such as cyclohexanone
oRCheminyddsy i @Welseampeﬁgadwral %bhwhscl( sl bexpoperptpatably engage

| cohol |
UM T ——————
Nefreyhfeyenod oflohe wrag Qﬁtlhgl dlanhdkls aoé ﬁfret b_ylda@&cdmd wrap

cggglll;]’i&%Z?%d7§ 1§r”16gt t )k;%‘r?s ir 1¥ §Prmgs 73, 75 terminate

SH?%&féﬁgNéi%n%@ thhys BRI BI ?BAt éhéi\’aitﬁ re§1?ect1vely, for a
produce an enul si on mnth sufficient stability

spraposppd bead¢saribed m@heam dihe sadiadlyjuspianding tangs 73A and .
PESRALAL bene IR B NP R BLR B ABPTHRNNON slceve

apofrteomas rmhflatthee)ﬁpdsgfe:ayafcgs ﬁﬁ?taddats& o:veﬂyaan a?lt:)@nd edge
erature, typically below 700C) or in solution y

dﬁggo‘l’ ﬂ}f‘gSHCFVF ®3n appropriate solvent) and then

enmul si fi yABQGal1Be ls@8H! iham rb%ﬂﬁhwh 20k b o8 sb@ﬁ@n along the

wat er contai ning one or re As,. under high shear,

t bnpr\ddVt en Figerubsitbe drsen atflmbsro POeoft thef secanxk end surrounds

incl.ude. v Ie0|Is
(Ll 1O BRI efucbbiof R RO A SPEIR Wp springs
avByl7be Thenddven rﬁbkwdimif\hﬂim}ﬁmaa)pﬁaﬁdidd fvéﬂh internal axially
appropyriate organic vents i C av
sEXiEBding jirsh %@Corwi epse&%nng%ﬁéigeﬁ/%ﬁmf%eme first and
pggaﬁ{cﬁen%a@néh%d@ww YPBacdd 8edeRifoPBEd By SREEpins 79A,

sol vent s one or nore SFAs, to produce
speBt aﬁmshy daivememmsaben R9cisl mpdet fapineplassiasopt ether relatively

e afet it e s S PIEE BRoR 4R Hopg In e one of

Sﬁ&tﬁ&@ﬂaﬁﬁ%;ﬁb@d’id@ dfiictiablse thelfirenbs sboondsriges @ZE& 63B will

i ncl ude those_herei nbefore deﬁprlbe for éﬁe In

| FEAES the CRETRRHNS taRghEAar Nt PT I/REat P 1812 erectlon that
t pr

SRS P8 (P AL P A o urner

sugtatibheoft thre satellity oritrinr- 45 lansd etsaﬂmmocylns@rla eleeve portion

pestici.des_in the rre or mul at.i on |
f 3, [:}Eﬁ same mrgc%gper Pt fSHgb ?OnntaAﬁ %/E’Oltgtlgllil otfqple satelhte
n&a;}rr&gmﬂs,saé eBlevant @rE oQtlee fosventecnad eaighgementttaiges 77A,
enul si | uspensi Qn concentr at.es conpri se

ol by eRgaesd BB tEe S ENRBRS 518 ey 280, berame engaged
'i@?%%’ﬂl@n Sﬂlth({h@%ét'eﬂ t@%a&hbe@ @%Q%lel&f bh?lﬂn%ﬁl?e or other

(1 prepared by
) n@bw mpoumg df:rrfmtnuban(eb)ed to the girive mqrebeu &9 will thus be

0 tlonaII one or Spersin t

SRt M i B BrE A8 SR PRRE FssliRg carrier 45.
Cne or nore mettlng agents nmay be i ncluded in the
conposition and a suspendi ng agent nmay be included to
reduce the rate at which the particles settle. :
Al ternatively, a conpound of formula (1) nmay be dry
mlled and added to water, containing agents
herelnbefore descrlbed to produce t he deS|red end

N o o Y



tefluthrin, fish safe pyrethroids (for exanple
et hof enprox), natural pyrethrin, tetranethrin,

w@2ppesdshet hrin, fenfiuthrin, prallethrin or PCI/EP2008/010887
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5- benzyl -3-furyl nethyl - (E)- (IR 3S) -2, 2-di net hyl -

