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large number of synthetic odoriferous chemicals possessing aroma characteristics have been
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de"veloped. Synthetic aroma chemicals have added a new dimension to the art of perfuming,
since these synthetics are usually stable compounds and are relatively inexpensive, as
compared with the natural perfume chemicals. For example, ethylene glycol monoaryl ethers
are known fragrance compounds having a mild rose odor and are useful for food, cosmetic
and pharmaceutical applications. See, for example, U.S. Pat. Nos. 1,881,200; 2,451,149 and
4,404,407. Moreover, synthetics lend themselves more easily to manipulation than natural
perfume chemicals since natural perfume chemicals are usually a complex mixture of
substances. Accordingly, for these and other reasons, there is a great desire in the art of
fragrance chemistry for new compounds possessing specific characteristic aromas, in
particular, floral (carnation). Exemplary patents disclosing compounds exhibiting carnation

odor notes are US 6,177,400 and 4,464,291.
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R;0-C¢HsOH-SR
wherein:

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

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

A second embodiment of the invention concerns compositions, products,
preparations or articles having improved aroma, fragrance or odor characteristics containing
as active ingredient a compound described above or a mixture thereof.

Another embodiment of the invention relates to compositions, products,
preparations or articles having improved flavor or taste characteristics containing as active

ingredient a compound described above or a mixture thereof.
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DETAILED DESCRIPTION OF THE INVENTION

Preferred aromachemicals of the invention are those having the formula:

OH
RO



A particularly preferred aromachem cal is
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spicy, and smoky. Examples of suitable articles of manufacture in which the derivatives of
the invention may be incorporated include perfumes and colognes, candles, air fresheners,
detergent compositions and disinfectants.

The compositions, products, preparations and articles in which the compounds and
derivatives of the invention may be incorporated include candles, air fresheners, perfumes,
fragrances, colognes; soaps, bath or shower gels, shampoos or other hair care products,
cosmetic preparations, body odorants, deodorants or antiperspirants, liquid or solid fabric
detergents or softeners, bleach products (hypochlorites), disinfectants, all-purpose household
or industrial cleaners, foods, flavorings, beverages such as beer and soda, denture cleansers
(tablets), flavored orally-delivered products such as lozenges, candies, chewing gums,
matrices, pharmaceuticals and the like.

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.
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perfuming of soaps and shower gels, hygiene or hair-care products, as well as of body

deodorants, air fresheners and cosmetic preparations, and even in fine perfumery, namely in
perfumes and colognes. The products of the invention also find utility in foods, flavorings,
beverages such as beer and soda, denture cleansers (tablets), flavored orally-delivered
products such as lozenges, candies, chewing gums, matrices, pharmaceuticals and the like.
These uses are described in more detail below.

In all cited applications, the derivatives of the invention can be used alone, in
admixture with each other, or in admixture with other perfuming ingredients, solvents or
adjuvants of current use in the art. The nature and the variety of these co-ingredients do not

require a more detailed description here, which, moreover, would not be exhaustive, and the
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As an example, the derivatives of the invention are typically present at concentrations
between about 0.1 and about 10%, or even more, by weight of these compounds relative to
the weight of the perfuming composition in which they are incorporated. Far lower
concentrations than those mentioned above can be used when the compounds are directly
applied for perfuming the various consumer products cited beforehand.

The compounds may be used in detergents containing bleaching agents and activators
such as, for example, tetraacetylethylenediamine (TAED), hypohalites, in particular
hypochlorite, peroxygenated bleaching agents such as, for example, perborates, etc. The

compounds can also be used in body deodorants and antiperspirants, for example, those

containing aluminum salts. These embodiments are described in more detail below.
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The derivatives described herein can be incorporated into beverages and impart
various flavorings to the beverages. The beverage composition can be a cola beverage
composition, and cae also be coffee, tea, dairy beverage, fruit juice drink, orange drink,
lemon-lime drink, beer, malt beverages, or other flavored beverage. The beverages can be in
liquid or powdered form. The beverage compositions can also include one or more flavoring
agents; artificial colorants; vitamin additives; preservatives; caffeine additives; water;
acidulants; thickeners; buffering agents; emulsifiers; and or fruit juice concentrates.

