WO 2006/ 012215 PCT/ US2005/ 022279 NOVEL ALDEHYDI C
MUSKS AND DERI VATI VES THERECF Fi el d of the Invention:
The invention relates to al dehyde nusk aromacheni cal s,
fwaakenreisand flavor conpounds and derivati ¥€fus200s/022279
t hereof. Description of the Prior Art: Most
aromachem cal s or fragrance conpounds with a
musi c-1i ke aroma characteristic in general use today
are ketones, typically nethyl ketones. The so-call ed
"al dehyde nusks"; i.e., aromatic or polycyclic nusks
containing an al dehydic rather than a ketonic
functional group, often far nore potent than their
ket oni ¢ QUOBEDLDHIEY DIRNBIBKS AND DERIGRIrev e THRREOF
al dehyde noiety to oxidation to the correspondi ng
carboxylic acid, thereby |losing their fragrance
chirchiolf dreilgtengsr As a result of this inherent
oxi dative instability, the aldehydic nusks are
gener alThy inyrihtipn @flathy t8 tldeliydainuskngbrac habe pals fibgrhek est flatd
have fallen into disfavor and rel ative disuse. A
t y pivergbnds gehdeivaiptey diereofusk is 2, 4-di-tertiarybutyl -
nmet hoxybenzal dehyde, described in US patent no.
2,450,879 and briefly marketed sonme 50 years ago as
Ampr al, before_bei ng superseded by the nore stable
- kePBRRIoM9E e Priifibyer | t he ketone nusks thensel ves
have recently fallen |nto di sfavor due to their -
r el at i vESEIYBIchemRigals or ffagenesromperdeitth ¢ mosk-tlisiscmma hey
rel eased when enployed in the industry. Recently

* hPECREDS HuRerar s Bt e Pt g e e ot
mus ecause . of their d erlous effect aon.the
o SR RS arom G P ELE RGP DA O Hhgs han

C?o%ggacat%g%%sgz%nnfaa%&g%% BB S S
h
SHRARE O AR Al RS B BB SR W

X
qg%ﬁéﬁ%&f%%%%%%c%%g%gﬂ gli%é nl?nlerent oxrqatngz nfflstab1ltt¥1 éhe
bafih ik Ahisiihe %e&%@ 38S o histBScal and academic interest and have fallen into

disfavor and relative disuse. A typical such aldehydic musk is 2,4-di-tertiarybutyl-5-
methoxybenzéidehyde, described in US patent no. 2,450,879 and briefly marketed some 50
years ago as Ambral before being superseded by the more stable ketonic musks.

However, the ketone musks themselves have recently fallen into disfavor due to
their relative stability in the environment into which they are released when employed in
the industry. Recently there has been an outery for the banning of the ketone musks because
of their deleterious effect on the environment. Thus, recently, the European Council has
recently stringently regulated the use of ketone musks - see XXIX Commission Directive

2003/16/EC of 19 February 2003 adapting to technical progress Annex III to Council

Directive 76/768/EEC.
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htt p: / / www. ngo. gri da. no/ wf neap/ Publ i cati on/ bri efi ngs/
Musk. pdf. It is further disclosed therein that the
Eur opean Scientific Commttee on Cosnetics has

hat human exposure to nusk xyl en
ﬁg?gﬂgﬂgﬁgild be reduced. In Scﬁ£gmﬁﬂﬁﬁn;
[http://ww. fpi nva. or g/ Summary/ envi r orment al concerns. h
tm it is disclosed that the levels of nusk ketones
shoul d be greatly reduced because of their effect on
the environnent. See al so

htt p:/ [k wolaJ o 4 | SJhunery. pdf
Nt/ oo ST Onsnan CoRTDUBR P o

1, Buprrofw D nbBARIE n8 kIR P 3b1 RO Rk fings/Musk.pdf. 1 is further disclosed
ht?%?//mm&noéggp.org/ggcunen%s/dbég%/6ﬁbficaFio%§7ﬁ%6%e

0O BEXROR YR Qitbp kAt 1B CoHEmiBel on dHstnBick hyWMAh MGl 3} Adnfan

i h.gov/entrez/ query. fcgi ?cnd=Ret ri eve&db=PubMed& i st _u

I dapbidde to ROy I&d aid mtdRkHeloa€ thoulibe teual Obj ect of the
invention to provide novel derivatives of al dehydic

musks tipitp://awer. Sineddre/ SuMmaxiddditdndRnthOcdnb@nCanp A Xydidcsed
acid at the al dehyde noiety, that are bi odegradabl e

t othetrilk leeiemd ninsi keyonsadheulp bo gaatysedind Hebte @tecicdRahehe

of rel easing the odorant al dehydic nusk over tine and
asendeginregt] SeeSUNMARY W@k . thtdesd. SXAENFtONMulls ein dizefus egipdf:

ot her objects are realized by the present invention,
onBtPEtwyOsenarationsiofy. aghi/ tekehtrall Sep B4 0k 57-8-48 i Tpainadd-3,00. himl;
conprising a Schiff s base of an al dehydi c nusk
ar’sirdonenyseanorgiachments diese/ rbli¢atibspOfNVBP %2 0dng20musk %20x yle
odorl ess am ne, wherein the inmne noiety of the
ScKiPfE' s base conpound is stable against oxidation to

a carpoxyl group or a mxture of the conpounds; the

al R venck -l gy visa e Auem feanlepinRe gy ek gb-PabMad dis vids=114
at ;. the Schiff's base conpound bei ng bi odegradabl e
0J§?§¥%%@F68“?ﬁe al dehydi ¢ nusk and the nonvolatile,

odor |l egs am ne. F1S00 :9264D54v] - 1 OODO .
BRI B PS5 (5 VS0 D S SN TIEB0S eigela i musks that

are stable 1o oxidation to the carboxylic acid at the aldehyde moiety, that are biodegradable

~ to envoonmentally safe products and that are capable of releasing the odorant aldehydic

musk over time and as desired.

SUMMARY OF THE INVENTION

The above and other objects are realized by the present invention, one embodiment
of which relates to a compound comprising a Schiff’s base of an aldehydic musk
aromachemical with a substantially nonvolatile, odorless amine, wherein the imine moisty
of the Schiff’s base compound is stable against oxidation to a carboxyl group or a mixture
of the compounds; the aldehydic musk aromachemical having up to 18 carbon atom§; the
Schiff’s base compound being biodegradable over time to the aldehydic musk and the

nonvolatile, odorless amine.
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Anot her enbodi nent of the invention concerns a nethod
of stabilizing al dehydi ¢ nusks agai nst oxi dation of
their al dehydi c groups to carboxyl groups, while
RE6SREVNG their odor, fragrance and flavorpeqvesnnsoazars
characteristics, conprising formng Schiff s %ases
thereof wth substantially nonvolatile am nes. An
addi ti onal enbodi ment of the invention conprises a
conmposition, product, preparation or article having

i nproved aroma, fragrance or odor releasing

char actsef k.St : 1.A.Ng. tive ngredient a i
compourd e e e o e A oS BB i ns Facnyai

St hdks gédfngtt@fdaﬁémﬁ%eﬂ%%ﬁydw gr&ﬁg toi ég}eg%}'i% ﬁgﬁﬂﬂ% g)g?é ;?msteroving

met hods of conferring, inprovi
MOféif ddof) GrabfectaBS B or EHaAYREsHRY, c@rqlg'[si Rl d G Olas thereof
conposition, product or article by treatment W th one
orwiliduBstafiallyh@nadaneassigscr i bed Schiff s bases.
Addi ti onal enbodi nents concern novel al dehydic nusks.
DETAI L EDaddESGH dlibo@efifot THEneMEENTLEMNAS . hosidor BRY S,
the use of al dehYdic nmusks has fallen into disfavor,
| preppiatien @hartichehiaving Sujpered Glomp OFRRGYe drodéMglcdsAlk CRirfteristics
nmusks, because of the inherent instability of the
aledethyide as gtivipgredien @ 6dmpannd ¥i Hid tuk<OsT cb@pduR@s described above.
correspondi ng carboxylic acid. Thus, there exists a
né&&l firther eoibediarents bbthe mytihiod scland netrpost cohfermg fidproving,

| !#Hkﬁﬂﬂ t | dehydi c. nusks avail abl e
;T% l?Ijlagelfg]flglS ci ent U g lg)é t#%éﬁ%{rore%eo (r%?r Il}f it ghr? Pt(saancoim? O BRI
oFtickkdy dieamentarif onf et marh of theitoreftscribei Gettiffisdases.

