‘Case 900-9447 AM NE DERI VATI VES, PROCESSES FOR THEI'R PRODUCTI ON AND

USE The present I nvéntion concerns the u§e of am ne derivatives
,antimcotitcs and agro fungi ci des as wel |
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as certal n am ne deri vat I ves as

‘such, pharmaceuti- cal and agrochem cal conpositions containing them and
proE‘ésses for their production. In particular the |nvent|on conwgg%tm;

use of conmpounds-of fornmula |I as antinycotics and ro fungici des—erT
bt MDTHEIR USE csent s
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whi ch they are at epresent. a grou or mu

wher
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nal ogen, 1y 4gs %a&dmﬁcm\gzpﬁp@éxle%nsoeoﬁggyn@ltheasyand[ &‘x{cbﬁ 6 thebr

hydr ogen, ogen, "l ower a or |ower al err

err| represent

|ndependentmyMN9UHOgen hal ogen, trifluoronethyl, |ower alkyl, |ower alkoxy
or lower al kyl t b GarphGf1gPYL eﬁuémo@fcoﬁnemen&d %5élof cén?p%ﬁééa%‘fsformula Ias

hydr ogen, halogen or ower alkoxy the o
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wherein 5

R, represents a group of formula

1
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1la 1Ib - 1lc

(CH@ (Cm}qz )y o R]@
R

fId Ile IIf
and R2 represents hydrogen or -lower alkyl, or
R] and R2 together with the carbon atom to which they are attached:
: represent a group of formula IIg
Y (CH, )

whereby in formulae I[Ia to lIg

R7 and R8

“lower alkyl or lower alkoxy,

Rg

Rio and R
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represent independently hydrogen, halogen, trif1uoromethy1

represents hydrogen, halogen, lower alkyl or lower alkoxy,
represent independently hydrogen, haiogen, trifluoromethyl,

lower alkyl, lower alkoxy or lower alkylthio, whereby when one of

R,, and R

10 n

represents hydrogen, halogen or lower alkoxy the other



“is other than hydrogen, X represents oxygen, sul phur, imino, |ower

al kylimno, [err] or [err] p stands for 1, 2 or 3, s stands for 3, 4 or 5,
v stands for 3, 4, 5 or 6 whereby one or two of the [err] groups in formul a
I1d may be replaced by oxygen or sul phur, R4 and [err] represent -

i ndependent |y hydrogen or lower alkyl, [err] represents hydrogen, alkyl, o
cycl oal kyl or hal ogenal kyl and [err] represents a group of f@"ﬂgﬁﬁ [err]
whereby in the formlae ll1lato llle [erﬁf and [err] have tH i ngs
gi ven above, w staisdothen tnm hydeogen,6, Z represents oxygen, sul phur or
NR3 wherein R3 as | d r ents yl
al kenyl , al kynyFa cycFoé}Ft% e@a‘gglpﬁep I?i'ﬂ" I[‘g‘f/é] ai\ﬁ@g!?y"?’ovxgaé’r or
al koxycar bonyl , I(ﬁﬁﬂ&'alkylthlo phenyl, phenalkyl, trial kylsilyl,
dialkylphenylsi oge reby al kyl, al kenyl,  al kynyl,
cycl oal kyl, cyc oa%tlgﬂ?al k;L;IiJ %18%?’ or phenal kyl may be substitut ed by
phenyl , | ower aBkaMynd$dWer3aMkpr 5. hi o, phenal koxy, |ower al koxyphenyl,
| ower aIkyIphen Y hal ogen or an optionally substi t ut ed
heterocycle y %ﬁ@?# n?é?? gt%asby car bonyl ; or
whereby one or two of the -CHZ- groups in formula IId may be replaced
by oxygen or sulphur, . .
R4 and R5 represent independently hydrbgen or ‘lower alkyl,
R3 represents hydrogen, alkyl, cycloalkyl or halogenalkyl and
Rg represents a group of formula ' o
| . o/
Ry . |
&R,z o Ly, (cHy),
R R
8 12 |
I1la 111b 12 Illc
Ry Ra - |
i, ’ y
ITld Ille
N\

whereby in the formulae IIIa to IIle

Ry and Ry have the meanings given above,

w stands for 2,3,4,5 or 6,

Z represents oxygen, sulphur or NR3 wherein R3 has the meaning given
above and

R]2 repreéents alkyl, alkenyl, aikynyl, cycloalkyl, cycloalkylalkyl,
lower alkoxy, lower alkoxycarbonyl, lower alkylthio, phenyl,
phenalkyl, trialkylsilyl, dialkylphenylsi]yl or halogen, whereby
alkyl, alkenyl, alkynyl, cycloalkyl, cycloalkylélkyl, phenyl or
phenalkyl'may be substituted by phenyl, lower alkoxy, lower alkyl-
thio, phenalkoxy, lower alkoxyphenyl, lower alkylphenyl, halogen-
phenyl, halogen or an optionally substituted heterocycle; optionally
interrupted by carbonyl; or |



- 3- i 900-9447 [err] represents a group of fornmula Ila
to Il1f as defined above, [err] and [err] together forma [err] group
whereirn u stands for a whole nunber from1 to 8 and [err] and [err] have
t he: meani ngs gi ven above, in free formor in pharnaceutically acceptable
aci 0¥addition salt form Each | ower al kyl noiety preferably contains 1 to
4, especially 2 or 1 carbon atons. Alkyl onpieties contain in gpalbageular 1
to 12, especially 2 to 8, nore particularly 2. to 6 and preferably to 4
carbon atoms. Eadh &fReespntol aroupngf formuts Alaite P as dafined aboves,

especially 3 or & Cardq) Béguther farmad '-ﬁtﬂ?c)ﬁgic’ﬂ?gﬁ'w&hpﬁ ‘&p!’gﬁﬂdz \?@rﬁp whol

groups as nentioné& abowde can be strai ght or branched. referre
cycl oal kyl i dene is 8ymeshEsam [ dkh8. and &y odfiggnd iRy bhayepsheimesningsogives above,

nb [ | | | j .
enbraci ng pol ycycl egn stel ﬁ?ﬁﬁ% g?ﬁogﬁrnﬁgﬁfﬁ@wi n?%eﬂ[té?ﬁ %Egﬂn ?ﬁtﬁ'lror salt form.

cycl ohexyl, cycl opentyl or ( . Convenl €n
i ndependent | y~ hfasfodeweroplkid meisty preferabply eontainsyl ¢al bhespedimt ho 2o0r 1

| ower al kyl 44thB0- atomeITTRF1 Hot S6Te3" BontalifSinpir SRl Ot A7, WRAEMTVCS 13 8,

or 6 nmenbered rings contal ning one or nore teroat ons sel e
ni trogen, owoygepardiculaniyu? to. ¢ andhpesfiesakly Zhtasd canbopoatomsn Each alkenyt er

bst . : " )
Formil a 11 ATHIT GBRedis, IF barEfcdiphd o, lesheid Fy Y BE 4 cArlthOdPon 0.0, 4111,
[err] convepriopanyly or opnopyay ky Bucl grogps gs preptioned| gbavel canvheustrafight ghained

: d ' '
{1 ve- monber 8 SrHEAE A Broters 88 iR Gy 114l £ K381 oty fdon€! Tietogiit ¥ to
brom ne. Thee anderstoocd asf enbracing pelycychessucbrasnhyriyd ar adamantybybut) is
raggtllwg a 5¥@FBF%Q19 Egclgﬂéipﬁtac}efosgitylc%?'beioproL}ﬁ. Conveniently R7. R8 and R

are independently hydrogen or halogen. X is conveniently sulphur, imino or

9

lower alkylimino.

Examples of heterocycles are saturated or unsaturated 5 or 6 membered rings
containing one or more heteroatoms selected from nitrogen, oxygen or sulphur-e.q.
thiophene. These can contain one or more substituents such as defined for R7.

R] is preferably a group of formula IIc or IId in particular Ila or IIb.

R2 is preferably hydrogen and R3 conveniently lower alkyl. R6 is preferably Illa

Values for p, s, u, v and w are conveniently chosen such that seven- or
preferably six- or five-membered rings are formed. Halogen stands for fluorine,
chlorine or bromine, '

The compounds of the present invention may be prepared by
a) reacting a compound of formula IV

f

R2 -CH-Y v

with a compound of formula V

v 14 .
R
b) for preparing a compound of formula Ia
SRR,
R2 “~CH-N-C-R Ia

i

introducing a R'3 group into a compound of formula Ib



wi th a conpound of fornula V [err] b) for preparing a conpound of fornula
.Ia [err] introducing a [err] group into a conmpound of forfrula.lb
-4-900-9447 [err] c)(i) for preparing a conmpound of fornula I c [err]
reacting aconpound of fornmula VI [err] with a conpound of gﬁg% VI [ eyl
(ii) for preparing a ﬁonpound pf formurd 1 d [err] reactrng K ﬁgound of
formula Vla [err] withla conpo thd of formula Vila [err] d) for preparing a
conmpound of fornuR?'1§H[Ewmﬂ r abﬁsng &bconpound of formula VIb [err] with
a Wttig reagent of fornula I\A)sor | Ve ' '

~¢){i) for preparing a compound of formula Ic
R1 R3

]
R -cn--u-wz Ry Ic

2

reacting acompound of formula VI.
R R3 , _

R2 - CH - N - CH2 - 0R V1

with a compound of formula VII

R6 - Me VII or
(ii) for preparing a compound of formula Id .
R R, | \/
' .- R d
Rr'c”z’_"‘é' 6
5 . .
reacting a compound of formula VIa
| Pt E" R VI
RO - CH2 -N- é - Rg a
5 .
~ with a compound of formula VIIa
R‘1 - Me Vila '
d) for preparing a compound of formula Ie
R
o ::" R I |
- - - - e . ) L
R2 CH - N : 6 . v
Re
reacting a compound of formula VIb

R R. R '

i1 3 14
R, = CH - -C -<D-COR13 VIb
_ kS

with a Wittig reagent of formula IVb or IVc

SRis 9 Ais

{Pheny1).P=C or (Et0),P-CH or
3 \R
14 14
e) for preparing a compound of formula If and Ig
™ R

- - f
2 - CH - NH CH R6 I



‘[err] e).for preparing a conpound of formula If and Ig [err] - 5-
'900-9447 and ferr] reducing a Schiff's base of formula Ih, i [err] whereby
;in the abbve fornulae [err] and [err] are as defined for fornula I, one Y
_rendesents a leaving group and the other [err] [err] represents cycloalkyl
hal ogenal kyl or |ower alkyl, R representﬁ%lomer al kyl, Me re eﬁgﬁ%
erein

‘metal equivalent, [err] represents a group of formula Il1If [

[err] and [err] andpmesent inﬂj pendent |y hydrogen, | ower al kyl, |ower.
al koxy, phenyl, egq%r XN I alkox¥£henyl,'TOMEr alkylphenyl,

hal ogenphenyl, hal2oge }Bn ptlenally ubsti- tuted heterocycle, and

recovering the conpound obtal din free formor acid addition salt form
Process a) is carrlq% jrann op ven al _for the preparation of
tertiary am nes 6§ ¢ ﬂge §%Wl§% $ﬁ % éﬁ@g 3#* carrled out in an inert
sol vent such as a Iogan al kay oI e.g. ethanol optionally mixed with water,

an aronatlc hydr%car e&gene orlﬁoluene ‘a cyclic ether e.qg.
di oxane, : :

i1 34
R, =C=N- C

- R I

6
Rs
whereby in the above formu]ae R RZ’ 3, R4, R5 and R6 are as defined
for formula I, one Y represents a leaving group and the other -NH- R3,
\_ R'3 represents cycloalkyl, halogenalkyl or lower alkyl, R represents
lower alkyl, Me represents a metal equivaient, R'6 represents a group
of formula IIIf

15
R .

13

wherein R]3, R]4 and R15 represent independently hydrogen, lower alkyl,
lower alkoxy, phenyl, phenalkoxy, lower alkoxyphenyl, lower
alkylphenyl, halogenphenyl, ha]ogen or an optionally substi-
tuted heterocycle,
and recovering the compound obtained in free form or acid
N\ addition salt form. |
Process a) is carried out in a manner conventional for the preparation of
tertiary amines by condensation. The process can be carried out in an inert
solvent such as a lower alkanol e.g. ethanol, optionally mixed with water, an
aromatic hydrocarbon e.g. benzene or to]uene. a cyclic ether e.g. dioxane, or
a carboxylic acid dialkylamide e. 9. d1methylformam1de. ‘The reaction temperature'
conveniently lies between room temperature and the boxling point of the reaction
mixture, preferably room temperature. The process is conveniently carried out
in the presence of an acid binding agent e.g. an alkali metal carbonate
such as sodium carbonate. The leaving group is conveniently iodine or preferably
bromine or chlorine or an organic sulphonyloxy with 1 to 10 carbon atoms e.g.
an alkylsulphonyloxy, preferably with 1 to 4 Cafbbm atoms such as mesyloxy or
an alkylphenylsulphonyloxy, preferably with 7° to 10 carbon atoms such as
tosyloxy.



a carboxylic acid dialkylan de e.g. dinethylforman de. The reaction
tenperature conveniently |ies between room tenperature and ‘t he .beiling

poi nt{ of the reaction m xture, preferably roomtenperature. The procéss is
conveniently carried out in the presence of an acid binding agent e.g. an\J
al kali nmetal carbonate such as sodium carbonate. The |eaving group is
conveniently iodine or preferably brom neger chlorine or an qnaaguqy

sul phonyloxy with 1 to 10 carbon atons e. an al k hgn _
preferably witfrecess B) s pamniedomyt dich "%5"%@1“6&1/?? ap'a%‘”y the’ a1kylation of

?I ky: phenylsgedrdiappydmiiies engefiyy abkectwalkylaticn idtsanbaTkyaheify syertt asq. mth
osyl oxy.

5 447 b d_out
a manner canbaiogesifs of & sufighate,on b 5?90"52 @E&uﬂﬁg%@eﬁﬂf@@?@; Ibgyrgﬂu

al kyl ati onyh hy §ﬁht%bké’|ﬂhbﬁ_ﬁ!eaﬁﬁ@tsuﬁsgque\htté‘r aimt@ammemt@oﬁuIRab@étqver

by reductive al kyl ati on, eci ctlon wrth a suitable
and subseq@éh!t aGF°%|ﬁ?ﬂl‘i°J‘rY88 tséo‘%}cfg%’e R%%lecil"l@laaﬁ?'!ﬂ‘?uﬁgr?f fg”"“]a

conveni ent I1y RE s er€dsAwkn®le.geai lanUow’érC@TmBl‘dsdéﬁ P methanol D withad corres-

inert solvent e.g._in a |lower alkanol such g met hanol, with a corres:

pondt ng al @erding. atdehyde 8ﬁd'é‘e¥ﬁ°Becad‘aP?|‘@J"
metal hydr g i4eCtuchs as Nakh, Wr NECNBH,28s rredu@mgga@egﬂnt 1t khn Cﬂ%oaﬂ)éQaPﬁed out

carried out” using aqueous |®rr] “soButi o (H bner et.al. Tetrahedron

Letters 19881mp3syeass Nat, -Sevduawmu(&h l@ahn%r'ere@eabu R?atrtaaﬁéml-9tt@§s 1984/2535)

reducing- aQF”@orﬁ‘l‘i‘@ Jc‘?acﬁﬂx‘éﬂ ffi?fjkh‘me i MEE ﬁe&)slga& Beq &dbntUind Pedction

manner conventional for reactions 1 nvolving organoneta c npounds
pr ef er abl ymedtum.ed out in an inert solvent e.g. in an et her bet ween [err]

and [err] Process c) can be carried out in a manner conventional for reactions

oub Tarxaxanpde With & cOBR}RRmetal

T e s+

involving organometal compounds. It is preferably carried out in an inert solvent

e.g. in an ether between -20°C and +50°C.

Process d) can be carried out in a manner conventional for Wittig reactions

preferably in an aprotic solvent such as a cyclic ether e.g. tetrahydrofuran
or an aromatic hydrocarbon e.g. toluene between 20°C and the boiling point of
the reaction mixture. _ ,

Reduction according to process e) can be carried out for example with a

complex hydride such as NaBH4. [t is preferably carried out in an inert solvent

e.g. in a lower alkanol such as methanol at room temperature.
The final products can be isolated and purified in conventional manner.

Free bases of the compounds of formula I can be converted into salt forms and -

vice versa. Suitable acid addition salts are the hydrochior1de, hydrogen fumara
or naphthalin-1, S-disulphonate

The starting materials of formulae VI and VIacan be prepared by reaction

of the correspcnding amine of formula IV . with formaldehyde and a lower
alcohol of formula ROH. ' | |

The compounds of formula Ih can be prepared by react1on of a compound of
formu]a Ivd . . R]

- éH - NH Ivd

Ry 2

with a compound of formula VIII
i |
0=¢C - RG VIII

wherein R] 29 R and R6 are as defined above.