Artificial colorants which may be used include caramel color, yellow 6 and yellow 5.
Useful vitamin additives include vitamin B2, vitamin B6, vitamin B12, vitamin C (ascorbic
acid), niacin, pantothenic acid, biotin and folic acid. Suitable preservatives include sodium or

potassium benzoate. Salts which may be used include sodium, potassium and magnesium
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I ncl udi ng one_or nore of the derivatives describe )
Megregtively Ahe derivgiives can be incorporated within polymeric particles, which can, in

turn, be dispersed within and/or over a surface of an orally-deliverable matrix material, which
is usually a solid or semi-solid substrate. When used in chewable compositions, the
derivatives can be released into the orally-deliverable polymeric matrix material as the
composition is chéwed and held in the mouth, thus prolonging the flavor of the composition.
In the case of dried powders and mixes, the flavor can be made available as the product is
consumed or be released into the matrix material as the composition is further processed.
When two flavors are combined with the polymeric particles, the relative amounts of the
additives can be selected to provide simultaneous release and exhaustion of the compounds.
In one embodiment, the flavored composition includes an orally-deliverable matrix
material; a plurality of water insoluble polymeric particles dispersed in the orally-deliverable

matrix material, where the polymeric particles individually define networks of internal pores
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In one embodiment, the derivatives described herein are incorporated into a system
which can release a fragrance in a controlled manner. These include substrates such as air
fresheners, laundry detergents, fabric softeners, deodorants, lotions, and other household
items. The fragrances are generally one or more derivatives of essential oils as described
herein, each present in different quantities. U.S. Pat. No. 4,587,129, the contents of which are
hereby incorporated by reference in their entirety, describes a method for preparing gel
articles which contain up to 90% by weight of fragrance or perfume oils. The gels are
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



entrapped within the internal pore networks. The

derivatives are released as the matrix is chewed,
wale@sobiverl i n the nouth, or undergoes further PCT/US2004/015875

processing selected fromthé® group consisting of

liquid addition, dry blending, stirring, mXxing,

heati ng, baking, and cooking. The orally-deliverable
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derivatives des rlbed herein are
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substrates such as air fresheners, |aundry
detergents, fabric softeners, deodorants, |otions, and

ot her household itens. ﬂ%%ékﬁggkénces are generally
one or nore derivatives of essential oils as descri bed
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Pat. No. 4,587,129, the contents of which are hereby
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a method for preparing gel articles which contain up
to 90% by wei ght of fragrance or perfune oils. The
gels are prepared froma polynmer having a hydroxy
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A solution of Guaiacol sulfonic acid potassium salt (1.7g) in benzene (30mL) was heated to

reflux in a Dean-Stark apparatus to remove water. The benzene solution was allowed to cool,
treated with triphenylphosphine (6.8g) and 18-crown-6 (0.85g), fitted with a condenser and
degassed. A degassed solution of iodine (1.23g) in benzene (10mL) was prepared separately,

added to the reaction mixture and the solution refluxed overnight. A 10% mixture of water in



al koxy) | ower al kyl 2-al keneoate, or a hydroxy poly
(1 ower al koxy) !l ower al kyl 2-al keneoate and a
w@oioyaodryl eni cal | y unsaturated crosslinki ng ageeit/US2004/015875
These materials have contindous sl ow WO 2004/ 103962
PCT/ US2004/ 015875 10 rel ease properties, i.e., they
rel ease the fragrance conponent continuously over a
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e conpound. Having here I scl osed the su
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vari ations of the present |nvent|on are possible in
light thereof. It is to be understood that the present
Lon, ed other than as specifically
desc&%%%' &%ﬂgﬁﬁﬁaﬁpg?ggtlons substitutions and
variations are intended to be within the scope of the
present application. EXAMPLE 1 . Preparation of
2- met hoxy- 4- et hyl sul f ap henol 1.
4- gydr oxy- 3- net hoxy- benzeélre thiol SOBK SH | \ 30 .
O OHOHA solutia{\of Guai acol sulfonic acid
siumsalt (1.79) jenzene (30nL) was heated to

OMe

OH

OH

To a solution of sodium hydroxide (0.050g) in methanol (2mL) was added 4-hydroxy-3-
methoxy-benzene thiol (0.20g) and stirring continued for 20 minutes. Methyl iodide
(0.060mL) was added slowly and the solution stirred overnight at room temperature. Water
(2mL) was added, the solution extracted with dichloromethane, the organic layer dried over
MgSO, and concentrated to give a colorless oil. Flash column chromatography using
dichloromethane as eluant gave the title compound as a colorless oil (0.051g).

