';§3e\6:TU- o present invention relates to new ketones.
These ket ones argmmNMﬂmwm mbrecursors for organol epti c conpounds, 1ﬂﬁ£3 me
especially for fragrances and maski ng agents and anti m crobi al con%o

princi pal strategy cUf%nhtly enployed ifi inparting odours to consumer
products is the adm xing of the fragrance directly into the product. There

are, however, acks to. ?i egy. The fragrance materia
can be too vol mﬂmmwm“lmmjt 00 soIIJ% e,ﬁE?é@%ti ng in fragrance | oss during
manuf acturing, storggss and use. Many fragrance materials are also unstable

over time. This again results in loss during storage. In many consuner
products itThe miesierablimveant iide felagremde tnewaatanesse T hedsaMketornss ti ne.

M croencapsul atj o nd, i ncl usi.on conpl exes wt y.cl adextri have been
Used Lo noitr ackebll S RIS Mo adtiar bRy 2l

Sl owr el eassssprapErly eSor HnmumEncddhessl meskddsy agenfter andwmiemicfr abdadons
often not successful. In additon, cyclodextrins can be too expensive.
Fragrance;ﬁ%&ﬁﬁ%ﬂ)%'for scenting fabrics being washed in the presence of a
| i pase-contai ning detergent are described in WO 95/04809. The fragrance
precursors contained in the detergent and/or .in the saftener. are ¢l eaved by
the 11 pase ktF SPEBR) & TR TG L rOte TOmpo i LY AEstar T SRR dshol
or ketone iconysumeledradiested)is el augied ey et ithe effaepdamye tdierdedirni c i S
obt ai ned. EP-A-0_,816 32 esql.i bes fragrance precursor. .conposition

Sont ai ni ng FHBoHIE BRI ARETR AFH 0BT &5 @k SRAWDACKS] YR 2002

- 20I TheseTwmh 8D O o LG Yo ern%mkdg;rmreadﬁeﬂmmw v Ivmuwlfh %e and
product s. e precursqrs produce fragrances upon contacfing the skin or
When Used i9F (4RO Iy T4 HAE 1. (F A RANRE 455 deREnt s, ¢ hus
provi di ng andHtaating), fediyd alids weeniMary efdffitandenatyedl Pladde
present invention is to provide new precursors for conpounds with different
activities.2¥8% HRHEL 1| VL Filehe 'ﬁpkﬁ'xﬁerﬂgadﬁ‘ LS9 55 G dee S HEoffbunds
which are sj@blg,dn a variety of applications including detergents, fabric

softeners, cleaning products, personal care products, cosnetics, and sun
protection products. A further object of the invention is to provide new

compounds WH Gila i@ dies 2 \sbdiied d G -1 1@fds i AR 86y S AN g RINOETRS
into one or nore ‘organol epti'c conpounds. The present invention relates to
new ket onedofrelragest mierly ov@ry time. Microencapsulation and inclusion

complexes with cyclodextrins have been used to help decrease
volatility, improve stability and provide slow-release
properties. However, these methods are for a number of reasons
often not successful. In additon, cyclodextrins can be too

expensive.

Fragrance precursors for scenting fabrics being washed in the
presence of a lipase-containing detergent are described in WO
85/04809. The fragrance precursors contained in the detergent
and/or in the softener are cleaved by the lipase and a single
odoriferous compound, either an odoriferous alcohol or ketone
is yielded. Thereby a prolonged scenting effect on the fabric

is obtained.

EP-A-0 816 322 describes fragrance precursor compositions

containing carbonic acid esters or thiocarbonic acid esters.



n wherein Y is an optionally substituted al kyl, cycl oal kyl, R 2002
cycl oal kyl al kyl , al kyl carbonyl, cycl oal kyl carbonyl, aryl carbonyl, 11AP

-al kyl oxycar bonyl , cyC|oaIkonxycarbonyI dgryloxycarbonyl, am de,

oxi m nocar bonyl, al kyl t hi ocarbonyl , cycT |’ kyl t hi ocar bonyl , whereby all

al kyl groups may be ~~ ~ aPR 2aa2 - 3 straight or branched and all al kyl
and cycl oal kyl groups nmay be saturated or unsaturated, Rl is hydrogen or a
Cl 6 al kyl group which may be substituted, saturated or unsaturated,

straight or branched, Ais a chronophoric aromatic or heteroaromatic ring

or ring system A may carry 1 to 8 substituents selected from hydrogen,

hydr oxy, nﬂﬂ‘@qﬂ ccona:rﬂsrictorm:yﬁre axstest lnegoemerm@dgmk%s l@yuam;yand

vitro; alk dd i fd & %? k %@ 4% td et Yt
saturated or uns ur at edliy Jrual gh% u?nc% ary an% tcz);h%z‘raﬁ \%I ch
may be subgthe wkedy czmevma‘n ttiasedsubstur:teu@mesemme lwef d.:malsyemar iec ggr @sp usaEadd n
is an inte r tr1 %} tian fdf hox he ne, .
hydr oxy- ace |calga0| d} 6¥o- psnepn cﬁr Wﬁ é%eogld%e?@% |3:%e fabric
1- net hyl - 2-swventZmppheaffiest hyl ester, and p-net hoxyphenacyl acetate. All
groups containing the termal kyl i ncI ude al so the unsaturated residues,
e.g. al kenyl, alkynyl, cycloal kenyl etc. The conpounds of the formula |I are
not |imtedreo anjequrdi cHarprEsamiisv@tiomlils pes Pddva dd eredni soner s
(B2 ! 1ﬁ¥§%&¥§%§s for compounds with different activities. A further
object of the invention is to provide new compounds which are
stable in a variety of applications including detergents,
fabric softeners, cleaning products, personal care products,
cosmetics, and sun protection products. A further object of
the invention is to provide new compounds which can be cleaved
by light, heat, hydrolysis and/or enzymes into one or more

organoleptic compounds.

The present invention relates to new ketones of the formula I

R n

wherein

Y is an optionally substituted alkyl, cycloalkyl,
cycloalkylalkyl, alkylcarbonyl, cycloalkylcarbonyl,
arylcarbonyl, alkyloxycarbonyl, cycloalkyloxycarbonyl,
aryloxycarbonyl, amide, oximinocarbonyl, alkylthiocarbonyl,

cycloalkylthiocarbonyl, whereby all alkyl groups may be



-.4 isoners, enantioners, diastereoners) and all m xtures are thus

included within the scope of the invention. The conpounds of the fdrfuARRI2(02
-are nostly or nearly odourless at roomtenperature, atnospheric conditions
and about 20 to 100% relative humdity. cver, under activating

conditions, they are cleaved and one or nore active conpounds wth

organol eptic properties are generated. The activating conditions which | ead
to cl eavage and the desired active conpounds conprise the presence of

light, such as roomlight and sunlight, sunlight being preferred.

Addi ti onal activating conditions may be heat, hydrolysis and/or enzynes.

The conpounds sSfraightf mnnhlaanchﬁcblaiicafatlé{ adlkydy &l @y codlkyl lgstemrsar yl
ketone of the f 4 & E conmpounds are those which

yi el d an organo eﬁgl gsalaéruﬁqie t one. aretq{r(;earrg&;%jnds of the fornula |, wherein
Y is an al kyl, cycloalkyl or cycloalkylalkyl group, are cleaved into an

aryl or het £oary, t, | 0 er eof

i s organol egt [ zcag g es 0 aﬁoé} e‘{g uﬁ(%{? r!:g.lne“gl"‘ asbeeaeﬁt%bgkelé\{kgae

ket ones and almmdm:n‘umwumw,efsamaacbramcbmmﬁrmr@‘cerred ones are

| i sted bel ow. Exanpl es of organoleptic heteroaryl ketones are

2-acetyl pyrazi ne, 2acetyl -3-nethyl pyrazi ne, 2-acetyl-5-ethyl pyrazine, 2 ~
~ APR zQ-z A GisaeethkpyopHbnecaadonaeiacetyhpyetrdanesanhechiageodi sth@sed
in US patent 5,2 4 027 The conpounds of the forrmula I, wherein Y is an

al kyl -, cycl oaﬁ‘ksy ‘or aryl oxycar bonyl group, are cl eaved into an aryl or
het eroaryl ketone and an al cohol, phenol, aldehyde or ketone, at |east one

t hereof is rganole tic. anpl es_o | co oIs epol s including the
et ot et afo RBYcCRFEY ot B0 Bt Bogh 38080, e PERBATREOR PREHHEREY oo
an aromati c hyrdeox o metdab tdieranind hadyldr W@,Ol&ﬂ&ﬁﬂeaﬂhﬁdiﬁﬁ}ectly
to the benzene ring. The co unds of t.he for a , erein Y is, an

al kyl -, cycl oH4QHE" dt¥Y&IYI Loi 't YR @%h aryl or
het eroaryl ketDAg Aneb:an witi¢h qlar H@@mlﬂd&c@r )Qat@fraft@cﬁfdlaf yl ketone
and/ or the | actone being organol eptic. Wen the al g; re5|due of the

al kyl car bonyl WrHREaE Qo343 B i9F AGAREhssy G &henRatyla

hydroxy group yHie-H elfased At Bt de anld W ahel sﬁﬂﬁﬂmﬁ;ér{w eHeHe ian
cosnetics. Lactones nmay be forned when the alkyl residue is substituted in

gamma- or del tRRIWFEFIOERFYRY £0/droxy group or with the group 0-CO OR2 or
0-CO-RZ, wherein R2 is an al kyl, aryl or aral kyl group which nay be
branched, unsaturated and/ or substituted. Preferred conmpounds are those
wherein RZ Rs aSC2n3&NEPRPF group or a phenyl Cl-to al kyl group. Conpounds
of the formula | with the group 0-CO- OR2 yield after cl eavage besi des the
aryl or heteroaryl ketone and | actone an al cohol, phenol, al dehyde or

ket one. ThewﬁﬁheghebﬁéFﬁEH1@8nﬁ§unds can be organol epti c.

2-ethoxy-l-phenyl-ethanone,

hydroxy-acetic acid 2-oxo-2-phenyl-ethyl ester,
acetic acid l-methyl-2-oxo-2-phenyl-ethyl ester, and
p-methoxyphenacyl acetate.

All groups containing the term alkyl include also the

unsaturated residues, e.g. alkenyl, alkynyl, cycloalkenyl etc.

The compounds of the formula I are not limited to any

particular stereocisomers, all possible stereoisomers (E/Z



"~ 1 APR 2002 - 6 In the conpounds of the formula I, wherein Y
al kyl carbonyl group, the al kyl group may be substituted e.qg. mﬁthféﬂagybzmu
- group. These conpounds yield after cleavage an aryl or heteroaryl ketone
and a ketone, at |east one thereof is organoleptic. Preferred conpounds are
those wherein the al kyl group is substituted in beta-position to the
carbonyl group with the oxo group or in delta-position, in the latter case
the oxo group may be situated in an optionally unsaturated cycl oal kyl

radi cal which may be substituted. The conpounds of the formula |, wherein Y
is an amde, i.e. a N-substituted am nocarbonyl group, are cleaved into an
aryl or het éFomeyb kenentiamgran dipraterapmesast andeal hemégturss are thus
or ganol epti ¢ | 6$ +RE 4O n i graphBesni udhng the preferred are
listed beIo&Fc$Egg§on%5u%85Eg§ ?th%ogﬁupg I?nmgg#g?n Y is an

al kyl t hi ocar bonyl or cycl oal kyl t hi ocarbonyl group, are cleaved into an aryl
or heteroar Kk t bi.al ast e Of .. n i
Bxanpl o5 of 10PoRnaPaufy Bei Bhe' 2oBhyl ST, AR mbRELF b ReREG"RURREN Eos

2- (1- mer captob- trethyknpbybiuseneehpbepbeohexanndétands and about 20 to

2- met hoxy- 2+ pet hy 2-thiol ...The ds h .a_l oreln.Y
is an oxini%gga?b%§§%%3§8ugpgﬁ§égpinggggégﬁsﬁége%thé?%gEéﬁgn8°§§§%§§H8é
e.g. an opt cbegl hyesubstwvedt edd sheabghtooe brahvhedpmpatndat wdltbr
unsaturated _al kvl ;aroup, are cleaved_into an_aryl or heteroaryl ketone and
an-oxi e, apePeher9BRee: REPBSFEE8YcRgRn5rRRrrEcY 3 1 APR 2002 The present
i nvention includes al so conpounds of the formula I which are cleaved into

rite inibp eSRagaEehy cRhd: pbna hBRRR! Loai B EAERRAPR ADE EREL whi cn

IS substitutedivetihagatdyanaogpoupdsncampbiseandéoprgasnaeposi Liightt ostibe

carbonyl group, with.t rqviso.th t he_chaj et ween_t he car,bonyl group
2nd the cyaf8’ 5POpLHEEta 500 0rELbER. | AUBLLAbEaRRRY BoBFEFBAEFE ¢ he
carbonyl gradaivhenalhaceyzaeiggoupndigdndasi nagapeahpasit hgaroIbeial kyl or
al kenyl grou y be branched and/or substituted with further residues

whi ch may téggggérePéVWFé'ring system Exanpl es of organoleptic nitrites
including the preferred ones are listed below. In the conpounds of the
formula | Ais a chronophoric arqgmati ¢ or heteroaromati ¢ ring or rin
system The TR&r FPPPRYTEFs CEMENRcERIBY L ApR0Y1EAE 65F§EyEﬁFEVP fg8™h ﬁﬁg&h°ﬁay
be connect edegieirbatydi keebhy 8F RBYearBiidde, €. 9. an optionally unsaturated
al kyl en group, oxygen etc., as well as fused rings. The heteroaronatic
rings include five- and six-nenbered rings. In nost of the cases the

obtai ned aryl or heteroaryl ketone s organol eptic. Wen one of the
substituents of A represents a polyfferic group or when A represents a fused
aromatic or heteroaromatic ring s m wi-tR? norellt han two rings, the
conpounds of formula | rel ease én cledvage a non-organol eptic aryl or

het eroaryt ketone. In these cases O-Y in fornula | represents a group which
after cleavage yields at | east an organol eptic al dehyde, an organol eptic
ket one, an Grgdeciregt complovodsl ase phesel whashoyderdl ept pcgraciepsicanryl
organol epti geaniae, an organol eptic thiol, an organoleptic oxinme or an
organoleptic nitrite, as described above. ~ ~ aPR zooz _g_ Suitable

pol ynmeric groups are divinyl benzene-based pol yners, ethyl enegl ycol

di met hacryl 3%% %%ﬁ@%uﬂ‘&'sy%%r Scihea%%hh(iaa&',d/wh@!e?tk' ¢ g%' angﬁ‘% YTET S,
acrylic aci onopol yners, polysiloxanes, ‘al ginic acid, carboxymét hyl
cel l ul ose, xactlioad kguimoand ysd cad kySiadke 1t lge cupnpetreds lek vieke ihgomaina alry L
after cl eavage, g4 1t eaal A28 3URILANCE OG- A2 cdrAUP M Yl a8t one
het er oaryl Ket ones, Sl ehy&és, ket ones, "al"cohol’s, "phenol's, am nes, thiols,
oxi mes, ni t rihegecdnd sl acigamed epdiicng Exagaielse ptfi © rgeniodiepy ichey yge keitonelse
devel opnment _qf ful r._praoducts wi.th enh .Qr | ept.i