3- (2- oxot hi ol an- 3-yl i denenet hyl ) cycl opr opane HM-213:00-100P
carboxyl ate; b) O ganophosphat e;t such as prof enof os,

sul prof os, acephate, nethyl par&thion,

azi nphos- nethyl deneton s- et hyl heptenophos

t Fiogvsresly Whaemthgrrasel ﬁérc@én@f G5hissnobrofdnd ibe, weight of a blind

ngr}egﬁﬁgpi)ﬁrseﬁeﬁof ?ﬁg@é}? % ggarﬁ%gr%tkﬁf%?magﬂ& force on the

f dnivehfme toer, ngﬁﬂhesse @hmrg ef thdhdxiven member 29 will be

lr| S- ITe irirri hos- et hyl , itr ion, ..
i 005 e o A e RRemt Sess 7R S Pul Pheagipe its
Cééxbﬁfﬁﬂh@%s ﬁﬁgh:a@fgsIWSA Ny SAld: 78BI 35@753&h inverse engagement
cl oet hocarb, carbof uran, furathlocarb et hi of encar b,

abdll enetsaseithss byl tharfinss wirrchpecand srepasprings 73, 75 on the
f e I |
280521 U ERATHRIORY by RAABK i HBRIEH
hdiattionur on, fl uf enoxuron or chlorfluazuron e) '

O oA s SO e T Bl Y Rk oy SHPHIRL 134, forming

t ghusenHag fRd é;ﬁap)éﬁax WHER; cagheybc%qlacﬁsﬁpr@eeﬁoﬁ% 27,is -
avernectins or ml be C|ns f or exanpl e abanectin,

edelnsbably eorotac to ithe masetmamban $¢& hycmeanspeineersws 81 that

SCA P e TOMAEOEATcbl HETNES, Or IOBRIRSe: o7

pHence,lIalitas pﬂisgsllialeetlwexissél}f axr)hafm’lﬂem enteplatd E&A dgainst a version
. ane .0 el drin e suc

TG 4 ar LSRR oS RO 7 S0 Atised- BEERee the@ndsplate 13A

C4th @t AR e deNm ePh B & srrom %B@i@)%al gﬁwa Ipl@ﬂ'eo% 4Baf'be provided to
met am 1) Neonicotinoid npounds, such as

i gridgciheppald chatin daderFkguradétcmtppthedbalh icheapymiigy 39 and

A B PP DO, 0 DR g B A e of o

cduftered rech pait dmr@rwﬂar Inemy&famﬂomaﬂerlah)hﬂl pherard pﬂdmer }53A or base

such .as g ofenolan or pyriproxifen; o) Indoxacarb;p)

CRFBHSEN J() "q) ‘Pynetrozine; r) Spirotetramal,

spi rodi clef e SRE ORI HRBN the BAIREHhASS Lﬁ}é?thQSand the base

fl ubendi am de, chlorantraniliprole (Rynaxypyr( )

dyambqr?ﬂ’ i pharhen heaung sing garmam be projdgtl] 32@1@”16 radial
TSR 5L BS PR AL IR PLs BES AR e

taaisgﬁtlslyrmayﬁm eoplpdy e andtB‘fehebhm@then by a thrust washer 89

f ded f th
Bl ansFernuE! Face Binson et the afAgaEY shafledSy or

parti cul accer@isy td ah @YpoIRhAt HsPEBOLEENS @)@Eééﬂltclnventlon the
I nsecticides (such as cartap) or hopper specifi

ifirst &trepi sRngsid Hiffersoiiprbilee sagoned wigpespring; 7:53 imghe number

bg vﬁm g.ndAilE £l Qfx ?Je\fah %%H:ec b 8?3]? rwraa?a%%ﬁh%e'% different.

Specl or par I cular "1 nsect Specl es

lia thecilludgerhtied érheodireasithedirst @frap qxrangl’l—s has three full

acar,.ci dal . ovo-1arvici de such as ntezin

FTORRES RT3 R RESOES YR SRRRE, FORESiaS (illpraps. While it
s bé&ii @8MmOUCHratidl €Phist, ﬁﬁbj%@ I@é‘ragfetcﬁnred brake force, either
acarici des, such as bronDpropy ate or chlorobenzil ate;

singlecwrap SPHISH O 20 ANRIAPELLA PP KA number of wra

z
SRR e b A for €l SR §IChseeping, In the gase of a
may be included in the conposition of the invention
are ()-
-met hyl - 2-[ 2- (2, 5- di net hyl phenoxynet hyl ) phenyl ] - 2-net h
oxyi mi noacet am de (SSF- 129),
4- br ono- 2- cyano- LyV-di net hyl - 6-tri fl uoronet hyl benzim d
azol e- 1 sulfonan1de

o r =\ 7 7 o ~ o~ 11\ P L e T 1 I



Triethylamne (1.2 nml) was added at anbi ent
tenperature to a solution of 3-(4-

whe@aosasret hyl - phenyl ) - 5- (3, 5-di chl or o- pheny| PeBEP200$/010887
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uor onet hyl - 4, 5-di hydro-i soxazole (1.2 g) (Exanple 13)

in ethanol (45 n). _ _ _ HM-213.00-100P
Bls(trlphenylphosphlne)palladlurn(ll) di chl ori de