Process d). can be carried out in a manner conventional for Wttig reactions
preferably in an,aprotic solvent such as a cyclic ether e.g.
t.et.-rahydrofiuran or an aromatic hydrocarbon e.g. tol uene between [err] and
“the poiling point of the reaction mxture. Reduction: according to process.
e) can be carried out for exanple with a conplex hydrlde such as [err] It
is preferably carried out in an inert solv@at e.g. in a | ower 9994688p! such

ar 171 0 n conouRr RATRREARES of FAEnbLLdy Lhy B Artadi B e sB R aounc

~can be conveftfmtmuia dVealt forns and. vice@ versa Sui tabl e acid addition
salts are the hydrochl ori de, hydrogen ﬁu ?at v

napht hal i n- 1, 5- di sul phonate. The stargi ng{mat rlals of Fornulae VI and Vla
can be prepared by reaction of the correspgndi ng am ne of formula IV

wi th formal dehy d formul a ROH. The conpounds of
formula I'h can g’z lf)l%ecg"r'e yofgg’q{hqgn f a conpound of fornula IVd [err]

with a conpound of fornmula VIII R [erfyk g@ in [ r] and R6 are as defined
above. -7- 6 424 Star i ng materials of fornula
li can be prepared by reacting a co bund of formula |IVe

The remaining intermediates are either known or can be prepared analo-

gously to known processes or e.g. as described in the examples.
Some of compounds of formula I are new and also form part of the invention.
These are the compounds of formula Ij
~ H R“ }14
R" 2 - CH - R"6 13
| Rs
wherein R4 and R5 are as defined above and R“], R“Z, R"3 and R“6 have the
same meanings as RT’ RZ’ R3 and R6 respectively with the proviso that
a) when R“] stands for naphthyl, R"Z, R"3, R4 and R5 stand for hydrogen
and R“6 stands for a group IlIa wherein R8 is hydrogen then R12 and R
are not both halogen and R12 islnot halogen or methyl when R7 is
hydrogen.

7

b) when R"; stands for a group

NG & L LSS

IIa*  1Ib!
' IIc' | 114’

wherein R', and R’g represent independently hydrogen, Tlower alkyl,
lower alkoxy or halogen and s stands for 3, 4 or 5, R"2 represents
hydrogen or lower alkyl , X represents oxygen, sulphur or nitrogen and
R4 and R5 represent hydrogen then R"6 does not stand for a group



[err] with a conpound of forrmula IX [err] The remaining internediates are
_either known or can be prepared anal o- gously to known prbcesses or e.g.’ as

des&:ibed in the exanpl es.- Some of conpounds of formula | are new and also .
formpart of the invention. These are thg conpounds of fornula Ij [err]
wherein [err] and [err] are as defined above and [err] and [err] have the
same neanings as [err] and [err] respectively with the pr@Nisqvthat a) when
[err] stands for naphthyl, [err] an err] stand for hydroge® and [err]
stands for a group Illa wherein R_} d&ogen then R_ an| re not both
hal ogen and R. is not hal ogen or whan R is hJH@og

stands for a group [err] wherein R 7 'land R&rr] represent ‘in
hydr ogen, | ower.al kyl, | ower aIkoxyREr hal ogen and s stands for 3, 4 or 5,
yl

[err] represents hydlibgen or | ower al , X represent xygen phur -or
nitrogen and [ reré%.anzgl Lerrl., hydr.ogen then R\ArJWer ikoxydnd f or
a group -8-"?'[ it or \—E‘Mﬁ‘)@‘ OF e¥ phury 8py SSERESANFAr BisiEAgen.OR g

sul phur, [ efepresents hydroyerscatogenioPdoner i1k PV R{zk%ﬂresfeﬁﬁ lhydrogen, alkyl,
cycloalkyl, halogenalkyl or halogen;
in free form or in acid addition salt form.
A preferred group of compounds for use as antimycotics and agro fungicides
are those of formula Ij as defined above.
A further preférred group of compounds of formula I are those wherein
a) R} represents a group of formula IIa to IIf and R2 represents hydrogéﬂj
or lower alkyl or RI and R2 together represent a group of formula IIg whereby
in the formulae IIa‘to IIg R7 and R8 represent independently hydrogen, halogen,
trif]uoromethy?, lower alkyl or lower aJkoxyand Rg represents hydrogen, halo-
gen, lTower alkyl or lower alkoxy, R10 and RI] represent independently hydrogen,
lower alkyl, halogen, trifluoromethyl, lower alkoxy or lower alkylthio, whereby
when one of-R]0 or R1] represents hydrogen, halogen or Tower a}koxy the other
is not hydrogen, X represents oxygen, sulphur, imino, 1ower_a1ky1imino or -CHZ-,
p stands for 1, 2, or 3, § stands for 3, 4 or 5 and v stands for 3, 4, S5 or 6
and in the grouh qf formula IId one or two of'the'CH2 groups may be replaced
by oxygen or sulphur, R4 and R5 represent independently hydrogen or lower
alkyl, R3 represents hydrogen, cycloalkyl, halogenalkyl or alkyl and R6
represents a group of formula IIla to Ille, whereby R7 and R8 are as herein-
defined, w stands for 2, 3, 4, 5 or 6, Z stands for oxygen, sulphur or N-R3
wherein R3 is as herein defined and R12 represents alkyl, alkenyl, alkynyl,
cycloalkylalkyl, lower alkoxy, lower alkyithio, phenyl, phenalkyl, trialkyl-
silyl, dialkylphenylsilyl or ha]ogen, whereby alkyl, alkenyl, alkynyl, cyclo-.
alkylalkyl, pheny1ﬁan¢ phenalkyl can be substitutéd by lower alkoxy;
Optionally interrupted by carbonyl or B '
b) R] represents'a group of formula Ila to IIf as defined under a), R2 and
R3 represent together -(CHZ)U- whereby u stands for a whole number frqm
1 to 8 and R4,_R5 and R6 are as herein defined.
A further preferred group of compounds of formula I are those wherein



f epresents hydrogen hal ogen or |ower al koxylower -alkyl and [err] represents
hydr ogen, al kyt,, cycl oal kyl, hal ogenal kyl or :hal ogen; in free formor in
acid addition salt form A preferred group of conpounds for use as
antijyycotics and agro fungicides are those of fornula |Ij as defined above.
A further preferred group of conpounds of fornmula I-"are those wherein a)
[err] represents a group of fornmula Ila t@-11f and [err] reppgragyp

hydrogen or lower_al kyl or:Jerr] ‘and_[err], tQget het:;represent a group of
formula I1*g widripyepresen :-faoﬂlzﬂpaeflﬁe"ﬁm{‘B 3?9 qredd and [err] represent

i ndependent |y Byt 0@epreseatd ®gdroden ot Uower Rl Ryl .inl \samc@ialfyhyafoﬁé@,\ﬂer
. al koxy and [errh ower

r%presents gégro%Fn, h kg- en, | ower al kyl or
al koxy, [err] ShdR{ ErpPnesenps h¥drag F'n?f'eﬁi ki) ganty ey age howeroakkylapnd,| |
hal ogen, trifl UQ’VR)S;T?EMsean\ﬁﬁrﬁlpk@ﬂfo?ﬁlui&J\MfIa al kyl t hi o, whereby when one
of [err] or_[era$ epresents hydrogen, hal ogen or |ower alkoxy the other is

not hydrogen, X'®%8%esents oxygen, sul phur, imino, |ower alkylimno or -CH

p stands for 1R, ZandOR; hepFeséntniifdepeident1y, Q&dﬁo?ﬂg Ha19§e &P TdWerSalkdxy SinO"
6 and in the-grBup of°fornmula I1d one or two of the CH2 groups nmay be

repl aced by oxPaekicyiar hydragen, F&L"QHEFSFQH]'OFE%Z'esewgeﬂaneﬁéﬁlth Iy particular
hydr ogen or | o Kyg , ep , | kvl

or al kyl and R\E%/ﬁ'gpe"g’Irr.ég'i ta é@aﬂrsgr%;ﬁ%@g@@fi??%ﬁ@ﬁlﬁ“@oﬂ?ﬂfﬁr \]Aiu“eﬂrrgg%ﬁ'gnd
R8 are as her epnttwiaméwsir%egtmﬁg]émepze,senxszla,lkslorals,enﬂ ssaHiydy1§ syclo-
oxygen, sul phur, [ s 6! r IS ' eh}

represents al k?llglzﬂgie{]’{/l], al E‘%‘;ﬁﬁ !:d"‘gro% ?Pgi@?ﬁyﬂl g%?gr%}ﬁ@’l 8\'/‘\/%?‘”’
al kyl thi o, phepbenalnbnarkslkylsiiydl, kgialkgiphenylsdilyl kot patagenswheyebyralkyl,

heLoser, vher B S| ATtk 4R, of APy BB -

carbonyl or b) tRied bprpheant s lawenr alkoxy, lawerubtkylthia,opherfalkexyjeflowerd under

a), R2and [erglydGRhanAn 1vACAIIG prdiyT, InatodbHphERYr [ ngt¥RA%ord Gh GbedBRANly
substituted heterocycle; optionally interrupted by carbonyl.

A further preferred group of compounds of formula I are those wherein R]
represents a group of formula [la, IIb, IIc, IId or Ile and R2 represent
hydrogen or lower alkyl or R'.and R2 together represent a group of formula lIg
whereby R7 and R8 represent independently hydrogen, halogen, trifluoromethyl,
lower alkyl, lower alkoxy and R9 represents hydrogen, halogen, lower alkyl or
lower alkoxy, R10 and R]l represent independently hydrogen, lower alkyl, halogen,
trifluoromethyl, lower alkoxy or lower alkylthio whereby when one of Rlo or Rn

. is hydrogen, halogen or lower alkoxy the other is not hydrogen, X represents

- oxygen, sulphur, imino, lower alkylimino, -O-CHZ- or -CHZ-, p stands for 1, 2
or 3, s stands for 3, 4 or 6 and v stands for 3, 4, 5 or 6 and one or two CHZ
groups in formula IId may be replaced by oxygen or sulphur, R4 and R5 represent
independently hydrogen or lower alkyl, R3 represents hydrogen, cycloalkyl,
halogenalkyl or alkyl and R6 represents a group of formula IIla, IIIb, Illc,
II1d or [Ile, whereby R7 and RS are as herein defined, w stands for 2, 3, 4,
5 or 6, Z stands for oxygen, sulphur or-_'N-R3 wherein R3 is as defined above and
R]2 is as defined under formula I or R] represents a group of formula Ila to
[le, R2 and R3 together represent -(CHZ)U- wherein u is a whole number from 1
to 8 and R4, R5 and R6 are as defined above.



1to8and [err] and [err] are as herein defined. A further preferred
group of conpounds of formula | are those wherein -9-

900- 9447 a)[err] represents a group of fornmula Ila or I1b b) [err]
represents hydrogen or lower alkyl in particular hydrogen, c) [err] .
represents hydrogen or alkyl in particular |Iower alkyl and d) [err] ¢
represents a group of formula Illa where ]r%y R7 and R8 repres%ﬁ :

i ndependent |y, hydrogen, hal ogen or |ower"al koxy in particu 91'|§/7drogen X

represents [ efHd conpdifls 8f ForhARUL fodsPsy taUGaHt%E;e@d!sl ehéhiothéﬁpreht?m prdpll-
represent independently | ower_ al kyl Jin particul ar drogen and

hydr ogen, or
[err] repri@8eids in|RaFticy) aﬁeﬁﬁ\‘ bigan, fgsal eycqrel %HH@F%H‘IQ?I‘“ IaB ycaﬁa)xy

| over al kg Wyoaneylarel OB iAd¥eskedifer wgylphaphsmltkms W'p%lrki’éua'&yeis’
di al kyl phen%/l silyl or_ hal o%en wher eby al k» I

al ke
‘cycl oal kyank ‘Rxﬂonﬁﬁeﬂws phiRYy Fan leI eg b@@u%t‘ﬁ”’?‘lﬁ %amweﬁhmmpecws
| over al K{%'XM %At@wee gal Mcthlab@ytoah@;swl kRipergh PURY sﬁd kOMVd%QBWum Ee;yver

al kyl phen al ogenp gen or an optjonally substituted

het er ocy P@POU’m1P‘o$ﬁ1€F9kl‘ntaé¢ rc@ﬁ tdp 15pPc hosBNnin ‘“W"f dil Lytdpn rastar 3t gorfedap
of COWDOLH}%MIs BPrmhao'oo@rﬁotshO§§/mh3ﬁ@l1a R Vo hh ec%enéﬁpe@aﬁémw Qémfrﬁyas'g'i

“lla, Ilb II'd or 1le and R2reresentn%}rroenor ower al kyl [err
and [ err]tesbtgon lguineepiesand i drtnayaginglsintnauterinenpedisgeninated anﬁeqtépnq

oner ol WS SREREIR aficp¥  4RUGHRe (COGRLtah(e s CIRRPATAN of YRy RaEd ol

al koxy, [amdr fubbed daily] famﬂré&snonlmep@ﬁe@éﬁdw)tmyﬂmﬁgm} Thammwclogzic

hal ogen, activity could be observed at concentrations of 0.1-to 2%. The oral activity
can be demonstrated in vivo in the guinea pig tr1chophytos1s model in a dosage
range of ca. 2 to 70 mg/kg of body weight.

An indicated daily dosage is for example-in the range of from 70 to
2000 mg conveniently given in divided doses two to four times daily or in
controlled release form; dosage forms suitable for e.g. oral administration
comprise from 17.5 to 1000 mg of active ingredient.



trifluoromethyl, |ower alkoxy or |ower alkylthio whereby when one of [err]
or R s hydrogden, hal ogen or | ower. al koxy the other is not hydrogen, X '
fepresents oxygen, sul phur, imno, lower alkylimno, [err] or [err] p
stands for 1, 2 or 3, s stands for 3, 4 or 6 and v stands for 3, 4, 5 or 6 -
and one or two [err] groups in fornula I1d may be replaced by oxygen or :
sul phur, R4 and [err] represent independgqgly hydr ogen or Iq%gﬁ g%%yl, R3
represents hydrogen, cycloal kyl, hal ogenal'kyl or alkyl and [®€ r? epresents
a group of forThd aompduads |dfl bhe linventilohlmbyobe |dmpdoyethén citg frager basandofne fov]

hergi n, defi ds; f 5 6, L f ,
U phur or ' &P Torler . PReTaE Ryt cadly, Seathnafin egh e Fidh 3RFSS - I8 BT e
under for ntheselforms[exhibit ehe esamet erdergod et bfitiyossnthe firea bazel €ords. and .
[211] oS IGH1 SR GER ol tEh S oy fuc AL o 0 gef o 20
The conpoufuthandte andnraphthaldse€lss-dibudfibreeg@ous chenot herapeuti cal proper-
i di i_cul hi bj t | . |, . | i ' i '
activity and D% iiedintS drvabe shused Bae R cofiehn i8R0, phemedSuiitalll idfttkeble

ant i nycot }d:is uerty anﬁccta'rvjl_ ér)s,ﬁardﬁbepﬁsmabw SRSM Qﬂc_:ilplil‘ehwanﬂaﬁniiheﬁe&ed
species o etes g. ri chophyton s . Aspergillus spp. crosporum
sBp. , Spor%ﬁfbﬁ%he‘ﬁ&*? i"ﬁnooorcéﬁmﬁﬁpgyﬁ. ’B&“ﬁ%#@?t?%gaﬂ%r o?FPFF)Hi?%v at
~concen- trareamds t9hcturesn dr @AFedtab b prgpadatadws.i n vivo in the experinental
skin mycosis tﬁ;% oqﬁﬁuinﬁa piﬂ? nd in-intra*€ I nal -intrauterine or

di ssem nat ed i cEOMARS 1L 109s: ko konm RathHOfs BYeRti@Ns est substance is
taken up in pothethydmtiedales! conderisi@bfathdai dfy chfiiattispinfedtiohe dnaf @idedsles

skin surface. The antimycotic, activity. could be observed at concentrations
of O.1to gggysqq“gyop¥getggtqqmpr§§%ng a&miXistering_to a subject in need of such treat-

ment an effective amount of a compound of formula I in free base form or in the

form of a pharmaceutically acceptable salt thereof and such compounds for use
as pharmaceuticals, in particular as anti-mycotic agents..

.The compounds of thé invention in free form or in agriculturally accep- |
table salt or metal complex form are also suitable for combatting phyto-
pathogenic fungi. This'fungicidal activity can be demonstrated i.a. in in vivo'_
tests against Uromyces appendiculatus (bean rust) on runner beans as well as
against other rust fungi (e.g. Hemileia, Puccinia), on coffee, wheat, flax and
ornamentals (e.g. pelargonium, snapdragon); and against Erysiphe cichoracearum
on cucumber as well as against other powdery mildews (e.g. E. Graminis f. sp.