properti es. a%hé" oq't %snggn}lrégr%ﬁo eﬁtq'ﬁdg aé'l%as gﬁgeéggﬁg%&glg?%ﬁ%a |%1“3rf(z‘;éé:rrgﬁices
and maski ng aage mcs eapa efretrinade romleisala reg dritss e dT herleWor €x ampd esr efent
invention also rel tqQ the use.of all conpounds Qof rnula | as _
precursors focg:rgaéirog]%%?iecp?lle&efc?r‘?ﬁgt}nd(s?,%c’lnr?spaarrte’l rc}ulaac%tfy:lg’arrgr%é‘éls?’ ?he
conpounds ofadetey If-Gr-me tin yi1l pyara zdcte , a2 facagydrce ephgdmysarzinen [2aundry
products, such as detergents and fabric softeners, cleaning conpositions,
such as hard surface and all-purpose cl eaners, personal care products,
cosnetics or sun protection products. They can al so act as precursors for
odour masking agents in the sanme products as the fragrance precursors. They
al so can act as precursors for antimcrobial agents. The fragrance
precursors and the precursors for odour nmasking agents may be used
individually in an amount effective to enhance or to mask the

e - o e o o o o e



11 APB 201 _ g _Due to the in situ generation of the active conpounds the
desired effect is prolonged and the substantivity on different subgt-!)aApﬁ 2002
-is enhanced. If two or nore active conmpounds are provided, they can be
generated, depending on the precursor sinmdl Taneously or successively.
Further, the precursors of the invention provide slow release of the active
conpounds. One preferred group of the ketones of the fornmula | are those
wherein Y is an al kyl group. The al kyl group may contain a Cl1_ so al kyl

noi ety, which may be unsaturated, branched and/or substituted by different
groups as shown in the |isted al dehydes and ketones bel ow. Preferred
conpounds ddcételppridize lamt ethdosmet wpeyEidinfes svhoieh armerati sscragsgd aimd
two of its bstituents r second ring, preferably a six-nenbered
aromati c rii% %‘?t%n‘fi‘\g/'e%{‘g'rd%?x-nenbered aliphatic ring. Wthin this group
of conpounds it is nost preferred that RL is hydrogen and the ot her
sustituents,of the aromatigc ring.are h ogen_or. ong .or nor t hyl groups.
Preferred (S:%kfﬁ)o%?fﬂ%o%?d§ h%gf%l?%%%rwu]a%/gf'a%beﬁf&e, Yhet'ei l?rg\yil_i's hydr ogen
or nethyl. &felednbyy- Aofadtybsxydna syl hatougy efre wisddtaenirsto egpendydl |y
met hyl groups. furt he referred, group, of conpqunds, of_ .t formula | are
Those, aner®r heheT e fuh Bt Arh At Breeng Dratia e @l e (&

unsubst i _tU_tJe@lt@mv%,su.b%t1éwe%ﬁit$hmmgt§%afﬁapté?f.gfw‘ﬂﬁ%eé o hg |
par a- posi ti on. en s an yl oxycar bon roup, - 30 oxycar bony
groups are %%‘?ré‘?]r%da‘%ﬁ&ui%l?'ie b’e‘“h%%‘g‘trtﬁ a‘%/}bed, ot aa{'ﬁg/“&#/r%ubsti t ut ed
by differentr&f Oxipsd asn&dHoake i N dted lvsted. 1 1 APR 2002 - io alcohols,

al dehydes and ket ones bel ow. The aryl oxycarbonyl group is preferably a
phenyl oxycar bonyl group which may be substituted as shown in the |isted

phenol s. Then&yed ARl divd 0y GRe DONYAn H ikt Sc R 24:8P | dorbduhicd® wherein the
cycl oal kyl oxycar bonyl group which nmay be unsaturated and/or substituted.

When Y is aWWRFRXY cRFPemyiS btached -Boreftdy &R dups R refei®d. They
may be branched, unsaturated and/or substituted, e.g. by naphthol, phenoxy,
napht hyl oxy, hydroxy, am no, pyrocatechol, the group 0-CO OR2 or 0-CO R2,
as stated abe¥econprynds et atks cfoamyda chr HOIBAS Kt oﬁp’;s & el val kyl

noi eties are,pi&f ekyed yhi QM@&%WS%M&@; eph l/ e SubsiddE R ahen Y
is an aryl carbonyl group, the phenyl’carbonyl droups are preferred which may
be substitu2eyl Yheheyereamnl aketeng NaRYLRR i AR P RN NRAEVRW| Yhgyraitipl a

wi de vari et r%e@??éé’f?f‘”?é@&ﬂé Ca ) HE St £AM DE SN aééh.ﬁ-g% RYr £ rAVAGE;  For

exanple, a lIst of suitable primary and secondary cos ic amnes can be
found in théhSpshipeialknyrees bdee Hahdboeka Bkly tearbgnyogawrumMiNi ki t aki s.

Suitable supiact aplcadl NSa 0 PoL QDKL - S0; XA Sun | ) R, Sugfur ope
edited by Gordonf?\['j'%l %%]Iﬁ?s? E%?%f erred S Cgsﬁet Ut ed ani no% %%Iaé%r ups
are those whhehrgledsgedfaetdchanvegersheverganl rpriinanrmsdienedibel ow.
It is pref eéé?ﬂ#f@é. ML L&t dn &k rga¥ﬁ}e1 BEOHDS §10dn Vﬂ}&haﬁéfi anLs; {
substituted wth one or nore substituents selected fromaryl; cycloalkyl;
cycl oal keny$ubskbfubgy; inyaammahyer oxgl tayppokyidreiwmgth a hydréxy group APR
2002 or with the group 0-CO-OR? or 0-CO-R?, wherein R? is an alkyl,

aryl or aralkyl group which may be branched, unsaturated

and/or substituted. Preferred compounds are those wherein R’

is a Cj-30 alkyl group or a phenyl Ci.;p alkyl group. Compounds

of the formula I with the group 0-CO-OR? yield after cleavage

besides the aryl or heterocaryl ketone and lactone an alcohol,

phenol, aldehyde or ketone. The three obtained compounds can

be organoleptic.



esterified wwth a carboxylic acid, a carbonic acid ester, a N, N-substituted
carbami ¢ acid or an oximno carbonic acid; anmino substituted with{{ APR 2002
- oXi m nocar bonyl ; an esterified carboxyligmgroup; and a carboxylic group
esterified wth an oxime. The groups for itch Y stands may al so be
substituted with the follow ng substituents: A-CO CHR1-0-, A-CO CHRL-0-CO,
A- COCHR1- 0- al koxy or A-CO CHRL-0-CO al koxy. The following formula |1l shows
one exanple of this kind of conpounds, wherein Y is an al kyl group
substituted with ACOCHRL-O. OOOOIIl A~Y Amwherein mis an

i nteger. Conpounds of the fornula | may generate the foll ow ng organol eptic
ar{I ?etOngSIn4iM?t@ﬁmyﬂhﬁmy|%ﬁLﬁMéKﬁwfmula I,rr?erein é is anI ]

1-[6-(1, 1-di net et -2, 3-di hydro- 1, 1-di net - 1Hi nden- 4yl J- et hanone
T(S. 6.7, o rBE UG OTRY b ST et SRR e by TER SR 1 eGP e e S
-(1-nELhy|fﬁ%&%)%ﬁnﬂﬂﬁO@§5%pa_The?$lcompoun%s yield after cleavage an
-tert-butyl-3,5-dinitro-2, 6-di net - acet ophenone

6,7, 8-t ot raFyHoF N9t RF R BY 5. FRSGHRIINA - 208 TRiReR (P Bheone thereof

(2-napt hal egybrgeidpawnesd. plefe APRI 2Zoourdds are those wherein the
(2,3-dihydro-1,1, 2, 3, 3, 6-hexanet hyl - 1H i nden-5-y| ) - et hanone
[ 2, 3- di hyd?b %1‘3"2‘?‘6&%&%‘1’1’%?%’?‘4%@? 1Bt R ‘%%‘i%??ld‘érﬂl%-‘iﬂ‘]b%‘m]anone
thyl - 1- (4ro®b il eheewé ) ofo NgX8lp loPNEn delta-position, in the latter
cetyl-1,1, 2, 3, 3-pent anet hyl i ndane 1-pheny|grppanone apetqfhenone*
-dinethyl%ﬁ%ﬂy?h%tﬂéﬂoﬁéeuP may be situated in an optionally
- (1, 1- di ped vk 23 84 ) e fe Bo 811 BRL hyd dhedy | dn £dhandPee substituted.
exahydr odi net hyl - 1H benzi ndenyl ) - et hanone*
, 6,7, 8-tetrahydro- 2- napht hal enyl ) - et hanone 1-phenyl - 4- pent en- 1- one
6,7, 8- tef g Ayl Qardu . O By B PESEANEL M) -SadApiY hal eoviy efhamone; .o. a
-ethyl-5,6,7,8-tetrahydro-5, 5, 8, 8-tetranet hyl - 2napht hal enyl ) - et hanone
reby * i mirewbetitheedranibnocrzenyl kaxoirs. 2 D nprAWRd ofnthead R Ryl PF
gener at | oy t S: 2P0l Mmet hyq 5 - 2= 5 E*x,

200 6 1 RELPETEVHT bese PR an ot TACHIGES! "G Nee 6t Tss
2,6, 6-tripegaydtyrt bhexEzamplds yof botgan@lepleke amines including the

-nmet hyl -5- (1= t yi)z I -2-en-1-one*
-(4-hydroxy%ﬁ%%%?#éﬁu%gﬁ-gg%ﬁﬁg*ggfﬁghzo-1,3-dioxo-5-y|-but-2-one**
- heptyl - cycl opent anone

The compounds of the formula I, wherein Y is an

NNN-

@

PRRPRPREPNOWRRPRREAN

woror s b

35

NFENRD

alkylthiocarbonyl or cycloalkylthiocarbonyl group, are cleaved
into an aryl or heteroaryl ketone and a thiol, at least one
thereof is organoleptic. Examples of organoleptic thiols are
3,7-dimethyl~1-thio-octa-2, 6-diene, 2-(l-mercapto-1-
methylethyl)-5-methylcyclohexanone and 2-methoxy-2-methyl-
butan2-thiol.

The compounds of the formula I, wherein Y is an
oximinocarbonyl group, i.e. -CO-0-N=CR®R‘, wherein R’ and R’
may be e.g. an optionally substituted, straight or branched,
saturated or unsaturated alkyl group, are cleaved into an aryl
or heterocaryl ketone and an oxime, at least one thereof is

organoleptic.



onan- 2- one* oct an-2-one*
,2,6,10-tetrametyl tricycl o-[5.4.0.0(6, 10)] - undecan- 4- one hept an- 21cheAPR 2002
3 1 1 APR 2002 undecan-2-one* benzyl acet one* but an-2-one*

,2,3,5,6, 7-hexahydro-1, 1, 2, 3, 3, - pent anet Ryt - 4H i nden- 4- one*

met hyl - hept - 5- en- 2- one* 2- (but an-2-yl)-cycl ohexanone*

hexyl - cycl opent - 2- en- 1- one* 2-(1-net hyl et hyl ) -5-net hyl - cycl ohexanone*
(2- nmet hyl et hyl ) - 5- net hyl - cycl ohexanone* 3-net hyl - cycl opent adecanone

(1, 1- di met hyl propyl ) - cycl ohexanone* 6, 10-di net hyl - undeca- 5, 9-di en- 2- one*
0xo0- 2- pentyl - cycl opent ane-acetic acid nethyl ester**

( 1{ ﬁ |3 ‘51,'151@,;7113?363&} fﬁﬂ%rleti?orﬁii&ﬂ-t{dﬁg AR Hompaaphishal feruHe) -fRIhanena*
met hyl - 5- propyl - cycl ohex- 2-en- 1- one* ,

(2- cycl oHE}eT) 35 AqVSRHA Kt R Yo rggmaleptic aryl or

2- hexyl - cyolexdieftiry?: fedornaind Zeitigdndlepraremitdiar.1-eN&his case Y
3-net hyl - 2- pentyl -cycl opent - 2- en- 1- one** 2-hexyl i dene-cycl opent anone*

3, 5-di et hy|2® -%ﬁ@ﬂﬁfﬁﬂ-@#‘%ﬁﬂ Hexersigrl carbonyl group which is

4,425, 6, 7. AU it QDInaY | grbul 0 e+ AL L on
3-nethy|-6-propy|idenecyclohexanone§g4- 1-neth§#%ih I)-cycﬁ%hex- -en-1-one
(E)_Oct_3_éﬁ:2&3hézrbonyl group, with the proviso that the chain between

1-(2,3, 4, 7&@%&@@{3@&&&&@-&% QPRI rolp 3R s/ BIAnNaZ Wy Syl ) - et
hanone* 2-hydroxy- 3, 5-di et hyl - cycl operit - 2- €ne- I- one*

1- (3, 3- di mEReEA —JammAtRATEKERN - 59 )i Frkonyl grougpripgpthe jyano group
1-(2,4,6-trd | a{g@| t s AN-3- ARAL W4 angj f

2-%3- met hyIr tﬂ%&&ége%y% ﬁn%%ljﬁlyci% o‘paelr]rtﬁg-%n%rll-q{one ygl;_loiﬁj  ene

3- met hyl - 5-gpangciged rarr%/[cwyl ks bigaied wirkh -fyntheaniresigdngmpmhich may
-butyli dene: - t#d et hy, I n ; -
,2,3,5,6, ;F%%(éhe;%jrfo&??é];%y% %ent éﬁrrbt y nlpéfﬁ-s‘l r? er?—rzgaonnoej*e"ptlc nitriles

- et hyl - 5-inopydiny ctithepcferred ores are listed below.
, 4a, 5, 6, 7, 8- hexahydr o- 6-i sopropyl - 2( 3H) - napht hal enone

5,5-trimethyl -cycl ohex-2-en-1, 4-di one* (E)-5-nethyl-2-hepten-4-one acetyl
oanyl enkt *thikecc@pourdonef the formula I A is a chromophoric aromatic

hyl - 3, 6, 6-t r.i | ohex- 2- enyl - but - 2-en- 1-.Qne .

