METHOD FOR PREPARI NG A COVPCSI TI ON COVPRI SI NG A COVPOUND BASED ON
VANI LLI'N AND ETHYL VAN LLIN, RESULTI NG COVPCOSI TI ON AND USES THERECF

5 The presen}, ipMeNhHy 9564 €l ates to a process for prep@¥}ﬁB%°?P(%6%§&}

conposition conprising essentially a conpound based on ‘van

ethyl vanillin. The invention also relates to the resulti n%
conposi tion 10 aMATHEDt ABR,EREPRRENEQP CRMRRAY TEON) HYMBRISANGI Aat i on,

in particular indosmuNpahand anivmlidead aMantdim WINILLIN,

4- hydr oxy- 3- met hoxyb € product_ w de used ih many
fields of applicatio o e A C Ty,
vanillin is consuned abundantly in the food and ani mal -feed industry,

but it akso a I io ther fields, such as, for exanple,
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| evel of conmiggAionw Vani ldonmpésitviry ofbawrdeibignedeskemteahly a

vani [1in or Gl edud doxuhanzel dehyde.c 8 ee dd 1 knovn that 25
the presence of a small anmount of ethyl vani n makes It possible to
intensify the fragrancing and/ or organol eptic properties of vanillin.

Thus, a potertd alnwsefiwuitsd i ke1dbeherpr evided swikhng 2QmRad)-1HRde
m xture,Qf vanillin_and ethyl vanllen. The p obL n1t?at arises |is
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dry m xi ng, dfn vanitlidutand rethydarnaiddd iampountdierssl riasad ts in the

Vanillin or 4-hydroxy~3-methoxybenzaldehyde is a
product widely used in many fields of application as a

15 flavoring and/or fragrance.

Thus, wvanillin is consumed abundantly in the food and
animal-feed industry, but it also has applications in
other fields, such as, for example, pharmacy or
20 perfumery. Consequently, it is a product with a high

level of consumption.

Vanillin is very often combined with ethyl vanillin or
3-ethoxy-4-hyrdoxybenzaldehyde, since it is known that
25 the presence of a small amount of ethyl wvanillin makes
it possible to intensify the fragrancing and/or

organoleptic properties of vanillin.

Thus, a potential user would like to be provided with a

30 ready-made mixture of vanillin and ethyl vanillin.

The problem that arises is that preparing said mixture
by means of a conventional technique of dry mixing of
vanillin and ethyl wvanillin powders results in the
35 production of a mixture which is very liable to cake.
As a result, it is impossible to use such a mixture
owing to its presentation, which is not in pulverulent
form, and to very great difficulty in solubilizing the

mass obtalned.



35 production of a mxture which is very liable to cake. As a result,
it is inpossible to use such a mxture owwng to its presentation,

whi ch is not../ I nt form and to,very great gifficulty.i
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Mor eover, prolonged storage | eads to a worsening of the caking
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specific X-ray diffraction spectrum Wwhich is différent t hat  of
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Said compound 1is in the form of a white powder which

has a melting point, measured by differential scanning

calorimetry, of 60°C + 2°C, different than that of

vanillin and ethyl vanillin, of 81°C + 1°C and 76°C t
20 1°C, respectively.

It has its own specific X-ray diffraction spectrum,
which 1is different than that of wvanillin and ethyl

vanillin.

25
Figure 1 shows three curves corresponding to the
variocus X-ray diffraction spectra of the new compound
of wvanillin and ethyl wvanillin, of wvanillin and of
ethyl vanillin.

30

On the spectrum of the new compound of wvanillin and
ethyl vanillin, the presence of lines at angles 20 (°)
= 20.7 - 25.6 - 27.5 - 28.0 is in particular noted;
said lines being absent from the X-ray diffraction

35 spectra of vanillin and of ethyl vanillin.



WO 2011/ 042365- 3 - PCT/ EP2010/ 064641 Anot her characteristic of said
compound is that its X-ray diffraction spectrum does not undergo any

si gni ficant ‘Eg)cgofllnzﬁi ?995 during prol ongegl st or age. g\g@fq Eﬁgggﬁsagﬂ

its spectrum was ored as a function’of the stor
anbi ent tenperature. Over a prolonged storage period (five nonths),
absol utely mnaptefi chtkentefithécspdctsaim ofortdreumewi eonhatind tiss X-
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the X-ray di act1on spectrum new conpoun as a ion
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X-ray diffracti on spectra of the compound 15 of the invention
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five months. Thlehedﬂﬁ?%% Lhr véS SREGTHP 238 bl Pyedupér Amdodeédiam
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shifted by 5000 counts S an Atter storage for five
nmont hs 8 shifted by 10 000 count s/s Figure 2 denonstrates that

there is no mhange ion thewsompoundinddheihnventi on & eriBroeraesd
storage. 30 An absence of nodification of the specific |ines of the
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The three curves obtained are normally superimposed. In
order to be able to distinguish them better, two of
20 these three curves of figure 2 have a base line that is
intentionally shifted relative to the reference base
line, which is the X-ray diffraction spectrum at time
t = 0. The curve corresponding to the X-ray diffraction
spectrum obtained after storage for two months 1is
25 shifted by 5000 counts/s and that obtained after
storage for five months is shifted by 10 000 counts/s.

Figure 2 demonstrates that there is no change in the
compound of the invention after prolonged storage.

30
An absence of meodification of the specific lines of the
new compound of wvanillin and ethyl wvanillin with a

vanillin/ethyl vanillin molar ratio of 2 is noted.

35 Another characteristic of said compound is that it is a
compound that is not or very sparingly hygroscopic like

vanillin and ethyl vanillin.



5 Said conmpound adsorbs | ess than 0.5% by wei ght of water, and its
content is preferably between 0.1 and 0.3% by wei ght of water. Said

conpound rengl y solid. 10
Mor eover , t h@:%@gggg%égoodor ganol epti c* proper-ti re]é:'cxgl/rlEchlotl0/0646‘11

possesses a high aromatic power which is far greater than that of
vani | lin. Thilke tiygrosoemind tas def issedl andmphiict iiss démbeedinadlBy

the remaind t " " peci. i r.i
which are reiT et b, Th5, SRAMIOTRRRGe T8RP Sy POORE! KBE ot
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m xi ng. 20 The particul ar properties of the conpound based on

vanillin_and ethyl vanillin as previqusly described are |inked to two
par anet ers, I f‘i“ﬁ?”rﬁﬁ aP A b enthRB vﬁngFl i RY arftFAHE etHy !
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vanillin andO Jyl _vani | 1. %ti n gfspeci fic c;glsligl |l ine for

characterized by i P¢ meITiHY poTht dRGSFts XT4y dFP?PQEP?on remains

spectrum Omrewnfedthey routesd. for obtaining said conpound lies in a 30
process which consists in nelting the mxture of vanillin and et hyl

vanillin used in a nolar ratio of 2, then cooling the nolten m xture
by reduéPng et Eper at eSSt o 500PCUEd anBaghen Iw&icnt aiofigsgalisingic

t enper at ur e giipd ri s x4 Ui € PassE98Ps _ehehy?% a$hkb@itl @dwerrhich
2011/ 042365, 5 #crﬂ E%%tOlO/ 64641 To this effect, the vanillin and
the ethyl vari| h HbI At 25 Yt b H e | oaded separately

or as a mxture, and the m xture is brought to a tenperature 5 which

is selected e 0 C and ' [ referably_bet n,70C
and 80C. Iﬁiq%%\!ed@sl?rgﬁﬁ@gﬁ%%cf?gpyd%@ujflg%%eggfaep@rla% o%so e\fqﬁ?%d +h
nol t en APxt urfee unele? Ladent wispher etekti Naew gamyoawidh 18si specific
preferentialdy,d tqaen,y The Hkét%%%1b%t@@“bfﬂatP§d§8é§CBQQlity to
tenperature ‘until the nolten mxture i s obtai'ned. o

cake compared with a composition of wanillin and ethyl

vanillin obtained by simple dry mixing.

20 The particular properties of the compound based on
vanillin and ethyl wvanillin as previously described are
linked to two parameters, namely the molar ratio
between the wvanillin and the ethyl wvanillin and the
fact that there 1is <co-crystallization between the

25 wanillin and ethyl vanillin in a specific crystalline
form characterized by its melting point and its X-ray

diffraction spectrum.

One of the routes for obtaining said compound lies in a
30 process which consists in melting the mixture of

vanillin and ethyl vanillin used in a molar ratio of 2,

then cecoling the molten mixture by reducing the

temperature to 50° * 1°C, and then maintaining this

temperature until the mixture has completely
35 solidified.

The cooling 1is advantageously carried out i1in the

absence of any stirring.



15 The nolten product is transferred into any container, for exanple
a stainless steel tray that will allow easy recovery of the product

after solidifA i s container is preheated to
.%69&%1 Ba2 g?% ris gﬁ o S§§%ﬁﬁ

80C before i rece vVes e nolten m xtur 20 In a su ep,
the nolten mxture is cooledtoaterrperature of 50C 1, by
controlling the cooling tenperature by any known neans. 25 As

mentioned preyi Qusly, e%?@cﬁoo'ﬂ 'v nﬁgﬂﬁr ably ¢ ”'89 ot \}a{}}] iy n

absence of any stirring. T M ixtUre obtai ned can
forned accordf®y 06 faficdas tr@éiﬁrﬂ q?vfes2 #re parefedl aepaitplteAy. 030515

This pr Ocessatrhﬁi’;@uﬁé? HBkes niet rpossidd e § opPbhghh the snaw
of vanillin and ethyl nllledy ]HbUt it h@gthe dlsaQVantaeof not
t

bei ng readi | Jt(fl'émé BLTVREOsY & 34l eVstn@d hehich is
crystalli zatp:ﬂsnf@]fakbm 1360 woap oLt i snqqudd vc sl ow. This is because
sai d conmpound exhi bits a supercooling phenonenon, i.e. when the
product is nolten and it is cooled belowits nelting point, it
crystallizeslti ih diefsfiraitltey and ceemyi nsut ntheo RO OA2365- 06 this

- pcT/ Ep2010/Q6AG4] M‘Qtﬁguhﬂdé&ata% fAimck 5!}&1'}%5%?91 dpe %;8@'3 which

required for the crystallization is nore s”Fandom a
i mport akf t o TAHTTRISN etk vIni WO Y st al i zati on. 5 Thus, cooling
to a tenperature of |less than 50C 1, for exanple 20C, nakes it

possible to ccel erate the process,of .solidjfication of the nmolten
mi xt ure, butﬂt MLFGRESI 1P at50n PE Hder ‘iﬁfi WPPRefREure until
coexi st ence tfe \zmllt(ms reirytst wd Ialmeomhaa]s'e@j sone of

15 The molten product 1is transferred into any container,
for example a stainless steel tray that will allow easy
recovery of the product after sclidification. This
container 1s preheated to between 70 and 80°C before it
receives the molten mixture.

20
In a subsequent step, the molten mixture is cooled to a
‘temperature of 50°C + 1, by controlling the cooling

temperature by any known means.

25 As mentioned previously, the cooling 1is preferably

carried out in the absence of any stirring.

The solidified mixture obtained can then be formed
according to various techniques, in particular milling.
30
This process therefore makes it possible to obtain the
new compound of vanillin and ethyl wvanillin, but it has
the disadvantage of not being readily transposable to
the industrial scale since the crystallization of the
35 compound 1is quite slow. This is because said compound
exhibits a supercooling phenomenon, i.e. when the
product is molten and it is cooled below its melting

point, it crystallizes with difficulty and remains in



10 which are unstable at anbient tenperature or very hygroscopic.
This results in considerable caking on storage of a vanillin - ethyl

vani I 1in mxgyreGrpabaksi zed under such ConditiOnS'Pégééé?Q¥§”P§é64l

conparative exanplé, I'n order to iIIustrgté t he i npor
vanillin - ethyl vanillin nolar ratio and the conditions for
crystallizattiod diquhd mbhRtenipicxtudend itgmes IheeprissenmtanyieX-Tfay

diffraction spectiynaoh 1a%-9¥nmo] ar yuaai Idi nyaset iyl R0 vany!l Lin 5o
m xture, nmelted at "70C, then crgstalplzed { rapird cooling to 20C
Thi s spect r HPRT BT et @nEOrRARt L hafoBErQantnei Aryshahliratioen . et hyl
vanillin and than that of the new 25 conmpound of vanillin and et hyl
vanillin wth a vanillin/ethyl vanillin nmolar ratio of 2, with
speci 11 ¢ ndafn BRPLLEA! & @ | BRGPEET5EEE) of dars Chash EDYE & 1,
19.9 - 22.2 foB0eZamBleFifiE 4dmshews itheahminge i ot bickedpeatkumhe
over a stor age, perd od Of SN secYEEkS AL F2C ,pr ovind 1 hat L e Phaggs
thus crystaliized are unstabl'e an c%ange rapirdly il e causing
caki ng of tHeh®rodorystadblThatipnodudés hadeaemebenegusoi ntwisgh 48Chel

and is found. 4o, ber Mgty hygr oscoples Qvefsider aur s el hayrnat HOC
and under air at 80%relative humdity, 1t W 2011/ 042365- 7

- pcT/ Ep2810/'064%21 HeRorHe e t idh ApdieVat dreMREREI YR ad very
becones del igpessemdpid! s, Midperddses taf e ihheeshoi@evepyediddiernt on
than those 5 of the ne$/conpound.?ﬁ. revi ousl| describfg.and do not
make it possTHIEYD s8fve & heV 2Rk hy" pr obl eWe Posed2By LvaRi | [HFLure
et hyl vanil leryatiad Uiasd JFndeobsech | vendftides present invention is to
provi de a 10 process transposable to the industrial scale, which
makes it possible to obtain essentially the new conmpound of vanillin
and et hyP vy | var Wit ceompamative/ exhppleaniinl i order akor dtlilmsgfrate

15 Another obje&cthygrohnbBe el i gBnk$1that 14t ieBULLRiIINIR molar
conposition conprising sane, i ch has the inproved proEertles as
menti oned abdiel® TREe RBS MRPbeetPidud®r afdyPtaisiearaonnich Fde
consti t ut es Mdilecsubj edixtefrd,he grgsent | BventéPres@n®s oceSse fox-ray
preparing a ¢composition co isin ssenti al,l y.a_conpound based, on
vani | lin ande %ﬂCR&ﬁﬁ|FP§B§ﬁu§ 3§§i?Tiﬁﬂ@ﬁﬂéﬂagaﬁgﬁPﬁgjﬁblar%t Yilo
of 2, cBéractarilZeidh imittatejt mednpri s¢s:70°C, then crystallized by
rapid cooling to 20°C.