("Pdd 2(PPh3)2") (0. 185 g) was %dded and the reaction

mxture was stirred in a pressure reactor in an

aredephiind typecwidew aovexingethiel poywiaed baeking foricgringthe raised

h h
T L T —
Tln equized duemirs q:fuuvr:i ep rlbi)g wigpiaigatisuketeRinthéd bgi thee maximum

di.chl fl t hyl -
4r£5q1aﬁ(r ngr@l'ls?@s%é%ﬂ 1%% %uliﬂl%' ﬁ&ﬂuo%gg‘gtﬂ Hewgvex mjth the
i Geals® A en i erySn wRMHiRES in AWM Sibhs s R rotational
(movarpentbeoween a flly slzage and)a fallemgaged3myap spsing will

fincrdble RBA THYEIRCS: il EPAR AT of hacklash from the
dirlepidbedzad jusied Ipositien rtBtahpbshﬁmZm evhichdthe bhhdrwill be

hydr s added at a t tenperatyure to
¥ OXI(?O“;}Eﬁng\%’gap sp?ing has a rela tlveylarg number of wraps or

( amédm%éﬂt%oefpé&w becdhbkfdies %‘E%fd&)ibiéfxé tghhg%omlo%e the

oxazol met hyl - benzoi ¢ acid ethyl ester
g;rou@dahapdetmm quytretsealhy@m@founr dhtlien rhsypramts thatea proper raised

{ Boitich 808 HedRBEhRh BRChihs obE RalloiBiedby §Biind materia

aatveys diepp baekud eepath dinhotiad befdre that enrap apritd bethins its
b%}/% f\ddl tion of aqueous. hydrochloric acid (2M and
SrippIRg POsIHOReY SiRg ﬁl%rtehtyhafhéeilﬁgg WTRR SPSig.rearh of a
OhEfBHH > fRis V5ot \Nntédgo@éhfé?rt, Bet&HsOYAthe raised
odium sul fate an ncentr at to give
4pSities ondiod thersprphgsywithdess than the total number of windings,

Rl LYSEEIE b Sidhtert B Gl 352 pafsed PR A Séhieve this
purithf lesstbarkladht NURetBAES: dﬁls Befcfitial efﬂ:ﬁt ivodlﬁd drtly, have been

z gola(gﬂgw}% blé‘?g aﬂlﬁ? §eq_161r1rpg égﬁﬂ»h?ﬁ efmere tilan oné uniform
o Sé;))( %?rﬁléj'lﬁm'&g&r 'fﬁé?extxf bﬁg&g Iﬁ@ﬁttré}ﬂ%lés ?oxdtﬁlé/gélsed and

| 1- 2- net hyl - benzoi ester
dosiespd nmsmons were strictly determined by the available 1nd1v1duaJ wrap

TRkt AT BTSN OSETY P gl B e
(rh@x@hum requitestewtap&piing fordeds I‘(ﬁkhﬂblﬁ&fd pasi tee ﬁ@stlwrap

m ) at _anbient tenperatyre was added opw se t hjony.
HITHRE de» (it fmrl)umbﬁwf Bapdings afap tQ/\/&]ée§?ﬂer§é %&akmg

To0Le [kne R/ SiscBaSRioH | A1 ¥A2 Se0BAASRPLE ApHRALDPS, with an
vmmrtatechlam'@rmfe\nmdiagpacamsé tbdﬂqelatﬂ]dmona'lﬂ’yerequlred

t. tu t di
ki ToRe b He Y0l SRR BRS EitsT o b oS YRR v Batn of
Edgﬁb%oo f%ﬂ'ét&a mTh&EdbﬁgV\ﬂ&fﬁpf@&%em vvfs hnfthieylbre%eﬁt aitrgve system

X . e (0] I ne organi ¢ extracts | e

elégana}ﬁ%m maﬂc%r a%ccaraﬁgﬂw spemtion sfmgller b?l[rsis Also

(d’inﬁeri:ngHEP’{/Qrﬁlﬂl%ﬁﬁl 1}1 glé il ek Bf/bvrép%ﬁlﬂg@ hevkSuled out -

oxazol eénzol ¢ acl net hyl ter as

yclalelmadmg |ada(lable 5f girictiyidivRicadxprangg alitMazpes 7o 956 exact

Fsifiph ot vl Splinetafies) Rsorfih S gife bekdippher

17: Preparation of

4- bromonet hyl - 2-tri fl uor onet hyl - benzoic acid A
suspensi on of 4-nmethyl-2-trifl uoronethyl-benzoic acid
(comrercially avallable) (20.242 g),

i V-bronosuccinimde ("NBS") (19.52 Q) and

2, 2 azobls (2 nethylpropanenltrlle)( ABN ) (0 859 g)

o o, A SN . a PN PN N



(1:1) to give nethyl
2-cyano-4-[5-(3,5-di chl oro-phenyl)-5-trifluoronethyl -

WQ 200d/086808 oi soxazol - 3-yl]-benzoic acid nmet hyl PEBER2008/010887
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(1.474 g). 1HNWR (CDA 3, 400 MHz): 8.23-7.45 (m