, 5-di rre?ﬂyl'feél{%y%%fg%% ée)xr'gﬁr(lq%-?/‘{l])‘lilzf?%eﬁ#etn- - one sLeIm ring system

g, g- t r:_.mmll.lr!]\:yefs ;mauyaﬁ oéhr&kqm]iy#QLi‘mtEﬂ}gav— iﬂl’ﬂﬂé‘i‘ :may be connected

, 6, 6-trinet s2-cycl ohexen-1-yl ) -but - 2- ep- 1- one**,

‘6.6, rtheay S ANE AN £ iR FF i isionally unsaturated
, 4, 4,5, 5- pehit et hytodp cyct ppemt ene: 1-y4 -wihlareonefused rings. The

hetercaromatic rings include five- and six-membered rings.

n
2
1
1
6
2
2
4
3
1
3
1

In most of the cases the obtained aryl or heterocaryl ketone 1is
organoleptic. When one of the substituents of A represents a
polymeric group or when A represents a fused aromatic or
heterocaromatic ring system with more than two rings, the
compounds of formula I release on cleavage a non-organoleptic
aryl or heterocaryl ketone. In these cases O-Y in formula I
represents a group which after cleavage yields at least an
organoleptic aldehyde, an organoleptic ketone, an organoleptic
alcohol or phenol, an organoleptic lactone, an organoleptic
amine, an organoleptic thiol, an organoleptic oxime or an

organoleptic nitrile, as described above.



whereby * indicates the preferred ketones and ** indicate the nore

preferred ketones. Conpounds of the fornula | may generate the folw%MAEh
- al dehydes: 2,6, 10-tri nmet hyl undec- 9-enal * 2002
1,2,3,4,5,6,7, 8 octahydro- 8, 8-di net hyl - 2h§prhalenecarboxaldehyde tri decanal
2- [4 (1- nethylethyl)phenyl] et hanal

2, 4-di met hyl - cycl ohex- 3- ene- 1- car boxal dehyde* 1 1 APR 2002 - 15
4- car boxal dehyde- 1, 3, 5-tri net hyl - cycl ohex- 1- ene*

1- car boxal dehyde- 2, 4- di net hyl - cycl ohex- 3- ene*

1- car boxal dehyde- 4- (4- hydr oxy- 4- net hyl pentyl ) - cycl ohex- 3- ene* hex-2-enal *
3,5,5-trinES@ytahbaapalymepian@réuﬁs6adén@ihymyhb@mzéneﬂba$éddpchmaérs

dec- 9- enal d al , 2- et dec 1-al **. undec cana

dodecanar =S SRHEe RS Ly RancarBe o Py BRRerad fSd oo butErsr  Seruhil -2 i hana -

3,5, 5- trinemhyéhexaoaa aepongmaksunde£y91enatid Rempbeoy{meropanal *

4- met hyl - phen et al dehyde* . 3, 7-di | - oct ana ih of arnesal **

7 hydr oxy. LU RETKEREECT AREHLS. S MR rerhyronine s eheod T LRI L8 Banchan

2-(4- (1- ret bymeahyl 3phenyl ) - et hanal * 3- (3-i sopropyl - phenyl ) - but anal **

2- (3, 7-di net hyl - oct - 6- en- oxy) - et hana

1- car boxal dehyde- 4- ( 4- net hyl - 3- pent en- 1-yl ) - cycl ohex- 3- ene* 1 1 APR 2002
16 2,3, 555ncéethanebhybuh@sa@ﬁlth@ngbfmhis Bldﬁh&dﬁ cleavage, provide

é nmet hy I- - 6-trineth cl ohex-2-en-1- na

et 545 Pedet Lofe| DiRgYERORea 2 £0 Grdud RV 8L Tneteroary)

4 (1,1- dlnﬁkétbneéPYAldéﬁpééﬁﬁpkéﬂaﬂé£* alcohols, phenols, amines,
2-[4-(1- nethgl-ethyl% henyl ] anal

al pha- met hyF 3088 he ?6xoPé g?ﬁpéﬂﬁlla%tqnﬂ§n%?ﬁ§$goefg%n%%eatbf*

2-met hyl - 3-4pr i $0p 0@Hé9h§8¥ﬁitpfﬂg'@Q@égéﬁﬁgﬁé of useful consumer
4- (4- hydr oxy- 4- nmet entyl)-cycl ohex- 3- en- 1- car boxal dehyde**

al pha- nethyPerQCB%anEFo?%@%nseﬁrBﬁﬁﬂ%PlePtlc properties. The obtained
organoleptic substances are useful as fragrances and masking

agents and antimicrobial agents. Therefore, the present
invention also relates to the use of all compounds of formula
I as precursors for organoleptic compounds, in particular

fragrances.

The compounds of the formula I can act as fragrance precursors
in laundry products, such as detergents and fabric softeners,
cleaning compositions, such as hard surface and all-purpose
cleaners, personal care products, cosmetics or sun protection
products. They can also act as precursors for odour masking
agents in the same products as the fragrance precursors. They
also can act as precursors for antimicrobial agents. The
fragrance precursors and the precursors for odour masking
agents may be used individually in an amount effective to
enhance or to mask the characteristic odour of a material.
More commonly the compounds are mixed with other fragrance
components in an amount sufficient to provide the desired

odour characteristics.



1- car boxal dehyde-4- (1, 1-di net hyl et hyl ) - cycl ohexane
4- (oct ahydr o- 4, 7- net hano- 5H- i nden- 5-yl i dene) - but anal 11 APR.ZME
-[(3,7-dinethyl-6-octenyl)oxy]-acetaldehyd&**
3, 7-di net hyl - oct - 2, 6-di en-1-al * nonadi enaf *~ 2, 4- di net hyl - 2, 6- hept adi enal
trans-dec-2-en-1-al* 2, 4-di et hyl -hep-2, 6-di en-1-al * dodec-2-en-1-al*
3, 7-di net hyl -oct-2, 6-dien-1-al * 2, 4-di et hyl - hept a- 2, 6- di enal
3, 7-di net hyl - nona- 2, 6-di en- 1-al * 3-propyl - 2- hept en- 1- al
1- car boxal dehyde- 4- (prop-2-en-2-yl)-cycl ohex-1-ene whereby * indicates the
preferred al dehydes and ** indicate the nore preferred al dehydes. Conpounds
of the forrMe Ho e daneridie gere fadlilcawiafy tdlec lvdliyeardmpeamsiss.the 1 1 APR

2002 - 17 ﬁﬁy | &ah I * . &) l.* s tyl al |-

octyl al coﬁdo Jneocﬁyﬁ a%ctohqg%(}grcfg'coﬁmg ggﬁﬁfe%ﬁa%%%%le’ﬁgf@‘ﬁ é%rf%%r}%nt

al cohol * maibsttima tad < dhlergraratetly] -THuttwWd @ nogle* a@-tipteh Wombauerttsarale

ci s-3-hexenol * cis;4-hexenol * 3. 5 5-1r] hyl - he (o]

3,4,5,6,6-6%% %ﬁéﬁQﬁH4h§¥:ﬁ% -Qﬁ*g%ﬂ 4é%§§4()gpﬁ§§£%i(ﬂmfﬁﬁﬁ-RE%§% o1

2,5, 7-tri medimd Horterus3-yofo 2 -ni el sA-vi et IR rth e octhadipereclirafors of the

6- et hyl - 3-net hyl.-5-octen-1:0l * 3. 7-di net hyl-qct -3, 6-.di engl *

3. 7- di met Ny FOATEHR PEARIAESY EH RIS CiSarF i BrPE ¥ irenol

5- et hyl - 2- nonanol 6, 8-di et hyl - 2-nonanol * 2, 2, 8-trimet hyl - 7(8) - nonene- 3- of

- - 1 - - - - - - - * - - - -

nona- 2, 6 dIOenne 1proeffeA'rrrreEc} n Llou3p doej‘icetque5 koeltondeesC 09f %%el foofrmulla JI Aan)'% %%%Zse
wherein Y is an alkyl group. The alkyl group may contain a C;.
30 alkyl moiety, which may be unsaturated, branched and/or
substituted by different groups as shown in the listed

aldehydes and ketones below.

Preferred compounds of the formula I are those, wherein A is
one aromatic ring and two of its substituents form a second
ring, preferably a six-membered aromatic ring or a five- or
six-membered aliphatic ring. Within this group of compounds it
is most preferred that R' is hydrogen and the other
sustituents of the aromatic ring are hydrogen or one or more

methyl groups.

Preferred compounds of the formula I are also those, wherein
R' is hydrogen or methyl. Preferably A carries no more than
three substituents, especially methyl groups. A further
preferred group of compounds of the formula I are those,
wherein R! is hydrogen and A is one aromatic ring, which is
unsubstituted or substituted with one methoxy group,

preferably in the para-position.

When Y is an alkyloxycarbonyl group, Ci-3p alkyloxycarbonyl
groups are preferred which may be unsaturated, branched and/or

substituted by different groups as shown in the listed



.

- is benzyl al cohol 2-nethyl-undecanol 10-undecen-1-of 1-phenyl-ethanol*
2- phenyl - et hanol * 2-net hyl - 3- phenyl - 3- propenol 2-phenyl - propanol * { 4 APR 2002
- 3- phenyl - propanol * 4-phenyl - 2- but anol 2-net hyl - 5- phenyl pent anol *

2- et hyl - 4- phenyl - pent anol * 3- net hyl - 5-ph¥hyl - pent anol *

2- (2-met hyl phenyl ) - et hanol * 4-(1- et hyl et hyl ) - benzene net hanol

4- (4- hydr oxyphenyl ) - but an- 2- one* 2- phenoxy- et hanol *

4- (1-met hyl et hyl ) - 2- hydr oxy- 1- net hyl benzene 2- et hoxy- 4- net hyl - phenol

4- et hyl - phenol ani sic al cohol* p-tolyl alcohol* cinnam c al cohol *
vani | lin* ethyl vanillin* eugenol* isoeugenol* thynol anethol* decahydro

2- napht hal ean]cﬂolbmm/ecﬂl"déiqﬂiemcﬂr’fd ﬂeaftrmmﬁ *beldw .l mmabxyd&lbdrwﬂchyl

al cohol * ment hol *, hyl 10 do ecatrlen oﬂlaupha iqpol*

t et r ahydr o TOHR *li I:(ﬁf’ e’EFf I%H*HW which may be

3- (1, 1- di neddpd et tyddd cys:lg{mang{ *t He (]l].s'h:edl r’g&teh@d]eﬁ hyﬂr)e cycl ohexanol *

4-i sopropyl cycl ohexanol 6 di et h I-blcyclo 3.3.1 ]he t - 2- ene- 2- et hanol

6, 6- di met hyf¥ Qﬁi} Q?ﬁ?ﬁ? B} 3F%§ﬂa %H' =8-en-3-ol *

S-tri medyl o£Vie) Dheyed b ordy ¥, frdup rvahtwd e Qh@(ﬁmm‘atmﬁ hertad S

1- net hyl Qﬁ c| ohexane- net hanol * 4-(1, 1- dlnethylethyl) cycl ohexanol
1,1- mlnﬁqﬁg/ Wﬂg% tycl ohexanol 2,2, 6-trinethyl-al pha-propyl cycl ohexane
p

ol * 5-(2,2, trlnethyl 3-cycl o- pentenyl) 3- et hyl pent an- 2-ol *
yl-5-(2,2,3-trinet clopent | - 3- enyl pent 4- en 2-0l *

Chy !~ 4 V581 ¥ 14 fryA L6 AR SXARAS Drots. SUBHLT S5ups are

5,5, 6- tr;sf@fé%éu CVPA@;[ ana?y Ipd f@pén&xé/d,) -Yed thexadw dnd /o

2- et hyl propyl ) - 4- hydrioxy-4- net hyl -t et rahydr opyran* 2-cycl ohexyl
panol * Z2YBs8ititrd hy? «F hy?y mam cﬁ}?ﬂ’lﬂ?‘é}k'amﬂp*hthy oxy, hydroxy,

e
(
(
(0]
(2-tert- b&lﬁi/x{o,cyg}ﬂk@a(&’ééﬁ% t@f 0-CO-OR? or 0-CO-R?, as stated
(
6-
7-
e
|

3,
(
(
ropan
-meth
hy

5,

4-i sopropyl - cyclohexyl )-ethanol* hydrox phenyl) - but an- 3- one
di net hydbexee - 7hen X ols 2 evel et kxd grAup, Ci-s cycloalkyl

di met hy, r+ Pﬁé s Pedi $hs ﬁTPéed wrhélh Ac?ﬁx %@?unsa%&ra\/%‘@d &Nd /o Ndi cat es
a no

r ferred and phe Compounds of the fornmula | nmay generate the
ol | owi ng @W@@p‘ﬁ@: dersY bhtdn arylearkenyl group, the

Bl {1 TS R T e o e A R L e e

When Y is an amide (N-substituted aminocarbonyl) group a wide

3,
4-
2-
P
3
2-
4-
2-
pr
1-
1-
2
3
p
f
1-
8

variety of non-organoleptic amines can be obtained by
cleavage. For example, a list of suitable primary and
secondary cosmetic amines can be found in the Cosmetic
Ingredient Handbook edited by Joanne M. Nikitakis. Suitable
surfactant amines can be found, for example, in Surfactants

Europe edited by Gordon L. Hollis.

Preferred N-substituted aminocarbonyl groups are those which

yield after cleavage the organoleptic amines listed below.
It is preferred that n is 1 or 2.
All groups for which Y stands may be substituted with one or

more substituents selected from aryl; cycloalkyl;

cycloalkenyl; oxo; oxy; cyano; hydroxy; hydroxy being



anthranilic acid 1,5-di nethyl -1-vinyl -4-hexenyl ester 2-am no-benzoic acid

met hyl ester* nmethyl anthranilic acid N-(2-nethyl pent-1-en-1-yl) ﬁ?@ﬁﬁ

-1-net hyl - 1- (4- met hyl - 3- cycl ohexen-1-yl ) etfjyl_ anthranilic acid hrit “qzc

aci d phenyl ethyl ester* 2-nethyl am no-benzoic acid nethyl ester*

6- met hyl t et r ahydr o- qui nol i ne i sobutyl N-nethyl anthranilate

(2) - 3- hexenyl - 2- am nobenzoat e* whereby * indicates the preferred

organol eptic am nes. Conpounds of forrmula |I may generate the foll ow ng

organol eptic nitriles: dodecanenitrile* tetradecanenitrile*

5-nmet hyl - 7- (1-net hyl et hyl ) - bi cycl o[ 2. 2. 2] oct - 5-ene-2carbonitrile

L Dr At ot B LS U e HAAOAR (28 Shre BTG @eid ester, a

2, 4-di net hyy -gyshodexr S &decdribhid |#£&id or an oximino carbonic acid;

2,2,3-trinmethyl -3-cycl opentene-1-acetonitrile 1 ~ APR 200g - 21

4- (1, 1- di meARiA @t TPt benrehentet difitincarbentli ddt £ Eeni9d | e

3-nmet hyl - oct anedk {11 _a%é’»c_s\ﬁ?,t hydd dpdecansnjtild |f Ardreldbd ridecanenidy ide

decanenitrile octanenitrile 4,6,6-trinethyl-heptanenitrile

i sotetradecfE®M?trile 3,3-dinmethyl-bicyclo[2.2.1] heptane-2-carbonitrile

oct ahydr o- 4, 7- net hano-i ndene-5-carbonitrile

3,7, 7-trinet hyl -4-propylidenenitril e-bicyclo[4.1.0] heptane _

3- hexyl oxy-Propdeeips | fer wiicly-Yiswands -t -2l 32 die FHRSEA L Wrashi vt rihe*

5- cyano- pe“f@fl@ﬁ?ﬁkfs@ﬁﬁ@ié\)/éﬁés‘ CYRNG-REMHaB=-2- Ql@0-CHR}-0-CO-, A-CO-

4-cyano-2,2-d|pethy -but anal  2- (2-cyanoet hyl ) - cycl ohexanone

3, 7- di net hy¢ERctOr-ad kXl emiAGa-EHR3-arElysl BoprienThe pbal lowengnferpuda

d'nEthyigfcéﬁgﬁgngﬁété%ééﬁle of this kin%\af com %?nds
, , 8- a

Wherein Y is
e

3, 7-
1,2,3,4,5,6,7, 8 oct ahydr o- di met hyl-2napt hal enecar onitri
3- net hyl - 2(3) - abhgheqrowp | ulds piopyed 2wiEx eI tGHR e0-:
4- met hyl - 2- propyl - hex-2-enenitrile tridec-2-enenitrile
3, 7-di met hyl -nona- 2, 6-diennitrile* 2,3-dinmethyl-2-nonenenitrile
2-undecenenitril e* cycl ohexyl i dene-phenyl -&etonitrile* ~ ~ APR zooz - 22
whereby * indicates the prgferred nitriles.
/Eﬁlv//o o i
A & A
m

wherein m is an integer.