This spectrum is different than that of wvanillin, than
that of ethyl wvanillin and than that of the new

25 compound of wvanillin and ethyl wvanillin with a
vanillin/ethyl wvanillin molar ratio of 2, with specific
lines in particular at angles 286 (°) = 7.9 - 13.4 -
15.8 - 19.9 - 22.2 - 30.7.

30 Figure 4 shows the change in this spectrum over a
storage period of three weeks at 22°C, proving that the
phases thus crystallized are wunstable and change

rapidly while causing caking of the product.

35 This product has a melting point of 48°C #* 1 and is
found to be very hygroscopic: over the course of 1 hour

at 40°C and under air at 80% relative humidity, it



25 - a step of nelting a mxture of vanillin and ethyl vanillin,
which are used in a nolar ratio other than 2, with an excess of

ol 1ing 30 TEmaPADAF2500i ng sel cct od™sleh ¢ hat  t neP AT ESRBABRASL

obtained is conpletely nolten but that the excess vanillin remains in
the solid staisofhmelmprdi spersedsi nof hevatsrt eby mwetiwhe: | andr descdnes
act as crystal{j ion,seeds, 35 WO 2011/042365- 8

- PCT/ E92010/ 0646@?é a step of recovering the resulting conposition
conprising the new conpound, optionally, a step of heat treatnent to

a tenperat urg: S0hr§dErtils hRet RO JWEIBNY $EXJ, 41 BE BXRECESLAN those

"conposi%ion onprising essentially a conpound based,  on _vanillin and
ethyl vanil19h"the PRYeFERROLGImEsh RESHHOS! Y | 8RS ableedpandi fg &tot
| east 80% bymaned ght pbsaibixt woe sefl vdhecmeweyrind | bpbBLBYE yaried by

conmpound w t‘panailvfni I 1i rgéet yVIT vanillin nolar ratio of 2 and of
vanil lin: t RSVt in $epfessmt hiyt? S et 25% by wei ght of sai d
m xture. 15 The expression "new vanillin/ethyl vanillin conpound” is

intendedto}me@ cpppoynd i %q@écg - - dr at reaqf .
20 I'n accor ancgo%\j](fg% tﬂ% (lynvghtgi n, |tn%ﬁzls€‘g%@nﬁ#}gu£% %ﬁagjitotr‘{g%r?e%
compoundfof REAAASS n tamasep@b lganitll | hhs Fredist yiabt a areld pr oliidéd
that its cryghiadd i zati 0BoksiBREl i @Y OWpidnd hee prosence: of anRcexeess
of vanillin. Under@hesg conditions, the new conmpound solidifies 25
rapi dly. ThEEHRAU¥Ant has VEdddd ifhat2tthe FEB¥éncd BFildiTexciskhor 2
vani | i n canvaacitl laish Gatystialstdrzatliion reeleds @did s facilitate the
crystallization of the new conpound. 30

15 Another objective of the invention is that it results

in a composition comprising same, which has the

improved properties as mentioned above.

There has now been found, and it 1s this which
20 constitutes the subject of the present invention, a
process for preparing a composition comprising
essentially a compound based on vanillin and ethyl
vaniliin in a vanillin/ethyl vanillin molar ratio of 2,
characterized in that it comprises:
25
- a step of melting a mixture of wvanillin and ethyl
vanillin, which are used in a molar ratio other than
2, with an excess of vanillin representing from 2 to
20% of the weight of the mixture: the melting
30 temperature being selected such that the new compound
obtained is completely molten but that the excess
vanillin remains in the solid state finely dispersed
in the molten mixture in order to act as
crystallization seeds,
35
- a step of solidifying by cooling to a temperature of
less than or equal to 50°C t 1°C,



In order to ensure an excess of vanillin relative to the nolar ratio
of 2, the vanillin and the ethyl vanillin are used in the follow ng

proportions: EU to 72% by wei ght of vanill]j = S
33% by wei ghvt“é%mel(?g?&g%ni Lo o paoste. o Por/Er2di8TbERelf

-pcT/ Ep2010/ 064641 In accordance with a preferred node of the
i nvention inmwhichtapsnmall eseesseninyanthei nriesuprtehgr r ethmgdeeition

proportions arﬁrﬁgﬂi@i?@eﬂﬁ‘é'%& h@oxﬁ}? Lo ng: 5 - from67 to 70% by
in, - fT 0

wei ght of vani om 30 to 33% by weight of ethyl vanillin. In
accordance with the process of the invention, an operation is carried

out which consdst Sohdn ) tingréPeotOnBaw ¢eupeWRe tWhid & kespidiadhe
excess vanillin |$}L;$e+s lid state. To this effect, the vanillin and
i are |

t he ethy vanitti aded separately or as a mxture and the

m xture is 15 brought to a tenperature which is selected such that

t he newcorrplqynd vanillin and ethyl vanillin is.in the nolten .
state, whereas tEgéex é:éag’e\?é:nil e|}ér3;C’i S F\% morten. 28" As Eroén\ﬁoosulrs}llfn
mentioned, tdrngrelsimg eespertlie & oromheungwoesrpgownd vies iddliec e
above the temerat upg, of 1 4,pe new C.‘H-{H?Qﬁﬂéh that n{e%ﬁoasa%og@%si?&on

but below the nelting tenperature of the excess vanillin.
Pref er abPy, MR HetiiGigatedsacat $08 iRY chsseRtbefneenibrtisndofodthe

preferably hefweenv82€1and /656y 1Thi sydeNPEIAL Ur @ chidR@@d S Ohven forg
dry powders ‘((,ﬁl e, S]Sjihﬁn }%612% wat e{%. 30 thi S operation %'s general |y

carried out Vit HFHRGT i VAR UEDi cBOLRR pdAS Ul &1 i nfa £RAK ©°Ff
equi pped w tdural Iclaoinventhenatamiebl img réeviecensicky abssé$ orthexanbbe, by

system of heati V] Sealed:trg.i}&gl esi stances or else via circulation
of a heat-transter (#fwdllnla 6ubl e 35 j acket or else in a heated

chanber18uch as a furnace or stove.
The expression "new vanillin/ethyl wvanillin compound”

is intended to mean the compound in anhydrous form and

hydrates thereof.

20 In accordance with the invention, it has been found
that the new compound of wvanillin and ethyl wvanillin is
readily obtained provided that its crystallization is
carried 6ut in the presence of an excess of vanillin.
Under these conditions, the new compound solidifies

25 rapidly.

The applicant has found that the presence of an excess
of wvanillin can act as crystallization seeds and thus

facilitate the crystallization of the new compound.

30
In order to ensure an excess of wvanillin relative to
the molar ratio of 2, the wvanillin and the ethyl
vanillin are used in the following proportions:

35 - from 67 to 72% by weight of vanillin,

- from 28 to 33% by weight of ethyl wvanillin.



WD 2011/ 042365- 10 - PCT/ P2010/064641 It is desirable to performthis
mel ti ng under an atnDsphere of inert gas, which is preferentially

ni trogen. Hﬁﬁg&ﬁq gggone variant of fhe proceSS’Péﬁﬁ%%%ﬁ§§§ﬁfgﬂl

vanillin ca eln uced at the end of“the nelting st'e
case, the vanillin and the ethyl vanillin are 10 | oaded separately or
as a m xturelnnacopfiarceavibhot Rre65%rbyl weidghpfofth\eadjrivle,ritlioandn

350 by vel ghinoly etylmuani | L pdsand £ NeR s urﬁvaffekf@ e

sel ected tenperature unti e mxture is conp e e

excess vani |PFPROFebPRS e AT 2220s Dot g f%bl%@%t of the

m xture, is then added to the nolten m xture and finely dispersed by
stirring seq t ste t he |ten, m xture is cooled to a
20temmPMurg%W“5 l*@y%%n?ﬁmﬁ t Yieh ®ng tenperature by
any known neanSrom 3AccordBhndoy ovenghipref estlel vaanantiwf the process
of the invention, the cooling is preferably carried out in 25 the
absence of any stirring. At this stage, an entirely original

conposi tion ¥z ebrairnedce30withi $hen phectsemaf #&hdi spevenbiomf an
vani i1in in dmerdieus,conpound obavat! Lifh ANd-siiyd. yanh! LE thih e
vanillin/ethyl vanillin no rati o of 2. conpoun tai ne
accordi h§ t d'¥hecprbeead shitge lgRiHvENERSN cEs9Fs sexnatl jeash $0%
by wei ght, prefesablatat | east 90% by weight of a mixture of the new
vanillin/ethyl vanillin conmpound and of vanillin. WD 2011/042365- 11
- PCT/ EP2010/ 064641 The conposition obtained conprises | ess than 20%
by wei ght, preferadl¢rfess, ttian 183 byineaght the ethel eaystalihi pee

phases of th@ %ﬁ%%'ééﬁé?%@¥hyv%ﬂé'éé“ p §% @gggg;qu o] t| nallgsof

et hyl vanill ure’5s subsequen ei ng * ot ey
crystalﬂﬁnehﬁﬂnﬁﬁt.tmbﬁb EpﬁpefabareyvﬂvhélCDﬁp@ﬁhﬂQﬂﬁdcﬁm@mné@amay

conprise:  the new compound of vanillin and ethyl vanillin is in
the molten state, whereas the excess wvanillin is not

molten.

20 As previously mentioned, the melting temperature for
the new compound is selected above the temperature of
the new compound, that is to say 60°C + 2°C, but below

the melting temperature of the excess vanillin.

25 Preferably, the melting temperature is chosen between
62°C and 70°C, preferably between 62°C and 65°C. This
temperature range is given for dry powders (less than

0.2% water).

30 This operation is generally carried out with stirring
in any device, in particular in a tank equipped with a
conventional heating device such as, for example, a
system of heating via electrical resistances or else
via circulation of a heat-transfer fluid in a double

35 Jjacket or else in a heated chamber such as a furnace or

stove.



10 - from80 to 99% by weight of a m xture of the new vanillin/ethyl
vanillin conmpound and of vanillin, from1l to 20% by wei ght of other

crystalli ni5‘9&1?2r?°§r§n"/8%-9§6§ref erred corrp_ogifoti ons of thg?ﬂ%@r&i&?\,ﬂ““l

conpri se: 0 99% by wei ght a mxture

vanillin/ethyl vanillin compound and of vanillin, from1 to 10% by
wei ght of other t£$ysdasiraelphases.p0tdrmt hiehihs xtrue ket obg ai wrede mhiazh
conprises th L/ et vanillin Tpaund .an T ¢
varrlripl lin rep%é@g%@l\s{é%essbt@hanl 20r(;/co b;é%/\%e'i gh??ggfrqef grsab%lyﬁgsééd%aanl%%
by wei ght of5&Fe9I®ixture. 25 More specifically, the m xtures

obt ai ned may conprise: from80 to 94% by wei ght of the new
vanillin/lethyl vanjllin conpound,  from6 to 20% by wei ght of
vanillin? Sggq‘:ﬁ%r%}%ﬁ erPed®Af xt{Aee Hav 8Lt He'§ oPFOGSTS  cohpBsitiGes
from 86 to 942abyliwei ghth dje t hatpeduvadi ldt nties hghavanf | khe e@IpounRd,
35 - fromé6 %o 14% by wei ght of vanillin. wo 2011/042365- 12

- pcm wp2010/ %921%211 The process of the invention therefore results in
a solidified conposition which can be forned, and various techni ques

can be envisppneflis case, the vanillin and the ethyl vanillin are
10 locaded separately or as a mixture in a molar ratio of 2

(65% by weight of wvanillin and 35% by weight of ethyl

vanillin) and then this mixture is kept at the selected

temperature until the mixture is completely molten.