\;/ tritici. E. gram. f. sp. hordei, Podosphaera leucotricha, Uncinula recator) on
wheat, barley, apple and vines. '

The folTowing examples illustrate the invention. All temperatures are
given in degrees centigrade. |
EXAMPLE 1 .
N-(5,7*dif]uoro-1-naphthy]methyl)-N-methy]44«tert.buty1benzy1amine (process a))

“To a mixture of 0.3 g of N-methy!-4-tert.buty1benzy1émine, 0.25 g of
potassium carbonate and 5 ml of abs. dihethylformamide (DMF) are adde& dropwise
0.4g of 5,7-difluoro-1-bromomethylnaphthalene and the mixture stirred ovgrnight
at RT. The solvent is removed under vacuum and the residue partitioned between
ether and water. The organic phase is dried and evaporated, The pure product
is obtained as an oil following chromatography on silica gel (eluant : hexane/

| ethylacetate=95/5).



can be denonstrated in vivo in the guinea pig trichophytosis nodel in a
dosage range of ca. 2 to 70 ng/ kg of body weight. An indicated,daily dosage
is for exanple in the range of from70 to 2000 ng conveniently given'in

di viided doses two to four tines daily or in controlled release form dosag
forms suitable for e.g. oral admnistration conprise from17.5 to 1000 ng
of active ingredient. -11- 900- 9447 The conpounds of the invention
may be enpl oyed in the free base forn1or'hq;the f orm of pharngﬁﬁgéafally
acceptable acid addition salts. In general these fornms exhi bi samne
order of a&XAMRLE 2as t he free base forns. Exanples of such acid addition
salts incl t,hdd't t.hy xenyﬂﬁe‘iﬂﬁ f]u | , ) Y
napht hal i ne cH—= < oPotireie—rEs onal
phar maceut i call%ﬂ aﬁckqaeatnaytml+lnsuctphgmanenarbakﬂenydeuwd 9cgamfotnﬂabythx1hethy1-
exci pi ents 4 e | kY7094 r ral

forns as ta@% %ﬂ&‘cgpgﬁ %ﬁ‘%og?%{gnére_ t“aph?“'ﬁr lgsﬂ%r fxﬁjgé'?gpﬁr %q%'?eapgr&tqogﬁ%ﬁ
Such conposiievendhelmistaes nmspéﬂteoed,t weshed, shrough. wilthe etiarcand dtheaf Elarate

A

~concerns agfeldiafed! rheThRlilhd <l BEEHLERS 236 ot 5FAREE) AU REFhAN HECHERted

conpri sing LS ering ubje N nee
effective abluirnt ohour wbtlpdwocpartions eati df 05 fg ef imdsiﬂm foorahyaride. tThe

Lo 1 BT PHSPH rRECERRAPL Sopbin SRR " sRRoSRURRNTR ¥
of the inveartitioned fbelmee‘mwaten and dighionomethare. y T oeganicaphases s tdigsolved
et al corrpl1%x 9 rtmea rm(zaat'ﬁl ol §,“H tr%QJ:teedf wtn aﬂbéi}cte'srs]go ru]l&tf)a-nol'ic hydrochloric acid
and evaporated to dryness. The residue is recrystallized from isopropanol/etﬂwuﬁ
-By treatment with IN caustic soda and extraction with ether the title compound
is obtained as pure base as an oil, m.p. (hydrdchloride):153-155°.
EXAMPLE 3
N-{4-tert.butyl- 1-cyc1ohexeny1methyl) -N- (1-naphthy1methy1)methylam1ne

(process b))
0.8 g of N- (4-tert, butyl- l-cyclohexenylmethyl) 1-naphthy1methy1am1ne are

reacted with 13 ml of IN NaH2P03-solut1on and brought into solution by the
addition of 15 ml of dioxane. Following addition of 1.1 ml 37% formaline solu-
tion the mixture is warmed to 60° for 3 hour, made alkaline with caustic soda
and extracted with ether. Follow1ng drying and evaporation of the organ1c phase
the pure product is obtained as an oil. :
EXAMPLE 4 | o/

N-Methyl-N- (I-naphthylmethyl)-4 -(2-phenyl- Z-pr;pyl)benzylamine (process c))

A Grignard reagent is prepared from 3 g of 2-(4- -bromopheny1)-~2-pheny1-

propane and 265 mg of magnesium in 25 ml of ether. 2.5 g of N-ethoxymethyl-N-
methyl-l-naphthylmethyIamine in S ml of ether are added dropwise at room '

temperature with vigorous st1rr1ng and the mixture then refluxed for 4 hours.

FolTowing addition. of sat. aq. ammonium ch1or1de and stirring for % hour the

aqueous phase is extracted with ether. The combined organic.phases are dried .

and -the solvent distilled off. By column chromatography on silica gel (eluant
'toluene/ethyl acetates 95/5) the pure product is obtained as an 011



" pathogenjc fungi. This fungicidal activity can be denonstrated i.a. in in
vivo tests agai,nst ‘Uromyces appendi cul atus (bean rust) on runner beans as
_well as against other rust fungi (e.g. Hemileia,, Puccinia), on coffee,
“wheat, flax and ornanental's (e.g. pelargonium snapdr agon); and agai nst
Erss’l phe ci choracearum on cucunber as well as agai nst other powdery nildews.

(e.g. E. Gaminis f. sp. tritici. E. gram3f. sp. hordei, Pod08344éra

| eucotri ch§ iglul a recator) on wheat, barley, apple and vines. The

fol |l ow ng illustrate the invention. Al tenperatures are given in
degrees cetHephydeN- (Bxmaghitymethyl)-4-[1-(4-methoxyphenyl))-ethenyl]benzylamine

N- (5, 7- dlfb;pggégs ampht hyl net hyI) N-net hyl - 4-tert. butyl benzyl am ne (process
a)) To a g of N-methyl-4-tert. butyl benzyl am ne, 0.25 g of

pot assi um car bdnal & afidMeshi] triphema phesphentnm boemidey skdiup\aryi dar areadtibured for
dropwi se Olégmﬂ;{tés ath}iJde_QErﬁbelrFPﬁ&”?W By! WQEHM e”? gf - lﬂl@t@lmg( Rnaph-

stirred overni vent 1S renobve cuum an
resi due patthylmemhxe‘d) -def{4vaenhaxybenzanidbenzydami n‘éher‘e)ragdad ang hereemi xtude i red 1 axed

on Si1 1 ca T80 0chtirs. PFOHHRInd PRt ISR Ene deRidue f4 ARLALo"H URLRYT 2T

900- 9447 E)@NPI:E 2o = —— — = = - filtered off and the filtrate

or (L ert Bliceta o nol SOERAEBR AR ek 0L R 0 XA L B3 )

and 15 ni Qﬁmﬁdmhdemohtansdrmdnadﬂ[ err] for 4 hours with a 4 A nol ecul ar

S| e.ve. The m xt lgﬁaiaogmus y to Exanfples Slh% éra;ogsg tg\é}wt%seethg?‘rem e o;eh%e];érlw egt e1:he
U/ following compounds of formula [k are obtained
&l {3 It
R2 -CH-N-W- R6 :



evaporated. The residue is dissolved in 30 mM of absolute nethanol and
reacted wwthin [err] hour with two portions each of 0.5 g of sodium

bor ohydride. The mixture is stirred for 2 hours at roomtenperature; -
evapor at ed and the residue partitioned between water and di chl oronet hane.
The organi ¢ phase is dissolved in a little methanol and reacted with an
excess of nethanolic hydrochloric acid and evaporated to dryness. The
residue is recrystallized fromisopropangl/[err] By treatnment with 1IN
caustic soda and extraction with ether t he t|tIe conpound is obtained as

v

pure base g oy rder-terri F%AWPLL 3~
N-(4-tert. D gt Va -Q-cyclohexenyl th&l fQ*(iNnaphthyl nmet hyl xﬂsthylatlne
(process b)) 0}8 of
N-(4-tert.puty]-1-cyclohexenyl ngt hyl}-1-naphthyljrethyl am ne are reacted
with 13 mjof Jerr] 4solution gnd bfought into |solution by the addition jof
15 M of d| oxahe.zPaltPwi ng addilt | 1. J7% =N n t tthe
mxture is V\g ed tdl[ebr] for [e'r*(r)] F&;&n’gie aral in '@r‘?@‘chm ¢qsoca
and extracfed | R €rer . Foll oi ng firyi ng and dvapgoTation of the érganid
phase the pure| product is obtained ap anioil. EXAMPLE 4
N-Met hyl - N- (71- papbthyl net hyl ) - 4-1( 2- ppenyl}- 2; propgyl) )yBehzyl A Ne (pr qﬁ%S ¢))
A Gignardj reapent is prepared fir Bm 3%5¥3: (4-B'rdrmgher\yr)/f2 phepyl -
propane anfd 26p ng of -magnesiumlin 2p m Jof et hq
N- et hoxymet hyl § N- met hyl - | - naphtlhy! ngt hyllami ne ifn Scyl of et her arg added
dropwi se at ropm tenperature witfh vi gorods stirrfing aﬁp the mxturg then
refluxed fpm@ 4f hours~ Fol | owi:ng |aiddi | Cbhs|of"sat .} aqg. g.{mmmcg;n chl ofipde apd .
stirring fpr [err] hour the aqugous phasg is extracted} A h @ther The \/
conbi ned of ganj ¢ phases are dri qd—awd~Thd sol vent dggdl i1led off. BY colu
chromat ographyj on silica gel (eljuant: toljuene/ etjhyl et ate=95/5) the pufe -
product is| @btji ned as an oil . - I ;=N .
9 | =(cHy), | _.\>_//.-C(a{3) | o1
.
. N 0—-:”\‘- )
RERPSIP% A e 1 - - 011
:
! U
11! et : , =N
l i ‘ il ' H CH3 - -0\.\ /l‘c Si(CH3)3 0'“
-b.'-\./'- >
12 -2 - | =\ ..
H | CHy| <= r=N_& __ /=N i
3 —'\'\_/./' c '\,\ /y 011 .
T o/
\W
.—./
S
2 S m.p.
13 ‘\\/”\/zi H =" ’\—/>-C(CH3) 68-72°
14 -"- ; - 0i1
CHyl =7~
. '. N .
- % \TIQf - - - 0']
15 !\ i _ H |CHyl-CH- | J
\.I \./ . CH;




13-
N- Met hyl

900- 9447 EXAMPLE 5

:N-(Ifnaphthylnethyl)-4-(1-(4-nethoxypheny|))-ethenyl]benzylanine

.process dj) 1.37 g of Methyltriphenyl phosphoni um brom de/ sodi um ami de are

stivyred for 15

N- et hyl

-N-(1- naph-
and the m xture refluxed for

m nut es at

residue is taken up in ether -

[err]

hour s.
“5- -

roomtenperature in 5 ni- of toluene.
t hyl net hyl ) - 4- (4- met hoxybenzoyl ) benzyl am ne are added
Fol | ow ng concentration the

fi

|tered of f and the

1 g of

filtrate concentrated and chromat ographed over silica gel with toluene. The
title conpdqundjrs obta,ned as anj o] . Ana ogous y To Exanples 1 o png, ds
otherw se Hegginbelws aidescribed| Ht hedH)J R @Wflu‘rr}gl hggloselr e
obtained [qrr]} [Z144 \[prr] S pB~+-~-C [ [enk1// \_7//
' N
! é "=y
i H| CH; -"- % —C(CH,) 0i1
\ ' 3. = . .
71y ell ! | N\
., “ o s @ '3
N D -" 0il
18] i_ it HE \/ |-
SRS i
P
19 -’)‘-’l\‘- H|{ CHg|-"- == oil
U/ '\ “ /l 3
AN
|
F |
20 NN, H CH} M- * m.p.
i 1] /;0C(H)3 | ggse
'\./'\./. S
21 - o H 'CHZCHZ M- =\ /.-C(CH3) 01l
i |
: @ —— & \.—.
2 e . -" o 0il
l —
09.\n’.\‘. n ./ - \. — O‘i]
| 23 l ” l H CH, e \ // -C-C-C(CH3)
\j .\\.I'\.//. - .
. ; I.—‘\ ?Ha .—.\ 0 ] ‘
- . " ™~ - Pt e — 03 i
2 o I Rl W )
.:c ?{3 .]
25 - L. H CH3 -l —-\.\—/.,.'Cl‘wl3 IO]
.=.\' ¢ ’ .
26 - w _ H CH3 P . —.\ /,--WI3 01]
,.=. »
27 -, H CH} | --\\ / -'CQ-C (CH3) 3 01]




-16- [err] - 17 - [err] - 18- [err] - 19 - [err] - 20- N
900- 9447 The required starting materials can be prepared e.'g. gs-follows: -
A) 4-4(3,3-Dinethyl-I-butynyl)benzyl brom de (for Exanple 6) 3.35 g of *

4-(3,3-Q nethyl -1-butynyl)toluene, 3.47 g of N-bronosuccininde w’ :
- ]5 -
l - e g & eu—) &
28 B R H CH, =CH. - '../ \\. ., - \. i
i/ I.I\i 3 Hz \-/=,-CO-\'\—/./-WH3 0il
A PG A
/= =X -
29 o . H CH3 e —.\.\-dln ‘CO'.\.\—/',-"CH3 01]
- cr =N -@Hzf°:" ~cH 01
04 -"- HoCHs "= =\ N3
/
;S=N f':Hz/’--’\ 0i1 h
31 ] - . H CH; _n_ _.\\.— /.’. -C—.\.\_ /.,.
- s
| /.=.\ _Co_ll ll_cl i Oi'l
32 R [ ' H CH3 . -.‘\ I,' *~§-°
<
| = LT .
i 33 m I H CH} . -.\\-//.—C-.\s’.-Cl 0il
i _ | \/ _
" " —.,‘z.\. ‘.l - \- -Cl ' .]
34 | T . R |CHy |- N _/ < NI/ o
CH .
. = | 3/.___...\ o ™
" - [T B . ™ O-CH 1 .
31 Ho | CH; - \.\_/.I_(‘: W T3
. CHy
36 | = - | R PR I I A W Y0 A 011
“T3="= TN 373 m. .QHCT)
| - T 205-207°
. | A T it
37 - = Ci—i3 P --\\ /’.-C(CZHS) 3 01]




and 100 ng of di benzoyl peroxide in 50 ml of carbon tetrachloride are
refluxed for 8 hours. The mxture is filtered and the sol vent renoved under
vacuum The pure product is obtained as an oil follow ng chromatography
over, silica gel using hexanée as an eluant. Anal ogousl y to A) the follow ng
conpounds can be obtained as oils: B) 4-Br ononet hyl - 4' - met hyl benzophenone
(for exanple 29). C 2-(4-Brononethyl phenyl)-2-(4- toI uene) propane (for
Exanple 35). D) 3-tert.Butyl benzyl br omilde=(for Exanples 17 and 52). E)
2-(3,3-dinmethyl-|-butynyl)benzyl brom de (for Exanple 23). F)

4- (2- Met hoxy{ 2- propyl )benzyl brom ge (flor Exhrrpllle 25), O
3- ( Br ononet hyl3s- §- B0yl pyri dilrd ({f GH Emgﬂp 72 PP

N- Met hyl - 4- phenylib iQZJIIa ne (for |Exanpl e37} : g‘.\)i).’4-c'§%phenyl C balo(}]ehyde
and 40 m- of | 33%| et hemdFT ¢ nethyl &ming are stirfed overnight at rjoom
tenperature pithja 4 A nol ecul ar gievdg. They m xftureds filtered and
concentrated ggd#r wvacuum The resgigud ¢si.t Leat ed/\i n\6Brnl of ethjnolginith
2 g of sodium bofjohydride and stifred |for 33 hour s* —fﬁe sol vent i s} renoved

under vacuunl the residue partitigned|between ether_and water andf the
organi ¢ phasg 4drifed" and concentrafead. |TOE,p re lbase \s,gobt ai ned Q YI
foll ow ng chfonmafography on silica gell w ?h di chl‘drdmet hane/ et hanpl =9/
el uant. Anal pgougly to H) e fol ow ng conpounds can be obtai ned as oi l s.
1) N-(2, 3-Methyl e=ne,d.|\oxyb |') methyl gmi ne |(for| Exanple 10). J)
1- ( Napht hyI meyhyll ) €Y clippy opyI ami (f Exapplie A®4 ]
N- Met hyl - 2, 3¢ di m= ILE lyl am ne 19-(43r %E’ res po\angt '61‘3)33)3) 0il
N Et hoxymath/l - rretlhyl -I - napht hyl net hyl am ne (for"ExarrpI es 4, 37, 50 and
7N 21 g of | N-mbt hyl -| - napht hyl rrlat hylfam ng and-9 g of abs. ethanol are
treated undef ice¢-coolihg in port;ons with |3, 6 |g of parafornal deh;ﬂdb and
the mixture | 42 | +Z2 .2\, CoHgl " - - p.(HC1)
ol | 185184
.\".\.’.
, .=.\ .
43 | _u. . CHS . .-.\-\_/./.-CE'_,’ 0il
L ! - ——
T w_| = -ClcH '
44 !\\_,I-L/,! H | CHy " - \.\—{, (CHy) 4 011l
: _
OCI-13
45 | ;S ee—e— H | CHy(-"-| =-"- 01l
I il 3
*\h~\§..*
~ 46 | sz N— . | | 0il
.’, * cmmum o . H CH N L -" - i
i il 3
NN - Py
‘ N .
47 | ;2 Ne—.= Br H | CHelano] ="~ 0i1
17 1] 3
'\i/'\s': : -
: LUl I = :
48 | 2= ~.2 Q. H iH F"A4./ " \-cH ' 0il
b7 /2N -
RN A CH
5 . . 3 .
49 | ="~ H | CHjj-v.] =" = 0il
!




stirred

for

1 hour at
. Wi th dichl oronet hane,

“obt ai ned as a pale yellow oil
-21-

[err]

N-(5,7-Di fluoro-I-napht hyl rrethyl)rrethyl am ne (for

roomtenperature. J
filtered and concentrated. The pure product

The reaction m xture is treated

2

is

foll owi ng vacuumdistillation (1.3 nbar/
900-9447 M

Examples 1 a

nd 59) a)