Compounds of the formula I may generate the following organo-

leptic aryl ketones:

4-methoxyphenyl-ethanone*
1-{6-(1,1-dimethylethyl)-2,3-dihydro-1,1-dimethyl-1H-inden- 4-
vl}~ethanone
1-(5,6,7,8-tetrahydro-3,5,5,6,8,8~hexamethyl-2-naphthalenyl) -
ethanone*

2-(l-methylethyl)-indanone*
4-tert-butyl-3,5-dinitro-2,6-dimethyl-acetophenone
1,6,7,8-tetrahydro-1,4,6,6,8,8-hexamethyl-as-indacen-3(2H) -
one*

1-(2-napthalenyl) -ethanone*



Compounds of fornula | may generate the follow ng preferred organol‘ei)tA'c
oxi mes: 1, 5-dinethyl -bicycl o[ 3. 2. 1] oct an- 8- one oxi ne PR.ZME
-2,4,4, 7-tetranet hyl nona- 6, 8-di en- 3-one oxi_ne 5-nethyl - hept an- 3-one oxi ne
1- bi cycl 0(2. 2. 1] hept -5-en-2-yl -ethanone dRi me It is a matter of course,
that it is not possible to give a conplete |ist of the organol eptic and/or
antimcrobial aryl and heteroaryl ketones, ketones, al dehydes, al cohols,
phenol s, ami nes, nitriles, thiols, oxines and | actones which are generated
as a result of the desired cleavage of the ketones of the formula |I. The
skilled person is, however, quite aware of those substances which provide
the desir Eq-ﬁmﬁwie@xd:%]- 1€.19.2 ,fj,aagrsa-m%ecaﬁdaifh@deulm—ri?ﬁlénn@-@rl?/wttulanone
antim crobial effects. conpounds of the r a y preferaply be
dsed s SuSCHhnel SOVEREE odurah AR Y 150 LS e R S0 S 1 S8R or
attenuat e wdasidedlagion@ours or to provide additional odours initially
present in _consuner products, i.e. laundry detergents, fabric softeners,
fabric sof tem&tioHedt s 4 TedviinG &foitp et~ Lsw™®ni ng pool additi ves,
toiletries sangaaganmt,ilC 2O dHeh tet 8 islddmeoo, conditioners and
sunscreens. Further applications are sustained antimcrobial agents in the
same produdt®heyd PHARFRCR e quired to produce the desired, overall effect
vari es depenrdidiprapdnd+e particular conpounds of formula | 1 1 APR 20a2
- 23 chosen, the product in which it will be used, and the particular
ef fect desid-dddimsthedahsingl-®S5Aamnaned upon the sel ection and concentration
of the conpaynd. (qhqs%ﬁme\g?mefckﬁﬂwréidﬁnetﬁ 1icPleiihg Je tnirRfded ei t her

singly or as a mxture, e.g 0°a laundry producCt conmposition at |evels

rangi ng f r o Qe O oGt es iy -Re g indensiigine thanoe@dt ant , (. e. an
odori fer ouq_a(rﬂ!6llggtm%tg%_%n% %’1efi‘1|sy§.9h-®t’na9i%%ré0| , am ne, |actone,
or threé o

thiol, oxinme, nitrile or t t t hese odori ferous substances in an
or ganol ept ilcahepydffdemEntenato@ne i s/ are rel eased when the product is used.

These newly faf reg ,%q@e%g:[ag-é)dfﬁe-@/% 0 aggﬂg%%‘%ah@% : Q:ér-n%f HdhG iidrgdnance.

Dependi ng on tHe ‘cdmpoun or mil™d 7 ntimcrobial agent can be
rel eased. Afhanomg dent fromthe above conpil ation of organoleptic

substances,, & {1030, r.ange Ofs kgwn, hgran s gan ke geperalad from

precursors of the pgresént’ i'nvention: I I°€ “harduf act ur1t ng conposi tions the
pr ecur sor s n@phtthe lmradanteihmrame on nay be used according to nmet hods known
to the perfuner, such as e.g. fromWA. Poucher, Perfunes, Cosnetics,
Soaps, 2, 7th Edition, Chapnman and Hall, London 1974. The conpounds of
formul a | cdredsdypreparddc ane susihey tedfiedaredl metylodetdom@sn to the skill ed
chem st. A wde variety of nethods for their preparation is known.
Conveni ent nethods are outlined in the Exanples without limting the

i nvention tduampetunds of Eh&PRMMila Diaybgeneratk rheetfoddyoplisngadedt caest:at e
To a solution of 63 g potassiumacetate in 750 m of nethanol, 92.9 g of
4- met hoxyphenacyl brom de was dropped in. The resulting solution was
refluxed f@, 4 dimethy 4t Oared-awonkpoured into water. The aqueous | ayer

vater i S PO Y Y TR STha g e 2g e
recrystal | i4e@ fa,6n orEinetoll dya o0 S4rb- 16 yd) Ysitars-2 -one * *
2-methyl-5-(l-methylethenyl)-cyclohex~-2-en-1l-one*
1-(4-hydroxyphenyl)-butan-3-one**
4-benzo-1,3-dioxo-5-yl-but~2-one**
2-heptyl-cyclopentanone
nonan-2-one*
octan-2-one~*
2,2,6,10-tetrametyltricyclo-[5.4.0.0(6,10)]-undecan-4-one

heptan-2-one*



NVR (CDC13) 8 8.05-7.70 (m 2H), 7.10-6.70 (m 2H), 5.30 (s, H), 3.90 (s,
3H), 2.20 (s, 3H ppm Exanple 2 p-Tolyloxy-acetic acid 2-oxo-2-phenyl -ethyl
-ester According to the procedure of Exanple 1, p-tonony-acetic1dbmmR 2002
2- ox0- 2- phenyl -et hyl ester was prepared flBom (4net hyl phenoxy) acetic acid
and 2-bronoacet ophenone. Exanple 3
2- Am no- 3- (3, 4- di hydr oxy- phenyl ) - propi oni ¢c acid 2-oxo-2phenyl -ethyl ester
According to the procedure of Exanple 1,

2- am no- 3-( 3, 4di hydr oxy- phenyl ) - propi oni ¢ aci d 2- oxo- 2- phenyl -et hyl ester
was prepared from 3-(3, 4-di hydroxy phenyl)al ani ne and 2 bronoacet ophenone.
Exanpl e 4 Agridcarm@-<brenet hyl - 2- oxo- 2- phenyl -et hyl ester According to the
procedure of Ex le 1, acetic acid 1-nethyl 2-oxo-2-phenyl-ethyl ester was
prepared f zayglgqectogtq d and 2- brono- 1- phenyl - 1- propan-1-one. - 25 11
APR 2002 BxnmdeH-d¥apht hal en- 2-yl oxy) -acetic acid

2- (4- et hoxy- phen I%;Z-oxoeth | ester According to the procedure of Exanple
1, (napht hdiez?r:b | Soxr)eeéh 1t -4 Bt agtesim )~ Bl-gpsiediyonest er
was prepar el pfd iy (Grdpppg-haxan)agft« ¢ acid and 4- et hoxy- phenacyl brom de.
Exanpl e 6 cl opropane carboxylic acid 2-naphthal en-2-yl - 2- oxo-et hyl ester
Accor di ng t% (HEFrrcature Xl BesaiaRe’, cycl opropane carboxylic acid

2- napht hal enstdei} 12200 2 Asi-ar-dese prepared from cycl opropane
car boxylic acid and 2-brono- 1napht hal en- 2-yl - et hanone. Exanple 7 Acetic
acid 2-(l-methylethyl)-5-methyl-cyclohexanone*

2-(3-ethyhjig@jﬁg%giﬁggﬁgﬂﬁnd;ﬁgg&i@ﬁgﬁgmﬂﬁg%gﬁgﬂgphthaIen-2-y|)-2-oxo-eth

yl ester 3-methyl-cyclopentadecanone
4-(1,1l-dimethylpropyl)~-cyclohexanone*
6,10-dimethyl-undeca-5, 9-dien-2-one*
3-oxo-2-pentyl-cyclopentane-acetic acid methyl ester*~*
1-(1,2,3,4,5,6,7,8-octahydro-2,3,8,8-tetramethyl-2-
naphthalenyl)-ethanone~*
3-methyl-5-propyl-cyclohex-2-en-1-one*
1-(2-cyclohexen)=-2,4,4-trimethyl-but-2-enone*
carvonex*
2-hexyl-cyclo-pent-2-en-l-one**
2-pentyl-cyclopent-2-en-1l-one
3-methyl-2-pentyl-cyclopent-2-en-l-one**
2-hexylidene-cyclopentanone*
3,5-diethyl-5,6-dimethyl-2-cyclohexenone*
4,4a,5,6,7,8-hexahydro-6-isopropenyl-4,4a-dimethyl-2(3H) -
napthalenone**
3-methyl-6-propylidenecyclohexanone*
4-(l-methylethyl)-cyclohex-2-en-1l-one
(E) ~oct-3-en-2-one
1-(2,3,4,7,8,8A-hexahydro~3,6,8,8-tetramethyl-1H-34,7-
methanoazulen-5-yl)-ethanone*
2-hydroxy-3, 5-dimethyl-cyclopent-2-ene-1-one*
1-(3,3-dimethyl-l-cyclchexen-1-yl)ethanone*



According to the procedure of Exanple 1, acetic acid
2-(3ethyl-5,5,8,8-tetranet hyl -5, 6, 7, 8-tetrahydro- napht hal en- 2-y|)2-1o1<%p1'\t rmuz
| ester was prepared from acetic acid and

2- brono-1(3-ethyl -5,5, 8, 8-tetranet hyl - 576147 8- t et rahydr onapht hal en- 2-yl') - et
hanone. Exanple 8 3-(3-1sopropyl phenyl)butanol To a refluxing solution of
132.8 g al um num i sopropoxide in 800 m of isopropanol, a solution of 300 g
3- (3i sopropyl phenyl ) butanal in 200 m of isopropanol was dropped in. The
resulting solution was refluxed for 1.5 hours, then 1 1 APR 2002 - 26
cool ed down and diluted with ether. Then the organi c phase was washed wth
bri ne, drieﬂ-amﬁ4ﬁﬁaxmﬁmﬁtmhlcymﬂqﬁuxéﬁ ~-diel f EsHbutl -oed-Ivesneai stilled to
yield 223. g of .ac Iour s oil. NW\R (CDC13) & 7.30-6.96 (m 4H),

3. 60- 3. 43 (}SeYHLs %9’2 R¥n 2H), 1.92-1.77 (m 2H), 1.60-1.44 (br s,
of 15,60 ¢ 1”33"*““%”“‘*2(5*@*0 "’*""l%%Q*é’*‘“’%‘”‘mw?Q*Jﬁmmtﬁe%‘ g
o] : g sodi ydri de n 0 met et hane g
1- oct anol §“%? g’fﬁ %Eh ?W%??NQ&QR%P QRirT Q?ﬂ 15 §h
roomtenpergiai¥ e. Then 46. 76 g bronpacetonitrile was dropped in, the
reaction m xture was refluxed for 2 hours, quenched with water, filtrated

and di | ut ed® WHRY bFEPRE~2¢ £ f " EXI TR Y BFY SH APEREIRANE t he organi ¢ | ayer was
washed withy bgjmes ﬁ@mw@é@éhy&%@,lfz ] 3 £3 86l P EMAPIOL A1 S0h dh L yhrese« The

resul ting dark 0i | purified by distiilation to yield a yellow oil. NWR
(CDC13) b 432aetféy12%9r@513-e¥°512°¥%x-2mn Y-omr*%* 50(m 2H), 1.49-1.15 (m
10H), 0.96-9, 80, 416, PH PR&kaly@rdl € 1odindlert 190 syl Oipnacei nddd i | e

Accordi ng to the procedure of " Exanpl e 9, undec- 10- enyloxyacetonltrlle was
prepared from oileEinetnl 1cyFlokprmdrart bl 1959%%and sodi um hydride. 1 1
APR 2002 - &) -f2adphe liﬂ-ﬁé%&éﬁl&%@pyl phenyl ) - but oxy] -acetonitrile
According to the procedure o Exanp e 9,

[ 3- (3-i sopragRtphediyigodny ey hicetonitril e was prepared from

3-(3isopro ol , brompacetonitrile and sodi um hydri de. Exanpl e
12 [1- Met hy é&m%géﬁlé 6%1?‘?rret hyl - cycl ohex-1-enyl)-allyl oxy] acetonitrile
Accor di ng t%‘thwa%c@d@TtﬁxWEEhxﬁmw ¢hex-2-enyl-but-2-en- 1 -one

1- net hyl 5 1 z 1 I '
brepar od from i B ERYhL e 50 DY i i AT Ly PP
al ., J. Orgl Chetn 6- Bﬂl%i@‘?@ l@cqum l'byb)rrdac'etbmm-rltfen%m*d sodi um
h dride e 13_ t 4l ording to
the procedure oTsEéaégfﬁggﬁy% é&éi?%%?gﬁﬁ% aII f%?hgc%tihéfflle mgs

prepared frbmangl 6ctmraert}cyh+&o¢ly)¢l0fmzo$m-al:eybh1but+2s-mtﬂ:wden*m hydri de.
Exampl e 14 3,7 -£n en-2- hanone To a
2143 Js B rEbvb a0l P e onuede Pt o) s el

suspensi on ‘of nest um T eth
2- brononapht hal ene in 80 m of ether mas dropped in and then the m xture
was heat ed wherehy uk. imqiieateeftmmgeferreﬁmketmés tard nt %t indi oate cowd ed

down to O- o

(3,7-dinetﬁ%%?%g?§%§§%y%a Q?Qé%e on|tr|Ie (Kul ka, K. et al., Perfunmer &

Flavorist Vol. 3 (1978), p.39) in 20 m of ether was dropped inat this

t emper at ur u S t o) ture was

guenched w e??txeévaﬁdgagg %%%e%ﬁérﬁéggfﬁrqlcya%%;{gﬁ ﬁﬁgex raccfevl'{n% wi th ether,
aldehydes:

2,6,10-trimethylundec-9-enal*
1,2,3,4,5,6,7,8-octahydro-8,8~-dimethyl-2-~
napthalenecarboxaldehyde

tridecanal
2-[{4-(l-methylethyl)phenyl] -ethanal
2,4-dimethyl-cyclohex~-3-ene-l-carboxaldehyde*