15 The excess wvanillin, representing from 2 to 20% of the
weight of the mixture, is then added to the molten

mixture and finely dispersed by stirring.

In a subsequent step, the molten mixture is cooled to a
20 temperature of 50°C + 1, by controlling the cooling

temperature by any known means.

According to one preferred variant of the process of
the invention, the cooling is preferably carried out in

25 the absence of any stirring.

At this stage, an entirely original composition is

obtained.

30 It is in the form of a dispersion of vanillin in the
new compound of wvanillin and ethyl wvanililin with a

vanillin/ethyl vanillin molar ratio of 2.

The compound obtained according to the process of the
35 invention comprises at least 80% by weight, preferably
at least 90% by weight of a mixture of the new

vanillin/ethyl vanillin compound and of vanillin.



5 One of themconsists in mlling the resulting m xture such that the
particle size is conpatible with the application envisioned. It nost

commonl y extﬁgd%lté;?to}[gﬁggs 100 pm and 2 | 10 Ceneral Eg?/é%f@glb%%]g%]g

si ze, ,expresse e mnedi an di anet er 1d5_0) , ranges trom
800 pm preferably between 200 pm and 300 pm The nedi an dianmeter is
defi ned as bBidg suglegiator50ublhy ineidghtonprihes 15 ges t ittlees ha¥e oy

di amet er o ealegnt han, - Jess § hagoLhe gl apsdi gretelion . I0e ocher

mlling operation can be carri‘ed out in a conven al” “appar at us,
such as a bl@géshrlling pbashedofothel Vagdddtiar edhyd graardllsirorehase

Anot her for mingy£an BAACIPHiRhQUly Ust NGt he LaghnhgHe o ifd akSture
formation on g drumor_belt, 25 A nplten mxture of vanillin and
ethyl vani| | FHPFSIPFRPRY o+ R t FeNPFepor HoRs GhyS tRtet " Ene ®peF at i ng
conditions previously indicated. The nolten m xture is then brought
into contact,wth a netal. drumor belt cooled.ta a te ature of
50C, and thep?]mf%e £ eﬁl%]&cgﬁ‘ﬁé’i’ned %‘F‘n tﬁé)m(?roﬁrﬁ%lfnsscrgggéaﬁp?ﬁ a ey
bl ade, to recouerisée solid mxture of vanillin and ethyl vanillin in
the formof flakes. It is also possible to carry out the formng
according 35 to a prilling technique in a device in which the nolten
m xt urel&f vanfT9m n8a4ndtet By viani Weiighits @f sger8édtivret 1oL f bRen afew

droplets in asdeemOfe@iyl wﬁﬂﬁblaorgadm-ml@fe@a@inmpr
exanpl e by dro |ngJI|t f%@"m WO 2,0%%/ 042365- 13 -pcT/ Ep2010/ 064641
the top of at % 07 Uit BFLEST Phi P Ghi TRY T et 18 i PhaSeR i d
product being obtained in the formof drops a few hundred mcrons in

di aneter. 5 e i .be carried out by spray-cooling, The
ol ten i xR TS e S e et e e et L PR o m
of dropléts, in a streamof cold air, preferably oxygen-depleted air,

by virtue of- whigh bhe &9l bdsproduglsighobiai nedni pelhe e maL heads
a
vanillin/ethyl vanillin compound and of vanillin,
- from 1 to 10% by weight of other crystalline phases.

20 In the mixture obtained which comprises the new
vanillin/ethyl wvanillin compound and vanillin, the
vanillin represents less than 20% by weight, preferably

less than 14% by weight of said mixture.
25 More specifically, the mixtures obtained may comprise:

- from 80 to 94% by weight of the new wvanillin/ethyl
vanillin compound,
- from 6 to 20% by weight of vanillin.
30

The preferred mixtures have the following composition:

- from 86 to 94% by weight of the new wvanillin/ethyl
vanillin compound,

35 - from 6 to 14% by weight of vanillin.



10 few tens of mcrons in dianmeter. Depending on the form ng
techni que used, it may be nore or less easy to apply a

crystallizaty re rigorously al to 50C 1. | S A
exanpl e, theﬁgg&é?sygg?g%ypri | 1ing or spﬁ%/]-cool i ng. R%éﬁr]%.ﬂaoﬁlo@lmgﬁ%
process then consists in crystallizing the nolten m xture at any

t enper at ur e Be¢ owBOCspr efertbt y ibaenedon20thand 60€ (ddsvlits in a
excl uded), 'Qofpd{?ﬁggeﬁbﬂﬁo%mgi%ﬁiHhﬁbﬁgc%%l%% U ANEN Ay varioys

subjecting it to a t treatnen nown as an "anneal I ng operation”.

Thi's anneal | FYCIMBIGEP?| eqNope BYVEEAAEPty bringing the 25 solid
obtained to a tenperature of 51C 1 and keeping it at this
tenperature for several mnutes, Preferahly, this annealing is,
carried out 6c’hc'gt iTSThgCOR Bt SERanpl &4 i Kot GFSiuﬁt&“%I Ji it 2E
bed. 30 In theclsammatay thehepaettthg tehper disur ecsphetbed beiveerncia2C

and 65C is undeystood to_ be.for rfectly dry vanillin and ethyl
vanillin pom%gg?]gl.é?ﬁ:b%é]d?wglsoﬁo? (g' storage conditions for these
products, 35 they nay be slightly noist at the tine they are used in

the process pf ﬁé@tiwﬁﬁéﬁ%'ef@%a§rbe£\b§e rfé@”;}?]rgt&fé?"‘@tﬁﬁ. | over s

the melting tenperature of the new conpound and t t he excess
vani | 1i A0 WD 2011/ 042365- 14 - PCT/ EP2010/ 064641 I n order to guarantee

the robust nesgn&falhe, pracessaANtISO 35280t b resHeddabng rdependenin
on slight varjations

in the initial. noisture content. of the vanillin

and 5 ot hyl VHRTITh bUder SangeTaliatt IO §Fo ot GOl S o SAer 341 Y
i ntentional lyetadekmg Z0®nard tand% 3F0 wat er Thee t heedtiad urd adwieng tihe
melting step;edhe.drelfing dgnperatdre Wil tden b, selached bt wesn
15 particles have a diameter greater than or less than the

median diameter.

The milling operation <can be carried out in a
conventional apparatus, such as a blade mill, a toothed

20 roll crusher or a granulator.

Another forming can be carried out using the technique

of filake formation on a drum or belt.

25 A molten mixture of wvanillin and ethyl wvanillin is
prepared in the proportions and under the operating
conditions previously indicated. The molten mixture is
then brought into contact with a metal drum or belt
cooled to a temperature of 50°C, and then the film

30 obtained on the drum is scraped with a blade, to
recover the solid mixture of wvanillin and ethyl

vanillin in the form of flakes.

It is also possible to carry out the forming according
35 to a prilling technique in a device in which the molten
mixture of wvanillin and ethyl wvanillin is dispersed in
the form of droplets in a stream of air, preferably

oxygen-depleted air, for example by dropping it from



10 50C and 55C in order to keep the excess vanillin in solid form
di spersed in the nolten, mxture, and the anneal i ng operation

I b f dryi '
br v vl ik Decore essential tor 01V ngeh B enthagey

obtain a conposition conprising essentially the new conpound of
vani | | i n andtie¢ hydopvanil [a ntewiech has a npooued stOr agadprapeft ivesich

Since L caklag pheaRrenor ] fa Seeaklyer sliced A5 dndleatad o e

exanpl es. nmel ting point determ ne scanni ng
cal ori netry ¥ardeaps|a ghey yhaepesdi ngcoans hem@i@m%teﬁm sture content
of the povvder 25 It is between 58 and 60C for dry powders (less than
0. 1% by wei ght of water) and between 59 and 62C for powders with a

hi gher ~ noi stif® éemnéﬁs M35 21 FANP IR ME PP Lot PXatSETRY 3P O J -
X-ray diffracté omospeelt ri® Ofr& hefcafamsuixonaﬁbt aithed hasntihein is
characteristic 1i ne

25.6 - 27.5 - 28.0, a
shown in fidghe Bie \ﬂ%ieghg‘aflgtl %) Lﬁ%cfpoll?t Fr om't e Tpetd? aogf dol¥
vani |l lin andiof, e}ph@/fevainljrl PRYg8H- thetegaadrtobm g ifritowalnif ivmach
properties,t C i L.an S fl
after 24 hou{r}g (o] ggtggr Laddcg}raélngtm%gu'ﬁ%\ggqgle?{ altrhfjl Bﬁ/e f%%l(% Oﬁﬁégg
- pcT/ Ep2010/ 02640 s edatMver o th tgiamgter normal stress of 2 400 Pa

rangi ng between 0.05 and 0. 6. The process of the invention applies

to vanillin and 5, ethyl n roduced é né chem cal synthesis,
regardl ess d?eREFﬂéjJs‘i%r‘?rﬁ n%]%ul%%ﬁ“ pg. techpiapg Lpeq. sdift AFMe Peomore
vani |l lin obtai ne@saccesdiyng:d Oalplpa@hem caty P Hressesion N teaiddreithale

processes of_ 10 m crobl ol 9 cal 3 ti especially ferylic
acid. The i nvehtiOn does exc]t’(tsjd&éﬂ3 g ggigf he TSF #ﬁﬁﬂ@pﬂe’ the

exci pi edbs wiase tfwer qonpolsing orr ofptde-dowkingon. 15 It shoul d be

noted that the choice of the excipient(s) nust take into account the
i ntended use of the final product and therefore it nust be edible if
it is used ith ¥YHeldHodP EeklidrPropeThethABURENEE SERCILPi SAVEsR ddr ive

very vari abligheénahditt Gan figprgsentat r gm0. dnp30%0fe t e 1wRi ghio °ef,
the final mﬁgégérably between 20°C and 50°C (limit excluded), in
20 recovering the resulting solid and then in subjecting

it to a heat treatment known as an Tannealing

operation”.

This annealing is carried out by gradually bringing the
25 solid obtained to a temperature of 51°C + 1 and keeping
it at this temperature for several minutes. Preferably,
this annealing 1is carried out with stirring, for

example in a mixer or in a fluidized bed.

30 In the same way, the melting temperature selected
between 62°C and 65°C is understood to be for perfectly

dry vanillin and ethyl wvanillin powders.

Depending on the storage conditions for these products,
35 they may be slightly moist at the time they are used in
the process of the invention. However, the presence of
water lowers the melting temperature of the new

compound and that of the excess wvanillin.



It is advantageously sel ected between 20 and 60% by 25 wei ght.
Depending on the type of excipient selected, the anpunt used and the

i ntended use,of, OL"'H-?PﬁbQ% product, the excipient can Qf/%gto%r/ogggﬂj

by dry m xing Wit conposition o e inventi®
incorporated into the nmethod for obtaining the conposition of the
invention, for exanple during the step of nelting the m xture of

vani I lin and ﬁt€¥&6¥a9%iébgrgﬁéegxﬁﬁgl%éﬁg“nE%%pr%nk%éjﬁybééggl%ﬁg

used are glven erel na ut are glrv out bein
nature. WO S013082365%0 16 SR ERPOIOPOBASHL pattsyllg@list@m@stlons

represent a {irshd ypeilaexGidifnire AScBXaNRl 655 WeRt i pon Ry, he Jmde
of fatty acids gﬁtlonall in the formof salts or esters. 5 The fatty

aci ds used aterygenefaltylivngPerdrhsSsat ar aledifatt y Odci de REoget y

aci ds havi ngcenshat $ iﬁnghhebe&mamlgp@ﬁ@ﬁn@tﬂom91aﬂ@l 8% odr heiter
atonms, such as, for lauric acid, tridecylic

acid, 10 rryrtr%tif}&e ar%%ﬁtlgg%lﬁjfargg a@?% mesj(%,]al??c ¥ d or behenic acid.

It is possible for said acids to be in salified formand nention nmay

in particul af @emgﬁggnget%@&%m&r% SLER( ALBL WPODETLUTLS! Bl

As fatty aci desTers nt'i in particu l'ycery
stearateé0 | siﬁ)r%p?ndpé’ﬁrrpt dthe, CXeRY | t@alkmepatfé’l%n@ixq?%%r@pyﬂllln in

nyristate. %mt If@&mml%é??@@reuﬁpeﬁbflr@@iﬂéh bﬁl%dﬁeeof £54 ergeof
a acid such

gl ycerol and of |lo chai n ,

nonost ear at éanr&?%/]c]é%i/l W&ﬁd—l% t8§?¥éPHFéY g@?%gFglPe‘Bal“fﬁltJostbé‘éroﬂee
et hyl ene gl yesder25i yal Mot ot eai@tiehe polygl ieesghetpal m t ost ear at e,

pol ygl ycol 1500 and 6000 pal mtostearate, glyceryl nonolinoleate;

optionally nono- or diacetylated glycerol esters of |long-chain fatty
aci ds, 36ch BEs nimuwassty| atftedtoe dinvetyliabednabasgl Vicemadssiaml to

easily obtain a composition comprising essentially the
new compound of wvanillin and ethyl wvanillin which has
improved storage properties since the caking phenomenon
is greatly reduced as indicated in the examples.