4-(2,4-Di fluorophenyl)-4-one-butyric acid 11.4 g of 1,3-Difluorobenzene and

28 g of alumniunthloride are takemgup in 75 m of dichloronethane and .
inic anhydride | n S

treated at [err] with 10 g of suc

refluxedgTorf 6 houns. The m x{ure i's pohred ont_g i hydrochl ri.i acid 'C])-
treated &? dethl“Geonet hane gnd St d.d(.ﬁ.; ]e‘r'r\l The HA eé“'arg'l :
separ at e é a de s phase ¢gxtrdct e(} t K| dikhf/or ane and16%d71°
conbi ned org Are p‘ha’ses shakep wi tth dilpuyte ¢austic a. The ueous
al kal i nel sol ption is washed wjth ether pnd fade acidic wth hydrochloric
acid. The precipitate”is filt¢ered o upder |syGeRiv hed wifh wajgr and
dried (nj psl i}?minS)” b) 4-(2}4 |f2|Dif iy apheryk)bmfltr.?d(‘ggil d 50} g of Zinc, 5
g of mert ury INDE \ijlo%de 215 m{ of cpnc. thydidchloric acid pnd 75 m  of
wat er arE thproughly stirred flor 10 mnhtes| The liquid is decpnted off and
t he anal a ed ZI d treated fith BOm o6f wdt ef=-7/5m of conc. hydrd)ﬁhl oric
acid, 3 3 écehl’clam d and |16 g &y > 4- \f/}aorophenyl) 4 one-'Mutyric
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chloric ci d| are”atded every 4 houfs. The or|gani cC (3 is rempved, the
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organi ¢ phase¢s \A@.Sj\Qd with watieH mwg and cc{nce;l 13 The g€ p U
di ssol vetfl i58 eifceﬂs el | 210-214° \f
N RN PL ~4
| .
RN H | CHy o] - n - 011
RN
1 '\\./.‘OI.
e | /=N - CH 0i1
55 i""(\‘i H {H |-"- "\,\_. 25
- ll\/l°
56 - " o H CH3 -l - " - Oi]
; " /.=.\ 3
57 - _ H H -l -.\\ /[.-C(QI3)3 011
l " LI
58 .,,-\./'\\. H CH3 - - 01] | | ’
SN, N, 3
: r=A l 5=\
F A 2 i
59 \./,'\_tl\\. H | CHy =" N/ |H\\ /r -0l
P | 3
|
h = ﬁ
1| R
.‘/’
' =N LT\ 011
i 6L =" - H |cCHy| =" N_/ ] \N\_//
k | CH,
- 62 CH3°‘ ’_I_.\\. H CH3 P I - \\ .C(C:H3) 0]]
P -
(CH)C




IN caustic soda,
hydro- genated ‘for 36 hours at

treated with 200 ng of pall adi um on active charcoal and
room tenperature and normal pressure. The

m xture is filtered, nade acidic adextracted with ether. The crystalline

cr uderr oduct can be purified by ball-tube distillation at 0.13 nbar/ 120,

c) 5, 7-Difluoro-I-tetralone 120 g of Pol yphosphoric acid and 12
g of phosphorous pentoxi de are stirred +olhenogeneity at [err] 43 g of
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trifluoroacetic acid. The mixture is poured onto ice-water and extracted
wi th di chl oronet hane. The organi ¢ phase is washed neutral’ with 'sodi um
bi carbonate solution, dried and concentrated. The oily crude product can be

puri fied

by chronatography over silica gel (eluant:hexane). f) -&f

5, 7-Di fl uoro-1-brononet hyl napht haline 1.35 g of
5, 7-D-fluoro-I|-nethyl naphthaline in 10 m of carbon tetra- chloride are

refl uxed
di benzoyl

Cner b bR asired SeRrL A8 BRLFeTals AR t8 RERPAF

further
N- (5, 7-Di

5 7-Di {1 uor o 13-B5 GhroRch T Adbmehay i abutyey b tadye

for [err] hours with 1.4 g of N2bsonbsucci ni m de arggg5e44ry of
peroxi de. The cool ed m xture js filtered ang t he solv renoved

Rl 3sf QU?‘WSU ent for
f_2‘34-1(@‘3 -DTmBthy1en LButgh 1)benzylbrom1de'(for Example 6) -

r47 B0°FiN-BromasHantnimidey

sl owy addgd 1@0C’fﬁlj’\"o$edi’!efnﬁof%|rbﬂﬂiet on 159 m &F carbtnYe&iraghToride NEricy ElUxEE

sol uti on.
over ni ght
resi due t

et her and

Af t er hour caqol1ng i sc u d and the m xture stirred
for &aews& ehpR MxEyre wh@q%reﬁg e 89BN mqé?éj VREST HackyR, The

BKFé“ gvadddt & dbxds medlagr i owmbnbmgalmsomgﬁy ovephed ivhtdel using

al kaline with solid potassi um carbonate y extraction wth

et her theheﬂﬂeea%(ﬁmpélﬂﬂ!‘ i*s obtained as a colourless oil, mp. (Hd):

224-228.

5, 8-D fl uor o- 4- net

N Safa R{}o‘uFW %ol Abrﬁx@ﬁ@ﬂwkﬁmbhﬁwnuaecénf 8& @eamideai&)na)

tetra | uor.o- 4- net yl -1-tetral one

are di ssoB\)eH'Bmmmthﬂ'df"ﬁ%ﬁhydhefﬂ%h@‘%eeéf@'de?‘ﬁ"lﬂ#a?? portions with 1 g
of sodi Uggzgz-%w&f nfdFiet @ﬁénﬁ)h@%ﬁt@tu;rne%ﬁogwr(%weeaﬁ‘ape gsyfure is

concentr

aqueous pD&sbtesteBmyhhﬂmalwqﬂhd%t(tf@r Bxampi e 1dodtd 19

and t artitione 2& and et her. The

E) 2-(3,3-dimethyl-1 butynyl)benzy1brom1de (for Examp]e 23).
F) 4-(2-Methoxy-2- propyT)benzy]brom1de (for Example. 25).

G) 3-(Bromomethyl)-6-tert.butylpyridine (for Example 72).
H) N-Methyl-4- pheny1benzy1am1ne (for Example 7)

10 g of 4- B1phenylcarba1dehyde and 40 ml of 33% ethanol1c methylamine are
stirred overnight at room temperature with a 4 A molecular sieve. The mixture
is filtered and concentrated under vacuum. The residue is treated in_60 ml of
ethanol with 2 g of sodium borohydride and stirred for 3 hours. The solvent is
removed under vacuum, the residue partitioned between ether and water and the
organic phase dried and concentrated. The pure base is obtained as an oil
following chromatography on silica gel with dichloromethane/ethanol=9/1 as
eluant. | | W

Analogously to H) the following compohnds can be obtained as oils:

I) N-(2,3-Methylenedioxybenzyl)methylamine (for Example 10).

J) l-(Naphthvlmethyl)cyclopropyl-amine (for Example 18).

K) N-Methy1-2,3- dimethylbenzylamine (for Examples 60 and 61). _
L) N-Ethoxymethyl-N-methyl-1- -naphthylmethylamine (for ExampTes 4, 37 50 and 71).

21 g of N-methy] -1-naphthyimethylamine and 9 g of abs. ethanoI are treated
under ice-cooling in portions with 3.6 g of paraformaldehyde and the m1xture
stirred for 1 hour at room temperature. The reaction mixture is treated with
dichloromethane, filtered and concentrated The pure product is obtained as a
pale yellow oil following vacuum distillation (1.3 mbar/135-138°).



- 23- . 900- 9447 organi c phases dried and concentrat ed.
Recrystal lisation friomn-hexane yields the pure product as col ourl ess
crystals, mp. [err] b) 5,8-Difluoro-1-nethyinaphthaline 3 g of

5,840 fluoro-4-nethyl-1-tetral ol ‘are refluxed for 5 hours with 1 g of

sul phur. The cold mixture is diluted with ether, filtered and the sol vent
renoved at 0. The product is purified by.gplum chronatograpgd 43y silica
gel (eluant:hexane). c) 5, 8-DBi.chl oro-1-brononet hyl:napht hal i né” Anal ogous to

I1f) to obt M) N he? 10 F buarorbenaptt iydmetiv I me thyl amirteo§f ep Eyamples Bidndcsg)gel

—

I t:h /st =984 2) : . 3
(R o BT ek iR tarbbeni) 24-onBlovtyric acid i o 53 and 65) a)

5- Fl uor o- | - napit h‘hlgdeﬁy'ldé-lliﬂﬁogoh!h'zsn_dzlaud)r?& b-asfaﬁﬂmdmmﬂhmﬁlloeid?a“ areitaken }L@d
in40mM o Sqt t dhi.s t erature 11 .

di i sobut yl in 380w ﬁ&ﬁ‘?ﬁa@%’%ﬁ% ?ﬂdt%lehg%%)“ﬁse X d0G7 &Jﬁf%‘éﬂahﬂ hy&hice
Cstirring chhtsmalibgpordions hndirthemireffbuxedc for i6ngourheThehaseturar s Epepﬁétﬁbﬁtb
t he aqueou | X1, e | u the conhined o ni as
i ed and- Foudtd ol B8R, hrdleed it 8REPongREne 308 ke 2B £ purarte
upon recr yphasiesi anet separfatedn ahkeaqueeys phesemeathartedwith @izhlbyomethane and the
(5-Fl uoro-)4 . t ' T ound i s obtained from '
5-f 1 uor o- | J‘°n"§’§ﬁ€%¥ég’ﬁfgéh%{r§§ Prlﬁ'%@ql %%hngﬁatﬁgrgﬂggy yofa é@&nﬁq@oﬁs #dkaline
col our | esssaiutiorP)is4wddbiedewitpl ptreamrybsd Imade aeddid lwritollirihjrelgltﬁd‘hﬂr:}r"c'e(?iUﬁ)dj.e;)’laé?T1 a)
4- (Di net hy| n Ll vl )& 9l uene f_ Bromot ol uene  ar, I ssol ved .in
of (tet rahgﬁfegﬁ Bﬁ;\ ®a % ftéﬁ’t%ﬁe@ 9€fe§p§%r éPC%’M%EM‘SM%ra@% 1Ak ?’pr-
butyl I'i thi tra-Thshexane. After 30 . : : ,

v b) 4-(2,4-Difluorophenyl}butyric acid

50 g of Zinc, 5 g of mercury (II) chloride, 2.5 ml of conc. hydrochloric

acid and 75 ml of water are thoroughly stirred for 10 minutes. The liquid fis
decanted off and the amalgamated zinc treatéd with 30ml of water, 75m] of conc.
hydrochloric acid, 3 ml of acetic acid and 16 g of 4-(2,4-difluorophenyl)-4-one-
butyric acid. The mixture is refluxed for 8 hours whereby 10 ml of conc. hydro-
chloric acid are added every 2 hours. The organic phase is removed, the solution
decanted from the zinc, extracted with toluene and the combined organic phases
washed with water, dried and concentrated. The residue is dissolved in excess
IN caustic soda, treated with 200 mg of palladium on active charcoal and hydro-
genated for 36 hours at room temperature and normal pressure. The mixture is
filtered, made acidic. avdextracted with ether. The crystalline crude product can
be purified by ball-tube distillation at 0.13-mbar/120°, m.p. 45-47°.
¢) 5,7-Difluoro-1-tetralone | .
- 120 g of Polyphosphoric acid and 12 g of phosphorous pentoxide are stirred
- to homogeneity at 60°. 43 g of 4-(2,4-Difluorophenyl)butyric acid are added and
the'mixture stirred for 1} hours at 80°, poured onto ice-water and extracted
with ‘ether. The combined organic phases are washed with sodium carbonate solu-

tion and sodium chloride solution, dried, stirred with a little active charcoal
and evaporated. The crude product can be purified by silica gel chromatography
(eluant:hexane/ethylacetate=4/1) or vacuum sublimation at 0.65 mbar/100°, m.p.
89-91°,



mnutes at [err] 5 g of dinethylphenylchloridesilane are added dropw se and
- cooling discontinued. After 2 hours at roomtenperature the m xture is
pourned onto ice-water, extracted wi th dichloronethane and ball ‘tube -
distilled (0.13 nbar/ [err] b) 4-(D nethyl phenyl silyl)benzyl brom de 2@
" 900-9447 Q 1-Phenyl -1-(4-brononet hyl phenyl)ethyl ene (for Exanple 31) a)
1- Met hoxy- 1- phenyl - 1-tol yl ethane 2 g .of 1 f’henyl 1-tolylet haga@g stirred
overnight with 0.56 g of 80% NaH in 50 m “of t et rahydr of ur an, Z
net hyl i odi die Sadelid 1uonb-dtinethydel cetrataled for 6 hours. The mixture is

wor ked up wt C a e aily oduct
purified over Qaélgulfl E‘g D1$T&d(’:r§| Len%t%t% cyc?odﬁé%;ﬁ'gg gn gﬁ rgh OI? Bfr{er afd agélecf
1- Phenyl - 1tc( 4- §rwn§wétmbmlpyepmeldyfmne0F&lb(geeﬂsnagnedmgoamd )2 § mfAnethyliodide
obt ai n,: -p - t ol thane t he | e cP ound
as an oil. ﬁkteltg g@oﬁﬁgﬁmﬁ)ﬁg #oﬁe?ﬁ%% % tcl)"ﬁ Tﬂﬁ 55h1esnb?\"éﬁg @é%ﬂf:ﬁ T a)
5- Chl or o- Zanﬁmnmm npummom tshiomEded Hout? Theohqiedus] praase tsieenrshtddi with. @ther
m  of dICh| 84 0 hen an
p-t ol uyl ch‘.f 'U}ﬁ?g P 8e%°‘g’r“§§ﬁf’ gt\nothggio‘m% @mmﬁg?qr&a‘%go@ﬂ $ihiRg qec}r
1.5 hours H]uanbmoﬂeerma’eahwlraeetm-wn.ure is worked up with agq. HO,
extracted QIoroth q the oily product purified on silica ge
with tol ue e_agﬂgLu&RLF-Eﬁﬂggzﬁﬁﬂkg—gﬂﬁh-brononethyIbenzoyl)thlophen '
2.5 g of 5,7-Difluoro-1-methyl-tetralol, 3.6 g of triphenylmethanol and
2.6 g of tr1f1uoroacet1c-ac1d anhydride are refluxed for 5 hours in 16 ml of
trifluoroacetic ‘acid. The mixture is poured onto ice-water and extracted with.

dichloromethane. The organic phase is washed neutral with sodium bicarbonate -/
solution, dried and concentrated. The oily crude product can be purified by |
chromatography over silica gel (eluant:hexane). -
f) 5,7-Difluoro~1-bromomethylnaphthaline .

1.35 g of 5,7-Dif1uoro-1-methy]naphthalline- in 10 m1 of carbon tetra-

chloride are refluxed for 4% hours with 1.4 g of N-bromosuccinimide and 50 mg
of dibenzoylperoxide. The cooled mixture is filtered and the solvent removed
under vacuum. The purity of the crystalline crude product is sufficient for
further reaction, m.p. 74-76. 5°.
g) N-{5,7-Difluoro-1-naphthyimethyl)methylamine

2.3 g of 5,7~ Dxf]uoro-]-bromomethylnaphtha11ne are d1sso1ved in 10 ml of
ethanol and slowly added dropwise with cooling to 15 ml. of a 35% ethanolic
methylamino solution. After 1 hour cooling is discontinued and the mixture

- stirred overnight at'room'temperature. The solvent is removed under vacuum, the

residue taken up in 2N hydrochlorid acid, the aqueous phase washed with ether
and made alkaline with solid potassium carbonate. By extraction with ether the
title compound is obtained as a colourless oil, m.p. (HC1): 224-228°.
N) §,8-Difluoro -1- bromomethylnaphthaline (for Example 19)
a) 5,8- Difluoro-4-methyl -1-tetralol

5 g of 5,8-Difluoro- 4-methyl -1-tetralone are d1sso]ved in 75 ml of methanol
and treated in small portions with 1 g of sodium borohydride. After 2 hours at
room temperature the mixture is concentrated and the residue partitioned between
water and ether. The agqueous phase is extracted with ether and the combined |




" Proceeds. anal ogously to A), to.obtain,_starting from 5-chl oro- 2- (4- net hyl -

- benzoyl )t hi ophen, t'he title conpound as an oil. s)

. 1- (4-Chl or ophenyl ) - 1- (4- am.nonet hyl phenyl ) cycl opr.aopane (for Exanple 34) a)

1- Q4 Chl or ophenyl ) - 1- ( 4- cyanophenyl ) et hyl ene Proceeds anal ogously to

Exéﬁple 5) starting from 4-chl oro-4'-cyanobenzo- phenone to obtain an oily
product- which can be directly further reacsgd. b)

1- (4- Chl or ophenyl ) - 1- (4- cyanophenyl ) cycl optopane 600 ng of Cb%%k?4ﬁ%mder

are caut eri aeghnictghaiés ryied anddéameentrat@d niReofystal U'Haionl.f?o@ hexane yields
Di i odonet ha - ~(4- n | )-1-(4-chd,oro- phenyl)-ethyl ene
are added aﬁzef ?Rge %Qggtfz&eg% eq}ﬂ]ég'é]?é?o&%ggyﬁoﬂr%' éﬁaﬂohen filtered and the
filtrate comkén8riifddordFiiemetinyynaphhallimei s chr omat ogr aphed on silica gel
with toluene asgq %g@ B} f1uoro-4- 1-1- 1 1 h .