- 28 1 1 APR 2002 the conbi ned organi c phases were washed with saturated
sodi um bi carbonate and water, dried, filtered and evaporated to di{yhefR f2[][]2
- The resulting dark oil was purified by chromat ography to~yield 15.22 g o
yellow oil. NVR (CDC13) b 8.49 (s, 1H),~8305-7.79 (m 4H), 7.67-7.42 (m
2H), 5.15-5.01 (t, 1H), 4.83 (s, 2H), 3.73-3.55 (t, 2H), 2.11-1.83, (m
2H), 1.82-1.03 (m 11H), 0.96-0.81 (d, 3H ppm Exanple 15
2- Et hoxy- 1- phenyl - et hanone According to the procedure of Exanple 14,
2- et hoxy- 1phenyl et hanone was prepared from bronobenzene and
et hoxyacetonitrile. Exanple 16 1-Naphthal en-2-yl-2-octyl oxy-ethanone
Accordi ng tg-ddubduinbshyde of , Ib&ﬁuﬁxméhhyl-cyclohex-l—ene*
1- napht hal en- 2- 1200t | ox pre ared f on12-brononaphthalene
and octyl ox¥~ W% eti@ﬁﬁf Feyditnex-9-Ene
t2h(3 7-Di gﬂMA?mﬁamawd@xyé64-Kﬁmwwﬁmwwe)n@ma*wm£*mﬁ0
e procedure o
2-(3,7- Dlﬁﬁ?ﬁﬂ ct12%=enyl oxy) - 1- (4- met hoxy- phenyl ) - et hanone was pr epar ed
from 4- br onpas) sot £i dich ¢ BrHegh @l hyl - oct - 6- enyl oxy) -acetonitrile (Kulka,
K. et al., Perfuner & Flavorist Vol. 3 (1978), p.39). Exanple 18
2-(3,7- Dlﬁﬁ?ﬁ@a%ﬁﬁ-G enyl oxy) - 1- (4- hydr oxy- phenyl ) - et hanone According to
t he procedus eg.0di fxeipl endge-2-dedt D met hyl 1 1 APR 2002 - 29
oct - 6- enyloxy) 1- (4 hydr oxy- phenyl ) - et hanone was prepared from
(9- br ono- ph@®e3®3+ttinethyl -silane (J. Og. Chem, 98 (1983), 1543) and
(3, 7-di met hyb=0gLta@geNyl OXy)-acetonitrile (Kulka, K et-~al., Perfumer &
Fl avorist Vol. 3 (1978), p.39). Exanple 19
1- hbphthale@eQ'yTeQ'hh@%c 10- enyl oxy- et hanone According to the procedure of
Exanpl e 14’21m€@ﬁ i@@éggag,ylz undec- 10- enyl oxy- et hanone was prepared from
2 brononapht hal ene and undec- 10- enyloxy acetonitrile. Exanple 20
2-[3-(3- |so@m@99fl%h%m9f} alt bxy] - 1- napht hal en- 2-yl - et hanone According to
t he procedugg % ﬁg aapl e 14,
2-[ 3- (3|sopropy enyl ) - butoxy] 1- napht hal en- 2-yl - et hanone was prepared
from 2- bron@n@gh%haléhe and [ 3-(3-isopropyl - phenyl ) but oxy] acetonitrile.
Exampl e 21 2- %gtﬁgllgg é99¥£ phenyl) - but oxy] - 1- ( 4- met hoxy- phenyl ) et hanone
According to rocedure o Exanpl e Z4~
2-[ 3- (3-i soprb@ggtphahyl ) - but oxy] - 1- (4- net hoxy- phenyl ) - et hanone was prepar ed
from 4-brompa [ 3- (3-isopropyl - phenyl ) - but oxy] acetonitrile.
Exanpl e 22ng ?§§§L§F§Q?h - oct - 6- enyl oxy) - 1- phenantren- 9-yl - et hanone
Accordi ng toctbaabrbcedure of Exanpl e 14,
2-(3,7- dlnethﬁloc£*6 enyl oxy) - 1- phenantren 9-yl - et hanone was prepared from
9br ono- phenaﬁ Feéfie and (3, 7-di net hyl - oct - 6- enyl oxy)
3,5,5-trimethylhexanal

2-nonenal

undec-9-enal**

2-phenyl-propanal*

4-methyl-phenyl acetaldehyde*
3,7-dimethyl-octanal*
dihydrofarnesal*~*

7-hydroxy-3, 7-dimethyl-octanal*
2,6-dimethyl-oct-5-ene~1l-al
2-(4-(l-methylethyl)phenyl)-ethanal*
3-(3-isopropyl-phenyl)-butanal*~*
2-(3,7~dimethyl-oct-6-en-oxy) -ethanal
l-carboxaldehyde-4-(4-methyl-3-penten-1-yl)-cyclohex-3-ene*



1 1 APR 2002 - 30 acetonitrile (Kulka, K et al., Perfumer & Flavorist

Vol . 3 (1978). p.39). Exanple 23 11 APR 2002
*1- (4- Met hoxy- phenyl ) -2-[ 1-net hyl -3-(2, 6, 6-¢ri met hyl -cycl ohex1-enyl)-al | ~l ox
y] - et hanone According to the procedure ofl anpl e 14,

1- (4- et hoxyphenyl )-2-[1-net hyl -3-(2, 6, 6-tri net hyl -cycl ohex-1-enyl)allyl oxy
] - et hanone was prepared from 9-bronoani sol e and

(1met hyl -3-(2,6,6-trinmethyl -cycl ohex-1-enyl)-allyloxy]acetonitrile. Exanple
24 1-(9- Met hoxy- phenyl)-2-(2-pentyl - 3-phenyl -al | yl oxy) - et hanone Accor di ng
to the procedure of Exanple 14,

1- (4- et hox@2pBebyb) -~Ret 2apenhyl-Beparayl - al | yl oxy) - et hanone was prepared
from 4-bronpani sl e.and. (,2: pentyl - 3- phenyl -al | yl oxy) acetonitrile. Exanple
25 Hydr oxy- 889?§°§&Fda§&8§§8§ phenyl -ethyl ester A mixture of 7.61 g

gl ycolic aCPdmeﬁHy994g(phénaeykbméﬁhgﬁcgﬁﬁoﬂéxQZﬁén%1+¢lhybaﬂam&lrn 300 n

of ethyl acgtat S.Stir our roomienperature. Then the

i xt ure masng?§3$§a3a&é thPFV@?E Rﬁgﬂaﬁn%nth 2N HC1, saturated
Sﬁdlun1b:caubmaﬂnedamdthyunethgmpe?eniegépfeﬁaﬁaﬂ*FYaporated to drygess.
The resul ti g ite so S purjfie recrystallisation to yie 11. 85
g of col our e§§ éiy@?5$¥f'ﬁﬁﬁ¥Etﬁhﬁ%be'grgﬂaq §6 (m 2H), 7.71-7.44 (m
3H), 5.49 (aipBi)medn¢d-4, 36pefzodibxoLeS9~Brdgasal~1H) ppm 1 1 APR 2002
- 31 ExanplLe_26_ Carbonic acid 4-allyl-2-nethoxy-phenyl ester

2- (4- et hoxyphefyP§EbY bx8CETRAyPREsTRL “To a sol ution of 17.62 g

2- hydr oxy- 42=-methoxyacepophepessy{ KR¥agh) epra lonéld ae*Chenl Soc., Vol.
115, No. 23, &1998 %04762 aﬁg gg 9% ep r%dlne in 240 ni

. of
di chl or onet haké- h5d§8¥ﬁfﬂoﬁe PY§BPSQt§léu§§ﬁ%PhE%T%r%Po}nﬁ?ébPﬁaB@eﬂYd%f*

d'Ch'Oronﬁtﬂﬁ?ﬁamﬁétﬂpQPP?Q b@n@bd@o%@géaﬂdpib?anéhe m xture was stirred
for 6 hours a roon1tengerature hen the reaction m xture was acidified
€

with 2N HO lafareexeadedydartn (b hedimethylethyl) ~cyclohexane
4- (octahydro-4,7-methano-5H-inden-5-ylidene) -butanal

((3,7-dimethyl-6-octenyl)oxy]-acetaldehyde**
3,7-dimethyl-oct~2, 6-dien-1-al*

nonadienal*

2,4-dimethyl-2, 6~heptadienal
trans-dec-2-en-1l-al*

2,4-diethyl~hep-2, 6-dien-1-al~*
dodec-2-en-1-al*

3,7-dimethyl-oct-2, 6-dien-1-al~*
2,4-diethyl-hepta-2, 6-dienal
3,7-dimethyl-nona-2, 6-dien-l-al*
3-propyl-2-hepten-1-al

l-carboxaldehyde~4- (prop-2-en-2-yl)-cyclohex-1l-ene

whereby * indicates the preferred aldehydes and ** indicate

the more preferred aldehydes.

Compounds of the formula I may generate the following alcochols

and phenols:



The conbi ned organi ¢ phases were washed with 2N HCl, saturated sodi um
bi carbonate and brine, dried, filtered and evaporated to dryness.] ThAPR 2002
-resulting solid was purified by recrystallisation to yield 29.79 g of
yel l ow crystals. NVR (CDC13) b 7.98-7.8617nr 2H), 7.20-6.72 (m 5H),
6.09-5.83 (m 1H), 5.41 (s, 2H), 5.18-5.02 (m 2H), 3.89 (s, 3H), 3.87
(s,3H), 3.43-3.32 (d, 2H)ppm Exanple 27 Carbonic acid
3- et hyl - 5- phenyl - pentyl ester 2-naphthal en-2yl -2-o0xo0-ethyl ester According
to the procedure of Exanple 22, carbonic acid 3nethyl -5-phenyl - pentyl ester
2- napht hal en- 2-yl - 2- oxo- et hyl ester was prepared from
2-hydroxy-gm?quu&@hgu-z-yl-ethanone (Langenbeck et al., Chem Ber., 69
(1936) 514-516), 3-nethyl 5-phenyl -pentanol -chl orof ormate and pyri di ne. 1
1 ApR ~00~hex3y3 ageghele 28 4- Hydr oxy- undecanoi ¢ acid sodiumsalt To a
sol ution ob43x&10 agedher+hydroxide in 150 m of nethanol heated to reflux,
200 g gamma- undecal act one were dropped in. After stirring 2 hours at
reflux, th&eRitylurdcRi®ltool ed to roomtenperature and evaporated to
dryness. Thethasulidongierystals were Washed with hexane to yield 240 g of
colourless crystals. NWR (CDC13) 8 5.1-4.8 (br s, OH), 3.63-3.42 (m 1H),
2.39-2.20 eeny) algopoelr 52(m 2H), 1.51-1.15 (m 12H), 1.00-0.81, (t, 3H)
ppm Exanplsg 413¢%@axy- undecanoi ¢ aci d- 2- napht hal en- 2-yl - 2- oxo- et hyl|
ester A suspension of 20.00 g 2-brono-2'-acetonaphtone, 18.01 g
4hydr oxy- unadesydi @lgohg@lsdodi um salt and 0.5 g tetrabutyl amoni um brom de
in 180 m qf, g %ﬁ&%&g&manide was stirred for 6 hours at 50C. Then the
reaction mxture was diluted with ether and washed with water, 2N HCI,
sat ur at ed swdilsmilsi edicletvedt e and brine, dried, filtered and evaporated to
dryness. The thng _solid was «purified by recrystallisation to yield
7.92 g of ?of‘{)eﬁt?’lwésy&%r?steé’l TRER (CDC13) 8 8.41 (s, 1H), 8.03-7.78 (m
4H), 7.70- B~a@ethinl-2Hpen3a®®l5. 42 (2s, 2H), 3.80-3.61 (m 1H), 2.27-2.60
(t, 2H), 2.33-21 S OH), 2.051.11 (m 14H), 1.02-0.79 (t, 3H)ppm -
b5 1) apiasas e

cis-4-hexenol*

3,5,5-trimethyl-hexanol
3,4,5,6,6-pentamethylheptan-2-ol*
citronellol*

geraniol*

oct~l-en-3-ol
2,5,7-trimethyl-octan-3-o0l
2-cis-3,7-dimethyl-2, 6-octadien-1-0l
6-ethyl-3-methyl-5-octen-1-ol*
3,7-dimethyl-oct-3, 6-dienol*
3,7-dimethyloctanol*

7-methoxy-3, 7-dimethyl-octan-2-o0l*
cis-6-nonenol*

5-ethyl-2-nonanol
6,8-dimethyl-2-nonanol*
2,2,8~trimethyl-7(8)-nonene-3-o0l
nona-2, 6-dien-1-ol
4-methyl-3-decen-5-0l*

dec-9~en-1-0l



Exanpl e 30 4- Hydr oxy-undecanoi ¢ aci d 2-(4-met hoxy- phenyl)-2-oxo-ethyl ester
According to the procedure of Exanple 24, 4-hydroxy-undecanoic acﬂd*vAPR 2002
- 2- (4- met hoxy- phenyl ) - 2- oxo- et hyl ester was prepared from
2- br ono- 4' - met hoxyacet ophenone, 4- hydr oxyl8indecanoi ¢ acid sodi um salt and
t et rabut yl ammoni um brom de. Exanpl e 31 4- Hydr oxy-undecanoi ¢ acid
1- met hyl - 2- oxo- 2- phenyl - et hyl ester According to the procedure of Exanple
24, 4-hydroxy-undecanoi ¢ aci d 1-nethyl - 2- oxo- 2- phenyl -et hyl ester was
prepared from 2br onopr opi ophenone, 4-hydroxy-undecanoi ¢ aci d sodi um sal t
and tetrabutyl ammoni um brom de. Exanple 32
4- (3- Met hyl pénphenykoRent yl oxycar bonyl oxy) - undecanoi ¢ aci d
2napht hal en- 2-yl - 2- oxo-et hyl _ester To a solution of 4.00 g
4- hydr oxy- uAaBERRYI cUREREA2DRAPNt hal en- 2- yI - 2- ox0- et hyl ester and 1.71 g
pyridi ne i n1380uAkeEnIdEg1a solution of 2.91 ¢
3-net hyl - 5- phenyl - pent anol chl oroformate in 10 m of THF was dropped in at
0C and t henltTRBeRYXTBEB2RAS*stirred for 3 hours at room tenperature. Then
the reacti op-phxhyice¥Bangyenched with water and extracted with ether. The
organi ¢ phase was washed with 2N HC1l, saturated sodi um bi carbonate and
wat er, dried meFhvéréaPhRBYEvApBFaPeACLo dryness. The resulting yel | ow o
was purifieg_gueﬁp[o bpghaphy to yield 5.46 g of a colorless oil. NWR
(CDC13) b 8.42 (s, 1E§, 8.03-7.80 (m 4H), 7.70-7.45 (m 2H), 7.35-7.03(m
5H), 5.49 (3-Phemylapgopanei* . 34 (m 1H), 4.30-4.07 (m 2H),
2-80'2-45(”h—ﬁk%nyi-@lbétaﬁgl(”l 19H) , 1. 10-0.78 (m 6H) ppm Exanple 33
4- Hex- 3- enyl oxycaf bonyl oxy-undecanoi ¢ aci d 2-(4-net hoxyphenyl) - 2-oxo- et hyl
ester AccordrmgthpltheprpenryédpeatanoEtanpl e 26, 4- hex-3
enyl oxycar bep upd hC i (4- met hoxy- phenyl ) - 2- oxoet hyl ester
was prepareg %%gﬁyi-ﬂygggg ?uﬁggggﬁé}c aci d 2-(4net hoxy-phenyl) - 2- oxo- et hyl
ester, cis-Bere8hphobchhenylopantanadd pyri di ne. Exanple 34
4- (3- Met hyl »5+ph : y .oxy) - undecanoi ¢ acid
1nethy|-2-o%o}g-%ﬁgh¥gggéﬁgﬁ§e§?éggg%cording to the procedure of Exanple
26, 4-(3-nethyl-Bephphgthpéhtpeoxgoaribehhhngy) - undecanoi c acid
1- met hyl - 2- gx04 2 - s as _ pared from 4-hydr oxy-undecanoi c
acid 1-neth3|?ﬁ-ggg?gggﬁégék}Zt%§Fa§§?e§533-nethyI-S—phenyl
pent anol - chEepbénorgtethadopyri di ne. Exanple 35

decanoi ¢ acha 1-ReEnyt eSRUTY - KkBRERE: A pSREYA, BuhaEsDy oycarbonyioy -un
2-methoxy-4-methyl-phenol
4-methyl-phenol
anisic alcohol*
p-tolyl alcohol~*
cinnamic alcohol*
vanillin*
ethyl vanillin*
eugenol~*
isoeugenol~*
thymol
anethol~*
decahydro 2Z2-naphthalenol
borneol*
cedrenol~*

farnesol*



According to the procedure of Exanple 26, 4-[2-ethyl-4-(2,2,3
trimet hyl - cycl opent - 3- enyl ) - but - 2- enyl oxycar bonyl oxy] undecanoi c adi { APR 2002
- 1- net hyl - 2- oxo- 2- phenyl -et hyl ester was prepared from 4-hydroxy-undecanoi c
acid 1-methyl-2-oxo0-2 1 1 APR 2002 - =339 phenyl -ethyl ester,
2-ethyl-4-(2,2,3-trinmethyl -cycl opentyl -3en-1-yl) -but - 2-en- 1- of
chl orof ormate and pyridine. Exanple 36
4-11,2-Dinethyl -4-(2, 2, 3-tri net hyl -cycl opent - 3-enyl ) - but - 3enyl oxycar bonyl ox
y] - undecanoi ¢ acid 1-methyl -2-o0xo-2-phenyl ethyl ester According to the
procedure of Exanple 26,