20
The melting point determined by differential scanning
calorimetry wvaries slight;y depending on the initial

moisture content of the powder.

25 It is between 58 and 60°C for dry powders (less than
0.1% by weight of water) and between 59 and 62°C for
powders with a higher moisture content (less than 2% by

welght of water).

300 The X-ray diffraction spectrum of the composition
obtained has the characteristic lines at angles 26 (°)
= 20.7 - 25.6 - 27.5 - 28.0, as shown in figure 1, and
which distinguish it from the spectra of wvanillin and
of ethyl wvanillin.

35
With regard to its flowability properties, the
composition of the invention has a flowability index

after 24 hours of storage at 40°C under air at 80%



30 mi xtures thereof; sem synthetic glycerides. It is also possible to
add a fatty al cohol of which the chain of carbon atoms is between

appr oxi mat el arbon atons, sych as, for

35 al cohol , %%I]z%ll'?r}ﬂ&%g%hol or stearﬂ Sohol . V\Oé‘g%%&%ég%{#
~ PCT/ EP2010/ 064641 br anched fatty al cohols, having from10 to 20
carbon at onsrelthvet hylen®i toxi deati naa prepaiti shrésem &f t @ 200D 0 a of

et hyl ene OX|9§"§ (]L_@‘%eé#c@ §1$ arﬁ}gm e%(arrpl e, coconut al cohol,

tridecanol or coho i oh may al so be nade of waxes
such as nlcrocrystalline waxes, white wax, carnauba wax or paraffin.

10 Mention neye %r%@%so‘coﬁugﬁ'é&lr{%nﬁm aBE:FlQEECO&? véHEEL@%ﬁ and
fruct ose gal act ose, bose, nmltose sor bito mannitol, xylitol,

lactitol > mefthybl; V?%%Hns@%‘? C?ﬂ ucose HW ug‘shed?ﬂd:aa]{ sdsynthesm,

sucr ogl ycerlﬂ@@aﬂ@léygdoﬂ&}ﬁé ot 4 &t 11yg odhiSs Stighe S coconut oil, palm
oi |, hydrogenated pal moil and hydrogenated soybean oil; sucrose
esters of fatty acids, such as sucrose nonopal mtate, sucrose

nonodi st ear alte asdadsor gse tdikdtcearat eva20l Asn exbnpliesdokcavleing to

exci pi ents b pol.ysa j an '
be made, | ntkge]f&&?l a, o]%/ ﬁeg?ggﬁg\%\[ ng %lr ogﬁ]‘?éicgﬁf i gﬁgggg%% rg%}/f:
25 - natifve mmwfammlcz@h @@rmﬂmstwwwlwmlm acid.

particular fromwheat, corn, barley, rice, cassava or potato, and

nore particul arl natlve corn starches rich in anyl ose
pregel ati ni Z&tf cg?ﬁegFé?Ehél§esnﬁH%tf i ECHin shar éﬁ@s ofpRRe| 8Y WREP

corn st ar chesgci3fipsregelai thi Zed vdigyo<or Torst@f ches, i st @l waxy
corn starches,inparticul art heOSSA/ sodi um
15 It should be noted that the choice of the excipient(s)
must take into account the intended use of the final
product and therefore it must be edible if it is used

in the food sector.

20 The amcunt of excipient(s) can be very variable and it
can represent from 0.1 to 90% of the weight of the

final mixture.

It is advantageously selected between 20 and 60% by
25 weight.

Depending on the type of excipient selected, the amount
used and the intended use of the final product, the
excipient can be either added by dry mixing with the
30 composition of the invention, or incorporated into the
method for obtaining the composition of the invention,
for example during the step of melting the mixture of

vanillin and ethyl wvanillin.

35 Examples o©f excipients that can be used are given
hereinafter, but are given without being limiting in

nature.



octenyl succi nate starch, starch hydrolysates, 35 dextrins and
mal t odextrins resulting fromthe hydrolysis of a starch (wheat, corn)

or of a pot r., al so P-cycl od rins, wo -
-ch/Ep2010?@gi%&%994ggggulose, et hers ttereof, in pgg%%%%ﬁéﬁgﬁg?%éﬁ
cellul ose, ethyl cellulose, nethylethyl cellul ose, hydroxypropyl
cel l ul ose; oraesyesgsbshenee$, rapbpaeti cal Airsar bprygnefhygkctpléntose
or carboxyethyl cellulose optionally in sodiumcontaining form -
guns, such as carrageenan gum Kappa-carrageenan or | ota-carrageenan
gum pectin, AguatxgimlefocuBenbean 10gum brantegle gwfi dajimat essidmm

arabi c, acachg: gbRh18galnagRt . rédrMBbEr odextrip bavipg, a degree of
hydr ol ysi s nmeasured by "dextrose equivalent", or DE, of |less than 20

and 15 pﬁbferably between 5 and 19, and nore preferentially between 6
f)md 13, i;s ]EJI‘K'BEEer’&ﬂti/abbidseh@éﬁedreA@e@Te&%lll@XCﬂcﬁi&rﬁkﬁairﬁ%ﬂﬁhﬁw
e made o our s,

in particul ar ngat fl.qur %hative or pregel);
starches, 20 TorE Gariieul it fy poarh FEGGF, ATYHIF of SPartn,Leasrp
starch, cornd¢oweensagproximapedga.9 and 21 carbon atoms, such as,
for example, capric acid, lauric acid, tridecylic acid,
10 myristic acid, palmitic acid, stearic acid or behenic

acid. ,

It is possible for said acids to be in salified form
and mention may in particular be made of calcium

15 stearate or magnesium stearate.

As fatty acid esters, mention may in particular be made
of glyceryl stearate, isopropyl palmitate, cetyl

palmitate and isopropyl myristate.

20
Mention may also more specifically be made of esters of
glycercl and of long-chain fatty acids, such as
glyceryl monostearate, glyceryi monopalmitostearate,
glyceryl palmitostearate, ethylene glycol
25 palmitostearate, polyglyceryl palmitostearate,

polyglycol 1300 and 6000 palmitostearate, glyceryl
monolinoleate; optionally mono- or diacetylated
glycerol esters of 1long-chain fatty acids, such as
monoacetylated or diacetylated monoglycerides and

30 mixtures thereof; semisynthetic glycerides.

It 1s also possible to add a fatty alcohol of which the
chain of carbon atoms 1is between approximately 16 and
22 carbon atoms, such as, for example, myristyl

35 alcohel, palmityl alcohol or stearyl alcohol.

It is also possible to use polyoxyethylenated fatty

alcohols resulting from the condensation of linear or



By way of excipients, use may al so be made of gelatin (preferably
having a gelling strength using a gelonmeter 25 of 100, 175 and 250

Bl oom). It c&glégﬂi283539$stlnctlon coneﬁggther frontggkﬂﬂ%&gﬁégggg4of

pi g skin and osse rom al kal i ne t tment of c

ossein. It is also possible to add ot her excipients, such as 30
silica or eIBeanéhedeiaM@yaakwph@l$pxhdaﬂhgswhhxaleimxpaQOimMEan
vitamn E or nmu ie i ryieylar; 1 egi t

adj ust the f?g@%éral ngilﬁf&/eét%@?’ﬁ% Er%(%%rerlé 4 &Jyoﬁﬁé’ﬂr&:lgnl t's ast6eq:o
the use of ethynodl tof anbhvicof prspeayl Pghaetirdle,carrusd erdd,si oed.

VID 2011/ 042365 9e - PC EHJERRUE0/ 0646410The inpeenid Ry 1d0es oty exal uide

the addition of a supplenentary anount of vanillin or et hyl vanillin.
The choi e o?1¥MePExci pients is nade as previously 5 nentioned
according to the application envisioned. The conposition of the

i nvention c atso be used i Jany fields of agﬁllcatlon |nt%% alia,
in the food %ﬁ ar mae2t | Ei°%Sectsr, BAASin Phe pdP¥Sirer i HlustRY .
10 A preferrmxbﬁm&ﬁybtﬁlknmﬁlcmaxeﬂhcﬁwniuftuuﬁxﬁ ,caddreawdmnposst | an:
of the inve |n t he cookie trade and cake-naking industry, and
nore partic - dry cookie trade: sweet cookies of

convent L8nal type butter cooki es, large round cookies, snacks,

shortbread, med@tdor ynhaked makes:o€hanpagae Iadyf !tﬁg%ﬁcat hjlrhc%%
fingers, sponge cake, nmdel ei nes, pound

sponge fingerS, Genoa cake,
cakes, frui ts“g%’%é%ef al moRHCELRES, péialltacftdlﬁeg The1RSEENt i aMadit&Rent s
present in tmmmw etsamme@ﬂ,edx?htot tmacab@wr,remtauctrm@u ;ndustdrites
are proteins ute % and_starch, whi nost c nnonléﬁ OVIdechy

Sheal Tl our Uit e G0C. 81 UL ns MahE" 358 TR R ReT
i ngr edi éht s Swwh aEaBUEroselssaBMpheggsa nedkonidtat , ompt|opaumy 011,

chem cal yeapl s RO LB bicArPORALe Qhy hydrogenated soybean oil;
sucrose esters of fatty acids, such as sucrose
monopalmitate, sucrose monodistearate and sucrose
distearate.
20
As examples of other excipients, mention may be made of
polysaccharides, and mention may be made, inter alia,

of the feclliowing products and mixtures thereof:

25 - native, pregelatinized or modified starches derived
in particular from wheat, corn, barley, rice, cassava
or potato, and more particularly native corn starches
rich in amylose, pregelatinized corn starches,
modified corn starches, modified waxy corn starches,

30 pregelatinized waxy corn starches, modified waxy corn
starches, in particular the OSSA/sodium

octenylsuccinate starch,

- starch hydrolysates,
35
- dextrins and maltodextrins resulting from the
hydrolysis of a starch (wheat, corn) or of a potato

flour, and also P-cyclodextrins,



30 other artificial yeasts) or biological yeasts and flours from
various cereals, etc. are added to the flour. The conposition

accordi ng t oy é q Zﬁgggégn is 35 |ncorp3{ated durlng ggag£f

dependi ng on sired product, accor g to conveh |on
techni ques in the field under consideration (cf. in particular J.L.
Kiger and J.C. Kiger - Techni ques Mddernes de la w0 2011/042365- 20

- pcm Ep2010/ 0 64, f%ggU|t%%h%TSPat}§§§g:@ Boy angerl g&str éﬁﬂ§§
d % %tra& ¢

et artisanales ern techni ques ustria tiona
production of @%bkmbgsecak%%hbhd %%kbm%o%#(mhmﬂﬁﬂleIM«i) FRakislose,

1968, Vol une 2,y@pPoxdddopdl) . LiRnafyentiglly.cditha conpasi-khen ofin
the invention is introduced into the fats which are used in the

prepar at Pon of PRkl elotgh. ABTRYFVESEYL | ettt 9T wiFarpiyethyl
speci fied thatcé heurosposptionadiythe sovemhiedntsihdhgodoeed in an
anmount of from0.005 to 0.2 g per kg of dough. The conposition of the
invention is perfectly suitable 15 for use in the chocol at e- maki ng
field, regardl®gssof subd ﬁm&nnbmrahbehaht'@Snusﬁdppbacarmﬁgebneolahe,

couverture ChOfé]&@.t@aSr 1ldling far c c?ﬁfr‘i es uht G be LAt Ledyced
B ORditg oFso Th thot

during conching, 1.e e coco past e vari ous
i ngredi éfts, |9P%ﬁr¥ﬁéﬁhéﬁ QW@VoﬁhﬁﬁﬁaQﬁséﬂQ%m é@ﬁbhFHQEQQFla gum,
processing in 4 0@ butter. In this field of application, the
conposi tion of 2 i nvention is used, depending on the type of
chocolate, in a proportlon of fromO0.0005 g to 0.1 g per 1 kg of

final produdt:méberbighesincosiventys bedagresedri hyc@dugsliyr éneasured
chocol ate. by "dextrose equivalent", or DE, of less than 20 and
15 preferably between 5 and 19, and mocre preferentially

between 6 and 15, is preferentially selected.

As other excipients, mention may be made of flours, in
particular wheat flour (native or pregel); starches,
20 more particularly potato flour, arrowroot starch, corn

starch, cecrnflour, sago or tapioca.

By way of excipients, use may also be made of gelatin
(preferably having a gelling strength using a gelometer
25 of 100, 175 and 250 Bloom). It can without distinction
come either from acid treatment of plg skin and ossein,

or from alkaline treatment of cowhide and ossein.