| DStRBhdl Ed¥odhentNSn@b AVl fon y be may be cured
by derivatﬁ%iﬁg thg aldehyd%:gyﬁﬁ%kg?hereof Wi th

am nes to forn1Schiff S bases, i.e., imnes. The use
of certain ammeESENPESURPTIN DRSRIPNVERTION
stabilizes the nusks agalrnst oxidati on DUT al SO gi ves

rise tAs EARBSe! hORE of @KL MubiR®ad HAGYIROAR favor, in spite of their
characteristics of the al dehydic nusks are preserved

f euped@mbi@hdy to &pRbiofia kiugdsbecalld€ofd hhdrens bG8 0@ the bldBhyde
present invention slowy biodegrade over tine to

r slogatherctfite ofidaign anhe adrdgiopdihg camisiticond. BhiROherY otiat 4 h&dd in
amne that inparts substantially no aroma or flavor

ofhe pnt £r gvethotipant kemprsirionoformaekting such highly potent aldehydic musks

available for efficient use.
The present invention is predicated on the discovery that the inherent oxidative
- instability of the aldehydic musks may be may be cured by derivatizing the aldehyde group
thereof with amines to form Schiff’s bases, i.e., imines. The vse of certain amines for this
purpose not only stabilizes the musks against oxidation but also gives rise to compositions
wherein the fragrance characieristics of the aldehydic musks are preserved for certain
.applications. The Schiff’s bases of the present invention stowly biodegrade over time to
release the fragrant aldehydic musk and a non-volatile amine that imparts substantially no

aroma or flavor of its own to the environment,
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3 TY0001 s264054v1 100000 |. BRCH716Q412005 WO

2006/ 012215 PCT/ US2005/ 022279 For certain

appl i cations such as, for exanple, |laundry detergents,
o bdvesN to coval ently bond fragrance nol gepli&s,:409227
am ne group-containing polyners that are substantive
to fabrics. Upon washing the fabric with the

detergent, the polyner attaches to the fabric and
survives the rinse and dry cycles. The

pol yner-fragrance Schiff s base slowy degrades over

time taoof @érﬁﬁ%ﬁpﬁc%n@%f@{]%r e&%ﬂm‘ﬁfl& mﬁmﬁ? Qb \!:rﬁ]% itid Y8 own to

fabric with a [ong-lasting pleasant agr anc

Al tdvalegly Bidnd 68greica trBloiid tU%&@%%ﬂ%-%mﬁéiﬁﬁg @ﬁyn@er@%%aﬁﬂ:
6, 511, 948; 6,413,920 and 6, 566, 312 that this

- expesthait (eI Rhkitk thofabad SR eSereds tMﬁJclyn@?attaches to
ket ones, there has been no disclosure in the prior art

t hat favdubiel servael the ORE 8K ddylc@tlesl Phd RG@mAEFragrhRe Schiff's base slowly
derivatize an al dehydic nusk to forma Sgﬁiff S base

t hédgra@ys wtaind tb 28isd theodvlahe hiyedy grootdmg thd ebrROFithada g aiting
oxi dati ve deconposition to the carboxyl group, 2) is

i t Wedsdnt fregrafce agjthangh inis dated)n WS penysades 6HPLB23; 6/7E1 943,
produce the fragrant al dehydic nusk and a non-fragrant
and-fe,920\id ®568c11 2 thiatthis mgpethontoerylbe aplict o “allyhydbe as weldds

the nechani smof the invention, it is thought that

t Hetgges fhgredasenmpondslesug iethe plicagd:t wpdn simbake sglla e art
of the imne bond, |leading to the release of the

al ‘A dfrratize anakiRhydisanusk torfaan pBehiils Pasatiah® sbilipoulreckldehyde group
This is helieved to be achieved by either hydrolysis,

p Ht’f‘t‘i‘ﬁf REMTSEatidadiv edpgerprosition fodthe farkeoxyigramyAdeitself pon-fragrant and
eg§¥P tic cleavage. Still other neans of rel ease for

t

SRASEHRET WBRISFRTECe (P E s Aldrhdis mugk 1 Rpep A g amine.

e.g., step.of ironing a fabric treated with the
Schi f f w@’ﬁ% B0t Wishingite Ee- Pv?Wg%“Yél?Fa}'Y&f thraagchai of ehefigyspticn, it
suppl | t reguired heat to break down the Schiff s
o ADBbE b U Ao { SihanGRe 81T B RO BR0! o imind
Utbld 2884 1 r l.i,cation re there.is a
needd ’ ?e or n% da rglfzés of @F@gghé’ &81‘1“‘}5%%’1%%35 B RAEC R NS -
| Ao YR R TPRS ik By L ST R3S oxigar
softeni ng CoOmpositions. pi él?g%ﬁiéﬁls’ Blfoéoé:ﬁ%nfnﬁ% cléavage oxidative
C RPARL b ANFmAN ClafBe. SHIQMRS BB 31 IRQQ" A B DAL eBp0umg
shanpoos; stand al one conpositions such eo&'r|2|ng
include elevated temperatures, e.g., the step of ironing a fabric ireated with the Schiff base,
tumble-drying, and/or wearing the fabric supplies the required heat to break down the
Schiff’s base.
The compositions of the invention may be utilized in and for applications where
there is a need for a delayed release of the aldehydic musk. This includes compositions for
use in rinses such as softening compositions, personal cleansing compositions such as

shower gels, deodorants, bars, shampoos; stand alone compositions such deodorizing

compositions, insecticides, and the like.
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conpositions, insecticides, and the |like. 4 TY5001:92
N054v1100000 - BRCH716"-'-4005 WD 2006/ 012215

PCT/ US2005/ 022279 One preferred application concerns

t | vi ng contacting the conpound of t <
ﬁtsgdr?tw}ﬂg%ﬁwth fabric. The conpositions of tﬂgrmszooa/ozzm
i nvention are suitable for use in any step, for

exanpl e, of a donestic |aundering operation, such as
pre- and/or post-treatnent conpositions, as wash
additives, as a conposition suitable for use in the

rinse e %ﬁ:?e?red algﬂ}!anH §Ar¥emw¥§elllwoﬁm%ﬂ:g}ﬁia&ﬁ% 'thglg§m190€i]1gd of the

be made such as treating the fabric

t I BAIRBNvitE BPRO The i ofiods fa?thle mcaﬁioh o smﬁletf&%%fakﬂtep, for
with the conposition suitab for use 1in the rinse

pr oGReR, FAWALAEstd [a\dhcﬂsﬂn@cﬁ;ﬁ?aﬁ% sudBis GRIRRAZK bds@NSatment
suitable for use in the rinse process, these are to

b ecoutpditi s 00 tadhadiiificds il c6APRADL khiRBR fSUSEinAe rfsElSiBeess.
added fabric softener conpositions and dryer added
c oDpaaisly] wulSpl¢ epplicatioBNRR bS haddtuchas it die: BIGictami a3ge-
and/or antistatic benefits, as well as rinse
adihatnene®mpSiiidnati ke iadesthydd therenfek sith éte co@pdsitioh bid@able @it use
according to the present invention include the
arip thetrines froesszedocdryingpdegs IByeymbisgtiontigikshle Tbhese in the rinse
benzenic nmusks suitable for the present invention are

2, Moagss, theseriedy Yhendyistosd tormslitle xythesitiahshethyd einassadded thbras

t hose having the fornmula: O Il HC 13_(R)x wherein:
R $oBengr W&?lw aggk drigr adrieR eeinrolizioes, (e-g ashgetaltvedchamrovide softening
unsaturated hydrocarbyl group; preferably, alkyl or

alaﬁ%fﬂwﬂstﬁme@tﬂaweélms pess additionss, and xis 1-5

Suitable aldehydic musks for derivitization according to the present invention
include the aromatic (benzenic), and polycyclic musks.
The benzenic musks suitable for the present invention are 2,4-di-tertiarybutyl-5-

methoxybenzaldehyde as well as those having the formula:

0
i
HC

e

wherein: R is a straight or branched chain, saturated or unsaturated
hydrocarbyl group; preferably, alkyl or alkenyl, having 1-8 carbon
atoms, and

xis 1-5
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5 TY5001: 9264054vI p00001- #BRCH7/W24Q005 WD 2006/ 012215
PCT/ US2005/ 022279 An exenpl ary benzeni ¢ al dehydi c
musk is 2,4-ditertiarybutyl -5 methoxybenzal dehyde,

Ry bdd@olk® structure:r O Il CH OCH3 Suitabpeyusioosiozzzr
pol ycyclic nusks are those having the structures: (g (3
Il HCHHC (RR)(RZ) nn (R)m(Rt)mor wherein: R
and R2 nmay be the sanme or different and are Ris a
strai ght or branched chain, saturated or unsaturated
hydrocar byl group; preferably, alkyl or alkenyl,

havi ng An &e£3hBMnALR ARiehy@Rn¥k is2 4lditr@pduyl s 1-6. 6
TYSOOA : 92640 4vi poooni xsrsdu7l &24eo00s 0061012215
PChictioRada 2R haviky e e@lcgeich pol ycyclic nusks are
those having the structures: O