6H) 4.1 1 (d |H) 4.03 (S SH) 3.74 (d |H) Exarrphﬁ, 213.00-100P
115: Preparation of

4-[5- (3, 5-di chl oro-phenyl) -5- tri@luoronethyl 4,5-diriv

droi soxa zol -3-yl 1-2-trifluoronethyl -benzo ic acid To
adifficud, dhngt impossible, to obtain simultaneous engagement of all

P ST AT A I s L o

mehé )skncﬁﬂbempélﬁtmrp bé smfcﬁ)w(rmcﬁv @))vennget itahy sl maiw bdso been

ol tBRF B Pt Gy ReA L oS0ty erRging wrap

r §ﬁﬁ1h|g§rbﬂIHéhUk§l Wperstihg 8Lt ar el g%"éfatlyefmﬁ,f&!dlfffthere is a
for hours. The reaction m xture was acidified

aamrtlﬁ@@anbdlffgr@n@@nnmpq;raémgjfoagﬁ/pbe(cws@nrﬁqcfaﬁucmtswe wrap
é{) IL,§ extracted with ethyl acetate (3x 100 ml). The
fed or gani c extracts were washed with brine,
dri ed ovelt isddirtimerssedraire Fagnaresofcer8 tlesdtethe dhiven member 29 on

S e R E oYt 3L B L Ep 08 JERIAIREY, which may
4bé 2rdapted b Qs edRiRMAte rpalt sdrifl =18t BY h-Hlird roller tube (31

di hé‘dro i soxazol -3-yl]-2-trifluoronethyl-benzoic acid
Egty)elénéo Hhtain e ganddeetatiomalivRrupdng tixrexgth Mz ) : -

gl ?n8l 45Tl(1g‘op@|r_gt10141 Mh(eddnl/gl)syst?erg Stltthe ihl¥ntion will now be

theﬂ;mieéci‘ﬁ)e@% Wrtﬂl i drive pheays 3 éngaigéd wdtlonke hybusting

kf){g-)rr Gﬂaog, geS%L}}: o %l?zfg‘;"%r}gﬁélg}lms oab trr%rrllggl force

t éﬂ)ﬁl'lé’d’ "t@ 'TEE rB’alll éhEIrQI '3'33/\9}{19 rb&REaEe! C'}?eilﬁl lll’c%n 30 i(h any desired
acid nethyl ester (Exanple 113). 1HNMR (

R of T8oTpRasitesrotationag diectiass. (lﬁ@tafsxer)n oﬁchalr( mﬂley 39
zﬂour% @h& ?@r{ §ot;oatab haft 3 will rot te th? Foothed Phntlral hub 41

2-cyano Pofo-phén I) =t Fif[uorone
ﬁhmlhy\dn Qitstotteez 9hte1]3t-eypﬂmbnsz43 m acllichgnasotohi agaﬁﬁst the

3 BRogaY ﬁgﬁ’&%ﬁga B e Ségkﬁ%ﬂyezw PHUARORRAfts 47 the.

@téglﬁ?adéikgleeﬁsegln Eh@%gse bé%)catehl'm\'ﬁalﬂ\&%dj Q)ut‘l%h double

Itﬂ:l)e) toxque qfthe (P]I}alEXEH'BﬁE 3191@‘\8 az}r@pdyaiqsgnlbﬁi above this will
j’g%l(g%ezsé}ﬁ E;ﬂmagﬁn 'sfee%%'éjS ?rtfle %ﬂtté(l 1t~$ ?}%?1[161‘ 45 to engage the

r ono- 2- Z0I C aci d ( comer
dust lozlthe) se(cﬁ(hdgiradmajs sprisypetedegh VBAd VGW mETBBI’m a rotational
(200 cat al yti c anount . of I for man de
(CF mﬂarz selsas A Phe B Pg fosge fjom SYAHIBEY GviaR. SPring

SSES S @onﬁhﬁeﬁeﬁﬁht@ﬁ M el E&d@émé&hbﬁ%ﬂ?&ee the relevant
anbi ent tenperature for 3 hours. The reaction m xture