It is also possible to add other excipients, such as
30 silica or else, for example, an antioxidant such as, in
particular, vitamin E or an emulsifier, in particular

lecithin.

In order to adjust the flavoring power of the mixture
35 or enhance its taste, the use of ethylmaltol and/or of

propenyl guaethol can be envisioned.



30 Anot her use of the conposition of the invention is the manufacture
of candies of all kinds: sugared al nonds, caranels, nougats, hard

candi es and the |ike. 35 The anount
conp05|t|onq%$q% 9Bgégi?ion i nt roduced “depends on tﬁ§$ﬂ%¥§l8/oﬁé§%}
strong taste that is desired. Thus, the doses of use of the conpound
of the invenfhen tevenahge bddewem®d: 00426 kundk O.129% a\/dlalﬂﬂjldd 042836%:
21 ch/Ep2 iftko Y e

sui tabl e for séﬁ%&¥%p§d££$€8?n%%s ?@;libﬁ %%r%pﬁ rtY%ﬁ %ffy in
flavored and gelled m | ks, cream desserts, yoghurts 5 ices and ice

creams. The Favonidgd s ogarfhed %1Me§ﬁmll% agldhki 0ns Ofp LB ous1y
COI'TpOSI tion of the i nvent| on, in one of the m xi ng St ages I’eCIUI re

during pPodURehorRd t HeCPFJHRE L0 10N ThaPrbheaht & oPNEhF HORSAPOSI t i on
to be used are generally I ow, about 0.02 g per 1 kg of final product.
Anot her appL#catlon of ghe co O?Et'qn of .t.he invention #ﬁ?ln tg

food sector 1%t FETBPEH Fgﬂ 9aﬁﬂﬁ%q¥¥%ba?an ad SO hst egRgei o
of sugar w themnvanfidélads oh appbmtahnont abﬁer éldaexpnessed foeldatande
to 1 kg of fi Qdug co e

al so be i ncl%}g%dnél)én var%aolu?dggl]n s, Q}P& 19? ggeé%%%y ﬂl’id‘hl?gtyfcﬁ?er
alia, oftO9grenadi ne and chocol ate drlnks I n partlcular it can be

used in preparatigRs Lor 2d.iastant agrpllal&%t@l%lnl vsfectrpey AUEONBE | Gche
drinks di spensers, flavored drinks wders, chocol ate powder or 'el se

in instant prEERASHEEHs ¢h ERe %%Vﬁ?%%oboﬁﬁeﬂnlﬁpénééakﬂértﬁﬂ@qK?nd

desserts of «diekhditisng clusdaditkf ardisd wake gl xd ihesarpancakes, after
dilution with 30 water or with mlk. It is conmon practice to use

vanillin for denaturing butter. To this effect, the conposition of

the invéhti on dran dluisedtrada: psepett conkdésbof penveetional type,
butter cookies, large round cookies, snacks,
shortbread,

- factory-baked <cakes: champagne ladyfingers, thin
20 fingers, sponge fingers, Genoca cake, sponge cake,
madeleines, pound cakes, fruit cakes, almond cakes,

petit fours.

The essential elements present in the mixtures intended
25 for the abovementicned industries are proteins (gluten)
and starch, which are most commonly provided by wheat
flour. For preparing the various types of cookies and
cakes, 1ingredients such as sucrose, salt, eggs, milk,
fat, optionally chemical yeasts (sodium bicarbonate or
30 other artificial yeasts) or biological vyeasts and
flours from various cereals, etc. are added to the

flour.

The composition according to the invention is
35 incorporated during the manufacture, depending on the
desired product, according to conventional techniques
in the field wunder consideration (cf. in particular

J.L. Kiger and J.C. Kiger - Techniques Modernes de la



35 tonne of butter. WD 2011/042365- 22 -PCT/EP2010/ 064641 neal for
calf and pig feeds. The recommended content is approximtely 0.2 g

per kg of ngal thq_llggﬁggg/ored. The conpqgition of thﬁ%{r’ﬂ%’%btlio%sggﬁ

find other 5 app at1ons, such as a naski ng agent,

pharmaceutical industry (for masking the odor of a nedicament) or for
ot her indust®istupreduets PS8uthsasigubpupkagticéce rublerstréted.les 104t
Is entirely 3 E&QH&%Q C%ﬁ&'a%&%' Y. Q.Ja&flf?{ ALsfiglds sughsasibhe ong
cosnetics industry, the perfunery industry or the detergent |ndusatry.
It can be uskEERIRttoRFRt IRPBIRH s Gfeafpokirks, cabefakandp katdry

ot her producssed@des g seun@s, feagi anci ogs| n@&ﬁ%@”ﬁ,&%ﬂ »sagrancing
conposi tions and fragranced substances and products. e term

" f ragranéi ng conpositions” denotes m xtures of 20 various ingredients
such as sol verdSereawtiall Dy, | ithd d cesigosart,onf | ¥ifNgtAgentsvevied d1OUSL s
odor ous conpounds, etc.,.ipto i.ch e conposition of the invention
i's incorporajtr(‘at Ant ?% use Otow(gr}ieve thaECés de""s@%éﬁ f?%%raﬁéggtol\?aritﬁs
types of finateproziuctn @6 Fragiewele. bases constitute preferred
exanpl es of the fragrancing conpositions in which the conposition of

the invention can advantageously be used at a content of fromO0.1%to
2. 5% by 1flei gff . W30 The finddcand®npasks ¢ddlbebasaped imdephhahg the

nunerous fragmset: OAYEL She SUAReABichOl seXaRRbauceaUl ndant QindRrirdtes
[toil et wat toiletries and

ers], fragr es, aftershave |otjons;
hygi ene pr oo‘h‘it .o h&gi tb%t[ﬁ' 59 e HEher . JEP49M deodor ant  or
anti perspirant products, whether in the formof sticks or |otions,
talcs or powders nat ure; .products for the halr ch _as
shanpoos and e FopPERtEEh oPEa e VHE Shiiinohd BR55act 53 Sticante
-pcT/ Ep2610/064648e in the chocolate-making field, regardless of
the form in which it 1is used: bars of chocclate,

couverture chocolates, filling for chocolates.

It can be introduced during conching, i.e. blending of
20 the «cocoa paste with the wvarious ingredients, in
particular flavorings, or after conching, by processing

in the cocoa butter.

In this field of application, the composition of the
25 invention is used, depending on the type of chocolate,
in a proportion of from 0.0005 g to 0.1 g per 1 kg of
final product: +the highest contents being used in

couverture chococlate.

30 Another use of the composition of the invention is the
manufacture of candies of all kinds: sugared almonds,
caramels, nougats, hard candies, fondant candies and
the like.

35 The amount of the composition of the invention
intrecduced depends on the more or less strong taste
that is desired. Thus, the doses of use of the compound

of the invention can range between 0.001% and 0.2%.



Anot her exanpl e of use of the conposition of the invention is the
soap-nmaking field. It can be used in a content of fromO0.3%to 0.75%

of the totalW t é%§49§5§ fragranced.GbgﬁLally,it isP§§%%E£3§%¥hg4giqs

application, w oi nresi noi dandsodiu yposul fite
conposition according to the invention can find 10 many ot her
applications,in particular in air fresheners or any mai ntenance

duct. T ' i istics Lt f
Phe | nvent i or ey 6 0BEa M nEd Hoon a: Ag EO RS, 18 18P Fbueng BELhodRr
1. Melting pes@as 1in thike dgdiryi ngnqgies ity of anle reorporkrtdrudbribe in

i nvention 20r] svHBagUIrAM bycdibherential 6N Nges8LPLL MLy Yohhss,
nmeasurenment |s carried out using a Mettler DSC822e differential
scanni ng “cal bF¢Fett LREerTEHBSf ol | owi ng conditions: 25 preparation
of the sanple at anbient tenperature: weighing out and introduction
into a sanplg carrier, . sanple _carrier: crinmped aiuni m_capsul_ e,

t est specinéﬁQGS%iaﬁﬁ?lgg + ré?ér&ﬁdféﬁﬁér ure"y %réaéé?l?%/ﬁ%mthe
composition of the invention, in one of the mixing
stages required during production of the product.

10
The contents of said composition to be wused are |

generally low, about 0.02 g per 1 kg of final product.

Another application of the compositicn of the invention
15 in the food sector is the preparation of wvanillin
sugar, i.e. impregnaticn of sugar with wvanillin, in a
content of about 7 g expressed relative to 1 kg of

final product.

20 The composition of the invention can also be included
in varjious drinks, and mention may be made, inter alia,

of grenadine and chocolate drinks.

In particular, it can be used in preparations for
25 instant drinks delivered by automatic drinks
dispensers, flavored drinks powders, chocolate powder
or else in instant preparations in the form of powder
intended for making desserts of all kinds, custard
tarts, cake mixtures, pancakes, after dilution with

30 water or with milk.

It is common practice to use vanillin for denaturing
butter. To this effect, the composition of the
invention can be used in a proportion of 6 g per metric

35 tonne of butter.

Another field of application of the composition of the

invention 1s animal feed, in particular for preparing



study range: 10-90C. The sanpl e of the conposition is weighed out
and introduced into the capsule, which is crinped and then 35 pl aced

in the appar . 1/ 042365- 24 -PCT/ EP2010/ 06 T | 1]

t enperature ‘?‘élﬁg’&ﬁ’ﬁ&gg t he basis of a?%rherm)gram gﬁ?%f&@g"ﬁéé#ﬁg
t he above operating conditions.

Theonset t enpecat uferscel &i aed: p&gpéeaﬁureTm@rn&sxmmnﬁn@;d(mddﬁfnt is

HBX|nun1sIop§ ;Oﬁimég$i%n]0%p§ﬁée X5£agegif 6fﬁélgf sgectrun1The

X-ray di ffrack on spec 03|t|on rnvention is
determ ned using the X Pert Pro NPD PANaIytlcaI appar at us equi pped

with an X Ggleratg Q@E%%Hﬁ 4ndernd heﬁn@ér’l@%rﬁlg condi tr;oms: ke
Start Position ? End Position [2 ]:49.9794 Step Slze

[2Th.]: 023 017@)‘?9%‘6%1335‘?% Ti ﬁECPS] 361 . 0951 MEF KinghoROMRE er | APFCu the
K- Al phal [ AlpHa BA&68ut Geaer atradusiet | NGB B0n@dkiAg K¥hd. Fhewahbit ity
property and %%}I%%Ind ér for other industrial products (such as

gum, plastic, rubber, etc.}.

10 It is entirely suitable in completely different fields
such as the cosmetics industry, the perfumery industry

or the detergent industry.

It can be used in cosmetics such as creams, milks,
15 make-up and other products, and also, as fragrancing
ingredients, in fragrancing compositions and fragranced

substances and products.

The term "fragrancing compositions" denctes mixtures of
20 wvarious ingredients such as solvents, solid or liquid
carriers, fixing agents, various odorous compounds,
etc., 1into which the composition of the invention is
incorporated and is used to give the desired fragrance

to various types of final product.

25
Fragrance Dpases constitute preferred examples of the
fragrancing compositions in which the composition of
the invention can advantageously be used at a content
of from 0.1% to 2.5% by weight.

30

The fragrance bases can be used for preparing numerous
fragranced products, such as, for example, eaux de
toilettes (toilet waters], fragrances, aftershave
lotions; toiletries and hygiene products, such as bath
35 or shower gels, deodorant or antiperspirant products,
whether in the form of sticks or lotions, talcs or
powders of any nature; products for the hair, such as

shampoos and hair products of any type.



25 The conposition of the invention has the characteristic of caking
| ess on storage, which is denonstrated by determ ning the degree of

Lechni cal nol? G S4PRZRRBun Lo those S ed i n the BFT EARAS/PERED

details, reference may be made in particular to the handbook
"Standard shear testing technique for particulate solids using the

Chen oal Engl Aieras® 1 CEGvTEER: O esue 2% £t W BOR) Diseet phe
- PCT/ EP2010/ D64s4iiqhel §| babePiPynokipewdaeddi s Iveasdr &¢ mMpeshdar iang

a sanple in ag,eonyl 8F Geldn (®oid by P.75¢hyzenLLEpBaY) nazsThe be
preshearing of the powders is carried out under a naormal stress

) I of
5200 Pa. “Thef S3EaRM P nt s GRSyt or 1pl ot1F ng COREIyiEEl d 1871 odist Sof

the sanpl e aggpDbtatned, forwionr npenBbisgt ressesnbelbiow thel St ress waf
t he presheariqg t%Picalh¥9480 Pa, 850 Pa, 2050 Pa and 3020 Pa. From
t he Mohr cir%y %S? he &branlof "shear stress 15 as a function of
normal stresses”, two stresses are determ ned on the yield | ocus,

whi ch stres o terize t : n ess_in 4.
mai n direct?ﬁﬁ% !§Eﬁ§§%%Q£§$ 2g§§g?ﬁgh§ndt%fgﬁﬁ% ?g?gétﬁéhr %?écfégka
whi ch pafsesnaly oudttiisie peesHdgatgenst, int hepabhesilerforie; @ids

given by therentholetdersmniph) Mtldtde Wigh-4+s tangent to the

yi el d | ocus 25and passes through the origin. The ratio of the norma
stress in the main direction to the cohesive force is a di nensionl ess
nunber, referiedpiipsSothemftoWabhbirbytendexics of the compositions

of the invention are determined according te¢ the

15 following methods:
1. Melting point

The melting point of the compositicon of the invention

20 1s measured by differential scanning calorimetry.