O
il
CH

OCH,

Suitable polycyclic musks are those having the structures:

Q 0
HC .
(Rz)n (Rz)n
(R, (Ry)

or

wherein: Ry and Ry may be the same or different and are R is a
straight or branched chain, saturated or unsaturated hydrocarbyl
group; preferably, alkyl or alkenyl, having 1-8 carbon atoms, and

mis 1-4 and n is 1-6.
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HC 0O0OHCHC 000 oCHO HCHC! N1 V1 V1 O

O 1110 HC HC HC and Suitable am nes for form ng

the Schiff 's bases with the al dehydic nusks are
W@E&E/ﬁﬁhﬁé non-fragrant, odorless, non-vol at;ﬁéle, AR S0
having a rel atively Iom;vapor pressure and |gﬂer

nol ecul ar weight, i.e., aromatic or aliphatic am nes
contai ning nore than about 12 carbon atons. It has
been suggested to form Schiff bases of al dehydic
fragrance conpounds or aronachenicals khlowever, in al

su such

an? f%ﬁl ﬁPMggﬁgaéﬁﬁggk Ut awn%§esm§&e%mart their
own, sonetines obJectlonabIe, odor to the environnment
when the Schiff base degrades, thereby aderser

|npact|ng omthe fragrance characteristiics of the
aro ’ Sui t abl e
7 TYS 0540 p000
HC HC
AN
O >
1
? CH %)
HG HC
o 1
(II) I HC
HC HC
s and

Suitable amines for forming the Schiff’s bases with the aldehydic musks are
preferably non-fragrant, odorless, non-volatile amines having a relatively low vapor
pressure and higher molecular weight, i.¢., aromatic or aliphatic amines containing more
than about 12 carbon atoms. It has been suggested to form Schiff bases of aldehydic
fragrance compounds or aromachemicals; however, in all such cases volatile amines such
as alkyl anthranilates have been utilized that impart their own, sometimes objectionable,
odor to the environment when the Schiff base degrades, thereby adversely impacting on the

fragrance characteristics of the aromachemical. Suitable amines for use in the present

7
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WD 2006/ 012215 PCT/ US2005/ 022279 invention incl ude,

for exanple, odorless, |ow vapor pressure aliphatic or
aromati c am nes containing at |east one free,
wngBshiek primary and/ or secondary am no grpé‘{?us%’d%%zzzw
as, e.g., am nobenzenesul fonic acid, anthrani

acid, fanesyl am ne, am no acids, such that the
reaction of the amno end with the al dehyde will still

| eave a free carboxylic acid, thereby rendering the
product Schiff base nonvol atile and odorless. In

genREdion flclud @ MdrRQanid U&rle&oﬁWaﬁUr B&ss@@ a'hf)}%'ﬁl: an.ﬁ‘or}{\ﬂtic 'amines
be effective. By "primary and/or Secondary am ne", it

| Scotibdibg A leadt OAPRREMNM M T8 PridRy hh B sé:‘bnda%aaﬁﬁm@gﬁup such as,
primary and/ or secondary am ne and/or am de function.
| ne.gdgthihéi@Rzen@Uifd0: doldNSdiirOGR acfIQfyHIBA Smige) Akl iciAg sadh that the
| east one amine group nay be wused in t he practice of
t headtiow efthe anino dildevigehesddhydet will efilllegvefalice adTbdAQlic acid, thereby
functional polyners containing at |east one primary
amenderigg the prodiict BEleff pase servblaiilowahddodess. Ih genam! 41DdnbionSroup
(NH2)n--(B] wherein nis an index of at least 1 and B
i scomhgnigzawteepnshyall kb effretiveBBy dminoigt dndfeatcegndayamprel’,38s meant a
branchi ng group. Am no functional polyners usable in
t heopreeet iiieh efrics hideast apg eritthynd/ orskeedény impiseand/or amide
contai ning a secondary am ne group have a structure
si#4lgp. to the above excepted that the pol ymer
conpri ses one or nore --NH- groups instead of --NH2
gr oups = 3gitiemepinotfpnstions] pohaperseonigmingratlepphonegmins gieupanay be
one nore of both --NH2 and --NH groups. The am no
6‘10 ndeAraches 8f Hernvsptiqon Bhegeprsd struchg S tign fiaslianal pelymers
a | east one free, unm)dlfleg primary and/ or
s SCBRGTE Y 1531 5 PGPET A SRR ﬂlﬁ@f@f%ﬂﬁf&rlﬂmaﬁ.fﬂiow
hydrogen substitution, or by other suitable
i nserti on. Also suitable is the am no functional

gicompri sing an unnodified primry and/ or
s con a y] am no group present on side chain(s). 8
TYS001: 9264054v1 PO0001. #BRCHYI 6”"- 4c005 WO 2006/ 012215
PCT/ US2005/ 022279

wherein n is an index of at least 1 and B is the polymer backbone. B can optionally
comptise a branching group. Amino functional polymers usable in the practice of the
invention include those containing a secondary amine group have a structure similar to the
rabove excepted that the polymer comprises one or more --NH-- groups instead of --NH2
groups. Further, the polymer structure may also have one or more of both ~-NH2 and --NH-
- groups.

The amino functional polymer of the present invention contains at least one free,
unmodified primary and/or secondary amino group attached to the main chain by hydrogen
substitution, or by other suitable insertion. Also suitable is the amino functional polymer

comprising an unmodified primary and/or secondary amino group present on side chain(s).
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Preferably, the am no functional polyners of the
present invention will conprise nore than one am no
groups, nore preferably nore than 10 ami no groups. The
Qﬂ}fhgﬁmgﬂgcti onal polyners of the present irﬁ’(%%d'z&'%mzm
wll preferably present a nolecular weight

rangi ng from 400-50, 000; nost preferably from 600 to
40, 000. The am no functional polynmer can be a |inear
hono-, co-polyner and optionally branched, grafted
and/or cross-linked. Preferred exanples of suitable

am no- f)x‘éfé?a‘olr)g{ﬁ@' Rg! én e&‘ssc%t garésgﬁ iRERRE Wil comprise

i nvention a ecte Vi ny am nes,

d%dré’ﬁﬁ%ﬁ Mﬁ%nﬁrtbegrr&ﬂ:g am&@ﬁ@fe}’a rm&@ﬁﬁ@ﬁf amm@érg\}rﬂseﬂﬁ amino
pol yam ne, pol yam noaci ds and copol yner thereof,

Crip&Sodal ﬁﬂe PO AL RPART ffon wifl B}eﬁ?abﬁ}&hés%ﬁtta%&éiular weight
pol yvi ny ohol , pol yoxyet hyl ene his ‘am ne or bis

anvoahdewlp, fmnamorwg)lokwosppreﬁfaawfml @0 fesobvat i ves,

N, N - bi s- (3-am nopropyl)-1, 3- propanedi amne |inear or
br anc hreigk AmikdEctiosd golfinXit ddii BSa ki@ 1Re1b-, ci2pblyieA and opivhally
is one suitable and preferred cl ass of

arveanchefi undited andidr gpsb-Yinied.  Pol yam noaci ds are
conmpounds whi ch are nmade up of am no acids or

chenmi cRrkfeyredvxdinplieed suigiterpmimchiiogional hdymera for ognh dierpresent
al ani ne, serine, aspartic acid, arginine, valine,

t hrvewvinpe, selegbdifr@mibe palyividylahmes doatiey diewpfegpolymer thereof,
hi stidi ne, |ysine, isoleucine, tyrosine, asparagine,
rr@tkbﬂem%@mirpr miy'faﬁénoa@idwﬂ@mer Bhespdy Fradsaivkerbpol yaminoacids,
glutami ne, glycine or mxtures thereof In chemcally
msanRise tibrer pelveiaylalsohol. melvevetheerp bisreiinn @ bisumencdalivl, of
the_amno acid has reacted wth a chem cal reagent.
TRm&oakyl piregpsing ar@éietﬁ‘csatwswé\wwt(ﬁé@@%rﬁ@m baProgpReAidmiATd
acid functions of the amno acid in a subsequent

r $5%3F PirRnghed (68 itk ér‘dsrfh‘éfi‘ircéltheb‘i"ﬁper ti es t o the amno
cherm ARG PR GSTT SHEDIE Ila%%ﬁsz B ﬁé}?ﬁ%%gl polymer.
7 ”9%5’%%&{51% i Spoudiiviin four wii roh a%?s o e?agaﬁ%&slﬁed
<SR 350 SR AFCLATTRR SoRaR B8, ARUEE By,
TYRO%iclncRP1e88nd §ys{’eYlﬂe}1Q%%%}1y£§§8tﬂe&n'}%f‘t}?o9ﬂé asparagine,
methionine, proline, tryptophan, phenylalanine, glitamine, glycine or mixtures thereof. In
chemically modified amino acids, the amine or acidic function of the amino acid has
reacted with a chemical reagent. This is often done to protect these chemical amine and acid
functions of the amino acid in a subsequent reaction or 1o give special properties to the
amino acids, like improved sohbility. Examples of such chemical modifications are
benzyloxycarbonyl, aminobutyric acid, butyl ester, and pyroglutamic acid. More examples
of common modifications of amino acids and small amino acid fragments can be found in

the Bachem, 1996, Peptides and Biochemicals Catalog.
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WD 2006/ 012215 PCT/ US2005/ 022279 Preferred pol yam no
aci ds are polylysines, polyarginine, polyglutam ne,
pol yaspar agi ne, pol yhistidine, polytryptophane or