Having hereby disclosed the sﬁbject matter of the present invention, it should be
apparent that many modifications, substitutions, and variations of the present invention are
possible in light thereof. It is to be understood that the present invention can be practiced
other than as specifically described. Such modifications, substitutions and variations are

intended to be within the scope of the present application.



reflux in a Dean-Stark apparatus to renove water. The
benzene solution was allowed to cool, treated wth
wao eoophedryt phosphi ne (6.8g) and 18-crown-6 (0. 8BCH/S2004/015875
fitted with a condenser and2 degassed. A degassed
solution of iodine (1.23g) in benzene (I1On) was
prepared separately, added to the reaction m xture
and the solution refluxed overnight. A 10% m xture of
wat er in WO 2004/ 103962 PCT/ US2004/ 015875 11 di oxane
{8nhi)vwas added to the reaction and reflux continued
for a further 1.5 hours. The reaction was allowed to
cool and the organic solution washed with water (2 x
40m.), dried over MgSO4 and concentrated to give a

col orj ess &%r&ﬂachg&ﬁﬁlt’hll&%éi% sﬁl?e %12%5&?5% rHﬁcitLgQ of said

di chl or onet hane as el uant " gave e conpoun

[ .60g, 629%.
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Ove OH OH 3 Lion of sodi um hydroxi de (0.0509)
in nethanol‘?%%%@b%gggadded 4- hydr oxy- 3-
nmet hq e—?enzene thiol (0.20g) and stirring continued
f or fi"%utes. Methyl iodide (0.060n) was added
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extracted with dichloronethane, the organjc |ayer
R RS A T T Mt S L R T
oi | . Fl.ash col um chromat ogr aphy usi ng

di chi®fonet hane as el uant gave the title conpound as a

colorless_oil (0,051q).
R; Iis a s&raiggt or%)ranched chain, saturated or unsaturated

hydrocarbyl group; preferably, alkyl or alkenyl, having 1-8 carbon atoms.

2. An aromachemical compound of claim 1 wherein R and R; are each CHj.
3. An aromachemical compound of claim 1 of the formula:
OH
CH;O
SCH;
4. A composition, product, preparation or article having improved aroma,

fragrance or odor characteristics containing as active ingredient a compound or mixture of

compounds of claim 1.



Havi ng hereby disclosed the subject matter of the

present invention, it should be apparent that many
wor@itfldder | ons, substitutions, and variations PET/UR®04/015875

present invention are possi3ble in [ight thereof. It

is to be understood that the present invention can be

practiced other than as specifically described. Such
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i ntended to be within the scope of the present
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. An aromachem cal al koxyal kyl sul fanyl

compound or a mixture of said conpounds of the

formula: R O C6HS50H SR wherein: Ris a straight or

branghed %pég.;&%qo&aw E&d‘ﬁ éfmtdﬂﬁﬁfcﬁ%fcﬁﬁﬁﬁ%l?&@ﬂ'the

group' pre Ikeny having 1-8 carbon
[
Dt ads uﬁkﬁgé?ﬁ?%?% 9% Ly P0G SR 6 percnt by woighe
preferably, al kyl or alkenyl havi ng 1-8 carbon atons.
2. An aromachem cal conpound of claim1 wherein R and
R ar

clai il eg h@%@%g%on@p@uct%p%%%%%e of 559191“4{]91 tﬁé form of a

perfume, fragrance or cologne, a soap, a bath or shower gel, a shampoo or other hair care

product, a cosmetic preparation, a body odorant, deodorant or antiperspirant, an air freshener,
a liquid or solid fabric detergent or softener, bleach product, disinfectant or an all-purpose

household or industrial cleaner.

8. A perfuming composition, product, preparation or article of claim 7, wherein
the compound or mixture of compounds is present in admixture with other perfuming

ingredients, solvents, or adjuvants of current use in the art.

0. A composition, product, preparation or article of claim 7 in the form of a body
odorant, deodorant or antiperspirant wherein the compound or mixture of compounds is in
admixture with other body odorant, deodorant or antiperspirant ingredients, solvents or

adjuvants.

10. A perfumed article according to claim 7, in the form of a perfume or cologne,
a soap, a bath or shower gel, a shampoo or other hair care product, a cosmetic preparation, a
body deodorant or antiperspirant, an air freshener, a fabric detergent or softener or an

all-purpose household cleaner.



4. A conposition, product, preparation or article

havi ng i nproved aroma, fragrance or odor
W@b@n/ael9er i Stics containing as active ingredi ePCT/HS2004/015875

conmpound or m xture of congounds of claiml1. WO

2004/ 103962 PCT/ US2004/ 015875 13 5. The conpositi on,

product, preparation or article of claim4, wherein

the conmpound or mixture of conpounds is present in an

anmount of at |east 30 percent by weight. 6. The

conpqsi ti ARomPBbGEHEL brodRt SRk afdioR Br &ficlBOF bIGhE7 B th& B a
4, wherein the compound or m xture of conpounds is
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A conposition, product, preparation or article of
rfume, fragrance or