4-[1, 2- di mztelmythv4( 312080+ met hyl - cycl opent - 3- enyl ) - but - 3- enyl oxycar bonyl ox
y] undecanoi c aci d _1-methyl - 2- oxo- 2-phenyl -ethyl ester was prepared from

4- hydr oxy- M§FEERTSi ¢ aci d 1- met hyl - 2- oxo- 2phenyl - et hyl ester,

3-met hyl - 53(,2,, 2,13 tirim@BhRil-23 66 M o-aRertar tikh)}-14opent en- 2- of chl orof ormat e
and pyridine. Exanple 37 Test cloth was washed with detergent to which one
or nore of aREPLEEGLSors of Exanples 1-7, 12-22, 24-26 had been added. The
cloth was tReRahiyagdiicadi+The cloth dried in sunlight had a distinct
fragrance note, .as determ ned by a trained panel. In contrast, the cloth
dried withéut! i ilgedmpsd ydierhorl) vavE 1RBg#RARPL *Exanpl e 38 Test cloth was

washed mﬁt@_q1qquﬁg@meq@thh?uc@dﬁ%Q@&gngqhtener, contai ning one or nore
of the precursors of Exanples 1-7, 12-22, 29-26 was added to the rinse

cycl e. The 4c1(@vA Radeithed gthyd ) qoved ohepanelldt h dried in sunlight had a

di stinct fQagkﬁﬁﬁﬁF@qt%ycqghggghgﬁnined by a trained panel. In contrast,
the cloth dried w thout “"sunlight was ol factively neutral. 1 1 APR 2002 -

36 Exanpl &3 dpresayaribdeYSLods -G/-W d bepErderneokiresheuod and UV- A:
6,6-dimethyl-bicyclo[3.1.1 Jhept-2-ene-methanol*
p-menth-8-en-3-0l*
3,3,5-trimethyl-cyclohexanol
2,4,6-trimethyl-3-cyclohexenyl-methanol~*
4-(l-methylethyl) -cyclohexane-methanol*
4-(1,1-dimethylethyl)-cyclohexanol
2-(1,1-dimethylethyl) -cyclohexanol
2,2,6-trimethyl-alpha-propyl cyclohexane propanol*
5-(2,2,3-trimethyl-3-cyclo-pentenyl)-3-methylpentan-2-ol*
3-methyl-5-(2,2,3-trimethylcyclopentyl-3-enyl)-pent-4-en-2-ol*
2-ethyl-4(2,2,3-trimethylcyclopentyl-3-enyl) -but-2-en-1-ol*
4-(5,5,6-trimethylbicyclo[2.2.1 Jhept-2-yl)-cyclohexanol*
2-(2-methylpropyl) -4-hydroxy-4-methyl-tetrahydropyran*
2-cyclohexyl propanol*
2-(1l,1-dimethylethyl)-4-methyl-cyclohexanol™*
1-(2-tert-butyl-cyclohexyloxy)-2-butanol*
1-(4-isopropyl-cyclohexyl)-ethanol~*
1-(4-hydroxyphenyl) -butan-3-one
2,6-dimethyl-oct-7-en-2-0l*
2,6-dimethyl-heptan-2-ol~*
3,7-dimethyl-octa-1,6-dien-3-0l*



Sunscreen |l otion containing 0.5 % of one or nore conpounds of Exa Ifs ﬁﬁ7 -
12-22, 24-26. Recipe: %conpound Part A 2 % ctyl nethoxyci nnamate APR 2002
-%- 4- But yl - 4' met hoxydi benzoyl net hanel2 % oco-capryl ate/ caprate4

% sost earyl neopent anoat e0. 25 @Eﬁethyleﬁé@?ytol nonost ear at el

%Cet yl al cohol 0. 25 %kt hyl - pr opyl par abene0. 1 ~EDTA-sodium saltl

~Di et hanol am ne cetyl phosphate Part B: 20 % Acryl ate C10-C30 Al kyl acryl ate
50.1 % water deion. 5 % 1, 2-Propanedi ol 0.8 % Potassi um hydroxi de. Part A
was heated in a reactor to 85C. Part B was slowy added within 10 m n.

foll owed by addition of KOH and 0.5 % of one or nore of the conpounds in
Exanpl es 1-whedébp?2* PddP6atddeppanid sied absohdies aodlmemmnls degassed. 1

1 APR 2002 - 37 Exanple 40 a) Fabric softener of the ester quat type (4 x
concentrate): | NGREDI ENTS CHEM CAL NAME PHASE A DElI ONl SED WATER to 100.0

MyC 2 ( sat ucehpsunds . ¢ vagne st oirmeld oI imtey lgdh P HASE EhdREBMXASLNE organo-
| BDi - (tal |l ow carboxyet hyl ) hydroxy 15.0 ethyl nethyl anmoni um et hosul fate
GENAPOL 0 1 hoxFMete: fatty al cohol 2.0 Cl6-Cl8 10E0 ANTI FOAM DB 31 0.5

anthranilic acid l-methyl-1l-(4-methyl-3-cyclohexen-l-yl)ethyl
ester

benzopyrrole

8,8-di(lH-indol-1-yl) -2, 6-dimethyl-octane-2-0l

anthranilic acid allyl ester

anthranilic acid 1,5-dimethyl-l-vinyl-4-hexenyl ester
2-amino-benzoic acid methyl ester*

methyl anthranilic acid N-(2-methylpent-l-en-1-yl) ester
l-methyl-1-(4-methyl-3-cyclohexen-1-yl)ethyl anthranilic acid
anthranilic acid phenylethyl ester~*

2-methylamino-benzoic acid methyl ester*
6-methyltetrahydro-quinoline

isobutyl N-methyl anthranilate

(2) -3-hexenyl-2-aminobenzoate~*
whereby * indicates the preferred organoleptic amines.

Compounds of formula I may generate the following

organoleptic nitriles:

dodecanenitrile*

tetradecanenitrile*
S-methyl-7-(l-methylethyl)-bicyclo[2.2.2]}oct~-5-ene-2~
carbonitrile*
1,2,3,4-tetrahydro-4,4-dimethyl-1-naphthalenecarbonitrile*
2,4-dimethyl-cyclohex-3-ene-1-nitrile

2,2,3-trimethyl-3-cyclopentene-l-acetonitrile



PHASE C | SOPROPYL ALCOHCOL 3.0 PRESERVATIVE & PERFUVE s nnn~re~. ,\Wil e
stirring and heating to 65 C, mx part A then part B preheated t 3 BARR 2002
-After cooling to roomtenperature, add part C. The pH value of the finished
product is 2.60. Recommended |evel of per2lume is 1.0 $. Delayed release 1
1 APR 200Z - 38 fragrances of Exanples 1-7, 12-22, 24-26 may be any part
of this 1.0 ~. b)Fabric softener of the ester quat type (1 x concentrate):
| NGREDI ENTS CHEM CAL NAME g PHASE A DEI ONI SED WATER to 100.0 PHASE B
REWOQUAT WE | BDi - (tal | ow car boxyet hyl ) hydroxy 6.0 ethyl nethyl amoni um
met hosul f ate DOBANOL 25- 9Et hoxyl ated fatty al cohol Cl12-Cl15 9EO 0. 50
ANTI FOAM DB4 31101 181 meivll € MYACHDEn BIn8fe bowhoe Ptani t r opr opane 1,3 dio
0. 03 PROXEL G%&Benzisot i azol i one 0. 02 sodium salt

3,12-tridecadienenitrile

3-methyl-octanenitrile

3-methyl-dodecanenitrile

2-methyl-decanenitrile

decanenitrile

octanenitrile

4,6,6-trimethyl-heptanenitrile
isotetradecanenitrile
3,3-dimethyl-bicyclo[2.2.1)heptane-2-carbonitrile
octahydro-4,7-methano-indene-5-carbonitrile
3,7,7-trimethyl-4-propylidenenitrile-bicyclo(4.1.0] heptane
3-hexyloxy-propionitrile
3-(3,7-dimethyl-oct-2, 6-dienyloxy) -propionitrile~
5-cyano-pentan-2-one*
3-methyl-5-cyano-pentan-2-one
4-cyano-2,2-dimethyl-butanal
2-(2-cyanoethyl)-cyclohexanone
3,7-dimethyl-octa-2,6-diennitrile*
3-methyl-5-phenyl-pent-2-enenitrile
3,7-dimethyl-oct-6-enenitrile*
1,2,3,4,5,6,7,8-octahydro-8,8-dimethyl-2-
napthalenecarbonitrile
3-methyl-2(3)-nonenenitrile
2-propyl-2-hexenenitrile
4-methyl-2-propyl-hex-2-enenitrile
tridec-2-enenitrile

3,7-dimethyl-nona-2, 6-diennitrile~
2,3-dimethyl-2-nonenenitrile

2-undecenenitrile*

cyclohexylidene-phenyl-acetonitrile*



PERFUVE (& PROCESS: Wile stirring and heating to 65 C, mx part A, then

part B preheated to 65 C. After cooling to roomtenperature, add ﬁirAPR.ZUUZ
- The pH val ue of the finished product is 3.50. - 39 ~ 1 APR 2002
Reconmended | evel of perfume: 0.3 $. Deta¥%d rel ease fragrances of Exanples
1-7, 12-22, 24-26 may be any part of this 0.3 - 40 dCdainms 1. Ketones of
the formulal OOY A n wherein 1 ~ APR Z002 Y is CHQZ and CHQZ is an
optionally substituted al kyl, cycloal kyl) cycl oal kyl al kyl, and CHQZ has 9
or nore carbon atons whereby all al kyl groups nmay be straight or branched
and all al kyl and cycl oal kyl groups nmay be saturated or unsaturated, Rl is
hydrogen orwitefdb$ @l kydigioep tihe chraberbed snistiled ed, saturated or
unsaturated, straight or branched, Ais a chronophoric aromatic ring or
ring system

Compounds of formula I may generate the following preferred

organoleptic oximes:

1,5-dimethyl-bicyclo[3.2.1]Joctan-8-one oxime
2,4,4,7-tetramethylnona-6,8~-dien-3-one oxime
S5-methyl-heptan-3-one oxime

l1-bicyclo[2.2.1l]hept-5-en-2-yl-ethanone oxime

It is a matter of course, that it is not possible to give a
complete list of the organoleptic and/or antimicrobial aryl
and heteroaryl ketones, ketones, aldehydes, alcohols, phenols,
amines, nitriles, thiols, oximes and lactones which are
generated as a result of the desired cleavage of the ketones
of the formula I. The skilled person is, however, quite aware
of those substances which provide the desired organoleptic,

e.g. fragrance and odour masking and/or antimicrobial effects.

The compounds of the formula I may preferably be used as
sustained release odorants but also as sustained agents to
mask or attenuate undesirable odours or to provide additional
odours initially present in consumer products, i.e. laundry
detergents, fabric softeners, fabric softener sheets, cleaning
compositions, swimming poocl additives, toiletries and cosmetic
products such as shampoo, conditioners and sunscreens. Further
applications are sustained antimicrobial agents in the same

products.

The amount required to produce the desired, overall effect

varies depending upon the particular compounds of formula I



A my carry 1 to 8 substituents selected from hydrogen, hydroxy, nejcaptao,
am no, acyl, ester, esterified hydroxy group cyano and nitro; alky 1 AP 2002
- al koxy, al kylthio and aryl al koxy which naé - 41 11 ASR zooz
substituted, saturated or unsaturated, stR3ight or branched; aryl and
het eroaryl which may be sub$tituted~ one of the substltuents may be a
polynmeric group, and nis 1 or 2, 2. Ketones according to claim1l, which
yield after cleavage by light one or nore organol eptic conpounds. 3.

Ket ones according to claim1 or 2, which yield after cleavage by heat one
or mare organol eptic conpounds. 4. Ketones according to any of clains 1 to
3, which yi ehdsaht ethel pavadgetbynhyiehysktswane be geed,oaganeheptic
conmpounds. 5. Ketones accordln to any of clainms 1 to 4, which yield after
cl eavage by P@FHFILaZnE SFCEDPgS&FﬁgnoIeptic conpounds. 6. Ketones
according to any of clainms 1 to 5 which yield after cl eavage two or nore

organol epti c conpounds. 7. Ketones according to any of clains 1 to 6, which
yield after FOFe8¥age18n SFQSHSPéﬁtPE°§r§PekéF6ﬁ€tantHédePﬁﬁF&tFPtEPPIOA

8. Ketones %ﬁ%OE@ P&uh@ 2RY%s@h Chﬁbﬂsalcbﬁp%un&thhtheEQrﬁﬁiafIchga!aa@d
one or mere Qr epti.c alcehydes or keton~s derived fromO-Y. APR

2002 - 42 @it roﬁé§gédCGFdPﬁgat8léﬁyr8ﬁ €l 9i-n§o13t bapndgk B ﬁ°9P05 Id ~n
oganol epti C ahielzyds oar a%etleﬁv@l@errlayl@dnt;r e abButket @l@stecagbdtnqm any
of claims 1 to 7, which yield after cleavage an organol eptic | actone
derived froRvyweight, an’ odorant, i.e. an odoriferdous aryl ketone,

ketone, aldehyde, alcohol, phencl, amine, lactone, thiol,

oxime, nitrile or two or three of these odoriferous substances

in an organoleptically effective amount is/are released when

the product is used. These newly formed odorant(s) serve to

enhance the odour of the fragrance. Depending on the compound

of formula I an antimicrobial agent can be released.

As is evident from the above compilation of organoleptic
substances, a broad range of known odorants can be generated
from precursors of the present inventien. While manufacturing
compositions the precursors of the present invention may be
used according to methods known to the perfumer, such as e.g.
from W.A. Poucher, Perfumes, Cosmetics, Soaps, 2, 7th Edition,
Chapman and Hall, London 1974.

The compounds of formula I can be prepared by using standard
methods known to the skilled chemist. A wide variety of

methods for their preparation is known.

Convenient methods are outlined in the Examples without

limiting the invention thereto.



11. Ketones according to any of clainms 1 to 10, wherein Rl is hydrogen or
nmethyl . 12. Ketones according to any of claims 1 to 11, wherein Rl is11 APR 200
hydrogen or nethyl and A carries no nore than three substituents,
preferably methyl groups. 13. Ketones acc¥#ding to any of clains 1 to 11,
wherein Rz is hydrogen and A is one aromatic ring which is substituted by
one net hoxy group, preferably in the para-position. 14. Ketones according
to any of clains 1 to 12, wherein Ais a ring systemof the fornula and
both rings may be substituted preferably with one or nore nethyl groups.