Ny btk BSaisher eof . Most preferred are polylysj

?yam no aci ds where nore than 50% of the a#n@ﬁgszgis{o 7
are lysine, since the primary amne function in the
side chain of the lysine is the nost reactive ani ne of
all amno acids. The preferred polyam no acid has a
nol ecul ar wei ght of 500 to 10, 000, 000, nDre _
pr @E&ér&lﬂ'pﬁ]y@:ﬁin%@&‘s e %ﬂ%y&@rﬁg ngfgvggl% téglghé/ eggfﬂf?aragine,

acid can be cross |in The ¢ross I ng can
obtpalyhiettidcQpol ytepiFRAne obﬁinxﬁﬂé&dﬁa@eﬁﬁﬁ\h&ﬂ r‘é‘fen&d"ﬁe (%T%Iﬂ?s‘?r_les or
group in the side chain of the am no aC|d ik ysine

Wi phlytrhitio eddshabeyd mérd Bk 5@A obfe kfiRo ailidHe BSihd] sife M delhary
protein cross linkers |like PEG derivatives. The cross

| i pked fipoligrainitnaidachdisodhd lydindie ed mlost rhauee dnfigeoral kb Ycids.

and/ or secondary am no groups left for reaction with
t h@hauelered paigre itthas Thelepie freighed 500 @SI9,000,000k &dre
pol yam no acid has a nol ecul ar wei ght of 20,000 to
10pGlrerbb0Bwarn f 80pad760.60l. y  bet ween 200, 000 and
2,000, 000. The polyam no acid or the amno acid can be
co- pol yihe pplyagingpditicay bl erosy lisdiese Abscrodsilikieng can be nigthiasicler
with acids, am des, acyl chlorides. Mire specifically
WI ?"F‘?ma}ﬁ by sendspsatien of shei deninecupiie tha sidel chait dfylichevimmeiddike lysine
caprol actamor mxture thereof. The nolar ratio
us‘@ﬂh the garpprgb Bnetigp op ;Jﬁ@p%mraa!ﬁgéynh pigtpingerdss linkers like PEG
agent/ no acid (IyS| ne)) to 1:20, nore preferably
‘g qlives. tafg] © grosdinkerpol YﬁB‘I‘W&ﬁ*ﬂﬁ%‘”&’éﬁ’ddo IbpedTop arimaty gndier
artiall es and supply of

po e&‘%ﬁf“&&%"ﬁ"‘%&ﬁi‘g I 8511(3‘8191 tﬁéﬁ@“&? BRsiiRe, Ttgwmfw ﬁ’@ss

th 996, P t d
ORI Sl S0l T G SR rooR b n ey
Sﬁ;g%gggmg 0%5 26&%&%I0n with the active ingredient,

drn1 or exanpl e ponIysine can be

sup p| i ?ﬂe a&%&/zlc}ﬁsdr ﬂ% am{ ra%% ﬁogrgl?%% {ﬁgoﬁﬁf reagents

hydr obr o e IS conmercl Iy ava

AFH% E&%&hoﬁéﬁh&fﬁs aa[}]rqdeF | A&bl%ﬂon@gaﬁgre%gﬁcﬁicalymﬁa %Eocaprmc

am no functional po yrrers contal nin

Prakb Bl dypi s, OfhylhSRRANSAL ¥a}§5ﬁcrl]eﬁn ar nQHﬁrJ Blredt e AR 086 used

of the present invention are
in these copolymers ranges from 1:1 (reagent/amino acid (lysine)) to 1:20, more preferably

from 1:1 to 1:10. The pollyamino acid like polylysine can be partially ethoxylated.

Examples and supply of polyaminoacids containing lysine, arginine, glutamime,
asparagine are given in the Bachem 1996, Peptides and Biochemicals catalog.

The polyéminoacid can be obtained before reaction with the activg ingredient, under
a salt form. For example polylysine can be supplied as polylysine hydrobromide. Polylysine
hydrobromide is commercially available from Sigma, Applichem, Bachem and Fluka.
Examples of suitable amino functional polymers containing at least one primary and/or
secondary amine group for the purpose of the present invention are:
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2006/ 012215 PCT/ US2005/ 022279 Polyvinylam ne with a

MV of about 300-2. 10E6; Pol yvi nyl am ne al koxyl at ed
(?1%091 Msof about 600, 1200 or 3000 and an ,., us200s/022279

oxy aton degree of 0.5; Polyvinylamne

V|nyIaIcohoI--nDIar ratio 2:1,

pol yvi nyl am nevi nyl f ormam de--nolar ratio 1:2 and

pol yvi nyl am ne vinyl formam de-nolar ratio 2:1;

Triethyl enetetram ne, diethylenetriam ne,

tetraet hyl enepentam ne; Bi s-am nopr opyl pi per azi ne;

Pol yami no acid (L-lysine/lauric acid in a nolar ratio

of pak 5 i ne/ am nocaproi c

aci dwrgf)%ﬁlgagm P‘ﬁo%gér)r]ge'g(r# rlg%,élso of 5/5/1), ),

Pol yam no acid (L- |ysine/am nocaproic acid

/ et hyl hexanoic acid in a nolar ratio of 5/3/1)

PaoyaidyhenidCalithxy b BOWYA ¥ RIS SREARD 286 5206 ardd2h ¥¥ShASn

hydrobrom de; cross-Ilinked polylysine, amno

sulegtet bt £d pol yvi nyl al cohol with a MNrangi ng from

400- 300, 000; pol yoxyethylene his [am ne] avail abl e

frome.g. Sigm; pol yoxyethylene his [6-am nohexyl ]

avai l able frome.g. Signs;

N, Pty iy mofris-vixtylalvo ot ofayllay rafie 31 QrodRaRReli@ A rhkRELm& by ratio

branched (TPTA); and 11 TYS001: 92640540 100000;j .

DRCxéhd §0ly 1l inpasint\@in A0GHA0MHE 2dEr REH/2LiS2005/ 022279

1, 4- bi s- (3-am nopropyl) piperazine (BNPP). Preferred

am no functional polymers containing at |east one

primary and/ or secondary ami ne group are:
Triethylenetetramine, diethylenetriamine, tetrasthylenepentamine;

Bis-aminopropylpiperazine;

Polyamino acid (L-lysine/lauric acid in a molar ratio of 10/ 1), Polyamino acid (L-
lysine/aminocaproic acid/adipic acid in a molar ratio of 5/5/1), ), Polyamino acid (L-
lysine/aminocaproic acid /ethythexanoic acid in a molar ratio of 5/3/1) Polyamino acid
(polylysine-cocaprolactam); Polylysine hydrobromide; cross-linked polylysine,

amino substituted polyvinylalcohol with a MW ranging from 400-300,000;
polyoxyethylene bis [amine] available from e.g. Sigma;
polyoxyethylene bis [6-aminohexyl] available from e.g. Sigma;
N,N"-bis~(3-aminopropyl)-1,3-propanediamine linear or branched (TPTA); and
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pol yvi nyl am nes with a MNVrangi ng from 600, 1200, 3K,
20K, 25K or 50K; am no substituted polyvinylal coho
with a MV rangi ng from 400-300, 000; pol yoxyet hyl ene
K@ 2babiixg] avail able frome.g. Sigma; polyoyyeiddvlsRnsre
his [ 6-am nohexyl] available frome.g. Sigma; }

N, N - bi s-(3-am nopropyl ) -1, 3- propanedi am ne |inear or
branched (TPTA); 1, 4-bis-(3-am nopropyl) piperazine
(BNPP); cross-1linked polylysine, Polylysine

hydr obrom de. Furthernore, such am no functiona

pol yners conprising at |east one prinmary and/or
secondary am ne group and the am ne reaction product
prpw%gq3Eﬁb@b@pﬁpmﬁﬁ&ﬁﬁqupppnef|ts in particular
color care and protection against fabric wear. |ndeed,
t hereRPQERIR At phBREIsC8ntaifing atleasl Db Bhﬁi&'y ab@ﬁiﬁ;’ed‘bgdary
and househol d fabrics like table linens is one of the
ar@aine @bupc@aicern to consuners. | ndeed, upon typica
consuner's uses of the fabrics such as wearing,

washi ng, rinsing and/or tunble-drying of fabrics, a
loss in the fabric appearance; 12 nsaal;

9 2840 iyiaimpRO Grth # MCVWng @ G5 m\a00, 20006310, PRE 1 B5K. or 50K

PCT/ US2005/ 022279 whi ch can be at |east partly due to
| oss of color fidelity and color definition, is
observed. Such a problemof color loss is even nore
aciitie wbgtednelwingalrhha yith e MW ranglng Srope-30800H  t hat
the conpositions of the present invention provide

i nproved fabric appearance and protection agai nst
fabric wear and i nproved col or care to | aundered

f AgPreethyisephis [aawlgﬁ aypflplle ot $igl@sh cycl es.