WSt esrscenndspringnanghd IAedddud 3B sEoBvangage thgrelevant first or

Y, ) t

SEL A e s T, 70F B3 el B8R The tavter

(vﬁﬂ thegeby rothite awy baindiraler @1 {BBkure) 1 dwiihwivddclatit happens
10C. The reaction mxture was stirred at anbi ent
rpp?e?%@%%eélfor 30 minutes and then poured onto a’

m xture of id %%@h@@é&&haﬁ fRe Bpek-aiion Wasd ezshgwc%n of the
wth ethyl acetate. The organi c extract was washed
BT EPERatrentinm @dlldxﬁeappebﬁnmﬁrgm the éorageing desariptivadand

id.t
SRe Bl R B A SR S6L IR 1 ey
further purification. 1HNWVR (CDO 3, 400 MHz): 7.70
(d, IH, 7.40 (s, IH, 7.35 (d, IH, 2.58 (s, 3H,
1.60 (s, 9H). Exanple 117: Preparation of
4-forrnyl - 2-net hyl -benzoic acid tert-butyl ester A
sol ution of 4-brono-2-methyl-benzoic acid tert-butyl
ester (Exan'pl e 116) (75 g) |n dry tetrahydrofuran (750



(3 M) was added a solution of potassium hydroxide
(1.53 g) in nethanol (3 mM) and water (3 m). The

WO e@en8ams m xture was stirred at anbi ent tenpePEl/BPE08/010887
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20

for 2 hours. The reaction m xture was acidified by

addi ti on of aqueous hydrochloric acid (4N). The HM-213.00-100P
aqueous phase was extracted with_ethyl acetate (3x 10

m ). The conbi ned organic extratls were washed with

water (3x 10 m) and brine, dried over sodium skjlfat ?{
a%ﬁutﬁéﬂl@@éﬁﬁhésﬁnt@embmuasdbmﬁvmthe purview of the skilled

d s
! %éggé,op{ 8%?@ ﬁy‘?’osc?élﬁ o iélﬂ:g{(; Igggi.\%%e C QHQ}’&E @ithin the

$1 Moz ins@are, (ks nb ged that the
i 5, N Gt s e i
( plaBédargigear Iction may not be’ ehmmat 1n d 1Ve units for small

> o i é(a'%vgoxazg'lxéié SPhRro gy plaedary] bpmielieahyype of

- benzol ¢ aci d V\g
Otgeém%dtﬁd ﬁéﬂﬁe@m lspeed Aah8- 1@3r<5a&ﬂdctqrgp@p g jrom the satellite

B i

%?9( gn%g\p?a{\ﬂ’gr) théh Qﬁe(s‘hrrd)t[hdlr?g 5151g(geal1 lnd thd2after being
‘ oth e At ers1{)ns a1 cofsidered inherently
( dric).. E@taﬂwa@yppt o pemaatieal oW

4 o‘$l§6‘§2§§§| | £ 1) HeloRREANhE stopel df (1 preaehitlindehtidnhyithe term.
3-3rhpAsirat tHery Msea- mieﬂlhgldeBhrlptl@m o {hg appsngedgelaims should -

T i

(Ex ﬁ?:?i@é Qbnde. Bxb rgsﬂEhBstudlﬁQEO'lrﬁeans do( O 5shpuld be read as:

in dichlor onet hane m "
oxabmpaxtﬂr:trq:mﬁgt@rqizﬁorm y OrAffflém%&Hd‘? a‘fe%n g? and should
rret hyl f o f te26s idesclosed. The use
¥€%1§zdnfol rred %&%a{gﬁﬁtgt@pﬁ}%? gPﬁ.}c; for 18
h%ﬂ&pr’ébﬁo&ﬁaﬁkeofcrmlww tpmésrmb" despecialy nrsieirgd” etc. is not
the acid chlorl as a yell | C
wi iffengded &Ptﬁe}t&ﬁ»}ff‘ff&ﬁ{‘irﬁ‘fﬂéi‘ tE?hy aifln %ew% ‘;ﬁ@f}lfsca;ly or
Pl ety b@&ddifionpllgpacbided in the .
accﬁcﬁmg@égc%e?oow 080131) were added to a, sol ut.i o ¢ it
of strhetwrs acedndingde thegprasgnt iRveRiQR & ](12“&?1)"' lairg from its.
reactlon m xture was stirred at ambient tenperature
f o¥°P%hours. The reaction mixture was diluted with
wat er and ethyl -acetate and the phases were separat ed.
The organi ¢ phase was washed twice with water, dried
over sodium sul fate and concentrated. The resi due was
purified by preparative HPLC to give Conpound No. Al
of Table A ( 118 ng) as a colorless solid. 1H NWR
(CDhA 3, 400 MHz): 7.55-7.45 (m 6H), 5.90 (s, IH,
4.05 (d, IH, 3.85 (d, 2H), 3.70 (d, IH, 3.10 (d,
2H), 2.50 (s, 3H), 1.85 (s, 3H) ppmSimlarly,
, 2-di met hyl -t hi etan-3-yl am ne (prepared according to
WO 2007/080131), 2,2,4,4-tetranethyl -thietan-3-ylanm ne
(prepared according to WD 2007/080131), thietan-3-
yl am ne (prepared according to WO 2007/080131),
3- (am nonet hyl ) -azeti di ne-1-carboxylic acid tert-butyl
ester (CAS RN 325775-44-8, commercially avail abl e),
and | -(benzyl)-2- azetidi nenet hanani ne (CAS RN
46193-94-6, commercially avail able) were used instead
of 3-nethyl-thietan-3-ylanm ne to obtain Conpound Nos.
A2, A3 and A4 of Table A, and Conpound Nos. Bl and B2
of Table B, respectively. Simlarly,
4-[5-(3,5-dichl oro-phenyl)-5-trifluoronethyl-4,5-di hyd
roi soxazol - 3-yl]-2- trifluoronethyl-benzoic acid