15. Ketones according to any of clainms 1 to 14, wherein one of the
substituentgx&hpPei$ a polyneric group. - 43 > > APR zooz 16. Ketones to
any of the ETEH%E‘I‘to 15, wherein the groups for which CHQZ stands are
substi t ut eceufieEhexyphenasyl aedsiteuents sel ected fromaryl; cycloal kyl ;
cycl oal kenyto 9X961@X¥onCYRNE3 @pEOas e OX¥et Aydlr O Y7 PBiMD SstRethacsl,
with a carboxylic acid, a carbonic acid ester (carbonate), a

N, N-subst it ¥ ed EaPhahiBeblReayRReRdaYht Ry OBt A% ¢ RPAr boni Ehaci d;

am no bei ngres®st L Ayt €614k { On OXd & ROEREROAYEor B KSE LS| fiigsh CREHDY! Ak
group; and a carboxylic group esterified with an oxinme. 17. Use of ketones
of formul a POl VintRIVatoRerBR® AAReCwH bPYSHMAST \eXUIAREFedt withal &iher,

cycloal kyl, - gyg! ORL kybmb Kydd §5yﬁfgg@?§yés GYFd O dyd S PO Yhater, dried

aryl carbonyl, al kyl oxycar bony cyc yl oxyca rbonyl, aryl oxycarbonyT
am de, oxi ndRéceyapeyated| k9| dnveess bofye , resel binkysehidcsddonyl , whereby

a1l alkyl ofoupsstRy1Deeat s Abilthe Ohahs 2NCherh a1 2dls o kylyaagh gycl oal kyl

groups may be saturated or unsaturated, R ydrogen® or a Cl_6 al kyl
group which may be substituted, saturated or unsaturated, straight or

branched, igyR ¢EHETPPHOTd HAUPRI | Gn," 1719 077 % SHPL&M 2H), 5.30
(s, H), 3.%90 (s, 3H), 2.20 (s, 3H)ppm.

Example 2
p-Tolyloxy-acetic acid 2-oxo-2-phenyl-ethyl ester

According to the procedure of Example 1, p-tolyloxy-acetic
acid 2-oxo-2-phenyl-ethyl ester was prepared from (4-

methylphenoxy) acetic acid and 2-bromoacetophenone.

Example 3
2-Amino-3-(3,4-dihydroxy-phenyl) -propionic acid 2-oxo-2-

phenyl-ethyl ester

According to the procedure of Example 1, 2-amino-3-(3,4-
dihydroxy-phenyl) -propionic acid 2-oxo-2-phenyl-ethyl ester
was prepared from 3-(3,4-dihydroxy phenyl)alanine and 2-

bromoacetophenone.

Example 4
Acetic acid l-methyl-2-oxo-2-phenyl-ethyl ester

According to the procedure of Example 1, acetic acid l-methyl-
2-oxo-2-phenyl-ethyl ester was prepared from acetic acid and

2-bromo~l-phenyl-l-propan-l-one.



1 1 APR 2002 - 44 A may carry 1 to 8 substituents sel ected from hydrogen,
hydr oxy, nercapto, am no, acyl, ester, esterified hydroxy group, cyano and
-vitro: alkyl, al koxy, alkylthio and aryl al koxy whi ch nay be substitLﬁe#PR 2002
saturated or unsaturated, straight or bt adctred:; aryl and heteroaryl which
may be substituted; one of the substituents nmay be a polyneric group, and n
is 1 or 2, as precursors for organol eptic conpounds. 18. Use according to
claim1~ as precursors for fragrances and/or antim crobial agents. 19. Use
according to claim18 in detergents, fabric softeners, personal care
products, cleaning conpositions, cosnetics and sun protection products. 20.
Ket ones according to claim1l, wherein the optionally substituted al kyl is
an al kylarylal ky] . . ABR A[l.An. AUE. A, R AS?. A. A Ae. AR AYL. A . A .A .A@.AY

. AUR. Ae. A ARESIEZE 22 AX. AN, AR. AS. AY[ . A@ AF . A

y. A A A . Alat@h &N n AR v Lok v W ESe ST a c AB - (M Sk AIH@- 8Pkt 2 -oxo-
!I|wwnhcAY]cg}cg]cgica]ca]ca]ca]ca]ca]ca]ca]ca]ca]ca]ca]ca]ca]ca]caIca]ca]c

a] ca] ca] ca] ] cTa] c<al] c<a] c<al! 7r
35=E{ val gb] Mo srdgal s adinal sod cedusd ool calamd 1| Lal erdmadiealdnad opl i) pal ¢
a] ca] ca] ca] gg;gﬂ Caﬁlfg] 591 Egrnglgxg- l'(x:er?Yl) -2—88xo-YethrE ester was

prepared from (2-naphthoxy)acetic acid and 4-methoxy-phenacyl

bromide.

Example 6
Cyclopropane carboxylic acid 2-naphthalen-2-yl-2-oxo-ethyl

ester

According to the procedure of Example 1, cyclopropane
carboxylic acid 2-naphthalen-2-yl-2-oxo-ethyl ester was
prepared from cyclopropane carboxylic acid and 2-bromo-1-

naphthalen-2-yl-ethanone.

Example 7
Acetic acid 2-(3-ethyl-5,5,8,8-tetramethyl-5,6,7,8-tetrahydro-

naphthalen-2-yl)-2-oxo-ethyl ester

According to the procedure of Example 1, acetic acid 2-(3-
ethyl-5,5,8,8-tetramethyl-5,6,7,8-tetrahydro~naphthalen-2-yl) -
2-oxo-ethyl ester was prepared from acetic acid and 2-bromo-1-
(3~ethyl-5,5,8,8~tetramethyl-5,6,7,8-tetrahydro-
naphthalen-2-yl)-ethanone.

Example 8
3-(3-Isopropylphenyl)butanol

To a refluxing scolution of 132.8 g aluminum isopropoxide in
800 ml of isopropanol, a solution of 300 g 3-(3-
isopropylphenyl)butanal in 200 ml of isopropanol was dropped

in. The resulting solution was refluxed for 1.5 hours, then
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Example 11

[3-{(3-Isopropyl-phenyl)-butoxy]-acetonitrile

According to the procedure of Example 9, [3-(3-isopropyl-
phenyl) -butoxy]-acetonitrile was prepared from 3-(3-

isopropylphenyl)butanol, bromocacetonitrile and sodium hydride.

Example 12

[1-Methyl-3-(2,6,6-trimethyl-cyclohex-l-enyl)~allyloxy]-

acetonitrile

According to the procedure of Example 9, [l-methyl-3-(2,6,6-
trimethyl-cyclohex~l-enyl)-allyloxy]-acetonitrile was prepared
from 4-(2,6,6-trimethyl-cyclohex-l-enyl)but-3-en~-2-o0l (Marvell
et al., J. Org. Chem., 37 (1972) 19, 299%2-97),

bromoacetonitrile and sodium hydride.

Example 13

(2-Pentyl-3-phenvl-allyloxy)-acetonitrile

According to the procedure of Example 9, (2-pentyl-3-phenyl-
allyloxy)-acetonitrile was prepared from amyl cinnamic

alcohol, bromoacetonitrile and sodium hydride.

Example 14

2-(3,7-Dimethyl-oct-6-envyloxy)-l-naphthalen-2-yl-ethanone

To a suspension of 2.24 g magnesium in ether, a solution of
19.09 g 2-bromonaphthalene in 80 ml of ether was dropped in
and then the mixture was heated to reflux. After refluxing for
one hour, the mixture was cooled down to 0-5°C and a solution
of 15.00 g (3,7-dimethyl-oct-6-enyloxy)-acetonitrile (Kulka,
K. et al., Perfumer & Flavorist Vol. 3 (1978), p.39) in 20 ml
of ether was dropped in at this temperature. After 3 hours
stirring at room temperature, the mixture was quenched with

water and aqueous sulfuric acid. After extracting with ether,
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the combined organic phases were washed with saturated sodium
bicarbonate and water, dried, filtered and evaporated to
dryness. The resulting dark oil was purified by chromatography

to-yield 15.22 g of a yellow oil.

NMR (CDCl;) & 8.49 (s, 1lH), 8.05-7.79 (m, 4H), 7.67-7.42 (m,
2H), 5.15-5.01 (t, 1H), 4.83 (s, 2H), 3.73-3.55
(t, 28), 2.11-1.83, (m, 2H), 1.82-1.03 (m, 11H),
0.96-0.81 (d, 3H)ppm.

Example 15

2-Ethoxy~l-phenyl-ethanone

According to the procedure of Example 14, 2-ethoxy-1-
phenylethanone was prepared from bromobenzene and

ethoxyacetonitrile.

Example 16
1-Naphthalen-2-yl-2-octyloxy-ethanone
According to the procedure of Example 14, l-naphthalen~-2-yl2-

octyloxy-ethanone was prepared from 2-bromonaphthalene and

octyloxy-acetonitrile.

Example 17
2-(3,7-Dimethyl-oct-6-enyloxy)-1-(4-methoxy-phenyl)-ethanone
According to the procedure of Example 14, 2-(3,7-Dimethyl-

oct-6-enyloxy)-1-(4-methoxy-phenyl)-ethanone was prepared from

4-bromoanisole and (3,7-dimethyl-oct-6-enyloxy)-acetonitrile

(Kulka, K. et al., Perfumer & Flavorist Vol. 3 (1978), p.39).

Example 18
2-(3,7-Dimethyl-occt-6-enyloxy)-1-(4-hydroxy-phenyl) -ethanone

According to the procedure of Example 14, 2-(3,7-Dimethyl-
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oct-6-enyloxy)~-1-(4-hydroxy-phenyl)-ethanone was prepared from
(4-bromo-phenoxy) -trimethyl-silane (J. Org. Chem., 48 (1983),
1543) and (3,7-dimethyl-oct-6-enyloxy)-acetonitrile (Kulka, K.
et-al., Perfumer & Flavorist Vol. 3 (1978), p.39).

Example 19

l-Naphthalen-2-yl-2-undec-10-enyloxy-ethanone

According to the procedure of Example 14, l-naphthalen-2-yl-
2-undec-10-enyloxy-ethanone was prepared from 2-

bromonaphthalene and undec-10-enyloxy-acetonitrile.

Example 20

2-[3-(3-Iscopropyl-phenyl)-butoxy]-l-naphthalen-2-yl-ethanone

According to the procedure of Example 14, 2-[3-(3-
isopropylphenyl) -butoxy]-l-naphthalen-2-yl-ethanone was
prepared from 2-bromonaphthalene and [3-(3-isopropyl-phenyl)-

butoxy]acetonitrile.

Example 21

2-[3-(3-Isopropyl-phenyl)-butoxy]-1-{4~-methoxy-phenyl) -

ethanone

According to the procedure of Example 14, 2-[3-(3-isopropyl-
phenyl)-butoxy]-1-(4-methoxy-phenyl)-ethanone was prepared
from 4-bromoanisole and [3-(3-isopropyl-phenyl)-butoxy]-

acetonitrile.

Example 22

2-(3,7-Dimethyl-oct-6-enyloxy) -l-phenantren-9-yl-ethanone

According to the procedure of Example 14, 2-(3,7-dimethyl-
oct-6-enyloxy)-l-phenantren-9-yl-ethanone was prepared from 9-

bromo-phenantrene and (3,7-dimethyl-oct-6-enyloxy)-
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acetonitrile (Kulka, K. et al., Perfumer & Flavorist Vol. 3

(1978), p.39).

Example 23
1-(4-Methoxy-phenyl)-2-{l-methyl-3-(2,6,6-trimethyl-cyclohex-

l-enyl)-allyloxy]-ethanone

According to the procedure of Example 14, l-(4-methoxy-
phenyl)-2-{l-methyl-3-(2,6,6-trimethyl~-cyclohex-1l-enyl) -
allyloxy]-ethanone was prepared from 4-bromocanisole and [1-
methyl-3-(2,6, é-trimethyl-cyclohex-l-enyl)-allyloxy]-

acetonitrile.

Example 24

1-(4-Methoxy-phenyl)-2-(2-pentyl-3-phenyl-allyloxy)-ethanone

According to the procedure of Example 14, l-{(4-methoxy-
phenyl)-2-(2-pentyl-3-phenyl-allyloxy)-ethanone was prepared
from 4-bromoanisocle and (2-pentyl-3-phenyl-allyloxy)-

acetonitrile.

Example 25

Hydroxy-acetic acid 2-oxo-2-phenyl-ethyl ester

A mixture of 7.61 g glycolic acid, 19.90 g phenacylbromide and
13.9 ml triethylamine in 300 ml of ethyl acetate was stirred
for 20 hours at room temperature. Then the mixture was
filtered and the filtrate was washed with 2N HCl, saturated
sodium bicarbonate and brine, dried, filtered and evaporated
to dryness. The resulting white solid was purified by

recrystallisation to yield 11.85 g of colourless crystals.

NMR (CDCls) o 7.97-7.86 {(m, 2H), 7.71-7.44 {(m, 3H), 5.49
(s, 2H), 4.45-4.36 (d, 2H), 2.59-2.47 (t,
1H) ppm.
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Example 26

Carbonic acid 4-allyl-2-methoxy-phenyl ester 2-(4-methoxy-

phenyl) -2-oxo-ethyl ester

To a solution of 17.62 g 2-hydroxy-4’-methoxyacetophenone
(Kovach et al., J. Amer. Chem. Soc., Vol. 115, No. 23, (1%93)
p. 10476) and 12.96 g pyridine in 240 ml of dichloromethane, a
solution of 26.32 g eugenol-chloroformate in 60 ml of
dichloromethane was dropped in at 5-10°C and then the mixture
was stirred for 6 hours at room temperature. Then the reaction
mixture was acidified with 2N HCl and extracted with ether.
The combined organic phases were washed with 2N HCl, saturated
sodium bicarbonate and brine, dried, filtered and evaporated
to dryness. The resulting solid was purified by

recrystallisation to yield 29.79 g of yellow crystals.

NMR (CDCl3) & 7.98-7.86 (m, 2H), 7.20-6.72 (m, 5H), 6.09-5.83
(m, 1H), 5.41 (s, 2H), 5.18-5.02 (m, 2H), 3.89
(s, 3H), 3.87 (s,3H), 3.43-3.32 (d, 2H)ppm.

Example 27

Carbonic acid 3-methyl-5-phenyl-pentyl ester 2-naphthalen-2-

yl-2-oxo-ethyl ester

According to the procedure of Example 22, carbonic acid 3-
methyl-5-phenyl~-pentyl ester 2-naphthalen-2-yl-2-oxo-ethyl
ester was prepared from 2-hydroxy-l-naphthalen-2-yl-ethanone
(Langenbeck et al., Chem. Ber., 69 (1936) 514-516), 3-methyl-

5-phenyl-pentanol-chloroformate and pyridine.



1IMLO%| & () -f MLOYHt & () -f3! 10%4| & ()-y10%| & () -

1 10%1| & () --10%}| & () - XKKKKKZLLLLAE: / ~ 104 1040 10%t& () - gO0 11 APF 2002
- 10918 () - g-f 10%] & () -, , 100 & ()-) 1094 & () -* G'10%}] & () -LLLLI MM NxY:

104 "10%d& ()-y/  "10% & ()-y/  "10982& ()-y/  "10% h& ()-y/ 10%
h& ()-&@L0% h& ()- 104(Ni NOOOOOOPbC 104 109%& ()-z109%& ()- &L0% ()-4 10 10
10 "10% & ()-y/  "10% 6& ()-y/ PQQQVRRRIEDC 104 94.09%& () -
"109&' () - @O%& ()-310%& ()- 10%& ()- "10%&' ()- RR SWSSSSaBbC 1045" 10%& () - 2

Example 28

4-Hydroxy-undecanoic acid sodium salt

To a solution of 43.6 g sodium hydroxide in 150 ml of methanol
heated to reflux, 200 g gamma-undecalactone were dropped in.
After stirring 2 hours at reflux, the mixture was cooled to
room temperature and evaporated to dryness. The resulting
crystals were washed with hexane to yield 240 g of colourless

crystals.