Therefore, the conpositions of the present invention
can provide sinu[taneously fabric care and | ong

| as erfu |t|onaII , the Schiff
E mf’gfh e’ﬁegb’ %P@Bﬁ”ﬁ‘é% PO HG$ S a nol ecul e

such

N,N'-bis-(3-aminopropyl)-1,3-propanediamine linear or branched (TPTA);
1,4-bis-(3-aminopropyl) piperazine (BNPP):

cross-linked polylysine,
Polylysine hydrobromide.

Furthermore, such amine functional polymers comprising at least one primary
and/or secondary amine group and the amine reaction product provide fabric appearance
benefits, in particular color care and protection against fabric wear. Indeed, the appearance
gf fabrics, e.g., clothing, bedding, and household fabrics like table linens is one of the area

- of concern to consumers. Indeed, upon typical consumer's uses of the fabrics such as
wearing, washing, rinsing and/or tumble-drying of fabrics, a loss in the fabric appearance;
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as one substantive to substrates such that articles of
manuf acture conprising the substrate may be treated
with the Schiff base to attach the Schiff base
tWesRt P ver tinme, the J biodegradation Ofpéfﬁﬁﬂmymnrm
Schiff base rel eases the fragrant al dehydic nu

whose aroma i s unadulterated by the non-vol atile am ne
al so released. The instability of the rel eased

al dehydi ¢ nmusk woul d be of no consequence in such
applications since it is smelled immediately soon

af t@ich E8) RABRast SHIY mltelémfeo@mi&ﬁ@ b ELMARARALY A ReR 4.
such as polylysine or naturally occurring protan1ne

S Ubfictagrobldneofablok [b6s D bdeiBiloye AU ANEIAMSVAB SR%s At B bWntrbund

the invention concerns the fact that the nethyl

k ethatntie cougksiti@R RY @A pmmaﬁﬂ@m@i@bﬂ& p!rcﬂreél BOHSAPpYar@Hc€and

| ess bi odegradabl e than the correspondi ng al dehydes

( npoectinakdisst fabrit vear@mVintpave®edgr card th latiddere fFies, espeddlly after

to bioaccunul ate in and prejudice the environnent.

Theulavddéhrydet nmusks derivatized according to the

present invention are nuch nore unstable in the

envi r ofherafores thn cempdaiigns ofthe prasend invyntion icati reddd similheeously

acid, which is water-soluble or hydrophilic and,

t higbristagrecnd fong dsting dedipe bapefie accunul at ed. Mor eover,

t he al dehydes are expected to be nore easily degraded

by bact'éfifignally.dhg MHP bapfoprping phive BonRmay Begart of a giolecule such

Biown and M Tl EPA - ]

ht¥ 529 SRR . Sgb%%fﬂ@w@h Hetraréslgs oS mpeifassus raspinsing the sthstmte
dehydi ¢ nmusks rel eased by the

| PRI EC T e R ARG A Aot B SHT bk et Over e e

S BRSO BT BT e S Hskgsearoma i

PCT/ 1JS20 2279 . Novel f d
ar‘%lﬁ%%t o g%ﬁ“ SQF ol pae U REREL ﬁrhgglsm%ﬂlw of e s
h atives ses the aromacheni ¢
AR SR o Lo R s S R i

arlﬁﬁ@&!ﬁ@]@é&ﬁ)l alsfmr iy %FI C a?%g Lucﬁj gm: nes mclucﬁa poi a{runesl,J gulcr I%s Iylysine

in any an ap 'ons requiri

t ReRRSany @gmhggﬁgghﬁg ﬁh@p relates to m xtures of

t hese derlvatlves ods for their preparation and

their gsras p?lﬁ'f&:f%&ﬂﬁ@f:ﬂ:;&&ﬁ%d% AR eh G doQ s HeFact that

variety of substrates
the methyl ketone musks conventionally employed in industry are less biodegradable than

the corresponding aldehydes (more stable in the environment) and, therefore, tend to
bioaccumulate in and prejudice the environment. The aldehydic musks derivatized
according to the present invention are much more unstable in the environment since they
are readily oxidized to the acid, which is water-soluble or hydrophilic and, therefore, less
likely to be accumulated. Moreover, the aldehydes are expected to be more easily degraded
by bacteria etc than the methylketones (see, e.g., Biowin and MITI EPA -
hitp://www.epa.gov/opptintr/exposure/docs/episuite htm).

Therefore, the aldehydic musks released by the derivatives of the invention do not tend to

_ bioaccumulate in the environment.
13
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Exanpl es of suitable articles of manufacture in which
the derivatives of the invention maybe incorporated

i ncl ude perfunes and col ognes, candles, air

fWeshenpss, detergent conpositions and di Si%ﬁ?éz@tﬁﬁzm
The conpositions, products, preparations and articles
in which the conpounds and derivatives of the

i nvention may be incorporated include candles, air
fresheners, perfunes, fragrances, col ognes, soaps,

bath or shower gels, shanpoos or other hair care

pr oductSovel %ﬁﬂ'&ta!n@ ﬂWo?_ﬁ}%%iﬂQﬁﬁ;s arp Qg(}fosgtgﬁerr%p%s\?eﬂ as methods of
deodorants or antiperspirants, liquid or soli abric

dethRkgEe ik Feriaieg b BEHS aroRb@BERIPELRIHEAES of manufacture including the
(hypochlorites), disinfectants, all-purpose househol d

or ajon@tiBinfchia| Thede @aRLIGIvathv@OGs ntililyay iy 0@l a Fﬁdéﬁ&%%%iﬁng
such as beer and soda, denture cleansers f abl ets),

f | asr@inecbn@rtbdnlcy.-TelnvuEibe alsdeREL BinSix GRS Bf (Bde HRZRNGE $rethods for
candi es, chewi ng guns, matrices, pharnmaceuticals and

t héelr pleparatibh endotbeinse s ricaa mbieridls@tapphcap@ th 4 Whit@y of substrates.

i ngredi ents, as single conpounds or as mxture

t her eofExapplesfod prlbbbly atitlemofmmngfectnd inathithahsteriadiobi of 88%vention
by wei ght of the perfume conposition, nore preferably

at may beapyerorsted anclide pafunmbodtco o G%s lwyndive] ajfftesiehert, ldetergent
conposi tion. The conpounds can even be used in their
pufoEPetiting ansirdisifectniet ur es, wi t hout added conponents.