1- (4- Chl or opheny!| %2? A o e B T T2 O BRI 19RS g Gt hours with 1
Li t hi umal ung mfummurdél'hareols!umpehnam}ems' di Lt edi with bﬂia"rahflﬂrtered lahdntheZSérNéﬁt
of 1-(4-chl propane in 5 m t dr of ur an
added dr Op é"gegig%th r#‘gt §G$€f P i‘&%ﬂﬂ%‘* %¥8‘= P chrepatagr R'E %/ Sihie gel
hydrol ysed (éluanfieiéheland extracted with dichl oronethane. The oi I y title

conpound |s di_r ec rea ted further. : 2D- . 900- 9447
T) N Methyl € __z_gémﬁh an (for Exanples 62 and 63) a)

3-tert. Butyl -2- Nﬁlhgwmazvﬂ)bwmbdewrme@ﬂ@ a6 o0s® 3 Yowing Adhrohatdgrashy over
from(2-tert, hutyl Kﬁ e %%2 fe |6t??££.as crude product suitable
for furt hers‘r]é&(’,tqedn g@)a ]F\)%P tiy met hoxybenzyl ami ne
0) (5- Fluoro-1-naphthyimethyl)methylamine (for Examples 53 and 65)
- a) 5-Fluoro-1-naphthaldehyde
1.95 g of 5-Fluoro-1-naphthonitrile are dissolved in 40 ml of abs. toluene

and cooled to -30°. At this temperature 11 ml of diisobutylaluminiumhydride -
(20% in toluene) are added dropwise and stirring continued for 2 hours without
cooling. The phases are separated, the aqueous solution extracted with toluene
and the combined organic phases dried and concentrated. The pure product is
obtained as colourless crystals upon recrystallisation from ether/petroleum
ether, m.p. 93°. '
b) (5-Fluore-1- naphthylmethy1)methy1am1ne
The compound is obtained from 5-fluoro-1-naphthaldehyde and methylamine
analogously to Example 2 as a colourless oil.
P) 4-(Dimethylphenylsilyl)benzylbromide (for Example 24)
" a) 4-(Dimethylphenylsilyl)toluene
5 g of Bromotoluene are dissolved in 30 ml of tetrahydrofuran and slowly
treated at -65° with an equimolar amount of butyllithium in hexane. After 30
minutes at -65° 5 g of dimethylphenylchloridesilane are added dropwise and
cooling discontinued. After 2 hours at room temperature the mixture is poured
onto ice-water, extracted with dichloromethane and ball-tube distilled (0.13
mbar/95°). | | '
b) 4-(Dimethylphenylsilyl)benzylbromide




Proceeds anal ogously to Mg) to obtain a colourless o1, U
1- Phenyl - [ 1- (4- am nonet hyl ) phenyl ] cycl opr opane (for Exanpl € 12) Proceeds
anal qgously to S) starting from 1-phenyl - 1- (4-cyanophenyl)- ethylene'to

obtain the title compound .as an oil. V) i
(6- Fl uoro-1-napht hyl net hyl') net hyl am ne (for Exanple 58) Proceeds '
. anal ogously to 0) to obtain the title corddeund as an oil. 90020447
900 9447 Spect : : 7.6-7.8 (m
%MM ‘" ]3%3 83 (s, 2H);

3 572(5 %&%1-&3&9:(&-51?%&)351 -1-Cfiylethade). 2  8.0-8.25 m 1H): 7. 62-8.0
: 0- - 2H)L
(1m55_;|? 30 (m 19 °f(m§6m2' 1 Fﬂgﬁ”it'ga qn}"(enr%z’ﬁ)‘“1 ?)"‘é"?‘ 'E‘H%TLB .°°85 ¢ of 4k
g 558(45 (Zrmu 1|H)so 1 6F- ?eﬁﬁh&@tofﬂkhn, 3. BOgl Bfaﬁet(hmidﬂil):le §dde8- fnd?Et{ﬂmgH)
S , . .
0. 86 J(%"* f‘i’ 6 f H‘)"ss ?ﬂf gﬁ?ﬂ-"?m $ MHpr E‘%"z &R ‘S}’%?ﬂm“c%ri)e"t‘?a%d?"‘%

(m 13H) cﬁicﬁ?or(o‘metﬁiﬁ)e afd The (&i1y2phadudt Jfuri $ied3bver B 6P1ilca, gfHkoldmn with
820844 75:7.85 (m 2H); 7.37-7.58 (m 4H); 7.23-7.36 (m6H);
682687"( ’2??‘"353533‘%3 8 (m 2H); 3.95 (s, 2H); 3.81 (s; 3H); 3.60

(s, 2H); 2.8)11¢Phength1-(4-bromomethylphenyl)ethylene ,
Proceeds analogously to A) to obtain, start1ng from l-methoxy 1-phenyl-1-
tolylethane, the title compound as an oil.
R) 5-Chloro-2-{4-bromomethylbenzoyl)thiophen. (for Example 32) _
a) 5-Ch1oro¥2-(4-metﬁy1benzoyl)thiophen o/
5.17 g of AICI3_are suspended in 1.2 ml of dichloroethane. 3.84 g of |
2-Chlorothiophen and 5 g of p-toluylchloride are added dropwise with cooling.
Following stirring for 1.5 hours at room temperature the mixture is worked up
with aq. HC],-extracted with dichloromethane and the oily product purified on
silica gel with toluene as eluant.
b) 5-Chloro-2-(4-bromomethylbenzoyl)thiophen
Proceeds analogously to A) to obtain, starting from 5-chloro-2-(4-methyl-
benzoyl)thiophen, the title compound as an oil.
S) 1-(4-Chloroghenyl)-1-(4-aminomethy1phenyl)cyclopropéne (for Example 34)
a) 1-(4- Chlorophenyl) -1-(4-cyanophenyl)ethylene
Proceeds analogously to Examp]e 5) start1ng from 4-chloro- 4'-cyanobenzo-
phenone to obtain an otly product which can be directly further reacted.
b) 1-(4-Chlorophenyl)-1-(4-cyanophenyl)cyclopropane
~ 600 mg of Copper powder are cauterized with 10 mg of iodine in 10 m] of
toluene. 1.2 g of Diiodomethane and 500 mg of 1-(4-¢yanophenyl)-l-(4-chloro-
phenyl)-ethylene are added and the mixture refluxed for 140 hours and then
filtered and the filtrate concentrated The oily residue is chromatographed
on silica gel with toluene as eluant.
¢) 1-(4-Chlorophenyl)-1-(4-aminomethylphenyl)cyclopropane
230 mg of Lithiumaluminiumhydride are suspended in 10 ml of tetrahydro-
furan, 234 mg of 1-(4-chlor0phenyl)-l-(4-cyanopheny1)cyclopropéne insml
tetrahydrofuran added dropwise and the mixture refluxed for 18 hours. The
mixture is then hydrolysed with IN HC1 and extracted with dichloromethane. The
oily title compound is directly reacted further.

o/




S27 - . 900-9447/WA 6 - 8.18-8.36 (m 1H); 7.65-7.95
(m 2H: 7.18-7..60 (m 8H); 3.90 (s, 2H): 3.55 (s, 2H); 2.15 (s, 3H); 1.30

(s, 9H. 7 8.26-8.33 (m 1H); 7.75-7.88 (m_2H): 7.28-7.62 (m 13H);
3.9 (s, 2H); 3.63 (s, 2H); 223 (s, 3H). 8  ° ¥7.64-8.05 (m 3H);
7.27-7.53 (m 4H); 6.86 (s, 2H); 3.85 (s, 2H); 3.58 (s, 2H); 2.33 (s, 6H); .
2.25 (s, 3H): 2.13 (s, 3H). 9 8.20-9:00 (br, 1H): 7.10g7 98.(m 10H);
3.75-3.95 (m 1H): 3.77 (d, 1H, J = 13,5 f2): 3.00-3.25 (m 2&% 4730 (d,

éH7OJ6=9é3H> N4Mpthyl) -35¢t&rt1Bu Z-Tfné)thoiybaizjzﬁmﬂé")(foﬁ(txamples 62 32d(63) 4H)H)
S ), o.92 (S, ZH);, Z. 20 (S,
1.30 (s, w3imt£t3§éﬁ-@ﬁﬁqﬁ_§” pHe 2 68-7.95 (m 2H)}: 7.25-7.65 (m

8H); 3.94 (s, Pl'bceeﬁsma(lego@w ta2 A20startig-from.(24tdra.. b@tﬁbﬁ-’lri’ethyrphenyn-

g: ég_ ?-s-,272{5§%’é% §|?3|)‘§° f"g}é“'%wé"é"(a%%ﬁgf ?‘i"g‘“e" "eHzfii"Z‘ 7. 8581( m2H)10H)

4.9 (dd, 3bk N?-MSthyM&lztertL—buty?.-%e(thoxybﬁhz,yﬁm?ﬂe(dd J = 18 + 7.5Hz, 1H)(

3.25 (dd J =18+ 4Mz, I . 1.7 {Su. 1. L 30 (s, 7.2-7.8 (m
10H) ; (5 0 (dd, g‘ﬁ"“”#s“ﬂﬂiﬂ‘s‘{hgﬂ “§9£Q§°3&%“(‘H1(a &R?W"éei@ Qd. 3H): 1.30 (s,
9H). 15  U) 1-BhémA- EB-(GRhm{Hd)netm_/ﬂpﬁermGmclﬁb%paﬁeZ(-ﬂ:rﬁ@#ﬂ]e8||2)) 3.96 (s,

(le_D ; 9I?:I) 84 1008 Seeeds anafogously €6 S starting from 1-phenyl=1-(4-cy a"°phg"|;|)”'l >

ethylene to obtain the title compound'as an oil.
V) (6-Fluoro-1-naphthylmethyl)methylamine (for Example 58)
Proceeds analogously to 0) to obtain the title compound as an oil.




a- -28- 900- 9447/ WA 16 8.15-8,45 (m 1H); 7.65-8.0
(m 2H); 7.15-7.65 (m 13H); 7.1 (s, 2H); 3.95 (s, 2H) 3.6 (s, 2H); 2.2 (s,

3H). ‘17 7.15-7.5 (m 8H); 3.54 (s 2H) 3.49 (s, 2H); 2.21 (s, :3H);
134(s, 9H); 1.32 (s, 9H). 18 95 2(m 1H); 7.6-7.95 (m 2H)
 1- .6 (m 8H); 4.1 (s, 2H); 3.73 (s' 62H) ; -2.05 (m 1H); 1. :990(%479%1)“’
.1-0.4 (m 4 19 8.0 (d, J = 7.76 (d, J = 7Hz, 1H); 7.52
dd, J -(8 + |7_|)Hz 1H); 7.25-7. 35 (Aﬁ%’%&gﬁem 4H): 7.0-7.13 (m 2H): 4.11
d, J= 3Hz, 2H); 3.64 (s, 2H); 2.21 (s, 3H); 1.3 (s, 9H). 20 |
.05-8.27 (m 6 90 (m 10 3.90 (s, 2H); 3.53 (s, 2H); 2.18 (s
H: 1.30 (s,E}{?) s‘yét;a 8(15 8. Z?) (m 1H§ 7.?5-7.95 (Sn 2H)H?' 7.15-7.(65
<Tt 85{); z216501§3 dtS HZJ7.9—8L& tmp 1Bz 7.62HB; (, 121);(3.2-‘2.U)s,m 36H)} 4.98 (38& ;3% gg
, .= + .
s, 1H): 3.48 (s, 2%?‘?50“%]5' g”"@m‘m'z’%%ﬁzé'?’?ﬁ% 'g’ézbéa@eé"‘% Z-
85220(m 4H): 1 sg9Ra, 9H) 23 8.16-8.40 (m, 1H); 7.68-7.95 (m -
H: 7.04-7.64 (m 7H): 399(a 2H) ; 381(5 2H) 2.22 (s, 3H): 1.36 (s,
H. 24 8.20-8.42 (m 7.70-8.00 H% 7.24-7.68 (m 13H);
.00 (s, 2H);23.66 (%ﬂ-&‘}l? (ng. s L65RP: (m) Bd).(b 0¢h§5 (g 4H); 5.5585.80- 8. 40
m 1H); 7.66-7.95 . ,
m. (H)S e 3% ETSR; :4.18 @2@0?3 z@% QH) lﬁs%dgn 3!4); 1?0&91@,
.72-8.12 (m 4H): §019(6'82€'ﬁt° ﬁl)( %")95 (s -
3 8.2-8.45 (m, 1H); 7.65-7.95 (m, 2H); 7.30-7.65 tm, 4H); 5.55-5.75 _
(m, 1H); 3.85 (s, 2H); 2.94 (s, 2H); 2.12 (s, 3H); 1.65-2.2 (m, SH); W

1005.1050 (m, ZH); 0-86 (S, 9H)0

4 . 8.1G-8.34 (m,lH); 7.64-7.95 (m, 2H); 7.03-7.58 (m, 13H); 3.92 (s,
2H); 3.55 (s, 2H); 2.19 (s, 3H); 1.65 (s, 6H).

{m, 6H); 6.82-6.87 (m, 2H); 5.34-5.38 (m, 2H); 3.95 (s, 2H); 3.81 (s,
3H); 3.60 (s, ZH); 2.21 s, 3H). _



2H): 3.90 (s, 3H); 3.62 (s, 2H); 2.20 (s, 3H). - 29-

900- 9447/ WA 27 . ° 8.20-8.42 (m 1H); 7.26-7.98 (m 10H): 3.97 (s, 2H);
,3.61 (s, 2H); 2.21 (s, 3H) 1.34 s,9H). 28 8.20-8.38 (m 1H);
7.367.84 (m 12H); 6.86-6.98 (m 2H); 3.98 (s, 2H); 3.86 (s, 3H); 3.64 (s,
2H) T 2.21 (s, 3H). 29 827839(m 1H); 7.24-7.94 (m 14H): 4.00
(s, 2H); 3.66 (s, 2H); 2.44 (s, 3H); s, 3H. 30 ‘é 4 4 (m
1H): 7.74-7.92 (m 2H): 7.08-7.60 (m 1(4—1) 5.40 (s, 2H); 37 9%%7/

3.60 (s, 2H); 2.34 (s, 3H); 2.20 (s, 3H). 31 8.24-8.35 (m 1H):
7.74-7.92 (m «2H); 7aia: 13He_ 5044

3.60 (s, 2I(—|) 62H)2o (3.13 i@éq nﬂH) s 536@ ﬂhf_@ 783'573396‘]{%0 4H) ;
7.36-7.64 (m 7H): 62k 358482 2 -15%#!2'): 334 ks. H@-z (s, 3.68 (s, 2H):
2.26 (s, 3H). 33 824828(m1H) 772785(m3H) 7.34-7.52 (m

1 308 ooty it Sigh S ol dam g By Ve erlng T aa ey

7.76-7.84 (m 2H); nreBS7634&,@hﬂ.z.23+Is,m)92 (s, 2H): 3.54(s, 2H): 2.17 (s,

3H); 1.20-1.29 (m 4H . 816828(m1H) 774790(m2H)
710757(m12H) 3968 %360 H)225§s, H; 2.21 (s, 3H
1.64 (s, 6H).8 7.64-803 Sy Hes(PR74HH3 (my 64ty 6986 =m2|'2JH)3 357\%42H),60 (m
8H), 3.92 (s, 2H) 33.54 (¢ SZH;?U)B(Z ?&Q; (zszs @H)SH)-lz.ﬁ) SH)S :
8.05-8.4 (m 1H): 7.6-8.0 ( '71576 (m (% 3 H)
v 1H, J= 13,5 Hz); 3.00-3.25 (m, 1H); 2.80 (d, 1H, J = 13,5 Hz);
1.45-2.10 (m, 7H); 1.27 (s, 9H).
10 7.32 (s, 4H); 6.70-6.95 {m, 3H); 5.95 (s, 2H); 3.54 (s, 2H); 3.52 (s,
2H); 2.20 (s, 3H); 1.30 (s, 9H).
1 8.15-8.40 (m, 1H); 7.68-7.95 (m, 2H); 7.25-7.65 (m, 8H); 3.94 (s,
2H); 3.60 (s, 2H); 2.20 (s, 3H); 0.24 (s, 9H).
12 8.16-8.27 (m, 1H); 7.70-7.88 (m, 2H); 6.84-7.52 (m, 13H); 3.88 (s,
2H); 3.50Q (s, 2H); 2.25 (s, 3H); 1.22-1.28 (m, 4H).
/ i3 7.2-7.85 (m, 10H); 4.9 (dd, J = 7.5 + 4Hz, 1H); 3.95 (s, 2H); 3.74

(dd, J = 18 + 7.5Hz, 1H); 3.25 (dd, J = 18 + 4Hz, 1H); 1.7 (s, 1H);
1.30 (s, 9H). '

14 7.2-7.8 '\'m,- 10H); 5.0 (dd, J = 7.5 + 4Hz, 1H); 3.25-3.6 (m, 4H); 2.19
(s, }H‘); 1.30 (s, 9H).

15 8.0-8.25 (m, 1H); 7.7-8.0 (m, 2H); 7.2-7.65 (m, 8H); 3.96 (s, 2H);
3.84 (qua, J = 6.5Hz, lH), 2.15 (s, 3H); 1.54 (d, J = 6.5Hz, 3H); 1.33
(s, 9H).