The measurement is carried out using a Metiler DSCB22e

differential scanning calorimeter under the following

conditions:
25
-~ preparation of the sample at ambient temperature:
weighing out and introduction into a sample carrier,
- sample carrier: crimped aluminum capsule,
- test specimen: 8.4 mg,
30 - rate of temperature increase: 2°C/min,

- study range: 10-90°C.

The sample of the composition is weighed out and
introduced into the capsule, which is crimped and then

35 placed in the apparatus.

The temperature program is run and the melting profile

is obtained on a thermogram.



30 These neasurenents are carried out inmediately after filling the
annular cell; the imrediate flowability index is thus obtained. 35
Anot her seri ments is carri out with a i

been stored ?%rﬂfivﬁgégé§at 40C and 80% qlel_ati ve humPélf}t%lpélg&%gzpsggﬁ
normal stress of 2400 Pa. WD 2011/042365- 26 -PCT/E92010/ 064641 The
caking index is thus obtained. Exanples illustrating the present

I nvention, EQOH%&%IB;Q ddfBd i NG, 10 9t Wi AL GhVenharel paf h?r 2 ®
In the exanpl es, the percent ges mentioned are expresseg by wei ght.
Exanple 1 10"SBRgrHt pomdededsdani PRERT( VAFN&nd BHOVE of qReAtEriew
ethyl vanillégndBEVPnsi.e. a VA EVA weight ratio of 70/30, are
introduced into a stirred reactor equi pped with heating via a double
j acket. The noisture content 15 of these powders is 0.1% by wei ght.
This m xtureries braught taddfemtidrstirrid ng.retaihalspensinpe @it ey
fine particles of vanillin 20 dispersed in a nolten m xtyure of
vani1in + 6TRHI ST T8 Thud ebtaret ob¢ T e lpbhsndrprak-
poured onto a stainless steel plate kept at 50C, so as to form

thereon a thyn f)&ifﬂf%ﬁﬂaﬂ%i@’i eé@/eétmt hi ck. The crystallization
te

IS corrpllgte In | ess than one m nute.

The X-ray diffraction spectrum of the composition of
the invention is determined using the X'Pert Pro MPD
PANalytical apparatus equipped with an X' Celerator

detector, under the following conditions:

15
- Start Position [°2Th.]: 1.5124
- End Position [°2Th.]: 49.9794
- Step Size [°2Th.]: 0.0170
- Scan Step Time [s]: 41.0051
20 - Ancde Material: Cu
- K-Alphal [A]: 1.54060
- Generator Settings: 30 mA, 40 kv
3. Flowability property and caking index
25

The composition of the invention has the characteristic
of caking less on storage, which is demonstrated by

determining the degree of flowability of the powder.

30 The flowability of powders is a technical notion well
known to those skilled in the art. For further details,
reference may be made in particular to the handbook
"Standard shear testing technique <for particulate
solids using the Jenike shear cell", published by "The

35 Institution of Chemical Engineers", 1989 (ISBN:
¢ 85295 232 5).

The flowability index is measured in the following way.



30 The resulting solid sheet is easily detached fromthe stainless
steel; it is left at anbient tenperature until cooling is conplete.

This sheet is. t |y crushed so to be able f
oscillati ng-"z? rﬁrbgrr’{ﬁg?g?%r (Erweka FGS dranul at or) fF%f/eEg‘ns%ﬂ]T%ﬁggg&l
screen with a nesh size of 1.0 mm wo 2011/ 042365- 27

- pcm EP2010/ 064641 The product is noderately mlled therein so as to

give.granu!ﬁfh%EQﬁﬁe%£§lQE mhéfhp ) f{Q”@%aé %gpfer% rlng a

mel ti ng poi granufFes T1s deter mi ned

scanni ng cal@il"ﬂmﬁ’e@rylas @revi anshyades@elded. (ﬁ@bdthéyrmg?arﬁqimlaamed
shows a nai ng ich corresponds to the new vanillin/ethyl
vanillin corrpound he nel ting tenperature (Tonset) which corresponds
to the meximum sl ope of the peak is 60C. 10 The X-ray diffraction

spectrum of tie grapukesigyhidd tisnd hgowharactier it €idd nest aunaed! es
20 () = 20. as shown in figure 1, and which

25.6 - 27.5 - ,
di sti ngui sh I?Cfn?ar]onﬁlﬁ%s%a%ﬂgf%ga A ethyl vanillin 15spectra. The

granul es, stored for one nonth at 22Cin a one liter glass bottle,

sti | exhi bi, goag, £ onapiLiLy. n40s a0y OfecSOTBRLLSON, Al X of

the two po ers of van in and e ore er e sane
condi ti éAs, JIacwonpliet diie setamfler e \M-iiétl@lnﬁéfgarfdllléssfcuir t H@rmal

VA EVA vei gmtf@gg@s OEeP&&V\@ﬁ@ 3£9§s§-n6f9%% p%%s@é%'mln% 2 ty%il%aqlgm

powder ed vani I |in and 150 g of powdered eth van| I :
wei ght ratid'89 g3535GRa, 2050 Pa and 302

From the Mohr circles in the diagram of "shear stress
15 as a function of normal stresses", two stresses are
determined on the yield locus, which stresses

characterize the sample:

- the normal stress in the main direction; it is giwven
20 by the end of the large Mohr circle which passes
through the preshear point,

- the cohesive force; it 1s given by the end of the
small Mohr circle which is tangent to the yield locus

25 and passes throucgh the origin.

The ratio of the normal stress in the main direction to
the cohesive force is a dimensionless number, referred
to as "i, flowability index".

30
These measurements are carried out immediately after
filling the annular cell; the immediate flowability

index is thus cbtained.

35 Another series of measurements is carried out with a
cell which has been stored for 24 hours at 40°C and 80%

relative humidity under a normal stress of 2400 Pa.



30 introduced into a stirred reactor equipped with heating via a
doubl e jacket. The noisture content of these powders is 0.1% by

wei ght. This_mxtuyr.e | rought to 62C with stirring, 3

2011/ 042365-’“‘252)5-1;@?%%%%10/ 064641 72 g <5f powder ed eaﬁ#q%yﬁ‘éoapgm
added and dispersed in the liquid by means of stirring. The

resul ting susipensiloind sipadex eds oties acilstai nké€ss 5 steel plate kept at
20C, so as to formthereon a thin filmapproximately 1 nmthick. The
crystallization is conplete in a few seconds. 10 The resulting solid
sheet is easkiamgbktached fatomtting stthienl psssshieel invenisomwpansigihout
crushed so : 0; oscll| ating- tor

( Er weka F%ﬁ?%ﬁ%?ﬁ%@%%#t%%?ﬁt?ﬂeh g%%e@%{f%mgtﬁﬁég%%ﬁes %?'ze of 1.0
mm 15 TRe product is noderately nilled therein so as to give

granul es, the,sizeecof whhgpreangescHd omRrleh@ale@ Myedbhecgednul s
are introduced into owder m xer 20 equipped with heating via a
doubl e | acke?’.‘pﬁ%%“f‘grf%ér‘é?{ﬁlé?' initially 20C, is gradually increased
to reach 52C in the mass of the granules. The tine taken to bring the

granules to te ature is approximately 30 m nutes. The granules are
kept at SZC%{%—#H ng 25 for two hours. The resulting granules

have a #8lting point of 61C neasured by differential scanning

cal orimetry fpnseby. pAdtheX yay i {1 agh) onrRperds uin i; Pidered

granul es exhibits the'characteristic lines at angles 2 = 20.7 -
25.6 - 27.5 e_tfz& O,Vaééléﬁévm“ijw_*h guré-1, aantP AT & hveilghitngt@sko i ©of
fromthe vanigig, apdeetimtlromitidd | tnsPeet rsiddd reactor equipped

with heating via a double jacket. The moisture ccntent

15 of these powders is 0.1% by weight.
This mixture is brought to 63°C with stirring.

A  suspension of very fine ©particles of wvanillin
20 dispersed in a molten mixture of wvanillin + ethyl

vanillin is thus obtained.

This suspension is poured onto a stainless steel plate
kept at 50°C, so as to form thereon a thin film
25 approximately 1 mm thick.

The crystallization is complete 1in 1ess than one

minute.

30 The resulting solid sheet is easily detached from the
stainless steel; 1t 1s left at ambient temperature

until cooling is complete.

This sheet is then coarsely crushed so as to be able to
35 feed an oscillating-arm granulator (Erweka FGS
granulator) fitted with a screen with a mesh size of

1.0 mm.



wo 2011/ 042365- 29 -pcT/EP2010/ 064641 By way of conparison, a m xture
of the two powders of vanillin and ethyl vanillin, stored under the
sane condition etely set after _one week, re dl

VA EVA wei ght© r%&%léog?gg%t ween 2/98 5-afd 98/2. Exanp 'rg%} 7%%%’556 ‘Pl
powdered vanillin and 150 g of powdered ethyl 10 vanillin, i.e

VA EVA wei ghth¢ api-0dec?0A30 moaves: dtriliyoduicleed ntige fe B | sbedsr e:ax:tgnrve

equi pped with heating via a doub e, acket_and then er
i.e. 3.4% ofY If%ml%o?al tlr\}vem ngﬁ% of - sd }%‘t} 5?%gadde]aom1§ g’h ﬁétlﬁpé is

brought to 55C with stirring. A suspension of very fine particles of
the vanillinpdispersedd n.a;:pltgn ur, a1vani LLi

vanillin + vvater}?&irs '?]’]Q{JS ol%t ai ngd ”&r}ﬁé spen\é%onh%sn%%igélgy%%?obg
stainl es$ st@bffpranieldbpt aEaBOEYso &810&1MGENY heBéon @B iPFSl

appr oxi ma{ e:d/eécf%éc%f“ clThTeEh@h@fry?%_aé&u %lttlagrméﬁs 5REPS ele f&lgrt eahk g
approxi mately 5 minutes e resulting solid she easi |y detache
fromthe stafht@s SSEEESPIILS stPefthSt NEibi Eﬁ‘f‘lﬁeﬁ‘?%me VAR

cooling is compbeimed. 30TRei s sheeings thempeteanse y ¢Tosset) so was do
be abletofeed an os i1]atin arm anu ator rweka FGS ator)
G R RS P o I g 880 S

fitted with @ screen Wlt?l a mesh si'ze o
-pcT/ Ep2010/ 064641 The granul es are |ntroduced into a powder m xer

equi pped wi t%@%@lﬂg yi s doubh es g@elf%m of tme g&%%%%t lée&ubits

initially 20C, is gradually Increased 5 to reach of
the granul esthern@ha¥arteakenl¢ olblﬁﬁﬁﬁga‘fhéngﬂﬁﬁu?@s tb ’feﬁ'@er—"at‘uﬁ?«a5 65

appr oxi mat eIJ/ 307 nd nut e g JdJ Thtﬂs gratuiles iaf e diepireat 192CapMd hwhich

tirri f h Th out thi t f fth
e 12 Loy P N A00: SR et

wat er vapor sf.;&lcsaszed by the granul es.

The granules, stored for one month at 22°C in a one
liter glass bottle, still exhibit good flowability.

20 By way of comparison, a mixture of the two powders of

vanillin and ethyl wvanillin, stored under the same

conditions, is completely set after one week,
regardless of the VA/EVA weight ratio of between 2/98
and 98/2.

25
Example 2

278 g of powdered wvwanillin and 150 g of powdered ethyl
vanillin, i1.e. a VA/EVA weight ratio = 65/35, are
30 introduced into a stirred reactor equipped with heating
via a double jacket. The moisture content of these

powders is 0.1% by weight.

This mixture is brought to 62°C with stirring.
35
After about ten minutes, melting is complete and a

homogeneous translucent ligquid is obtained.