The ol factive characteristics of the individua
conpoud8ECCaPesitigns Hrosees @rparptipns pridertistes i wiidhythodompeumds and

m xtures of these conpounds can be used as perfum ng

| PR E A e iveion T e BeorpraRed ieelhdscrylaschidfrebeger wsrmes
wher e sepafation and/or purification steps can be

a ggggfsw Ogiéﬁﬁ,ﬁaapé, SUMPVRYE 8&fs,Frampoog gr other hair care products,
TY500 ;9204054v$89Q%014Bg%qglwe412005 WO 2006/ 012215 .
PCTIUSS BUBTHL82 7efY OFHagSFTrEis PRL iFshitpss: iAW it solihfebric

B LI D G R —
arg Leals, that matter., other fragrances,
T R e N S R

bl (@191@@), ﬂ%f&g %&pg—gaivelfeh ?}égﬁcit)slrkﬁ%l a%?o%enrg];sr a3y %@esﬁ{i?gegums,

beverages, including a everages, an

| ik@ices] PRrARENAL biaR. Bl t he

The compounds can be used as perfuming ingredients, as single compounds or as
mixture thereof, preferably at a range of at least about 30% by weight of the perfume
composition, more preferably at a range of at least about 60% by weight of the composition,
The compounds can even be used in their pure state or as mixtures, without added
components. The olfactive characteristics of the individual compounds are also present in
wmixtures thereof, and mixtures of these compounds can be used as perfuming ingredients.
This may be particularly advantageous where separation and/or purification steps can be

avoided by using compound mixtres.
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i nvention can be used in applications |ike soaps,

shanpoos, body deodorants and antiperspirants, solid

or quuid detergents for treating textiles, fabric

S‘,F(g detergent conpositions and/or aI 1>c1%'§29¢%ﬁ;§2279
eaners or cleaning dishes or various surfaces

both household and industrial use. O course, the use

of the conmpounds is not limted to the

above-nenti oned products, as they be used in other

current uses in perfunery, nanmely the perfuning of

S OapS ?H& dﬁgt’] 1\’<f\BSr0 %lms bntl(fé%an neemc(l)udeé']m Vlﬂlla érglttiof(ji Ogt S

as wel I "as” o ran f'res rs and
Hﬁﬁ%hﬁﬁrﬁ %a?@aﬂ?r%hfélg Ebglﬁ%'x?ig%l gr\él%gchexﬂl.?&k %? fopglé{: n?eﬁ@% ¥ther

' rﬁ’a%ﬁhéc? r%vh@lh@;qlatfu}aﬁ]gr ayﬁﬂck a'] es if? blegéhaa/e%éaeﬁgsﬂavonngs and

beverages such eer an a enture cl eansers

(tipRlgtes )bcvefrag@svaaﬁatn%a@éhwc &@Lrhge@ affihe REOFHCIeSvaNebraR

| ozenges, candi es ew ng guns, matrices,

PhafeARmE bOAtdin ApficdiBRs likekSps, slTahﬁ%@s RIS aecﬁf)l%nts and
described in nore detail below. In all cited

apRlipetpirdn@Nlid bR iekicMahts 18 Gedihg fehifled AVRINoRORCHrRAt
used alone, in adm xture with each other or in

adBindsiiiogs adtl/ohal QhuiiREe dXihérkl For Biganin}Qishebi og netrﬁms Siothdee FbrSoth
or adjuvants of current use in the art. The nature
andustlvdd and iddestyal 0fc. Oh@ae,abe ust gif tediompbisded nbQimited to the
require a nore detail ed description here, which,
neb@eveniionadprodictsols tieg be xded tisdthey @yreandestil gerfuperys gamely the
skilled in the art will be able to choose the latter
t werbughe éftsgapg enishaber kelo Wsdger baccaregsodacts, anwtll @i bfdy
the nature of the product to be perfuned and of the
d €stdorstits.airflegehensyeand fepstic prebreationsy endfeyen in §né prgvedivermmsly in
typlcally bel on o chenical classes as varied as
alPErdHess %loa@ﬁs@wrodkféﬁt o feegnvepkqnajse fingytHisy iy foods, flavorings,
acetates nitrites, terpene hydrocarbons, sul fur- and
niPEeBgETudaR Pest Mdrsgda @ftn@%‘é?ﬁ@f%w@@ﬁb Beifoers, Oraélg dgliyeredas
essential oils of natural or synthetic origi A
| BPGR S RIPAAS lozgees: randiss. ichgyiaas et Igata@%@}ﬂﬁﬂaéauv%is and the like.
erence textbooks sych as 15 TYSOO :9264064vi1 O
BRI TTRITIEES VS 2 608] 519915 PCT/ US2005/ 022279  the

b k d ; d
r90s. TRampapRAEY me R AN e e B e ke

hey eby Jncor ted. ere ts enti
cgmnrgm reew1r ec K C{tﬁer oT in z}clinm?ture Wit 9‘161‘ pertlummg mgre(flen‘isy éolvents or

adjuvants of current use in the art. The nature and the vaniety of these co-ingredients do not
require a more detailed description here, which, moreover, would not be exhaustive, and the
person siilled in the art will be able to choose the latter through its general knowledge and
as a function of the nature of the product to be perfumed and of the desired olfactive effect.
These perfuming ingredients typically belong to chemical classes as vaned as
alcohols, aldehydes, ketones, esters, ethers, acetates, nitrites, terpene hydrocarbons, sulfﬁr—
and nifrogen containing heterocyclic compounds, as well as essential oils of natural or
synthetic origin. A large number of these ingredients described in reference textbooks such as
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versions, or in other works of simlar nature. The
proportions in which the derivatives of the invention
can be incorporated in the various products vary

Wé%o@uﬂzﬂsar ge range of values. These val ues,depend on.,
the nature of the article or product that oné desires

to perfune and the odor effect searched for, as well
as on the nature of the co-ingredients in a given
conposi tion when the conpounds are used in adm xture
with perfum ng co-ingredients, solvents or adjuvants
of r use .in,the ar As_.an .exa t he

nELE R A48 d |
der | vgg‘ |gves PP e & Ef}%vr?rg}?eemlfay)éspF%gﬁdﬁnt‘g?”éyejﬁtusg‘t the

C %ﬁt@rﬂ!’. Sf%ﬂl%%lse hegg% %Q{@%Por?%glgj Te re%%ea}g ﬂs %%Peé{, onjig%orcio%cent

even nore, y wel e conmpounds r ative

t RRrsiel GP% ofthr 018 RSHfiUMiRgG, cONPOSi tion in which they
ar e |ncorporate . Far ower concentrations than those

nent i onRG:GRANEs HARiR S FRVREPME BR et BARAMR R0k B ed in the
directly applied for perfum ng the various consuner

Pragiis hepdasdid R, biefiod l@&@%%e JEREIEOTRIUNMIR s BRYNB theSBflre of

in detergents containing bl eaching agents and

aGhd Al prod 6ol @lar &% dgsﬁr@s_f to @B 284 the odor effect searched for, as well as
tetraacetyl et hyl enedi am ne (TAED), hypohalites, in

pah iticGmituirof (Ha ypagrdpit o, piee caxygribavBeh th ®ashindgare used in
agents such as, for exanple, perborates, etc. The

C adpa wndsitlo@rfualing 0o-bgredisss sbinernad ydjdendof amtst uaid the art.
antiperspirants, for exanple, those containing

al um ndgansadde, thEhlesetieyobidie meattisn ae ¢ypibelcpreseddt doncentrations
nore detail below. In addition to the derivatives
désgweinpbont fidreed shout 198, conposok. orveighesfahase jompburderektive to
detersive surfactant and optionally, one or nore
adiiveciabhef]theghstiamige mmriopigeraid iwdivh hey prediogthoratyd. anlowed al s
for assisting or enhancing cleaning performance,

t Pengentaians gen theee mebencd ghave pay Hgasedoyhem e domnennds gre directly
rmdi_fgl the aesthetics of the deter_gent conposi tion

( 8pRged fopprfupiigdhe Py caftiger progpels cifedpefosehanfion- | i i t i ng
exanpl ?s of synthetic detersive surfactants useful

her ei N fGUPRO¥Ysymaybe uged infetergepts roninipipg blepckjug dgsntsEiggetivators

90% by wei g% i nclude the co vené)izona a-18 al kyl

1 8k /TR GOV BEY RS PR AL RO g partcule

2 OGé}Qlﬁ?TngO PC;I'%#? %9%/} 0222159 bentzene sul f%at es o

(MERSHG AR ODE AERER R 3 ShEPRRISTHPED B0 he

al:o@ﬂouﬁc’(fé lcal:naa‘is%%e used in body deodorants and antiperspirants, for example, those
containing alaminum salts. These embodiments are described in more detail below.

In addition to the derivatives described herein, the compositions herein include a
detersive surfactant and optionally, one or more additional detergent ingredients, including
materials for assisting or enhancing cleaning performance, treatment of the substraie to be
cleaned, or to modify the aesthetics of the detergent composition (e.g., perfumes, colorants,
dyes, etc.). Non-limiting examples of synthetic detersive surfactants useful herein typically at

levels from about 0.5% to about 90%, by weight, include the conventional C1-18 alkyl
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("AS"), and the like. Preferred conpositions

i ncorporating only synthetic detergents have a
detergent |evel of fromabout 0.5%to 50%

GO BRSHhizk@NS contai ni ng soap preferably conpgd o
about §lbilz%fo% to about 90% soap. The conpositi ol?}(%ﬁﬁsezﬁ%ﬂgim
can contain other ingredients such as enzynes,

bl eaches, fabric softening agents, dye transfer

i nhibitors, suds suppressors, and chel ati ng agents,

all  well known within the art. The derivatives

d eg&ﬂxﬁ %ﬁfo’ﬂ&éﬁ"ih G kf)ﬁmla C&EIRR!C%HE %}dlrgntdgm %&‘SB %gglssulfates
and inpart various flavorings to e beveragés. “The
beyasagsd@Resi tion can be a col a beverage
conposition, and can al so be coffee, tea, dairy

bever a@eaferfeti YbrhpdsitibiSncdfpbofking MPHARR kR ents h S0P Hétérééﬁ?level
dri nk, beer, malt beverages, or other flavored

bevafoagout DR, DEVRI @@RDsi6SR chflaihifl sdap ﬁ@feﬁb@%oxﬂﬁ’f@ &b&dbout

form The beverage conpositions can al so include one

or i0¥orebddt a¥6Edapg agents; artificial col orants;

vitam n additives; preservatives; caffeine additives;

wat er ; Thagingusiguns Bereih binclsaimia bter ibgbdias sieh A GEMHISs, bleaches,

enul sifiers; and or fruit juice concentrates.