3.58 (s, 2H);
- 30-

2.32 (s 3H);

7.15-7.62 (m 8H);
8.18-8.36 (m. 1H);
(s, 2H); 2.17 (a, 3H).
(s, 2H); 3.59 (s,

2.2 (s,

2.18 (s,

2H) ;

3H); 1.66 (qua, J = 7Hz, 6H); 0.64 (t, J = 7Hz, 9H);

©-8.20-8.35 (m :1H): 7.70-7.92,
(m 2H); 736-7.60 (m 4H); 7.05-7.35 (m 4H); 3.90 (s, 2H): 3.56 (s, 2H):
3H). 39 8.20-8.36 (m 1H); 7.70-7.95 (m 2H);
3.93 (s, 2H); 3.52 (s 2H); 2.18 (s, 3H) 40

7.30-7.96 (m 8H); 7.00:98.18 (m 2H); 29{]9] 9@%3 50

900- 9447/ WA 38

41 770790(m1H) 720755

2.16 (s, 3H); 1.32 (s, 9H). 42 8.18-8.40 (m

1H); 7.16-7. 9% (m 1@t5-8A59n{ SH)P6s5-83 R, (2§4)2'7')1;s-?656(n§ q4i91);2
6,75 Hz); 1.28 (s, 9

1H); 7.30-8.00 (m 10
8.10-8.40 (m 2H): 7.

3.84 (s, 2H);

(m 2H); 7.20-

(s, 9H). 46

(s, 2H); 2.18 (s,

7.2-7.55 (m

. 7.95-8.2 (m

. 55 (s

7. 659

3H)

d

19

20 -

21

22

24

26

RO by T o0 2

15765 (m 7H); 6.75 (d, J = 8Hz, 1H); '3.99 (s 3H);

85 (% g;-zéﬁz 25T W83t S 28,5, o0 T3
- 720755(m 8H); 3.82 (s, 2K); 3.60
131(s9. 7.76 (dd, 3=7+3Hz 1H) ;

% 4? %2{%1 g‘llfg 47319(?2&6 2?%1§é|=17'54?'28 Bré %\rﬁ 295?

3.73 (s, 2H); 1.7-2.05 (m, 1H); 1.32 (s, 9H); 0.1-0.4 {m, 4H).

8.0 (d, J = 8Hz, 1H); 7.76 (d, J = 7Hz, 1H); 7.52 (dd, J = 8 + 7Hz,
1H); 7.25-7.35 (AA'BB'-System, 4); 7.q-7.13 (m, 2H); 4.11 (d, J =
3Hz, 2H); 3.64 (s, 2H); 2.21 (s, 3H); 1.3 (s, 9H).

8.05-8.27 (m, 1H); 6.75-7.90 (m, 10H); 3.90 (s, 2H); 3.53 (s, 2H);
2.18 (s, 3H); 1.30 (s, 9H).

8015-8.40- (ﬂ'\, lH); 7-65‘7.95 (m, 2H); 7-15.7065 (m, aH); Q-SU (dt,
J = 48 + 5,5Hz, 2H); 4.12 (s, 2H); 3.70 (s, 2H); 2.84 (dt, J = 26 +
5.5Hz, 2H); 1.29 (s, 9H). '

8.14-8.42 (m, 4H), 7.03 (s, 1H); 3.48 (s, 2H); 3.45 (s, 2H); 2.75-3. us
(m, 8H); 2.08 (s, 3H); 1.85-2.20 {m, 4H); 1.30 (s, 9H).

2H); 3.81 (8, 2H); 2.22 (s, 3H); 1.36 (s, 9H).

8.20-8.42 (m, 1H); 7.70-8.00 (m, 2H); 7.24-7.68 (m, 13H); 4.00 (s,
2H); 3.66 (s, 2H); 2.27 (s, 3H); 0.59 (s, 6H).

8012‘804-0 &m’ lH); 7066-7095 (m’ ZH); 7.20-7.62(!‘“,8""); .}-95 (3,
2H); 3.60 (s, 2H); 3.07 (s, 3H); 2.22 (s, 3H); 1.53 (8, 6H). '

8.20-8.42 (m, 1H); 7.72-8.12 (m, 4H); 7.30-7.68 (m, 6H); 3.95 (s,
2H); 3.90 (s, 3H); 3.62 (s, 2H); 2.20 (s, 3H).

7

48



3.88 (s, 2H); 2.9 (sept, 3, 7Hz, 1H); 1.73 (s, 1H); 1.23 (d, J = 7Hz, 6H)
-31- -

. 900- 9447/ WA 49 8.1-8.4 (m 1H: 7.65-8.0 (m
2H) 7.10-7.6 (m 8H): 3.92 (s, 2H: 3.58 (s, 2H: 2.90 (sept. J = 7Hz,
2.2 (s, 30 1,24 (d 3= TH, 6K 50 8:1-8.35 (m iH); 7.7-7.95
\2 . 25-7.65 (m 8H): 3.95 (s, 2H): 3.6 (s, 2H): 2.2 (s 3H) 1. 64

(qua J :7 5Hz, 2H); 1.26 (s, 6H); 0.66 (t, J = 7.5Hz, 3H).
7.63-7.7 (m 1H); 7.15-7.45 (m 7H); 3.5%%=, 2H); 3.55 (s, %94‘27/!\‘2“(3
3H); 1.32 (s, 9H). 52 8.2-8.45 (m 1H); 7.65-8.0 (m 2H); 7.10-7.6
(m 8H); 3.92 (s, 2H);

3.61 (s, 2H) . 2.22 (s, 3H).: 1.33 (s,. 53 .
7.9-8.15 (m 2WH); 7.08.208.¢ msmﬁg?izé 1398((;?4)10%’%9%&'( ‘;Qﬂél.i‘b Y 3y
1.3 (s, 9H). 54 . zﬁllﬁ-sﬁ)@;@r&,m 5.75-5.85 (m 1H); 4.70-4.85 (m
2H); 3.52 (s, 2H); 3.28 (d, J = 1,5Hz, 2H); 2.20 (s, 3H); 131(s 9H) 55
7.96-8.18 (m 1H); 762794(m 2H);705762(m 8H); 4.23

3.87 (s, 2H);28.60 (18.20<B.3& (b, H); 286=-7.84 0, ((2H)] E)BS-4.98( M. (3n?8 Qsa_)
0.91 (tr, J 7 Hz, 3 7.65-7.95 (m 2

0 045 6 (m 8H: mﬁ?’“‘i%ﬁ”&%& %@)gzgll)u@’é?f (tr, J _7(5 HZH)ZH);
2.20 (s, 3H); 1.10-1.80 (m 4H); 0.91 (tr, J = 7 Hz, 3H). 57

8.02-8.24 (mbg); 7. 6528.4)39 Tn, A 70247:5% Gf, GH);8400 (6, 28); (366 245)2H);

2.44 (s, 3H); 2.24 (s, 3H).

30 8.24-8.34 (m, 1H); 7.74-7.92 (m, 2H); 7.08-7.60 (m, 12HJ; 5.40 (s,

U 2H); 3.95 (s, 2H); 3.60 (s, 2H); 2.34 (s, 3H); 2.20 (s, 3H).
31 8.24-8.35 (m, 1H); 7.76-7.92 (m, 2Hj); 7.12-7.60 (m, 13Hj;
5.42-5.47 (m, 2H); 3.95 (s, 2H); 3.60 (s, 2H); 2.20 (s, 3H).
32 8030‘8.41 (m’ lH); 7.74‘7095 (m’ 4H); 7.36"7-6‘ (m’ 7H); 6.98-7003
{d, J = & Hz, 1H); 4.02 (s, 2H); 3.68 (s, 2H); 2.26 (s, 3H).
33 8.24-8.28 (m, 1H); 7.72-7.85 (m, 3H); 7.34-7.52 (m, 7H); 6.74 (d,
J = 4 Hz, 1H); 6.64 (d, J = 4 Hz, 1H); 5.44 (s, 1H); 5.8 (s, 1H); 3.95
‘s, 2H); 3.60 (s, 2H); 2.24 (s, 3H).
| 34 8.18-8.24 (m, 1H); 7.76-7.84 (m, 2H); 7.08-7.48 (m, i2H); 3.92 (s,
-/ 2H)3 3.54 (8, 2H); 2.17 (s, 3H); 1.20-1.29 (m, 4H).
35 8.16-8.28 (m, 1H); 7.74-7.90 (m, 2H); 7.10-7.57 (m, 12H); 3.96 (s,

2H); 3.60 (s, 2H); 2.25 (s, 3H); 2.21 (s, 3H); 1.64 (s, 6H).

36 8.13-8.35 (m, lH); 7.64-7.92 (m, 2H); 7.24-7.60 (m, 8H); 3.92 (s, .
2H)3 3.57 (s, 2H); 2.20 (s, 3H); 1.30 (s, 9H).

37 8.05-8.4 (m, LHJ); 7.6-8.0 (m, 2Hj; 7.1-7.6 {m, 8Hj); 3.52 (s, 2H);
3.58 (s, 2H); 2.2 (s, 3Hy; 1.66 (qua, J = THz, 6Hj; 0.64 ¢, J = THz,
913 '



3.90 (s, 2H); 1.69 (s, 1H); 1.33 (s, 9H). 58 8.16-8.40 (m 1H);
.7.60-7.82 (m 1H); 7.12-7.58 (m 8H); 3:90 (s, 2H); 3.56 (s, 2H.; 2.20 (s,
3H);.1.32 (s, 9H). - 32- 900- 9447/ WA 59

17.96-8.03 (m 1H): 7.62-7.70 (m iH): 7.48-7.55 (ng, 1H); 7.36-7.45 (m ;‘
"1H); 7.12-7.32 (m 9H); 6.97 (ddd, J 10,5, 8,5 und 2,5 Hz, 1H); 3.82 (s

2H); 3.54 (s, 2H); 2.19 (s, 3H); .1.67 6H). 60
3.H2=,2 (s, 2I(—I)S; 3.H250_(s, 2I(—I)S; 2.H)27 (s, 6I 3 2H)13 (s, 3H); gU‘Zz?ﬁéiWA 61
7.00-7.45 (m 12H); 3.52 (s, 2H); 3.50 (s, 2H); 2.30 (s, 3H) 2.27 (a, 3H);

L L i s o g
6.90-7.60 (m 12H) e (8(-?;2 556 (9, 21952.32 (80315 2.184s, 3BD10 (s, 3H):
1.68 (s, 6H): 1.40 (a, 9H). 64 7.74-8.02 (m 1H): 7.12-7.45 (m 12H):

3.79 (s, 2H) . 8.56 1 6 6 6 90- 8. 15
(m 2I(—|); H) 397 60 Eﬁwmlgl)%(%kg‘d'(ya%s]( 5@4%571 528"119“-539%#5 1. 66
(s 6H). 66 7. 62-)%. 3852 (3512H){2.187s,13H) . 55 (m 13H); 3.82 (s, 2H); 3.59
(s, 2H); 2.18 (s, 3H); 1.68 (s, 6H) 67 :10-7.60 (m 12H); 3.67 (s,
2H); 3.58 (s, 2H); 2.22 (s, 3H); 1.68 (s, 6H). 68 7.46-7.56 (m 1H);
7.25-7.40 (mpO5H); 78 13-&.3§4n(,n1H):H) 307.86 ((rs,8H); 7.00-7.18 (m, 2H); 3.92 (s,

2H); 3.50 (s, 2H); 2.17 (s, 3H).

41 7.70-7.90 (m, 1H); 7.20-7.55 (m, 7H); 3.82 (s, 2H); 3.59 (s, 2H);

2.16 (s, 3H); 1.32 (5, 9H). O
~ 2.56 (qua, 2H, J = 6,75 Hz); 1.28 (s, 9H); 1.10 (¢, 3H, J = 6,75 Hz).
43 8.20-8.42(m, 1H); 7.30-8.00 (m, 10H); 3.97 (s, 2H); 3.61 (s, 2H);
2.20 (s, 3H).
44  8.10-8.48 (m, 2H); 7.15-7.65 (m, 7H); 6.75 (d, J = 8Hz, 1H); 3.99 (s,
3H); 3.84 (s, 2H); 3.55 (s, 2H); 2.08 (s, 3H); 1.30 (s, SH).
45 7.75-8.05 (m, 2H); 7.20-7.55 (m, 7HJ; 3.76 (s, 2Hj; 3.56 (s, 2H);
2.12 (s, 3H); 1.31 (s, 9H). |
| | W/

46 7.65-7.90 (m, 1H); 7.20-7.55 (m, 8H); 3.82 (s, 2H); 3.60 (s, 2H);
2.18 (s, 3H); 1.31 (s, 9H).

47 7.76 (dd, J = 7 + 3Hz, 1H); 7.2-7.55 (m, 7H}; 3.81 (s, 2H); 3.58 (s,
2H); 2.15 (s, 3H); 1.3 (s,' gH).

48 7.95-8.2 (m, 1H); 7.65-7.95 (m, 2H); 7.10-7.6 (m, BH); 4.23 (s, 2H);
3.88 (s, 2H); 2.9 (sept, J = THz, 1H); 1.73 (s, 1H); 1.23 (d, J = 7Hz,
6H).



2H); 3.58 (s, 2H); 2.22 (s, 3H) 1.31 (s, 9H). 69 8.86 (d, J = 5 Hz,
1H); 6.08:6.20«(m 2H); 7.65-7.73 (m 1H); 7.46-7.56 (m 2H); 7.25-7.40 (m
4H);: 3.93 (s, 2H); 3.62 (s, 2H); 2.25 (s, 3H); 1.32 (s, 9H). - 33-

900- 9447/ WA 70 8.25 (br s, 1H); 7. 70-7. 77 (m 1H); 7.05-7.40 (m
8H); "8.73 (s, 2H); 3.53 (s, 2H); 2.22 (s, 3H); 1.32 (s, 9H. 71

8.20-8.25 (m 1H); 7.74-7.84 (m 2H); 7.07-7.47 (m 12H); 3.93 (s 2H); 3.92

(s, 2H); 3.55 (s, 2H); 2.29 (s, 3H); 2.1831s, 3H). 72 9GN-944BVER (M
iH); 8.16-8.42 (m 1H); 7.70-7.96 (m 2H); 7.20-7.68 (m 6H); 3.98 (s, 2H);
3.56 (s, 2H); 2.22 (s, 3H); 1.35 (s, 9H). A 7.22-7.48 (m 4H): 4.46
(s, 2H) 1. 304@5 oH) 8.188.4 (m, LHj. nes-n,amn( )8 A10-2.646n, 8H);2392 (8. 2); (s,

A e ey Lo S R B 2.22@%»@ 278 (8, 3z, 1. 62
7.15-7.50 (m 4H); 4.@7’-(5 2H) ’1.37 (s 9H) _ 7.40 (s, 4H); 4.52
(s, 2H):; 3.09 (s, 3H) 1.63 (s, 6H. G 850866(m1H) 7.20-7.80

m 2H); 4.50 : ] 9

51): 2 a2 (o g 1 B Rd CrputPh 17755 (oo ] 125318 Vel By 8095 45 25 51

(s, 2H); 2.43 (s, 3H)}6;(s,3a-ﬂ(,§,.2 @H)SH)JI 64 \qua,-v TSz, ZH)¢ mzsldsp 6H);. R68. 8

(m 6H) 4.2 (s, 2H; ZJJ:-fgyk 3,1, iH;.1.7 (s, 1H; 0.35 (d, J 5Hz,
‘ﬁs (m"~3fh % 70 (s 2H)'

4H) . 6. 95- 7. m 2.50 (s, 3H); 2.28 (s, 3H);
225(s 3H);110(s | H) .
. Sy 3H), 1.32 (s, 9H).
3.61 (s, 2H); 2.22 (s, 3H); 1.33 \s, 9H).
53 7.9-8.15 (m, 2H); 7.0-7.6 \m, 8H); 3.9 (s, 2H); 3.56 (s, 2H); 2.19 (s,
3H); 1.3 (s, 9H).
54 6.73-7.48 (m, BH); 5.75-5.85 (m, 1H); 4.70-4.85 {m, 2H); 3.52 (s,
2Hj; 3_.28 (d, J = 1,5Hz2, 2H); 2.20 (s, 3H); 1.31 {s, 9H).
55 7.96-8.18 (m, 1H); 7.62-7.94 (m, 2H); 7.05-7.62 (m, 8H); 4.23 (s,.
: 2+); 3.87 (s, 2H); 2.60 (tr, J = 7,5 Hz, 2H); 2.00 (s, 1H); 1.10-1.80
L (m, 4H); 0.91 (tr, J = 7 Hz, 3H). '
S

56 8.15-8.36 {m, 1H); 7.65-7.95 {m, 2H); 7.06-7.62 (m, 8H); 3.92 (s,
2H); 3.58 (s, 2H); 2.60 (tr, J = 7,5 Hz, 2H); 2.20 (s; 3H); 1.10-1.80
{m, 4H); 0.91 (tr, J s 7 Hz, 3H;.

57 8.02-8.24 (m,lh), 7.66-8.0 {m, 2H); 7. 22-7 64 (m, BH), 4.26 (s, 2H};
’ ) 3 90 \S, ZH), 1069 (S, lH)’ 1033 \s, 9H) '

58 8.16-8.40 (m, 1H); 7.60-7.82 {m, 1Hj; 7.12-7.58 (m, 8Hj; 3.90 (s,
2Hj; 3.56 (s, 2H); 2.20 (s, 3H); 1.32 <8, 9H).