NMR (CDCl;) & 5.1-4.8 (br s, OH), 3.63-3.42 (m, 1H), 2.39-2.20
(t,2H), 1.89-1.52(m, 2H), 1.51-1.15 (m, 12H),
1.00-0.81, (t, 3H) ppm.

Example 29

4-Hydroxy-undecanocic acid-2-naphthalen-2-yl-2-oxo-ethyl ester

A suspension of 20.00 g 2-bromo-2’-acetonaphtone, 18.01 g 4-
hydroxy-undecanoic acid sodium salt and 0.5 g
tetrabutylammonium bromide in 180 ml of dimethylformamide was
stirred for 6 hours at 50°C. Then the reaction mixture was
diluted with ether and washed with water, 2N HCl, saturated
sodium bicarbonate and brine, dried, filtered and evaporated
to dryness. The resulting solid was purified by

recrystallisation to yield 7.92 g of colourless crystals.

NMR (CDCl;) & 8.41 (s, 1H), 8.03-7.78 (m, 4H), 7.70-7.48 (m,
2H), 5.55-5.42 (2s, 2H), 3.80-3.61 (m, 1H),
2.27-2.60 (t, 2H), 2.33-2.06 (br s, OH), 2.05-
1.11 (m, 14H), 1.02-0.79 (t, 3H)ppm.
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Example 30

4-Hydroxy-undecanoic acid 2-(4-methoxy-phenyl)-2-oxo-ethyl

ester

According to the procedure of Example 24, 4-hydroxy-undecanoic
acid 2-(4-methoxy-phenyl)-2-oxo-ethyl ester was prepared from
2-bromo-4’ -methoxyacetophenone, 4-hydroxy-undecanoic acid

sodium salt and tetrabutylammonium bromide.

Example 31

4-Hydroxy-undecanoic acid l-methyl-2-oxo-2-phenyl-ethyl ester

According to the procedure of Example 24, 4-hydroxy-undecanoic
acid l-methyl-2-oxo-2-phenyl-ethyl ester was prepared from 2-
bromopropiophenone, 4-hydroxy-undecanoic acid sodium salt and

tetrabutylammonium bromide.

Example 32

4-(3-Methyl-5-phenvyl-pentyloxycarbonyloxy)~-undecancic acid 2-

naphthalen-2-yl-2-oxo-ethyl ester

To a solution of 4.00 g 4-hydroxy-undecanoic acid-2-
naphthalen-2-yl-2-oxo-ethyl ester and 1.71 g pyridine in 20 ml
of THF, a solution of 2.91 g 3-methyl-5-phenyl-pentanol-
chloroformate in 10 ml of THF was dropped in at 0°C and then
the mixture was stirred for 3 hours at room temperature. Then
the reaction mixture was quenched with water and extracted
with ether. The organic phase was washed with 2N HCIl,
saturated sodium bicarbonate and water, dried, filtered and
evaporated to dryness. The resulting yellow oil was purified

by chromatography to yield 5.46 g of a colorless oil.

NMR (CDCl;) & 8.42 (s, 1H), 8.03-7.80 (m, 4H), 7.70-7.45 (m,
2H), 7.35-7.03(m, 5H), 5.49 (s, 2H), 4.89-4.71
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(m, 1H), 4.30-4.07 (m, 2H), 2.80-2.45(m, 4H),
2.21-1.12 (m, 19H), 1.10-0.78 (m, 6H)ppm.

Example 33

4-Hex-3-enyloxycarbonyloxy-undecanoic acid 2-(4-methoxy-

phenyl)-2-oxo-ethyl ester

According to the procedure of Example 26, 4-hex-3-
enyloxycarbonyloxy-undecanoic acid 2-(4-methoxy-phenyl)-2-oxo-
ethyl ester was prepared from 4-hydroxy-undecanoic acid 2-(4-
methoxy-phenyl)-2-oxo-ethyl ester, cis-hex-3-encl-

chloroformate and pyridine.

Example 34

4- (3-Methyl-5-phenyl-pentyloxycarbonyloxy) -undecancic acid 1=

methyl-2-oxo-2-phenyl-ethyl ester

According to the procedure of Example 26, 4-(3-methyl-5-
phenyl-pentyloxycarbonyloxy) -undecancic acid l-methyl-2-oxo-2-
phenyl-ethyl ester was prepared from 4-hydroxy-undecancic acid
l-methyl-2-oxo-2-phenyl-ethyl ester, 3-methyl-5-phenyl-

pentanol-chloroformate and pyridine.

Example 35
4-[{2-Ethyl=-4-(2,2,3-trimethyl-cyclopent-3-envyl)-but=-2-

enyloxycarbonyloxy] -undecanoic acid l-methyl-2-oxo-2-phenyl-

ethyl ester

According to the procedure of Example 26, 4-[2-ethyl-4-(2,2,3-
trimethyl-cyclopent-3-enyl)-but-2-enyloxycarbonyloxy]-
undecanoic acid l-methyl-2-oxo-2-phenyl-ethyl ester was

prepared from 4-hydroxy-undecanoic acid l-methyl-2-oxo-2-
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phenyl-ethyl ester, 2-ethyl-4-(2,2,3-trimethyl-cyclopentyl-3-

en-1l-yl)-but-2-en-1-0ol chloroformate and pyridine.

Example 36

4-(1,2-Dimethyl-4-(2,2,3-trimethyl-cyclopent-3-enyl)-but-3-

envloxycarbonyloxy] -undecanoic acid l-methyl-2-oxo-2-phenyl-

ethyl ester

According to the procedure of Example 26, 4-{1,2-dimethyl-4-
(2,2,3-trimethyl-cyclopent-3-enyl)-but-3-enyloxycarbonyloxy]-
undecanoic acid l-methyl-2-oxo-2~phenyl-ethyl ester was
prepared from 4-hydroxy-undecanoic acid l-methyl-2-oxo-2-
phenyl-ethyl ester, 3-methyl-5-(2,2,3~-trimethyl-3-cyclopenten-

l-yl)-4-penten-2-0l chloroformate and pyridine.

Example 37

Test cloth was washed with detergent to which one or more of
the precursors of Examples 1-7, 12-22, 24-26 had been added.
The cloth was then line dried. The cloth dried in sunlight had
a distinct fragrance note, as determined by a trained panel.
In contrast, the cloth dried without light was olfactively
neutral.

Example 38

Test cloth was washed with a detergent and then a fabric
softener, containing one or more of the precursors of Examples
1-7, 12-22, 24-26 was added to the rinse cycle. The cloth was
then line dried. The cloth dried in sunlight had a distinct
fragrance note, as dertermined by a trained panel. In
contrast, the cloth dried without sunlight was olfactively

neutral.

————
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Sunscreen lotion containing 0.5 % of one or more compounds of
Examples 1-7, 12-22,

Recipe:
Part A:
2%

3 %

12 %

0.25 %

Part B:
20 %
50.1 %

5 %

0.8 %

%

24-26.

compound

Octyl methoxycinnamate
4-4-Butyl-4'methoxydibenzoyl methane
Coco-caprylate/caprate

Isostearyl neopentanocate
Diethyleneglycol monostearate
Cetylalcohol

Methyl-propylparabene

EDTA-sodium salt

Diethanclamine cetylphosphate

Acrylate C10-C30 Alkylacrylate
water deion.
1l,2-Propanediol

Potassium hydroxide.

Part A was heated in a reactor to 85°C.

Part B was slowly added within 10 min., followed by

addition of KOH and 0.5 % of one or more of the

compounds in Examples 1-7, 12-22, 24-26. The emulsion

was then cooled and degassed.

—
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Example 40

a) Fabric softener of the ester quat type (4 x concentrate):

INGREDIENTS CHEMICAL NAME %
PHASE A
DEIONISED WATER to 100.0
MgCl; (saturated sol.)Magnesium chloride 1.0
PHASE B
REWOQUAT WE 18Di-(tallow carboxyethyl)hydroxy 15.0

ethyl methylammonium methosulfate

GENAPOL O 100Ethoxylated fatty alcohol 2.0
Cl16-C18 10EO

ANTIFOAM DB 31 0.5
PHASE C
ISOPROPYL ALCOHOL 3.0
PRESERVATIVE Qs
PERFUME Qs
PROCESS:

While stirring and heating to 65° C, mix part A, then part B
preheated to 65° C. After cooling to room temperature, add
part C. The pH value of the finished product is 2.60.

Recommended level of perfume is 1.0 %. Delayed release
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fragrances of Examples 1-7, 12-22, 24-26 may be any part of
this 1.0 %.

b) Fabric softener of the ester quat type (1 x concentrate):

INGREDIENTS CHEMICAL NAME %
PHASE A

DEIONISED WATER to 100.0
PHASE B

REWOQUAT WE 18Di-(tallow carboxyethyl)hydroxy 6.0

ethyl methylammonium methosulfate

DOBANOL 25-9Ethoxylated fatty

alcohol Cl12-Cl5% 9EO 0.50
ANTIFOAM DB 31 0.10
PHASE C

MYACIDE BT 302-bromo-2-nitropropane 1,3 diol 0.03
PROXEL GXLBenzisothiazolinone 0.02

sodium salt

PERFUME Qs

PROCESS:
While stirring and heating to 65° C, mix part A, then part B
preheated to 65° C. After cooling to room temperature, add

part C. The pH value of the finished product is 3.50.
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08& ()--1*"109%h& ()- 10%h& ()- "10%h& ()-M +luv7 10 1  109%&& ()-

. 109%2& ()- & 109%2& ()-y' 10%2& ()- 10hh 10hh 10hh!4 .110%h& () -yl OZNdB47APR 9002
10++! 35! 109%+& ()-z "109@& ()- "109%&Z@&-(P? "109%@& ()-f

"100Z8& ()-1"100Z& ()-fMyH7 10 10++! 10%| & ()-z10%} & ()-z410%4| & () -

1094 & ()- &10%}| & ()- 10++ 10++M dEH7 10

Recommended level of perfume: 0.3 %. Delayed release
fragrances of Examples 1-7, 12-22, 24-26 may be any part of

this 0.3 %.
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G' 10938 () -f 10%43& () - W abcpxnbC 10 10++ &10%18& ()- 10G 10G

10GEF109G& () - 3+" 109G& () - 3+" 109%G& () - 3( FLOY%GE () - pwo6 dEMbC 10

10++!y  10%1& ()-y3 10%m& ()-F'10%m& ()-S 10%m& () -
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10++f 10%TRCL3ims 10%1& () -f 10%1& ()-[f 10%1& ()-f 10%1& () - xx*?C 10

1. Ketones of the formula I

wherein

Y is CHQZ and CHQZ is an optionally substituted alkyl,
cycloalkyl, cycloalkylalkyl, and CHQZ has 9 or more
carbon atoms whereby all alkyl groups may be straight or
branched and all alkyl and cycloalkyl groups may be

saturated or unsaturated,

R' is hydrogen or a Ci¢ alkyl group which may be
substituted, saturated or unsaturated, straight or

branched,

A 1is a chromophoric aromatic ring or

ring system,

A may carry 1 to 8 substituents selected from
hydrogen, hydroxy, mercapto, amino, acyl, ester,
esterified hydroxy group, cyano and nitro; alkyl,

alkoxy, alkylthio and arylalkoxy which may be
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Z"10%&' ()- Z"109R&PEFNCRECIRATY)- apgbhategogro &héch) mayoLr0&10&

FAl 109%8& ()-S F19! 1008&: F 10%R&% (L re &ZoL0URE (- iqul4 10
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n is 1 or 2,

2. Ketones according to claim 1, which yield after cleavage

by light one or more organcleptic compounds.

3. Ketones according to claim 1 or 2, which yield afterx

cleavage by heat one or mecre organoleptic compounds.

4. Ketones according to any of claims 1 to 3, which yield
after cleavage by hydrolysis one or more organoleptic

compounds.

5. Ketones according to any of claims 1 to 4, which yield
after cleavage by enzymes one or more organoleptic

compounds.

6. Ketones according to any of claims 1 to 5, which yield

after cleavage two or more organoleptic compounds.

7. Ketones according to any of claims 1 to 6, which yield

after cleavage an organoleptic aryl ketone of the formula

II
O
A)k/R’ I
8. Ketones according to any of claims 1 to 7, which yield

after cleavage one or mcre organoleptic aldehydes or

ketones derived from O-Y.
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@&10% & & ()-ov|[:-410H&H { &37!10%RKH& ()- @ 10% & & ()-L v

lF@ SH10%C&C&' ()- F!110% & & ()-& v &Y' 10%C&C& ()- ¢
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910%2&&' ()-10R 10R 10R g "OSS5#109R & ()-9GF Z29vW410 /hy 310@&2&V&f(3- +
S. Ketones according to any of claims 1 to 7, which yield an

oganoleptic aldehyde or ketone derived from Y.

10. Ketones according to any of claims 1 to 7, which yield

after cleavage an organoleptic lactone derived from Y.

11. Ketones according to any of claims 1 to 10, wherein R? is

hydrogen or methyl.

12. Ketones according to any of claims 1 to 11, wherein R? is
hydrogen or methyl and A carries no more than three

substituents, preferably methyl groups.
13. Ketones according to any of claims 1 to 11, wherein R? is

hydrogen and A is one aromatic ring which is substituted

by one methoxy group, preferably in the para-position.

14. Ketones according to any of claims 1 to 12, wherein A is

a ring system of the formula

Sogiii-ey

and both rings may be substituted preferably with one or

more methyl groups.

15. Ketones according to any of claims 1 to 14, wherxein one

of the substituents of A is a polymeric group.
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=J?f ACFTHXKL ( NP T *k ~AQ! - 11 6T
RomanAri al Couri ?g{mhe%\gﬁﬁén%?g/%%ﬁgu%@%M&@d( VTR HFhore
I"H#SUR () *+, - . [ CEh2BAGBABNtLs selected from aryl; cycloalkyl;

<=>? @BCDEFCH TR MR IVIG S ) "o P EFL A8} ) EniREPh a2 hihT oxy
being esterified with a carboxylic acid, a carbonic acid
ester (carbonate), a N,N-substituted carbamic acid
(carbamate) or an oximino carbonic acid; amino being
substituted with oximinocarbonyl; an esterified
carboxylic group; and a carboxylic group esterified with

an oxime.

17. Use of ketones of formula I

R1 n

wherein

Y is an optionally substituted alkyl, cycloalkyl,
cycloalkylalkyl, alkﬁlcarbonyl, cycloalkylcarbonyl,
arylcarbonyl, alkyloxycarbonyl, cycloalkyloxycarxr-
bonyl, aryloxycarbonyl, amide, oximinocarbonyl,
alkylthiocarbonyl, cycloalkylthiocarbonyl, whereby
all alkyl groups may be straight or branched and all
alkyl and cycloalkyl groups may be saturated or

unsaturated,
R} is hydrogen or a C;-¢ alkyl group which may be
substituted, saturated or unsaturated, straight or

branched,

A 1is a chromophoric aromatic ring or ring system,



18.

19.

20.
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A may carry 1 to 8 substituents selected from
hydrogen, hydroxy, mercapto, amino, acyl, ester,
esterified hydroxy group, cyano and nitro; alkyl,
alkoxy, alkylthio and arylalkoxy which may be
substituted, saturated or unsaturated, straight or

branched; aryl and heteroaryl which may be

substituted; one of the substituents may be a

polymeric group, and

n is 1 or 2,

as precursors for organoleptic compounds.

Use according to claim 17 as precursors for fragrances

and/or antimicrobial agents.

Use according to claim 18 in detergents, fabric
softeners, personal care products, cleaning compositions,

cosmetics and sun protection products.

Ketones according to claim 1, wherein the

optionally substituted alkyl is an alkylarylalkyl.