Ar fabrici seftaing agantspdya mbissfanfrihititompsyddrappiseds, hitdheldng agents, all

caramel color, yellow 6 and yellow 5. Useful vitanin

aduiltkngwe withig thede. vitanin B2, vitamin B6, vitamin B

12, vitamn C (ascorbic acid), niacin, pantothenic

aci d, Bherderivptgerdlefesbiddieri can beSuoriaiitel ipo éseragestany part

i ncl.ude sodi um or potassium benzoate. Salts which nay

b dlayampps e fre Seweragen, Thrderesase gpmpmiionergbe s pelabeverage

chloride. Exenplary emulsifiers are gum arabic and

pUPTFPSFgRARd sifdisg beiadion ltoa; diry Revseage, ifwit pucetdripk, orange drink,

S ita%le(gﬁLg%Iants include citric, phosphoric and _
FRE-1E08 Go2Rd- PEt Renerress obeihe dey ey beyasaesTheibaveragefecan be in

sQdi.ym angl tpg}ass]bjggl citrate. I n one_enbodinment, the

b 1\9%1# 8@%0“{ gred opm . SMEEREC COIPSIRG éz}naaésg incide ORFHT ugre flavoring
geperal |.y . ;about 2.8 and.the follow ng ingredients can

b ggedlgséﬁll cozaI ﬁg&rgntf,wgargl? F%Bu%e&prels%%esc gﬂ%ﬁlg F“ﬁ“ﬁ’ﬁ% water;
B e S L R

| LKAt %ﬁ;@ﬁ&%@éué&%@&%ﬁ'&ﬁ%}%@ yglf‘blwzé)a%g yellow 5. Useful vitamin

additives include vitamin B2, vitamin B6, vitamin B12, vitamin C (ascorbic acid), niacin,

pgntothenic acid, biotin and folic acid. Suitable preservatives include sodium or potassium
benzoate. Salts which may be used include sodium, potassium and magnesium chloride.
Exemplary emulsifiers are gum arabic and purity gum, and a useful thickener is pectin.
Suitable acidulants include citric, phosphoric and malic acid, and potential buffering agents
include sodivm and potassium citrate.

In one embodiment, the beverage is a carbonated cola beverage. The pH is generally
about 2.8 and the following ingredients can be used to make the syrup for these compositions:
Flavor Concentrate, including one or more of the derivatives described herein (22.22 mi),
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WD 2006/ 012215 PCT/ US2005/ 022279 80% Phosphoric Acid
(5.55 ¢g), Ctric Acid (0.267 g), Caffeine (1.24 9),
artificial sweetener, sugar or corn syrup (to taste,
on the actual sweet ener) and Potasg

gf??@?gﬁ?ﬁ 07 g). The beverage conposition a%ﬂﬁ%mm@nzw
prepared, for exanple, by m xing the foregoing syrup
with carbonated water in a proportion of 50 m syrup
to 250 m of carbonated water. Flavored food and

phar maceuti cal conpositions including one or nore of
t hene h

P R O G R T, BB il ectnes
CoRMant bd;m%#up (foQQa%SHé;!:feﬁ&gQﬁ IRGch 8 GRS SndWkaksiliD @Whte (4.07
to those of skill inthe art. Alternatively, the

deg)i TitbWege e@ﬁbobiﬁoﬂ 06 8 PepaRddelr Wkl byRRkMERE lf&egomg syrup
partlcles whi ch can, in turn, be dispersed wthi
ANEHHIOFartON A atds i & REorith oS0 9T FhipYo Ebalml\beéaaibhaemtéﬂ X
material, which is usually a solid or sem-solid

S URIsvofed tfend aMihgars e dicil oGRSl i WEaiFRAS biith @SS, thd difivatives
derivatives can be released into the

or d@kdripeddeteinen alsd be fpelayeteThic derivatives ¥anrva iretipakted mtd do@ventional
conposition is chewed and held in the nouth, thus
probdstafs mingtitrdnihawel kafwitth tho@ipal inttheomt. Altendtively.gbs e

of dried powders and mixes, the flavor can be nade
aviEiiatibéseanly indpepomtcddtithin fobymeunsaiinds. winchyen, nefugnbedispersed
into the matrix material as the conposition is
f uvithireandior oersSEidce of\weeraliynslifqrablaopaimamaterad rlighdpiuspiltyie solid
the polyneric particles, the relative anounts of the
ad¥peivelid shiratseV e used ia ghepvgblp pawnosidons sthedariyiyepgs be released
rel ease and exhaustion_ of the conmpounds. I n one

entB8 dherply-delivable palypisnednpaeial psghe opppIiénads ggwed and held
oral ly-deliverable matrix _naterial; luraljty. of
walf & r’%oﬁ@otf“ﬁ?‘mr‘@"‘ﬁ&gﬁli"f’é}a ¥ °§3‘F f?r&rroggma #S‘SE?@%%{ drid plers and
oral ly-deliver bIe X material, where

d?liﬁ??etP? VBRP ‘éf“é%e ﬁ"ﬁ[ﬁlﬂ‘i afj‘l‘}‘éP‘P?z“"H’é F?’ﬁ‘ém‘ﬁ’élf &%F’!@S‘*ﬂ fmto the

i nt

dl g grE mateé'P f %@et coggg%maorggs tl?ugl?e ?e seg %ﬂl@ﬂ? g%vgrsaage combined with
!y%%gc ﬁtgc?ea nthe reﬂltlve aDanI(?ts X\ftg dHlt]%pSe Qﬁt sg{?%é 10 l;prcrwde

Ives are r
'%mﬁ%t%%qeleﬂéghgﬂoekﬂa%g o3¢ hlE Or “”dergoes. .

furt processi ng Sel ect ed n1the group conS|st|ng
of I| [ I

oot o ALy Sl LA Sy LR,
MRfafeki m&sﬁefy%kw&arsnéaﬁﬂb&%@ﬁmdpawcggh*s&%e@rn%oorauy.dehverable
consi sting of guns, latéex materials, crystallized

S WoaxSnateMAD HRAO U pSIYEaSpartlROA AN dSally MG Suorlis@FRternal pores

jellies, pastes
and are non-degradable in the digestive tract; and one or more derivatives as descnbed herein
entrapped within the internal pore networks. The derivatives are released as the matrix is
chewed, dissolved in the mouth, or undergoes further processing selected from the group
consisting of lquid addition, dry blending, stirring, mixing, heating, baking, and cooking.
The orally-deliverable matrix material can be selected from the group consisting of gums,
latex materials, crystallized sugars, amorphous sugars, fondants, npugats, jams, jellies, pastes,

i8
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2006/ 012215 PCT/ US2005/ 022279 '.. powders, dry

bl ends, dehydrated food m xes, baked goods, batters,
dpgadenntabl ets, and lozenges. A flavorl esspgHmBais27o
can be conbined with a derivative of the invention or
other suitable derivative as described herein to a
desired flavor concentration. Typically, a blade

m xer is heated to about 11 OF, the gum base is
preheated so that it is softened, and the gum base is

t hgRwasded vidd . .

apg?oxi ma?el y égglg{,%%ﬁg)g@&gﬁﬁi 'bﬁléf%ii\g%g%, g%lﬁ%% (lrj‘|§u At fa\l;lgts’l £ .