The resulting granules have a nelting point of 61C neasured by
differential scanning calorimetry (Tonset). 20 The X-ray diffraction

S ARG B Ce gt bl BB

distinguish it fromthe vanillin and ethyl vanillin spectra. 25 The
i redi at e f | ovadi ldft ypowdexedndanié 1fhovaabs | btigedindend afitepe24elouirs

of storage Z%}bélggl%?gr%gtﬁegﬁs@fégﬂﬁigg hum di ty under a nor nal

stress of 2 erm ned using an®annul ar shear cell in 30
accordance with the nmethod previously described. The results recorded

in table (1)rghven hansinaf %ﬁ%pbﬂs%ﬁ”ﬂ@ bdrBk&: | bnR@SSh bl 416, nale

that the granul es obtained accord %uto thé process of the invention
have 35 & f|®wadl | Ptytar kepPtsesr a?(j]e nd&t &t reSsihlcRhrEee8mPartdbi®

to the powdersiRfaperexvantdlyn afmofhpeke ethyl vanillin and nuch
greater than a m xture of these two powders. WD 2011/042365- 31
-pcm w2010/ 064641 Exanple 4 278 g of powdered vanillin and 150 g of
powder ed et Hyhhe Scwantdllnzatien as \AémMletwei ghta rféw osec&SA35, are
introduced into a stirred reactor equi pped with heating via a double
jacket, and then 17 g of water, i.e. 4.0%of the weight of solid, are
added. 10 THike nkgeudéing m@mtsmﬁtﬂ@sweﬁfﬁﬂs}m r@lw@ch@cﬂtéroabdme

ten mnut es,sﬁ@irué@sl steepl efe ard A& NPHDOSNeUSHIANS,UGENt i qid d
is obtained. 15 72 g of powdered vanillin are then added and

di spersed i PRMe FPqirgbymerdl biakingray. IrannearesulErgka FGS
suspensi on igrPpouretbONt giacstaivili@ssastsetledpl atetikept ndsr20€ise as

to formtherfod1n?mthin 20 fil mapproximately 1 mmthi ck.
15
The product is moderately milled therein sco as to give

granules, the size of which ranges from 0.1 to 1.0 mm.

The granules are 1introduced into a powder mixer
20 equipped with heating wvia a double jacket. The
temperature, initially 20°C, is gradually increased to
reach 52°C in the mass of the granules. The time taken
to bring the granules to temperature 1is approximately
30 minutes. The granules are kept at 52°C with stirring

25 for two hours.

The resulting granules have a melting point of 61°C

measured by differential scanning calorimetry (Tonset).

30 The X-ray diffraction spectrum of the granules exhibits
the characteristic lines at angles 20 (°) = 20.7 - 25.6
- 27.5 - 28.0, as shown in figure 1, and which
distinguish it from the wvanillin and ethyl wvanillin
spectra.

35
The granules, stored for one month at 22°C in a one
liter glass bottle, still exhibit good flowability.



The crystallization is conplete in a few seconds. The resulting solid
sheet is easily detached fromthe 25 stainless steel; it is coarsely
crushed so t to feed an oscil] ating-arm r

( Er weka FGSaY'Z)? a%cﬂbdﬁng%%l tted with a séreén with a %Wﬁ%gg/gf;‘li‘”o
mm 30 The product is noderately mlled therein to give granules, the
si ze of whi chyraagesff rm;ﬁhﬂist@l 1. mixtile grianthestase powtieaduced

into a powd ) e p ti Vi ub| C 35_ wo
2011/ 042365 V35 L Heihy %}1‘12&0) S paRn1a0 1 88,2000 ?{Eﬁgkﬁ Sane
granules to tt@rmlﬂetmme i stapproexipdsitelly 30ssitnut @§ter  dame greami.es
are kept at 520 WiibsStLEr g ToL/EV0 RehQHES. K PUGhOUELLBLE 2/98

operation, the roof of the mxer is swept with a dry nitrogen stream
in order %o %‘%ﬁ)e% %he wat er vapor rel eased by the granules. 10 The
resulting granul es have a nelting point of 59C neasured by

di fferential_scanni calorinetry (Tonset). The X-ray diffraction
spect rum of Eﬁ%ﬁ%{;ﬁ es exhibits 15 the characteristic |ines at

angles 20 () = 20.7 - 25.6 - 27. 5 - 28.0, as shomm in figure 1, and
whi ch di sti n%{# sh | [ i qpﬁi vani CcLy. 20
The i medi at Jgwa% FJ ?’?el&ggex ltl%e owa % 89 h&g@e% t%er tg‘&’
hours oflOst oraifel bin 40G 1inder ai‘fﬁ/ﬁf\’ASOﬁ/@mhét i V@t mfil tA0 ARfber age

normal stre @Eo&fé& Pﬁn%’@ 9@&955&“%%%%99&&1@%&' @a&t%h%at%{d
in accordance wi th the_nmethod previous|ly describ The results

recorded in fibl @ (jP)le‘ﬁké‘thkedbs‘%ril%l ENEB Adt @ tcﬁ%tw%%%rgr anfles - 43

obt ai ned accef dinyg decd hewdi@eesst dolhe, iavendasd have a flowability
after storage under stress which is much’ greater than a dry

15 This mixture is brought to 55°C with stirring.

A suspension of very fine particles of the wvanillin
dispersed in a molten mixture of wvanillin + ethyl

vanillin + water, is thus obtained.

20
The suspension is poured onto a stainless steel plate
kept at 50°C, so as to form thereon a thin film
approximately 1 mm thick. The crystallization is
complete after approximately 5 minutes.

25

The resulting solid sheet 1is easily detached from the
stainless steel; it 1s left at ambient temperature

until cooling is complete.

30 This sheet is then coarsely crushed so as to be able to
feed an oscillating—-arm granulator (Erweka FGS
granulator) fitted with a screen with a mesh size of

1.0 mm.

35 The product is moderately milled therein so as to give

granules, the size of which ranges from 0.1 to 1.0 mm.



30 m xture of these two powders. WO 2011/042365- 33
- PCT/ EP2010/ 064641 Table (1) Nature of the product | mredi ate

(conparati ve‘%’g%%élgbgég% lhly][ yviamjﬁ(i ﬁf_:)grfadg OE 28?7:);/%{;“%2%&82}9%%&1

M xture of vanillin and ethyl vanillin powders 70/30 by wei ght

flowability

10

15

20

25

30

35

The granules are introduced inteo a powder mixer

equipped with heating via a double jacket.

The temperature, initially 20°C, is gradually increased

to reach 52°C in the mass of the granules.

The time taken to bring the granules to temperature is

approximately 30 minutes.

The granules are kept at 52°C with stirring for two

hours.

Throughout this operation, the roof of the mixer is
swept with a dry nitrogen stream in order to expel the

water vapor released by the granules.

The resulting granules have a melting point of 61°C

measured by differential scanning calorimetry (Tonset).

The X-ray diffraction spectrum of the granules exhibits
the characteristic lines at angles 28 (°) = 20.7 - 25.6
- 27.5 - 28.0, as shown in figure 1, and which
distinguish it from the wvanillin and ethyl wvanillin

spectra.

The immediate flowability index and the flowability
index after 24 hours of storage at 40°C under air at
80% relative humidity under a normal stress of 2400 Pa
were determined using an annular shear cell in

accordance with the method previously described.

The results recorded in table (I} given hereinafter in
example 4 make it possible to note that the granules
obtained according toc the process of the invention have
a flowability after storage under stress which is
comparable to the powders of pure wvanillin or of pure
ethyl vanillin and much greater than a mixture of these

two powders.



(conparative) 40 0.03 G anul es of exanple 3 (invention) 3.6 0.35
G anul es of exanple 4 (invention) 22 0.10 = storage at 40C under

air at 80%tr fi L dity under a norjral stress o Pa.
Exanmpl e 5 In&% ?ﬁ"&\izggﬁg%g a corrpositi'ong?s” pr epar edg?@%&@&%ﬁl
granul es conprising 50% by wei ght of the granules 10 prepared
according to exanple 3 and 50% by wei ght of sucrose. The m xi ng

oper ati on, V\E}I(%g jgsés approximately 5 mn, is carried out at anbient
t enperature pl ow 15 m xer. Exanple 6

278 g of powdered vanillin and 150 ¢ of powdered ethyl
5 wvanillin, i.e. a VA/EVA weight ratio = 65/35, are
introduced into a stirred reactor equipped with heating
via a double jacket, and then 17 g of water, i.e. 4.0%

of the weight of solid, are added.
10 This mixture is brought to 51°C with stirring.

After about ten minutes, melting is complete and a

homogeneous translucent liguid is obtained.

15 72 g of powdered vanillin are then added and dispersed

in the ligquid by means of stirring.

The resulting suspension 1s poured onto a stainless
steel plate kept at 20°C so as to form thereon a thin
20 film approximately 1 mm thick.

The crystallization is complete in a few seconds.

The resulting solid sheet 1is easily detached from the
25 stainless steel; it 1s ceoarsely crushed so as to be
akle to feed an oscillating-arm granulator (Erweka FGS
granulator) fitted with a screen with a mesh size of

1.0 mm.

30 The product 1s moderately milled therein to give
granules, the size of which ranges from 0.1 to 1.0 mm.

The ¢ranules are introduced dinto a powder mixer
equipped with heating via a double jacket.

35
The temperature, initially 20°C, is gradually increased

to reach 52°C in the mass of the granules.



In this exanple, a conposition is prepared in the formof granul es
conprising 50% by wei ght of the granules prepared according to

le 3 i Lght of | t odext.ri R t [ :
S The. i xi g Rparal 8% ch asts apbrokiat oly o RN ETDIBIFRERY

out at anbient tenperature in a WAM plow m xer. 10 The i nmedi ate
flowability Thelekimadtbhenf tawadhiing ychadexaafhles 24 heurs mftwstorage

at 40C “ndera@%oﬂm%&%eﬁ@tﬁdﬁu@é@ dity under a nornmal stress of
e

2400 Pa were erm ned Using an annul ar shear cell in accordance
with the nmethod previously described. 15 The results are recorded in

table (11). 7@Rbl grbhyiNat ugge ofcddie Rrodycic | piedi als il ioWabIELit Yo
index Flowability index after storage* Vanillin powlder (conparative)
5.6 0.66°Et YPU%ani | |in powder (conparative)

Throughout this operation, the rocf of the mixer 1is
swept with a dry nitrogen stream in order to expel the

water vapor released by the granules.

10
The resulting granules hadve a melting point of 59°C
measured by differential scanning calorimetry (Tonset).
The X-ray diffraction spectrum of the granules exhibits
15 the characteristic lines at angles 28 (°) = 20.7 - 25.6

- 27.5 - 28.0, as shown 1in figure 1, and which
distinguish it from the wvanillin &and ethyl wvanillin

spectra.

20 The immediate flowability index and the flowability
index after 24 hours of storage at 40°C under air at
80% relative humidity under a normal stress of 2400 Pa
were determined using an annular shear cell in
accordence with the method previously described.

25
The results recorded in table {I) make it possible to
note that the granules obtained according to the
process of the invention have a flowability after
storage under stress which 1s much greater than a dry

30 mixture of these two powders.



6.5 0.61 Mxture of vanillin and ethyl vanillin powders 70/30 by
wei ght (conparative) 40 0.03 Conposition of exanple 5 (invention) 15

nder ot atFAOBRAPTERER hum 0 Uy underh normal st PRGOS 10BhedY

It is noted that the conpositions obtained according to 5 the process
of the invention have a caking i ndexadfieer(Ist orage under stress which

Is highly superior to that of a sinple dry m xture of the vanillin
and et hyl vaptHH+A—pewders—10-H—a—56/56—+xturerby—werght—wth—=a
mal t odext r i nNattheeeOEODlp@sitiots haveraddakieng i nH@dowkiGh ity index
Sgﬁﬂ ?ﬁ"e tQrbdate of the powdets of,RYL @ VaRLLL! N oL rpULeseLhYL
Vanillin powder 5.6 0.66
(comparative)
Ethyl wvanillin 6.5 0.61
powder
(comparative)
Mixture of 40 0.03

r vanillin and
ethyl vanillin
powders 70/30 by
welght
(comparative)
Granules of 3.6 0.35

examnple 3

(invention)
Granules of 22 0.10

example 4

{(invention)

= storage at 40°C under air at 80% relative humidity

under a normal stress of 2400 Pa.

Example 5

In this example, a composition is prepared in the form
of granules comprising 50% by weight of the granules
10 prepared according to example 3 and 50% by weight of

SuUcCrose.
The mixing operation, which lasts approximately 5 min,
is carried out at ambient temperature in a WAM plow

15 mixer.

Example 6



wo 2011/042365- 36 -pcT/ Ep2010/ 064641 CLAIMS 1. A process for

preparing a conposition conprising essentially a conpound based
on vanillin I nillinin a va II|n/ethyI

rati o of 2, ‘%‘lr;:%rog@‘pé??gé% in that it C_O%%’I ses: %!g@#fz'oﬁg?%%éﬂa
m xture of vanillin and ethyl vanillin, which are used in a nolar

rati o ot her rhanh2s wkbmpan, exmesﬁngﬂsmﬁmdﬂli@ @ﬁepaepdeianuﬂn@ ﬁdxmn
2 to 20% of t. _of XEUr €at te t

sel ected suc%Ptﬁét %ﬁes cgdgrf%di %gtaqﬁé "F3 ggnpingﬁg E%ﬁ% ut
that the exc&sgpwamdlhpnorémagn§qrexampb@leagdaﬁ@ ﬂwneW§lah§p@ﬁsgd
in 15the nD|$§fta&é£yffnlpRgﬁ&@¥téOG§§él@§foy§}a||I2atI0n seeds, a

step of solidifying by cooling to a tenperature of |ess than or equal

to 50C #%c, a step of recovering the resulting

conposi ti on 2 onpki BENGJehe tnew, CQH‘QQﬂﬂdlas@@t appabkimatestem afin,
heat treatment to a.tenperature of 51C 4$%§¥ocess aﬁ IaHped
inclaimi, Jc%alc&c?tréle e o5t P ERE \Ffr‘ﬂﬁelr d the et BP PLow
vanillin arenitsed. in the follow ng proportions: from67 to 72% by
wei ght of vanillin,

10 The immediate flowability index and the flowability
index after 24 hours of storage at 40°C under air at
80% relative humidity under a normal stress of 2400 Pa
were determined using an annular shear cell in
accordance with the method previously described.