"~ (Exanpl e 114),

2- brono-4-[5- (3, 5-di chl oro-phenyl)-5-trifluoronethyl -
4, 5-di hydr o-i soxazol -3-yl ]-benzoic acid (Exanple 114),
and 2-cyano-4-[5-(3, 5-
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toits fully raised position. It then happens that

this intended fully-raised position cannot be reached.
Wapiog/ 0890, because the bottom edge of the blPEHEP2008/010887

material wll always drop back a certain anount before

the wap spring attains its fully gripping position.Hm-213.00-100P

Using nore than a single wap spring, each of a

uni form si ze such as shown by Gé36685592, has resulted

in some inprovenment. This is so because in the raised

position one of the springs, with less than the total

nunmber of w ndings, wllHW?2 :g]-l OOP 2 al ready by

itself be sufficient to hold blind in its raised

position and achieve this with | ess backl ash.

-Nonet hel ess thi.s benef.icial, effect would only have
bben avai PREFRUREUUNISfPRASCRIfeUIR) EOY LIRS %bp?ﬁgcggag roller

obliAlls 'o%asg{ade@ THPIE ALY AV B SIRAtyBEsé tnERRRr MV tibthfble driving
required raklng force’in their [owered posit]on.
Mmesober, a hetatable dsivenrmambar, ainid alwakeangahemsm for

angl es i.n _t.he i . I i.t1 I
S5l b0 PR sSR LTS6P HARH REBLURIR ropeot of the
S§tativgsaryAvasyirnembes, whahirot faatekbgahebdxdning member,

avai l able. Accordingly .it s an object of the present
WhertRom BraberEamAYPTh AT deatk iart FeaBr RS cfaapted to

t%_@lcﬂ L SAARAE A BPe @ i@ h KYalkRl forcé land #&I188s@Bne second wrap
obj ect 'of the present invention to provide alternative

sspringudifferehitdh size filoms $he finsé vampespringsaedisidapiad to yield a
operation and ch e | ati .
R aRy AKEIREETObRCh FGBbctr RLf, e, Blgdefmined
| fyeivh hen brakatfor@aain g tdea tpred pterinitied maxdmuaafhtake force.
choice. To this end an operating unit for
architectural coverings, in particular roller blinds
03, Shade%pé&@ﬁﬁgfrg@%%éof/&ih?; foh@alVENkireRel NEtlUdRSg A
stati onary base hmenber, a rofatable driving nenber, a
rpleactdegerringrbetmessr thendrizing aember Iaaludgﬁm flsiven member.
automatically arresting rotation of the driven nenber
in respect of the stationary base nenber, when not
@t at ed WYpereing vnitgcosrdiag, towtleimi 2, wherdinaltee planetary
mechani smincludes a fi,rst wap, spring, .adapted to
ﬁ@rm&i@s@éﬁﬁﬁf%@arwwﬁaﬁ{& iy sofgedhie drigenmember.
| east one second wap spring, different in size from
the first wap spring and adapted to yield a
shppl enerPpesatingkmit eceerdingitorclasgel Hehevginhthehplanetary

predet et m ned. m ni force . t -
FRREPTE SR SR B By Gl PR Bl TabBr ror driving
gslaphBe) bD satdlitapiniahlsyoretheaisasdliitaoyraby emtd enrnigegear kept
backl ash in the raised position of roller blinds. The
atetiAnagy hyathe atafie RaPGMGBECHosi tion is

general ly perceived as a | ess annoyi hg phenonenon,

because one can chose the anmount of |owering in )

anti ci pat@perasing haibackorsing tacuur preecdingeaclant Wdrerein the

a ct of .the invent] p ti Lt i ncl ude
B Eharu At ST al AR dEs Aol SRR G (e
driven nmenber. Wien using such planetary gearing it
can be furtherHW 21 3.00-1 OOP 3 advant ageous en the
@-anet ar PP REEATHY URiE 25CtiBg tP B i B eaf‘dapfgédn%-rotatable
r rﬁ{ & éfkgalﬁiéd’gﬁaf@”ber via the brake nmechanism In
conbli natidn wth a planetary gearing an advant ageous
alternative may further have a sun gear that is
rotated by the driving nmenber, for driving a plurality
of satellite pinions on the satellite carrier, and a
ring gear that is kept stationary by the stationary
base nmenber. The use of such planetary gear