O N
o

P~NWNZTON NPT OR R R

Hz,

.75

? o335 4TS

Q-
(6] o Ol
\‘

d

T

OOOO

- 8.

) E

6.
2.

, 9 Hz
H)
2.

2

.0

H.

o
HNVQ.

J

H)

63-
(m
1H)

d,
7.

(m

H) ;

8. 05- 8. 35
2. 45 (s,

00-19447/ WA a) 7.98 (dt, J =9 +
3234(m 2H): 2.8 (t, J
7-6.9 (m 2H):; 2.68 (t, J

1 (m 2H). c
, 1H); 2.
d) 7.12 (d
271(m

f)7858
H); 4.80 (
10,5, 9

g7+3
1

1H; 68
9.03 (dt,

61
62
&
64
65
66
67
68

69

(m iH; 7.15-
3H): 1.2 (t,

C—-OO
c
—~

m
Hz, 3H). -34-

||_cn

Eguwpmu

2.38 (t, J =7 Hz, 2H);
) 7.57 (ddd, J 1,5 Hz, 1H)
93 (t, J = 6,5 7
2,5

d J =9+ 2,

S e G i

(r, (L0); 11'1)2-77323011 9555 61!7

B 2.787(

6H); 4.15 (s, 4H)'. 3.48 (qua, J

7

Hz, 1H); 6.8-7.1 (m 2H) 5868(br
5 Hz, 2H). b) 7.i5 (dt, J =8 + 7 Hz,~
Hz
9

. 7.02 (ddd, J
(t, J= 6,53&5,-9%»11/:2.023
8(ddd J =09, 8+25Hz

(s 048785 Gnn Db ag 748y 6
, J= 29,5,08,8. unl:FZJﬁ)H’é 9 +
ot bedh, 258 ook e oier @laliy 57, 0.9

a)68695(m2H) 5.03-5.1 (m 1H); .3.09 (sext, 3= 7 Hz, 1H);
- 1942 Hz,
7i86-719) ¢ %m 7|11), 3.92 jﬁ %H)%@.mgs%ﬁ%‘i g 5@ 2,15 §§.

1H).

3"';%3 5U5(d,Ja25Hz 2H) . a)104(d J=

J = 8. 8 + o 7 Hz, 1H); 8.41 (dqui,
7.00-7.45 (m, 12H); 3.52 (s, 2H); 3.50 (s, 2H); 2.30 (s, 3H); 2.27 (s,
3H); 2.15 (s, 3H); 1.70 (s, 6H).

6.92-7.60 (m, 7H); 3.78 (s, 3H); 3.61 (é, 2H); 3.52 (s, 2H); 2.19 (s,
3H); 1.40 (s, 9H); 1.31 (s, SH).

6.96-7.60 (m, 12H); _3.78 (s, 3H); 3.61 (s, 2H); 3.51 (s, 2H); 2.19 (s,
3H); 1.68 (s, 6H); 1.40 (s, 9H).

7.74-8.02 (m, 1H); 7.12-7.45 (m, 12H); 3.79 (s, 2H); 3.56 (s, 2H);
2.15 (s, 3H); 1.66 (s, 6H). |

2.19 (s, 3H); 1.66 (s, 6H).

7.65-7.86 (m, 1H); 7.15-7.55 (m, n_r-s'); 3.82 (s, 2H); 3.59 (s, 2H);
2.18 (s, 3H); 1.68 (s, 6H).

6H). '

7.46-7.56 (m, lH); 7.25-7.40 (m, 5H); 7.18-7.24 (m, 1H); 3.66 (s,

8.86 (d, J= SHz, 1H); 6.08-6.20 (m, 2H); 7.65-7.73 (m, 1H);
2.25 (s, 3H); 1.32 (s, 9H).



J'= 7,5 +.0,7 Hz, 1H); 8.05 (dd, J = 7 + 1,3 Hz, 1H); 771(dd, J=17,5+
7 Hz, 1H); 7.63*(ddd,”J = 8,a, 7,8 + 5,9 Hz,. 1H); 7.27 (ddd J = 10,4, 7,8 +
1,0 Hz,, 1H): 35  900-9447/WA b) 8.0-8.16 (m 1H);

7.8588,0 (m 1H): 7.35-7.6 (m 3H): 7.17 (ddd, J = 105, 8 + 1 Hz, 1H); 4.20
(s, 2H); 2.56 (s, 3H); 1.5 (s, 1H. P a) 7.05-7.60 (m 9H); 2.35 (s,
3H): 0.52 (s, 6H). b) 7.10-7.60 (m 9H): 4.38 (S, 2H): 0.52 (s, 6H). Q

a) 7.10-7.40 (m 9H); 3.10 (s, 3H); 2.2838s, 3H); 1.82 (s, 3HpOOISN4T;WAR (s
9H); 5.43 (a, 2H) 4.5 (s, 2H)R a)771(d Ja9 Hz, 2H); 7.39 (
J =4 Hz, 1H); 7.25 (d, J= |;) 6.95 (d, J = 4 Hz, 1H);240(s,
3H) b) 7. 30- 7.760 (m gn)s (bs. m-l-(nﬂ 9-572 (s AH)y0547.80 ((n; 8HIP.73<s, 2H);  a)
7.10-7.80 (m 8 H); 5.55.56s, z.iﬁ(sg:ﬂ-%rfsi@s (Gmp, 8H); 1.30 (s, 4H). c)
7.15-7.30 (m 8H); 3.80 (a, 2 1.25 (s, 4H). T a)
6.90-7.50 (m 3H); 4.60 (s, 2H 3.93 (s, 3H) ; 1.40 (s, 9H. b) 6.85-7.40
(m 3H); 3.80 ([d, 5H): aznmzbs(m,aﬂms 71786G.8806m,s2H%H).07-7.439(mh S 1219)) 3.9 3ss,

b) 7.007.56 (" SH): " 033 b3cs by 335 i 9y ke S s 3B, (5 291 10

(br s, 2H); 1.25 (s,

{m, 6H); 3.98 (s, 2H); 3.56 (s, 2H); 2.22 (s, 3H); 1.35 (s, 9H).

~ B 7.10-7.80 (m, 8H); 4.48 {s, 2HJ; 2.26 (s, 3H).
c 7.20 (s, 4H); 7.10 (s, 4Hj; 4.45 (s, 2H); 2.27 (s, 3H); 1.62 (s, 6H).
D 7.1-7.5 {m, 4H); 4.48 (s, 2H}; 1.34 (s, 9|-|)..
E . 7.15-7.50 (m, AH); 4.67 (s, 2Hj; 1.37 (s, 9H).
F 7.40 (s, 4H); 4.52 (s, 2H); 3.09 (s, 3H); 1.63 (s, 6Hj.
G 8.50-8.66 (m, 1H) 7;20-7.30 im, 2Hj; 4.50 (s, 2H); 1.35 (s, 9F).
\/ H 7.20-7.70 (tﬁ, 9H); 3.75 (s, 2143 2.42 (8, 3H; 1.80 (s, iHj.
I 6.68 (s, 3H); 5.93 (s, 2H; 3.73 (s, 2H); 2.43 (s, 3H); 1.36 (s, 1H)-
- J 7.85-8.25 (m, iH); 7.2-7.8 (m, 6H); 4.2 (s, 2H); 2.1 (qui, J = 5Hz,

iH); 1.7 (s, 1H); 0.35 {d, J = 5Hz, 4H).

K 6.95-7.25 (m, 3H); 3.70 (s, 2H); 2.50 (s, SH);'Z.ZB {s, 3H); 2.25 (s,
' 3H); 1.10 (s, 1H).

L 8.05-8.35 (m, iHj; 7.15-8.0 (i, 6MH); 4.15 (s, aH); 3.48 (qua, J =
7 Hz, 2H); 2.45 (s, 3H); 1.2 t, 3 = 7 Hz, 3H).



- 36- 900-9447 CLAIMS 1. System c pharnmaceutical or
. agrocheni cal conpositions conprising conpounds of fornmula:l wherein ,
.[errf] R represents a group of formula [err] and [err] represents hydrogen
or lower alkyl, or [err] and [err] together with the carbon atomto whi@
they are attached represent a group of formula llg [err] whereby in '
formulae Ila to Ilg [err] and [err] repkesent independentl ,
hal ogen, .trifluoronethyl, |ower alKkyl '84' | ower al koxy, [erqulpgéf'g@gnts
hydrogen, hal ogen, |ower alkyl or |ower alkoxy, [err] and [err] represent .
i ndependent |y hydro | ogery . trifluqr thyls, -] owgt, @hkyh ¢ s al koxy
or |ower al KYI-thi o,"g\%ﬂ%ﬁ 2&’%?ﬂ+oé|’ﬁ%i-‘0' F‘rg]él\gﬁ'dw{he?ﬂ’ ?é?r%s‘%ﬁ\t@" '
hydrogen, hal ogen Gr243ewém, aHko3e§ (t:;hk= Githblr, 2H).- 37-
900- 9447 is other than hydrogen, X represents oxygen, sul phur, imno,
| ower al kylimno, [err] or p stands for 1, 2 or 3, s stands for 3, 4 or 5,
v stands for 3, 4, 5 or 6 - '
b) 7.i5 \dt, J = 8 + 7 Hz, 1H); 6.7-6.9 (m, 2H); 2.68 (t, 3 = 7 Hz,

ZH); 2-38 (t, J 2 7 H.Z, ZH); 1075'201 (m’ ZH)Q

c) 7.57 (ddd, J = 9, 2.5 + 1,5 Hz, 1H); 7.02 (ddd, J = 9, 8 + 2,5 Hz,
1H); 2.93 (t, 3 = 6,5 Hz, 2H); 2.7 {t, J = 6,5 Hz, 2H); 2.0-2.3 (m,

2H).
\ . W/
d) 7.12 (dd, 3 = 9 + 2,5 Hz, iH); 6.86 (ddd, J = 9, 8 + 2,5 Hz, 1H);
2.63-2.71 (m, 2H); 1.96 (s, 1H), 1.7-2.0 (m, &4H); 1.51 {s, 3H).
e) 7.8-8.0 {m, 1H); 7.3-7.5 {m, 3H); 6.98 (ddd, J = 10,5, 9 + 2,5 Hz,
iH); 2.6 {s, 3H).
£) 7.85-8.15 (m, 1H); 7.30-7.65 {m, 3H); 6.98 (ddd, J = 10,5, 9 +
2,5 Hz, 1H); 4.80 (s, 2H). ' ' :
g) 7.80-8.15 (m, 1H); 7.15-7.65 (m, 3H); 6.90 (ddd, J = 10,5, 9 +
2,5 Hz, 1H); 4.02 (s, 2H); 2.48 (s, 3H); 1.38 (s, 1H).
N a) 6.8-6.95 {m, 2Hj; 5.03-5.1 (m, 1H); 3.09 (sext, J = 7 Hz, iHj; o’ -

1,5 HZ, 3H)o )

b) 7.8-8.1 {m, iHj; 6.8-7.6 (m, 4Hj; 2.8 (d, J = 7,5 Hz, 3H).
c) 7.8-8.2 {m, 1H); 6.85-7.6 (m, 4H); 5.U5 \d, J = 2,5-Hz, 2H).

0 ) 10.4 (d, J = 1 Hz, 1H); 9.03 (ct, J = 8.8 + 0.7 Hz, 1H); 8.41 (dqui,
J=7,5 + 0,7 Hz, 1H); 8.05 {dd, 3 = 7 + 1,3 Hz, 1H); 7.71 (dd, J =

7,5 » 7 Hz, 1H); 7.63 {uca, J = 8,8, 7,8 + 5,7 Hz, 1M 7.27 (dag, J =
10,4, 7,8 + 1,0 Hz, 1H).



whereby ane or two of the [err] groups in formula Ild may be replaced by
oxygen or sul phur, [err] and [err] ‘represent.independently hydrogen or
loweri alkyl, [err] represents hydrogen, alkyl, cycloal kyl or hal ogenal kyl
and \R6 represents a group of -fornula [err] whereby in the fornulae Illa to
111e“Terr] and [err] have the neanings given above, w stands for 2,3,4,5 or
6, Z represents oxygen, sul phur or- NR3 wherein R3 has the neaning given
above and [err] represents al kyl, al kgglyl , al kynyl., cycl oal god_gunw,\

cycl oal kyl al kyl , | ower al koxy, |ower “afkoxycarbonyl, |ower alkylthio,
phenyl, phenal kyl, trialkylsilyl, dialkylphenylsilyl or hal ogen, whereby
al kyl, al kenyl, al kyslys.0-8.16 (@q/Lkty] 7.8558:0 dai, KD 7105 7.61(R% r3H); L1 D (diag | Ky

may be substituted by _ Y, l,Ques, .al , )\ I -y &hi o, sphenal koxy,
| ower al koxyphenyl, #6\%6?9’3 f(')}l 'gﬁe ’“%%bé%'g\%%ﬁghﬁwb’ Jh‘a%I*o‘gj'ei"lr{[')or an
optionally substituted heterocycle; optionally interrupted by carbonyl; or

- 38- 900-944g [err]g) igf)jﬁg@%’Sgﬁ).% B, 8H)f @58, &H)l | a to |1 f as defined
above. R and [err] together, orm a .gqrouga'wnerei n u stands for a

~ whol e nunber from 1 Bo/-80+r8P {rar 7i; & e{’z %E‘P‘r S5 &MHhe nmeani ngs given

above,
Q a) 7.10-7.40 (m, 9H); 3.10 (s, 3H); 2.28 (s, 3H); 1.82 (s, 3H).
b) 7.23 (s, 9H); 5.43 (s, 2H); 4.5 (s, 2H).
R a) 7.71 (d, J = 9 Hz, 2H); 7.39 (d, J = 4 Hz, 1H); 7.25 (d, J = 9 Hz,
. 2H); 6.95 (d, J = & Hz, 1H); 2.40 (s, 3H).

b) 7.30-7.90 (m, S5H); 6.97 (d, J = 4 Hz, 1H); 4.50 (s, 2H).

S * a) 7.10-7.80 (m, 8H); 5.55 (s, 2H).
b) 7.15-7070 (m’ BH); 1-}0 (8, AH).

T a) 6.90-7.50 (m, 3H); 4.60 (s, 2H); 3.93 (s, 3H); 1.40 (s, 9H).
b) 6.85-7.40 {m, 3H); 3.80 (s, 5H); 2.46 (s, 3H); 1.50 (br 8, 1H); 1.39
(s, SH). '

U . ~ b) 7.00-7.56 (m, 9H); 1.32 (s, 4H).

W, c) 7.15-7.25 {m, 9H); 3.80 (s, 2H); i.60 (br s, 2H); 1.25 (s, 4H).



in free formor in pharmaceutically acceptable—aetd-additian salt for.m
toget her with pharntaceutically acceptabl e jgi carriers.. 2. ’
Conposi tions according to claim 1 for us‘ﬂmﬂmmﬁ ,U,ﬁnti - nycoti cs.
3. . Use of the conpounds of formula | as-=+detl N Blim 1 in freei:F
formor in agriculturally acceptable salt or netal conplex formas agro
fungi cides. 4. Use according. to Claim3 in conbatting phytopat hogenic
fungi. 5. An agrochemi cal conposition d6éaprising a conpound 388-947mul a | as
defined in Claimlin free formor in-agriculturally acceptable salt or
met al coGiNI¥% form together with an agriculturally acceptable diluent or
carrier, 6 A.coqgositi n ]accordinﬁ to ClainLi.or 2 wherein _in fgrnula
| [err]Lr epreemit PRPISYSI AT PEAILICS MG T FOPPYS THAGTS SPPRTTSLRY SQURRUDCS
hydr ogegf gormdael al kyl or [err] and R2 together represent a group of
formula Il g whereby in th-f nu&ae llato llg [err] and [err] represent

i ndependent |y hydrogen, RKal oggn, i4rifluoronethyl, lower alkyl or

| ower al koxyand [err] R,epr@semt s BydiRggen, halio- gen, |ower al kyl or |ower

al koxy, &err% and [erF] represen{ inaependently hydr ogen, | ower al kyl, _
hal ogen, *R8 €M uor omet hyl , | ower @ koxy or |ower al kylthio, whereby when one
of [err] OR, [pFesanepregeads ofiytbragéan, hal ogen or | ower al koxy the other
is not hydrogen, X represents oxygen, sul phur, imno, |ower alkylamno or

[err] p stands for 1, 2,;or 3, s standsg for 3, 4 or 5 apd v_stands for 3,
4, 5o0or 6 and ip L§§§§E§%3 of for Rpla e or t rr] groups
~

may be repl ace or sulphtmRAI@nd R repre ndent |y
hydr ogen or | o®er alkyl,8[e;?T/?Ebresents hydr genﬁ cycl oal kyl-, :
hal ogenal kyl or al kyl [gnd [err] [Ib Ilc o/
) R
(CH,)s CAY (), o ui(j
_ : R]J
IId [Ie IIf
and R2 represents hydrogen or lower alkyl, or _ _
R, and R togethér with the carbon atom to which they are attached

2
represent a group of formula I[Ig

(CHZ)p
: OO s

whereby in formulae Ila to [Ig
R, and R, represent independently hydrogen, halogen, trifluoromethyl,

1

7 8
lower alkyl or lower alkoxy, |
R9 represents hydrogen, halogen, lower alkyl or lower alkoxy,