t hatkegpddled to the m xer and mxed for a suitable

anmount of tinme. The gum can be then renoved fromthe

m xer am@avoflbds @on base 84d HeleohbthdhkNBS R TWENREL iIRRREM or other
while warm In one enbodi nent, the derivatives

desuitsblo detivhgveas desarited e foRQTaled taton Ehc@tia¥sH ByPicalia®lde
can rel ease a fragrance in a controlled manner. These

| Nolixed® heawdigd pMbie HJ e gB bade is préhe RSO HIGK B is sbBHBA hYd the gum
detergents, fabric softeners, deodorants, |otions, and
ot hese ishiemadded odkhe intrenad alldved fo mig fanpgsximbelyge Bebals) She
one or nore derivatives of essential oils as described
he Bajored derivativess eeavided tn figinfif @ pehtixefUfand dulthldSamduntSf time. The
Pat. No. 4,587,129, the contents of which are hereby

i nE'BR frada therl rempveddtasT bamixer and rdlled fo seek thickteys ondes e fiapa svhile
a nmethod for preparing gel articles which contain up

t oV¥8% by wei ght of fragrance or perfune oils. The

gels are prepared froma pol yner having a hydroxy

(| ower Ipresmpydiment) thesloavives desgribridersipyarg ihepmrematedsintk @ xysjem
| ower. al kyl -2-al keneoate, or a hydroxy poly (I ower

al ROY5° Eere afragppeepn 3 Foipled gpaaneér ghhgsegnclude subsirates such as air

0 t hyl.eni.cal | y unsaturated craosslinking agent.
DA S ISR S G g5 109 0 e
DRI gk sl e - O RER BRI
AAARE BAERNSLYin afdenPla R BOTEL O 0F JLOSS, derlvalives,

t hat fncﬁg%enan a H%ﬁ?%% Gt Sap 3 8 ’i%ﬁ FRers gt which are
[ whi.ch can_.cause.t X
t or oy Dol BEPLAL AR el ety SR ES Pt B prpyrige e

t imle@a,gfcn Cor®Birtb obH 8l Q@S shRadc @b PeliiBe S1IRVIE are

conpound.
prepared from a polymer having a hydroxy (lower alkoxy) 2-alkeneoate, a hydroxy (lower

alkoxy) lower alkyl 2-alkeneoate, or a hydroxy poly (lower alkoxy)lower alkyl 2-alkeneoate
and a polyethylenically unsaturated crosslinking agent. These materials have continuous slow
release properties, i.e., they release the fragrance component continuously over a long period
of time. Advantageously, all or a portion of those derivatives that include an aldehyde group
can be modified to include an acetal group, which can cause the formulations to release
fragrance over a period of time as the acetal hydrolyzes to form the aldehyde compound.

The formation of the Schiff base compounds of the invention proceeds according to

“the following reaction scheme:
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The formati on of the' Schi ff base conpounds of the

i nvention proceeds according to the follow ng
reaction schene: 19 1YSOQ :9264054v1l JDOOOQ 4BRCH7I
s R GO N R > RGEN R -+l e
Rl is the residue of the aldehydic nusk and R, is the
residue of the Schiff base form ng am ne. EXAMPLE A
m xture of the am ne and nusk al dehyde is stirred in a
sui tabl e solvent (e.g., ethanol, dipropylene glycol,

di i sopr@p te [ e fo 1 ISy,

conpl etg‘?s %dﬁsﬁﬁ _l }%{r&% ﬁé? chrféma ol\ggagh? %r
NMR. Additives such as aci ds (e g., paratol uéne

ol an o A SE P FRMEEE Py RS B Bl grpis s bose
mafPrB@zasEd t o accel erate the reaction. El evat ed
tenperatures can be enployed also to inprove the
condensati on. \Wen conplete the reaction is worked up
in an appropriate rmnner EXANPLE j | tering to renove

[ %ol ubl e .additives/ vvasawéﬂ to renpve additjives) and

é’Bﬁ‘P’i"é’? gia arlnaleﬁl bsd;de'fzd mg@mtable solvent (€. g ethanol,
T 9264054yl ro)6GL4BRCH/(61240095 d ai ns
detE Oﬁ%%me eBsy fSﬁ?fﬂgv? alyeﬂ?ff?dﬁﬂbr%rfﬁwgw C%inlé%‘ﬁ Fipdged by
base ,of H
e et STRYRO AR kb i 6 s gore
ar %lcﬁ‘ ag’c{ c{eﬁycgamng %gr;en sr(gg Cmol%cular sieves/sodium sulfate/magnesium sulfate)
may be used to accelerate the reaction. Elevated temperatures can be employed also to
improve the condensation. When complete the reaction is worked up in an appropriate

manner (s.g., filtering to remove insoluble additives/washing to remove additives) and

concentrated to yield the product.
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chain, saturated or unsaturated hydrocarbyl group;
preferably al kyl or al kenyl, having 1 - 8carbon

clah@s, and mis 1 - 4andnis 1- 6. with a
substantially non-vol atil e; odourless am ne contai ning

1.

Ceconhar ol e o MY SRR ITT B boreet, of

said Schifhs base conpound is stapl e agai nst

oxi dati,Qn #o a carboxyl group g‘r & m xture of said
conpounds; \sal d&chi ffs base. co bei ng

bi odegr addp pver jtige to said f chu and
said non- @ Fodoade | es& ami ni Sripnd of
claim.l et ai i vvherelnthe e |

am nobénzienesutfonl c acid gﬁ‘thranl lic acid. 3. A
conpound of Claim|l wherei n the al dehydi ¢ nusk has the

for\;erla:_gg ! HHO 11 HHOHO CO lie HG 21 -
4. 66 Apd 8%5“% r‘b@dfﬂﬁﬁamﬁr% iffesant end ere astraighterr branched

“hawihaiy, isefrQ8Edr ahaifated! REHFARFRI %?Qupl %Péferrggllg E{Qi%yé o alkenyd,

characteristics contai ni ng as act ive
co?r}'rpg%I %‘ﬁf'ﬁ%ﬁ@%‘s ofd Bdhpouhrry ok 1am? one of the

preceding claims. $, The conposition, product,

w,mp%eggg%&gﬁy o] R, ‘a!tsFa A cmﬂcl ai m-, wherein the conpound

éss amine containing at least one free,

unmodified primary and/or secondary amino group, wherein the imine moiety of said

Schiff's base compound is. stable against oxidation to a carboxyl group or a mixfure of

said compounds; said Schiffs base compound being biodegradable over time to sasci '
aldehydic musk and said non-volatil te, odouriess amine.

2.

A eompound of claim 1 or claim 2 wherein the amine is aminobenzenesulfonic acid

or anthranilic aoid.

3.

A_compeund of Claim 1 wherein the aldehydic musk has the formuia:




or m xture of conpounds is present in an anount of at
| east 30 percent by weight, or at |east 60 percent by

wei ght. A conposition, product, preparation or article
of Claimor c in the formof a soap, a bath or shower
gel, a shanpoo or other hair care product, a liquid or
solid fabric detergent or softener, and optionally
conprising other perfum ng ingredients, solvents of
adj uvants. ~. A method of stabilizing an—al dehydic
nmusk aromachem cal conpound agai nst oxidation of its
al dehydi ¢ group to a carboxyl group conprising formng
a Schiffs base thereof with a substantially

T noft SoBPRTioRe DaECloRS AR IEteS OraTlicke hawiey ielyosdi sloma, fragrance or

odel @RaYiAG Chargkakgil verted.to.an imne noiet .
colher el ngt he al gﬁ%gﬁ?@g@u 'kés_i %ﬁiggﬁ‘gﬁfc‘:@i’éﬁi‘f@”ﬁ%ﬂg or mixture of
'RBRHYG °f #y e delpreceding diimsor (R A (Ri)m (RI) .
- Wierein: R and R2 may be the same or different and
5 arf 2 stra.ight ~or _branched chain, saturated or
u

ns Kt PP EPE IR BEE PERAarFion @p artistectf etaim by wakiey thercompound
or mxkenygl compeandNg pledent i HOIMSLR TB at [BAG 3 de?ce%i é}fﬁ{}é@h? or at

eadiSol: The nmethod of Claim7 wherein 'said a
anoiyggcﬁ#beys%‘?ggilﬁow vapor pressure aliphatic or

aromati c am nes containing at |east one free,
( uw_ %n : \ andl or secondary am no group. 22
e B s SR o P i 2 o
a balhoeihsfeiver gelsle tesndoeor athetuhdli ca® prddudiGa liquid or solid fabric
detergent or softener, and optionally comprising other perfuming ingredients, solvents of
adjuvants.

1. A riethod of stabilizing an aldehydic musk aromachemical compound against
oxidation of its aldehydic group to a carboxyl group comprising forming a Schiffs base
thereof with a substantially non-volatife and odourless amine whereby said afdehydic
group is converted to an iming moiety wherein the aldehydic musk is a polycyclic musk
having the sfructure;

Wherein: R; and R, may be the same or different and are a straight or
branched chain, saturated or unsaturated hydrocarbyl group; preferably atkyt or alkenyl,
having 1-8 carbon atoms, and m is 1-4 and n is 1-6.

4 The method of Claim T wherein said amine is an odourless, fow vapor pressure

aiiphatic or arematic amines containing af least one free, unmodified primary’ and/or
secondary amino group.
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cf The method of Claim ] or Claim § wherein said aldehydic musk has the formula:

_.23