p%t mnmr%énérgdlé&? S&%lﬂ%)af ﬁl(‘Jl'rrlrgghower gel, a shanpoo or
other hair care product, a cosnetic preparation, a
body odor ant, deodorant or antiperspirant, an air
fsgfef’ Zner qoe%c%o Qi JE:I?,I & I?elrs:pgrla nt?k&[n' gsit?o(?%ﬁlrogﬁ&,tprgﬂ’araﬁon or
al.l - ﬁfﬁ g household or industrial cleaner. 8. A
ﬁ??l %9 ‘onposi tion, product, preparation or article
of cla|n17 wherein the conpound or m xture of
conmpounds is present in adm xture with other perfumng.
i ngr ient , | vents, or. adjuvants of current use
the' 38 b 3%%3%? driog eriﬁrra%raeepoiw% PR peigatof or
article of claim?7 in the form of body odoran
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m xture of conpounds is in adnrxture wi th ot her body
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solvents or adjuvants. 10. A perfuned article

according to claim7, in the formof a perfune or
ooloqge,

H:

A detergent composition, product, preparation or article of claim 7.

15. A detergent composition, product, preparation or article of claim 14 wherein
the compound or mixture of compounds is in admixture with other detergent ingredients,

solvents or adjuvants.
16. A bleach composition, product, preparation or article of claim 7.
17. A bleach composition, product, preparation or article of claim 16 wherein the

compound or mixture of compounds is in admixture with other bleach ingredients, solvents

or adjuvants.



a soap, a bath or shower gel, a shanpoo or other hair
care product, a cosnetic preparation, a body
waele@doomsr or antiperspirant, an air freshenerPCHUS2004/015875
fabric detergent or softends or an all-purpose
househol d cl eaner. WO 2004/ 103962 PCT/ US2004/ 015875
14 11. A conposition, product, preparation or article
of chgi M £ compbsiton pobuc®fprébaradieh brarcIvBLEIS7 fnlie form of a
conmpound or m xture of conpounds is in adm xture with
idesantper fum ng i ngredients, solvents or adjuvants.
12. A body deodorant or antiperspirant conposition,
product, preparation or article, of claim7. 13. A
body deodorant or antiperspirant conposition, product,
prepagat i . ' o ' rei,n: .
Compaind ane Ahing@ld! Enboson BraER frbparlfll Fufticl W claim 13
R B Mlldr ALRSE oPEIA A I LR i of R b fRcBmt
or adJuvanPs of T CUTTent Use I'n the art. 14.
.detergent. ¢ 0Si.tion, product, preparation or article
1@?m§P§%ﬁ9W?8§§?%%ﬁgg%ergent conposi tion, product,
preparation or article of claim14 wherein the
conmpound or m xture of conpounds is in adm xture with

ot her,_detergent .i.ngredients, solvents. or. adjuvants.
T6.  A0bI R HROEBE PO Drepidt e S g PIREAaR Hivor o tast
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conmpound or m xture of conpounds is in adm xture with
idr bl each ingredients, solvents or adjuvants. WO
2004/ 103962 PCT/ US2004/ 015875

21. A composition, product, preparation or article of claim 20 in the form of a

beverage.

22. A beverage composition, product, preparation or article of claim 21 wherein
the compound or mixture of compounds is in admixture with other beverage ingredients,

solvents or adjuvants.

23. A composition, product, preparation or article of claim 20 in the form of a

flavoring.

24. A flavoring composition, product, preparation or article of claim 23 wherein
the compound or mixture of compounds is in admixture with other flavoring ingredients,

solvents or adjuvants.



15 18. A conposition, product, preparation or article

of claim7 in the formof a disinfectant. 19. The
wale@unémer ant conposition, product, preparati oPCDDS2004/015875

article of claim18 whereil® the conmpound or m xture

of conpounds is in adm xture with other disinfectant

i ngredients, solvents or adjuvants. 20. A conposition,
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or taste characteristics containing as active

fop@r edi ent a conpound or m xture of conpounds of

claim1. 21. A conposition, product, preparation or

article of claim?20 in the formof a beverage. 22. A

beverage conposition, product, preparation or article

of clygi m %]foéMT Qmoﬁ E)r e \?\S"’?ﬁﬂ%?t For Bt leWr@laRh 25 wherein the

conpounds I'S |n bever age
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osI tion, prepara Ion or arti
t he forn1of a flavoring. 24. A flavoring
%@hﬁ@gltlon, product, preparation or article of claim
23 wherein the conpound or m xture of conmpounds is in
adm xture wth other flavoring ingredients, solvents
W0D.2004/,.103962 PCT/ US2004/
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laim20 in the formof a
chewing gum.