R]O and R]]

lower alkyl, lower alkoxy or lower alkylthio, whereby when one of

: RIO and Ri]

represent independently hydrogen, halogen, trifluoromethyl,

represents hydrogen, halogen or lower alkoxy the .other



represents a group of formula Illa to IIIe -GEEFEBY_FETFT‘and—ferr] are as
~herein- defined, w stands for 2, 3,4, ‘5 or 1““! ygen, sul phur
or N-R3 wherein R is as herein def| ned and ,ﬁmnﬂ g& QEFI kyl ,

alkenyl al kynyl , - 39-

cyclealkylalkyl | ower al koxy, Iomer al kyl thi o, phenyl, phenal kyl,

trial kyl- silyl, dialkyl phenylsilyl or hqbggen, mhereby al kyl &é@ﬁg

al kynyl cycl o- aIkyIaIkyI,'phenyI and phenal kyl can. be subst i P8 y | ower
al’koxy; optional ly i74 ethempithan ydesgeonyl or b) [err] represents a group

of formula Ila to IIf as defined under R2. and [err]. represent_ together
[err] - whereby u &t a"rﬁ?é'e?%‘r% S9SN e SHI]I%%" fT%'ll‘{”ﬁrS‘lléﬁgPT‘é‘Pr]'o Rel PErr] -
are as herein definedH, 4, A conposition-according to Claiml or 2 wherein

in formula I (i) a) [e r% p; ent a group of fornmula Ila or I1b b) [err] |
represents hydrog@n 9nf | » [err] represents hydrogen or al kyl d)
R6 represents a ggoudtanlls ffarng] & bi-lsa, whereby [err] and [err] represent

i ndependent |y, hydrogen, hal Qge gmer al koxy, X represents [err] oxygen
or sul phur [err] ¥n gﬁr{ g sgdi ndependently hydrogen or |ower al kyl
and [err] represephéredykite oﬁ' an ,thal d‘ub@'ﬂ\a%bfduﬂbkb’ﬂd, m&P\&@rreplaced
al koxy, | ower al koxycarbon { r al kyl h|o phenyl, phenal kyl,
“trialkylsilyl, di Qymyﬁﬁ%rfi}l 8y R?’I”ror hal ogen wher eby al kyl, al kenyl ,

R, and R. represent independently hydrogen or lower alkyl,

4 5
R3 represents hydrogen, alkyl, cycloalkyl or halogenalkyl and
_ Rg represents a group of formula
/
_ R7 .
—@Rlz . l (CHZ)W s (CHZ)W
R Ry2 ’
Illa I1Ib 12 Illc
IIId Ille
\/

whereby in the formulae IIla to Ille

R7 and R8 have the meanings given above,

w stands for 2,3,4,5 or 6,

L represents oxygeh, sulphur or NR3 wherein R3 has the meaning given
above and :

R]2 represents alkyl, alkenyl, alkypyl, cycloalkyl, cycloalkylalkyl,

" lower alkoxy, lower alkoxycarbonyl, lower alkylthio, phenyl,
phenafkyi, trialkylsilyl, dialkylphenylsilyl or'haiogen, whereby
alkyl, alkenyl, alkynyl, cycloalkyl, cycloalkylalkyl, phenyl or
phenalkyl may be. substituted by phenyl, lower alkoxy, lower alkyl-
thio, phenalkoxy, lower alkoxyphenyl, lower alkylphenyl, halogen-
phenyl, halogeh_or an optionally substituted heterocycle; optionally
interrupted by carbonyl; or



‘al kynyl’, cycl OE'MW or phenyl al kyl can be substituted by
phenyl, | ower ’ %yl t hi o, phenal koXy, Iower al koxyphenyl,
| ower aIkyIphenyIc hal ogenpgh hal o ggn or an optlonalé% ? bstltuted
het ey ocycl e; optionally interrupted by carbonyl (ii)a) rri/ represents —~-

hydrogen b) Rereprasepteseatsinl ongiorallayk ! a:)a[e[rrgs abginkerdobvé epr esent

hydr ogen d) rese lphur e).lerr] and [err] represent hydr ogen and
the remai ni n@ saﬁ% @ écﬁee%ngaqrgeHas et n@&rﬂfﬂjé‘Le"(e‘? u standgpfor a whole

908 %47 (i) nfrerer] froepil eseBt sdaRQT Quparf R %Wkﬂe'ﬂe@n“& H‘&“ubﬁ"gr
e Cou P4 380 el R Bl L e S

i ndepemeﬂhérywhwdrpamacbat@gery actéfdab®e QTRLEWS, oF @ePFierskyl , | ower al koxy
and [err] represents hydrogen, halogen | ower al kyl or | ower alkoxy, [err]

and [e2r] ¢ depesyaeintd Vi wer_ al kyl n, .
trlf{uoanéﬁig@:f?gugf al koxy o 4 ﬁomergﬁfkylfﬁ.3Sﬁhéﬁgﬁysﬁﬁ@ﬁ%oﬁétbf [err]

or Ris hyth Shal ogen or |ower al koxy the other is not hydrogen, X
represents oxygen, sulphur, imno, lower alkylimno, [err] or [err] p
st ands for 1, 2 or 3, s stands for 3, 4 or 6 and v stands for 3, 4, 5 or 6

and one oS8 érfie] qgmﬂﬂ%ﬂdﬂ1dﬁnﬂunmmlhld m&ydb€1healaﬁeg1gymo¥ygen or

| ph dent | I | k
or T] 1 epr asane Rodrogen. oy e QA S0 aERaPED b al kybr aneicbrr]

r epr esent § °4Pdredu °6W ﬁérmwka Wmma1chubb ITlc, Il11d or Ille, whereby [err]
and [err] are as herein defined, w stands for 2, 3, 4, _

4. Use according to Claim 3 in combatting phytOpathogenjc g_)
fungi.

5. An agrochemical composition comprising a compound of formula I as defined

in Claim 1 in free form or in agriculturally acceptable salt or metal complex

form together with an agriculturally acceptable diluent or carrier.
’ )

6. A composition accord1ng to Claim 1 or 2 wherein in
formula 1
K, represents a group of formula [[a to [[f and R2 represents hydrogen

or lower alkyl or R] and Rz together represent a group of formuia [[g whereby
in the formulae Ila to [Ig R7 and R8 represent independently hydrogen, halogen,
triflucromethyl, lower alkyl or lower alkoxy and Rq represents hydrogen, halo-
gen, lower alkyl or lower alkoxy, R10 and Rn represent independently hydrogen,
lower alkyl, halogen, trifluoromethyl, lower alkoxy or lower alkylthio, whereby
when one of Rlo or RI] represents hydrbgen, halogen or lower alkoxy the other
is not hydrogen, X.represents oxygen, sulphur, imino, ?ower_alkylamino or -CHzf
p stands for 1, 2, or 3, s stands for 3, 4 or 5 and v stands for 3, 4, Sor 6
and in the group of'formula I1d one or two of the fHZ groups may be repléﬁed

by oxygen or sulphur, R4'and Rs represent independently hydrogen or lower
alkyl, R3
represents a group of formula IIla to [[le, whereby R7 and R8 are as herein-

represents hydrogen, cycloalky!, halogenalkyl or alkyl and R6

defined, w stands for 2, 3, 4, 5 or 6, z stands for oxygen, sulphur or N-R3

wherein R, is as herein defined and R_,2 represents alkyl, alkenyl, alkynyl,

3



5 or 6, Z stands for oxygen, sulphur or [eeﬁf—wherETﬁ’TETTT—s as defined
above and [err] is as defined under fornul resents a group
'.(bf formula llato lle, [err] and [err] togetmmmp Imm“ r] wherein u
is a whol e number from1 to 8 and [err ercr| var® as defined above

A co¥position according to Cla|n11 or Cla|n12 wherein in fornula | 6}Serr]
represents naphthyl, [err] and [err] -39epresent hydrogen and R63¢G=gfésent s
a group of fornula IIIa wherein R represents hydrogen and 8 [err] and
[err] ar e cyslaadkyhadyi n loven ml&omcﬁmermléswtm@y rheay hopherstlkyl, trialkyl-
si nul t aneougliy, pal er, ge -
Tor] e ro’éh d?gﬁ&lﬁbg'{ﬁ?irly]l or h&1dYeherunkPad) 2AlAY J‘Ikg%ﬂgawng{“‘[ég?ﬁ
represents algybalpybi phenyiubad phenalkyb canibe subgtitutedebyrilawds alkpiyesent s
hydr ogen, S endent|y hydrogen, |ower alkyl,

| ower al kox;e?pyonﬁqlﬂg 1@1?&#&?{&0% Sc‘;am:oﬂﬁ g‘;r)ogen or |ower alkyl, X represents
oxygen, sul phur bdrRj meprgsefts ra] groug Qfetfp]'mlﬂ@pibaséntllrﬁyds dgé‘mednvmder a), R, and

R3 represent together -(CHZ)U- whereby u stands for a whole number from

1 to 8 and R4, R5 and R6 are as herein defined.

7. A composition according to Claim 1

or 2 wherein in formula .

(i) a) R1'represents a group of formula IIa or IIb
b) R2 represents hydrogen or lower alkyl

—/ c) R3 represents hydrogen or alkyl
d) R6 represents a group of formula [Ila
whereby
R7 and R8 represent 1ndependently, hydrogen, halogen or lower a]koxy,

X represents -0- CHZ-, oxygen or sulphur
R4 and R. represent independently hydrogen or 1ower alkyl
and R]2
lower alkoxy, lower alkoxycarbonyl, lower alkylthio, phenyl, phenalkyl,
trialkylsilyl, dialkylphenylsilyl or halogen wheréby alkyl, alkenyl,
alkynyl, cycloalkylalkyl, phenyl or phenylalkyl can be substituted by
phenyl, lower alkoxy, lower alkylthio, phenalkoxy, lower alkoxyphenyl,

lower alkylphenyl, halogenphenyl, halogen or an optionally substituted
heterocycle; optionally interrupted by carbdnyl, '

5
represents alkyl, alkenyl, alkynyl, cycloalkylalkyl,

(i1)a) R, represents hydrogen
b) R3 represents lower alkyl
c) R7 and RS represent hydrogen
d) X represents sulphur
e) R4 and Ry represent hydrogen and the remaining substituents are
as defined under (i), '



[err] is as-deLLned_Lﬂ_ELELHL%~$XCept that it does not represent a group of
formula Illa qf E@Id wherein epresents oxygen or sul phur, [err] :

“represents hyam m ts hydrogen, hal ogen or |ower alkyl, <[err]
represents hy Eﬂ'ﬁ cl oal kyl, hal ogen al kyl or hal ogen. 9 A -{;\
conmpound of formula 11 Y ersr] *wherei n [err] and [err] are as defined in
CGaiml and [err] and [err] have the,sane neanings as [err] - Ogg%yberr]'
respectively in daiml, with the provrso that a) when [err] fﬁ for

ht hyl f
o wher G110 Ry rpfiiehS (ol gRantr RrnlPORTENE, LS OF PR Ry fesBafiat
R12 is nogydrab&oon Wwerreaﬂkylr drohep a[narmg tb§e¢h§égr|‘%?95enl§)a‘ﬂ?€ﬁb [o# Fdrmu$$ angs

for a group %err wherein [ e

r epr esent¥ieRgby fgetnd ngﬁ@rpr%?%'fl mﬁeaemenahkdquaenndradgm-aho fd "%'f°&'ﬁél’sv1f-or

3, 4 or 5rowkerarﬂkyr;enroeéreratraoiwdh@ Nré&iresOME" hpdrityen, Xal“&ﬁhesr%%ﬁ axyggges

sul phur or nrtr nd err and [Perr], represent hydrogen then [err
not st and/ower & 8 gl@ ] 11 represent “independently hydrogen, lower a kyl halogen

trifluoromethyl, lower alkoxy or lower alkylthio whereby when one of RIO or R

9

1
is hydrogen, halogen or lower alkoxy the other is not hydrogen, X represents

oxygen, sulphur, imino, lower alkylimino, -O-CHZe or -CHZ-, p stands for 1, 2
or 3, s stands for 3, 4 or 6 and v stands for 3, 4, S or 6 and one or two CH

2
groups in formula IId ‘may be replaced by oxygen or su1phur, R4 and RS represent

1ndependent1y hydrogen or lower alkyl, R3 represents hydrogen cycloalkyl, W

ha]ogenalkyl or alkyl and R6 represents a group of formula [IIa, IIIb, Illc,
IIld or [Ile, whereby R7 and R8 are as herein defined, w stands for 2, 3, 4,

5 or 6, Z stands for oxygen, sulphur or N-R3 wherein R3 is as defined above and
_ ]2 is as defined under formula I or Rl represents a group of formula IIla to
I[le, R2
to 8 and R,, R5 and R6 are as defined above.

and R3 together represent -(CH ) - wherein u is a whole number from 1

8. A composition according to Claim 1 or
Claim 2 wherein in formula I
a) R, represents naphthyl, |

Rys Ry, R4 and R represent hydrogen and

R represents a group of formula IIla, | | N

wherein
R, represents hydrogen and _
R7 and R]2 are as defined in Claim 1 except that they are not both
simultaneously halogen and R12 is other than halogen or methyl when R7

8

is hydrogen or

I



Wwherein Z' represéﬁfg_aiyﬁﬁﬁ"ﬁT‘sufphur, [err] represents hydrogen or | ower
al koxy, R 8 repr‘esemm- 2l ogen, -t ower al kyl or |ower al koxy and
.R12 represents hydr ”’ﬂ'mmmﬂm‘( oal kyl, hal ogenal kyl or hal ogen, in
free formor in acid addition salt~ form 10. A conpound according to C ai m
9 wherein in fornula | the substituents are as defined in O aim6 subject
to the provisos given in Caim1l1l.. A conpound according to Claim9 wherein
in formula | the substituents are as deffhed in Clai'm7 subject t 80949447
provi sos given in Caimi12. - R -

N- et hyl - Nyl n% t -dfF2forny! r P y z m ne. 13. The
conmpound ac‘f:)ohii ng tg%édélgaisll?lr)lagﬁi n acid gdlzjli%t’i gg]&sg?%)%?oﬁnf 14. A.
pharnaceuticaWhéﬁﬁﬂosition conprising a conpound of formula | according to.
any one of O ai ng Pepraséhtd MyldFeRnl orm or pharmaceutically acceptable acid
addition salt foﬁh]to ether with a pharnmaceutically acceptable diluent or
carrier. 15. A RpoApdlndrenresentnindenengeeidydhydrogen adgwemalkyl.Cllawens abkoxyoor
12 in free forn1mﬁ°§gﬂrnaceutically acceptable acid addition salt formfor
use as a pharmaceutical. 16. ‘A conpound of formula | according to any one
of Clains 9 Rg representschydrogen @rn&wﬁrnﬂi@dti cally acceptable acid

addi tion sal t xT Qb QdntySExyden 2kudPhdr of YRS
-R4 and R5 represent hydrogen and |
R6 is as defined in Claim 1 except that it does not represent a group of
o formula [Ila or IIld
(N wherein _
Z represents oxygen or sulphur,
| R, represents hydrogen |
R8 represents hydrogen, halogen or lower alkyl, _
R]2 represents hydrogen, alkyl, cycloalkyl, halogen alkyl or halogen.
9. A compound of formula Ij :
R
R“Z -CH-N- f - R“6 Ij
R

. C _ 5
wherein R4 and R5 are as defined in Claim 1 and R"], R"z, R"3 and R"6 have the

same meanings as R], RZ’ R3 and R6 respectively in Claim 1, with the proviso

that
Y a) when R"] stands for naphthyl, R“Z, R"3, R4 and Rs-stand for hydrogen

and R“s'stands for a group [lla wherein R8 is hydrogen then.R]2 and R7
are not both halogen and R]2 is not halogen or methyl when R7'iS-
hydrogen.

b) when R", stands for a group




L

_ -42- 900-9447
wherein R‘7 represents hydrogen, lower alkyl,
lower alkoxy or halogen and s stands for 3, 4.or S, Rz”_represents .
hydrogen or lower alkyl, X represents oxygen, sulphur or nitrogen and
R4 and R5 represent hydrogen then R“6 does not stand for a group:

12
or
. ' R7Il
- Illa 8 11d"
wherein Z' represents oxygen or sulphur, R“7 represents hydrogen \_)

or lower alkoxy,
R'8 represents hydrogeh, halogen, lower alkyl or lower
alkoxy and ' .
R;Z represents hydrogen, a1kyf, cycloalkyl,
. halogenalkyl or halogen, |
in free form or in acid addition salt form.

10. A compound according to Claim g wherein in formula I the substituents are
as defined in Claim b subject to the provisos given in Claim 8 .

11. A compound accdrding to Claim 9 wherein in formula I the substituents are
as defined in Claim ¥ subject to the provisos given in Claim 9. \
12. N-methyl-N-(1-naphthylmethyl)-4-(2-phenyl-2-propyl)benzylamine. W/
ié, The compound according to Claim 12 in acid addition salt form.

'15, A pharmaceutical composition comprising a compound of formula I according
to any one of Claims 9 to 12 in free form or pharmaceutically acceptable acid
addition salt form togéther with a pharmaceufically accept$b1e diluent or
carrier.

15. A compound of formula I according to any one of Claims ¢ to 12 in free
form or pharmaceutically acceptable acid addition salt form for use as a
pharmaceutical.

16. A compound of formula I according to any one of Claims 9 to 12 in free form
or pharmaceutically acceptable acid addition salt form for use as an anti-

mycotic.