transm ssions allows the operating unit also to be
used on heavy duty roller blinds that are often
required in utility buildings, such as offices,
hospital s and hotels. According to another aspect the

o N a




di sengage fromthe nounting bracket 5. The drive neans
3is also seen in Figure 1 to have a second axi al
wa@izao9esesehd 29 that, in use, drivingly engagesPGHERIHI8/010887
of aroller tube 3 1 of aroller blind. A ball chain
33HW 21 3.00-1 OOP 6 depends fromthe drive nmeans 3 §@-213.00-100P
transmt a nmanual driving force to the driven end 29.
The driven end 29 is journal ed bh a non-rotatabl e
shaft 35. The drive neans 3 will now be described in
nBre det aDperatingfuniéraseording tuekedmp6; whereim fae aon-rotatable

Bre det dDperati _ So0 1 BB
ookt ed bt FAE ARy BPERRBAER. 08 B i na T ol er

31, and the ball chain 33. Figure 3 is a view similar

to Figure 2, byt viewed frq?,m an gg osite. direction herei

sBowi ng tHeeFaHBE WACsREINSIRanY Prepgding alaiq, yvherein

C 7 ' WBEn AhVEiRaBeh ¥r FhaUhR satld
tﬁgﬁpggﬁk?gﬁm%%ﬁgﬁql \E/Aé cgn ge aprpr eci at eda naty

f base nhembeosbetreedmae driven oferpbguaadsthe eiving member, and

non:-r ot at.abl e. shaft 35 is_convepi ent for

REBHR 59 e Reh auf B ety el o7

t hereby serves as a central backbone and rotatably

receives a ball chain pulley 39 l.ch_journals on th .
ndn- r ot at@BPéaféﬂgf‘%mﬁ@‘.CC%‘?%t% g & W%@éﬂryogséﬁ t?’r? bearings
tfe %Piﬁ'éé’@ﬁgaﬁh@"s‘(’f' Figures 7 and 8, the ball chain :
pul?ey 9

as a central hub 41, which is outwardly
toothed to.forma sun gear for a plurality of

satellite.pinions 43, The satel|ite pknj 3 .
TEPat bl \OPEERRE i a5 GudRiefta Gl b ePege iy Byt bearing
aisph badl héariag. axi al |y extendi ng pinion shafts 47 for
rotatably journaling the satellite pinions 43. Aring

gear 49 is-provided on a sleeve portion 5 1 of alid.

5 The | ] - : ; b i

ol per 3OBe 2 ipg AL ACPhRIRg i A BLEIIR Mt 3fercin the
pdGvirgethembhr s¢ advali khein pallsyr dmt53 erpagedabe Bl lopped ball

‘carr.ier .45 i.s journalled qn t.he -y ot at abl e shaft 35
a%ba‘f’h%ng}r}s%};é%gf?%ﬁ% Oc%f}llg‘? ﬁ)g?ﬁ?été%& by inner and
outer bearing rings 59, 6 1 respectively. At its end,

axially renote fromthe axjally extendjng shafts 47, ..
thé sat el PPERARRE YrEf ag6o0 §lgat°g‘é1ﬁéma]r1’y‘%herem the stationary

. . i . §
; ang%é%né.gg _\Igﬁgluecﬁé dﬁ%\‘cg r%:B éggﬁh@%ﬁy RRAIA l%glcpt/o ﬁﬁn@ﬂfgse wearl

g as a central aperture 67

flogtwesrethe bgllachainbamdttherstbtianany bese mhmber.

conbi nation bearing 69 i s conposed of a radial plain

beari ng 69A for engaging the central aperture 67 of
ti® sat elOpérating Lirfit adbomtitgftorabe preceiog dlham, further
non-r ot atabl e shaft 35. The conbi nati on bearing 69
flﬂﬁi%@%§lﬁﬁfﬁﬂl%\‘l tWR%eway fornmed between the plain
beari ng 69A and a thrust HW 213. 00- 100P 7 beari ng
conpartment 69B between which a plurality of balls 69
A4re endaperhtiThenit acodrdingaiol claarl hgwhereinpiur driven

axi al, beari | oads .enables the use n ' 1.ng
el sag dfs S HRY biiPe e, in e an e in R
IhrveltReNtOaPRSh S conddttebiblact eblef $Ubb tasths, driven element.
Figure 1). Wthin the sem -cylindrical sleeve portion-.
63 there is roomto accommbdate a wap spring drum?7