28. A chewing gum composition, product, preparation or article of claim 27
wherein the compound or mixture of compounds is in admixture with other chewing gum

ingredients, solvents or adjuvants.

29. A composition, product, preparation or article of claim 20 in the form of a

pharmaceutical.

30. A pharmaceutical composition, product, preparation or article of claim 29
wherein the compound or mixture of compounds is in admixture with other pharmaceutical

ingredients, solvents or adjuvants.

31. A composition, product, preparation or article of claim 20 in the form of an

orally-deliverable matrix material.



food. 26. A food conposition, product, preparation or

article of claim25 wherein the conpound or m xture
w@Roognmeinds is in adm xture with other food PCT/US2004/015875

i ngredi ents, solvents or adjuvants. 27. A

conposition, product, preparation or article of claim

20 in the formof a chewi ng gum 28. A chew ng gum
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ents or adjuvants. 29. A conposition, product,

ng&mg&gghganpr article of claim20 in the formof a

tical. 30. A pharmaceutical conposition,
product preparation or article of claim?29 wherein
t he conpound or m xture of conpounds is in adm xture
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conpound or m xture of conpounds is in adm xture with
other matrix material ingredients, solvents or

dj t hod,t f
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article is in the form of a beverage.

35.  The method of claim 33 wherein said composition, product, preparation or

article is in the form of a flavoring.

36.  The method of claim 33 wherein said composition, product, preparation or

article is in the form of a food.

37.  The method of claim 33 wherein said composition, product, preparation or

article is in the form of a chewing gum.

38.  The method of claim 33 wherein said composition, product, preparation or

article is in the form of a pharmaceutical.

39.  The method of claim 33 wherein said composition, product, preparation or

article is in the form of an orally deliverable matrix.



of a conposition, product, preparation or article

whi ch conprises adding thereto a flavor effective
w@prmyno3dsef a conmpound or m xture of conmpounds PET/TEB0H015875

1. 34. The nethod of clai mi83 wherein said

conposition, product, preparation or article is in

the formof a beverage. 35. The nmethod of claim 33

wherei n said conposition, product, preparation or

article is in the formof a flavoring. 36. The nethod

of chgi m 3318 EohfsBinthr&RIEMnde0f rod iy B Ufdma, fragrance or odor
preparation or articleis in the formof a food. 37.

chdife %l@@& a@ogﬁ;bﬁﬁéﬂ Brodud eﬁr@ﬁa?hﬁﬂ 'ofjarﬁ@lm%htcb@@rlses addlng

pro uct preparation or article is in the form of
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conposi t IOh roduct preparati on or ticleis in

ggswL%gg}g alpharnaceut|cal 39. The nethod of claim
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article is in the formof an orally deliverable
matri x. WO 2004/ 103962 PCT/ US2004/ 015875 18 40. A

R s e e
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effectlve anmount of a conpound or m xture of
compounds of claim 1. 41. The nmethod of claim 40
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article is in the form of a body odorant, deodorant or antiperspirant.

43,  The method of claim 40 wherein said composition, product, preparation or

article is in the form of a detergent.

44.  The method of claim 40 wherein said composition, product, preparation or

article is in the form of a bleach product.

45.  The method of claim 40 wherein said composition, product, preparation or

article is in the form of a disinfectant.

46.  An article of manufacture comprising packaging material and an aroma, odor,
fragrance, taste or flavor enhancing agent contained within said packaging material, wherein
said agent is effective for the enhancement of the aroma, odor, fragrance, taste or flavor of a

composition, preparation, product or article to which it is added, and wherein said packaging



42. The net hod of claim40 wherein said conposition,

product, preparation or article is in the formof a
whoay/103962 ant , deodorant or anti perspirant. 43rPCTN82004/015875

nmet hod of claim40 wherein ®aid conposition, product,

preparation or article is in the formof a detergent.

44, The nethod of claim40 wherein said conposition,
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bl each product. 45. The nethod of claim40 wherein
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in thé formof a disinfectant Icle o
&Eg%hagggggng@npr|3|ng packagi ng material and an

ar fragrance, taste or flavor enhancing
agent contained within said packaging materia

wherein said agent is effective for the enhancenent
of the aroma, odor, fragrance, taste or flavor of a
conposition, preparation, product or article to which
it 1s added, and wherein said packagi ng WD 2004/ 103962
PCT/ US2004/ 015875 19 material conprises a | abel which
i ndi cates that said agent can be used for enhanci ng
aroma, odor, fragrance, taste or flavor, and wherein
said agent is a conmpound or m xture of conpounds of
claim1.
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