1= whi ch | i

the " non- 1 ep i L PR AR oRNOf B ARIfIR IR, Rirther
dinchudiher 2 meeuntingheraaksp. spring drum7 1 are first

and second wap springs 73, 75. Each of the first and
second wap springs 73, 75 termnate in radially
extendi ng tangs 73A, 73B, 75A and 75B respectively,

for a purpose to be described further on. The radially
extending tangs 73A and 75A will generally overly a
first edge 63A of the sem -cylindrical sleeve portion’
63, while the opposite tangs 73B and 75B overly a
second edge 63B of the sleeve 63. As can be seen in

o o,



10 difficult, if not inpossible, to obtain
si mul t aneous engagenent of all spring tangs when

WQRWPAB6SHF ap springs are used. This has detr acPEHEP2003/910887
t he snoot h operation of such wi.-ndow coverings. It has
now al so been found that a sonewhat awkward effect ofpm-213.00-100P
sequentially engaging wap springs of identica
operating force can be greatly k%duced if there is a
significant difference in operating force between such
slibcessi vOpwarating priih gecordingsto chaimet Sswherem Hhegaegnting

6,t0.8 that the iven nb ' .
cPietdranad et M all o declat BishBby for gsconnectedly
WBo1eHe Mty g b6 thdaitheidnz@y dasespesibere i nt er nal |
configuration of a blind roller tube (31 in Figure 1)

to obtain a good rotational coupling therewith. The

operatio i L i e 16V EPHer8fh Yhé mountin

B b broBrTy R ALY BCRIRTR €] ploid, 1Oy ticr o | ;
ecgliayebasia pluradityodradia) tecaskes agddhe Yativnary| base member

Shas A p IR 940 S BB B FRBLA S ioms.

any desired one of two opposite rotational directions.
Rotation of chain pulley 39 arou d,thf no%éroiatable .
shdft 35 WPFTating Mt eceordaeaciaim H o WhebelR thomepnting
Ve blaPihdtiie ifd Blade Qré’féléﬂ%lgfﬁgvﬁb[é)fﬂo'rﬂ% R @bsition in

agal nst the stationary ring ge 9 on the Ii . Via

t waickithe profdasivrshedn detinsented andl neleasedafrone tha yecesses into

wi |l thereby .be.rotated at half speed | le .
theceapaae ot i R Bl Rl csdSEre Pikadld Belitd! © -
def fitebagp adlopertidé of thé Ireb@iking bellaethatcykieidt betveen

sl eeve 63 of the satellite carrier 45 to engage the

f sRegessive FRAIabESPRPSCAdi al spring tangs 73A, 75A; 73B,
75B.in a rotational direction releasing their gripping
force fromthe stationary wap spring drum 71. o
CbAt i nuedOpetating mriit acherdiagetodtlagot } Snwhier ¢insre rereiving

rel.evant first, Qr-second.spri tan 3A. 75A. i -
e e Ehen TorBGERe i op ki BU88nd 1aldgnal e receiving

. eslflBar/iffthe é€&coiid Pasitdshven menber 29. The latter will - -
thereby rotate any blind roller (31 in Figure 1) wth

~ which it happens to be engaged. It is thus believed
thgt the @gﬁfﬁ%%ﬁhrﬂf‘gﬁgﬂﬁpﬁ%tw pPEcddiBghilgfBNwherein the

i'nvention appar ent omthe foregoing -

desecteit gitri ore ch i name unpanrakientprde aniras poinglsr sa firsetorque value
invention is n limted.to anyHW 21. 3..00 . s
SR KhePahy seuigRERER R i I BT pivrd pogition and
tRBepdnl tHROmMR&I SR BRdid fotat iconte spondosa Heeontdi twirque value
shoul d be considered within the scope of éﬁe Peﬁgnged -
cregiied fq kﬁﬁp,thﬁoﬁ‘r ohitaciHERl coperig 1 Ed Iyt lowygred position.
pl anetary gear reduction may not be elimnated in

drive units for small sized wi ndow coverings. Wen

using a planetary, epicyclical type of gearing the

reduced speed, and increased torque, drive fromthe
satellite carrier may alternatively al so be obtained

by the central sun gear being stationary rather than

the surrounding ring gear, and the latter being

driven. Equally any other kinematical inversions are

consi dered inherently disclosed and to be within the

scope of the present invention. The term conprising

when used in this description or the appended cl ains

shoul d not be construed in an exclusive or exhaustive

sense but rather in an inclusive sense. Expressions

such as: "neans for ..." should be read as: "conponent
configured for ..." or "menber constructed to ..." and
shoul d be construed to include equivalents for the
structures disclosed. The use of expressions |ike:
"critical", "preferred", "especially preferred" etc.

Is not intended to Iimt the invention. Features which
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