15

The results are recorded in table (II).

Table II

Nature of the Immediate Flowability index
product flowability index after storage’
Vanillin powder 5.6 0.66

{comparative)
Ethyl vanillin 6.5 0.61

powder

(comparative)
Mixture of 40 0.03

vanillin and

ethyl wvanillin
powders 70/30 by
weilght

(comparative)

Composition of 15 0.11
example 5

{invention)

Compesition of 30 0.50

example &

(invention)




from28 to 33% by weight of ethyl vanillin. 30 3. The process as
clained in either of claine 1 and 2, characterized in that the

vanllllnandt n|II|nareused|nthefoIIown

proporti ons: ¥ rﬁ)&ﬁ(@%%%@ 70% by wei ght” of vani |l lin, Pﬁiqu(%péga?gﬂ
33% by wei ght of ethyl vanillin. WD 2011/042365- 37

- pcni EP2010/’06=46éLﬂom@él hicn 48r°e hoatted sepasat e0g ek las iaemhdnire and
the m xture |s br ou ht t9, a% era%dégoéeﬁected bet ween 62C and 70C,
preferably be?vveen Cahd B ]ag%)?or povvders) 5 5. The process as
claimed in claim4, characterized in that the preparation of this

mol ten m xt ure Jr§ HéEé!:te‘éhQHt tH@d%mﬁBs@c%%Bh%%a‘l e'cp%.rctc&%ﬁ’ng‘f’wyc?h
is preferentlal ni trogen. process as claimed I n one

claims 15to e cﬁé@‘é@?ér Pfe&h@n th}”i%ﬁnttlh'-él RV ¢ ng §ﬁkt1ﬁ§ Aoideen after

m xture is C@Eéf&@e oyhdkr tslt@e%@&ﬁt&ﬁc@f 1§t |led}’ﬂgj é@@éﬂ:iéf\gtbn hat
solidified composition CO[TBI’I si ng 15t he w und&ﬁf vani | lin_and
0

ethyl vanilI%h. 2. SHHELSr odE¥s BETHLE 8nev?ﬁll Ane?id t £

characteri zetdam;m_limtpanbd@mm sts in crystal l'izing the nolten m xture
at any tenperature bel ow 50C, 20 preferably between 20C and 50C
(l'imt excluded), in recovering the solid obtained, and then in
subj ect lfig iInta 20/ ahneaktngeoper aeicht gitThe mdm@xaglcﬂfal’qtm‘ﬁa n

claim 7‘ Ch%%@éi@ﬁg‘ts have a caking index which is comparable to
that of the powders of pure wvanillin or pure ethyl

vaniliin.



25in that the annealing is carried out by gradually bringing the
solid obtained to a tenperature of 51C 1 and keeping it at this

t enperat ure r ver inutes. 30 9. The process as i i
ei t her of cl‘gé)r?sosﬁ}/gﬁggén characteri ze‘d@iGn that the 5&1%&8/?@4641
carried out with stirring, for exanple in a mxer or in a fluidized
bed. 35 10. The process as clained i CloaM®f clains 1 to 9,
characterized in that it consists in adding from1l to 5% of water to

the m xture during the nelting step, the nelting tenperature then
bei ng sel ected wb 200tE64236%c B8epptThEp2010,084641ibet vieerP50G rend

55C, and in Carrvéélge&&'iaiff Q”ESQEBngOBQE%i eR: vhhiilhe IR &5Hh S
1 to 10, 5c t the

clainmed in one of clalns aracterized in tha

conposi t on obt ai YRR 5P ot fred atxdr Yy 218l YRR hY1ReERARGUE YR
The process as clgined énapnecofigdai i dndeo 14, comarasserized in

that the conposition obtained is 10forned according to a ...
fl ake-formng, pril%i i<t ngr%ﬁit:b%gi ity f‘]éé‘?‘rr’ﬁr(?uefj%lfa%lllln and
conposition conpri settigyl fanin BOnt owl9%hby reeigdid of n aammotlvre raft itche

new 15vani | |in/ et hyé%/}g%ll chﬂgﬁrrp%und%dccg vaarpi I ELQessf romp 159 . QL%)nby

wei ght of other crys i Nné phaseés. .
14ThecodPosi ti onascieppeskmiclzd nfigpm 2 to 20% of the weight of the

| mixture: the melting temperature being selected
such that the new compound obtained is
completely molten but that the excess vanillin
remains in the so0lid state finely dispersed in
15 the molten mixture in order to act as
crystallization seeds,
- a step of solidifying by cooling tc a
temperature of less than or equal to 50°C + 1°C,
- a step of recovering the resulting composition
20 comprising the new compound,
- optionally, a step of heat treatment Lo a
temperature of 51°C + 1°C.

2. The process as claimed in claim 1, characterized
25 in that the wvanillin and the ethyl wvanillin are
used in the following proportions:
- from 67 to 72% by weight of vanillin,
— from 28 to 33% by weight of ethyl vanillin.

30 3. The process as claimed in either of claims 1 and
2, characterized in that the vanillin and the
ethyl vanillin are used in the following
proportions:

- from 67 to 70% by weight of wvanillin,
35 - from 30 to 33% by weight of ethyl vanillin.

4, The process as claimed in one of claims 1 to 3,
characterized in that the wvanillin and the ethyl



conprising: from90 to 99% by wei ght of a m xture of the new
vani I I'i n/ et hyl vanillinconpoundandof vanillin, 25- from1l to 10% by
wei ght of other crystalline phases. 15The conposition ﬁf claiped L n
ei ther of cl¥ RP114042365 and 14, éfaract eri zed®FTY 572 0f R&4641
m xt ure obtai ned 30conprises: from80 to 94% by wei ght of the new
vani::in/ethyl Vam%ﬁiiIﬁ@Oﬂﬁ@UmdadfarQépﬁtheZQ%bbyaﬁebghﬁxﬂhrijand
vanillin. 35 16. Theco si tionascl ai I nclai M5, characterized in
Uhat the moxt ure Ob% aPABS SCEnpr SBEOUOREr O b FRTBASREY Chel ke et
the new vanillin/lettwdevad FCi andopéindpreffeaabt vt beldeny 6850 htndf
vanillin. 5 17. L1 C lsing at | east one conposition
described in onea%fqugf%% q%?té?ﬁﬁégﬁg'at | east one exci pi ent
selected5frpn1fatty substances; fatty al cohols; sugars;
pol ysacchariges; midipapc4ani ldd ncandnethylh vaniidin, HQl8cterized
Thpconposi ti onasc| ai nedi ncl ai mL7, characterized in t hat the exci pi ent
is selected fromin that the preparation of this molten mixture is
carried out under an atmosphere of inert gas,

which is preferentially nitrogen.

10
6. The process as claimed in one of claims 1 to 5,
characterized in that the cooling of the molten
mixture is carried out in the absence of stirring,
resulting in a solidified composition comprising
15 the new compound of vanillin and ethyi vanillin.

7. The process as claimed in one of claims 1 to 6,
characterized in that it consists in crystallizing
the molten mixture at any temperature below 50°C,

20 preferably between 20°C and 50°C (limit excluded),
in recovering the solid obtained, and then in

subjecting it to an annealing operation.

8. The process as claimed in claim 7, characterized

25 in that the annealing is carried out by gradually
bringing the solid obtained to a temperature of

51°C +* 1 and keeping it at this temperature for

several minutes.

30 9. The preocess as claimed in either of claims 7 and
8, characterized in that the annealing is carried
out with stirring, for example in a mixer or in a
fluidized bed.

35 10. The process as claimed in one of claims 1 to 9,
characterized in that it consists in adding from 1
to 5% of water to the mixture during the melting

step, the melting temperature then being selected



sugars, preferably glucose, sucrose, fructose, 15gal actose, ribose,
mal tose, sorbitol, mannitol, xylitol,lactitol, maltitol; invert

sugars: gl ucgse r nd al so sucroglycerides derived f f

oils, pref er§§|@%§é§§§a§$oi |, palmoil’ J'br/ﬂ/cfr ogenat edpﬁg‘?ﬁﬁ{ﬂg{&gﬁé%&
hydr ogenat ed 20soybean oil; sucrose esters of fatty acids,

pr ef er abl ysucr osepotwpah mIttE, sudr 05&° apnadidst #ar atea ranchgsuen@sethe
di stearate, %]Q%éy%angpreggg tinized or nodified starches derived

. . C())? J_O]l’l. .
in particular fro eat, “corn, barfl ey, 25rice, cassava or potato,
and nore particularly native corn starches rich in anyl ose,

pregel ati ni zed, copRe Shapehes, AT fe0In Shar Qfiese ol fhed vy,
corn starches, pregelatinized waxy corn starches, nodified waxy =
30corn starches, Frehafteelrad fRe thagA/ SRl GANBEF ERYPEUCStRAED 1s

starch, starch hygrpbysatesrdifextsi Asmandi Agl t odexi ghas resul ting
fromthe hydrolysis of a starch (wheat, corn) or of a 35 potato
flour, and al so P-cyclodextrins, preferably nmaltodextrins having a DE
of | ess thanl20, Thefprabkysbetawesls ineaxhdid9oand aforel pies etentol all,y

between 6 and 15, ., W, 2041 042398 4Q« RGIL BESRA0L 9484 cbrained is
10 formed according to a flake-forming, prilling or

,spray-cooling technique.

13. A composition comprising:
- from 80 to 99% by weight of a mixture of the new
15 vanillin/ethyl vanillin compound and of
vanillin,
- from 1 to 20% by weight of other crystalline

phases.

20 1l4. The composition as claimed in claim 13,
comprising:
- from 90 to 99% by weight of a mixture of the new

vanillin/ethyl vanillin compound and of
vanillin,

25 -~ from 1 to 10% by weight of other crystalline
phases.

15. The composition as claimed in either of c¢laims 13
and 14, characterized in that the mixture obtained
30 comprises:
- from 80 to 94% by weight of the new
vanillin/ethyl vanillin compound,
- from 6 to 20% by weight of vanillin.

35 16. The compositicn as claimed in claim 15,
characterized in that the mixture obtained

comprises:



cellul ose, ethers thereof, in particular nethyl
cel lul ose, ethyl cel | ul ose, nethyl ethyl cellul ose, hydroxypropyl
cel lulose; or esters thereof, in particular carboxynethyl cellul ose

5or car boxye¥PyAOlLéPLEFBZe optional |y 1§ B%odi um conPETABERYLEPAREEAL

guns, such as carrageenan gum Kappa-carrageenan or |ota-carrageenan
gum pectin, guar-gerpml oclst Bean gugl Xapt harigwn abgi nates, Hen
10ar abi c, acacia gum agf ﬂ%@%% flovig preferably wheat
flour(native O preferytisps 5, Vbt L AnFO RS A0 flour, gelatin,
silica, 15- an an%|bxmﬂa@ttopl@%ebﬁbwglghtamfnv£hllhﬁnenulS|fier,
preferably lecithin, wvanillin or ethyl vanillin. 19. The conposition
as claimed in either of clainms 17 20 and 18, characterized in that
it conpridsesltronm 0compos90iphy amipghits iofy exici peeat (one prasfreysaidl jon

from20 to 6096bya¥@%£ﬁ%e@flﬁx%h%'Qﬂi(éialﬁg 1§thP$950£n8h%t least
conposition described in one of 25 clains 13 t as a flavoring in

the field of mﬂnﬂPQooﬁx%hﬂl%%Fna?eﬂééaedanérpﬁe 6ﬁé¢ﬁhcéﬁﬁ%ﬂﬁnces'

i ndustry, and as @aﬁﬁgagram%ousn t Beg&@SHet hEBy s PEFhaFBdys ANGilica;
detergent industr

% %p se, as clfined In claim 20,
characterized in ?ﬁ& BSTYT of? Lt He i nvention is used during
t he manaPacture of a dough preferably in a fat, in the field of the

dry cookie tf@Pe'ﬁﬂg composition as claimed in claim 17,
characterized in that the excipient 1is selected
from:

- sugars, preferably glucose, sucrose, fructose,
15 galactese, ribose, maltose, sorbitol, mannitol,
xylitel, lactitol, maltitol; invert sugars:
glucose syrups, and also sucroglycerides derived
from fatty oils, preferably coconut oil, palm
oll,  hydrogenated palm o0il and hydrogenated
20 soybean o0il; sucrose esters of fatty acids,
preferably sucrose monopalmitate, sucrose
monodistearate and sucrose distearate,
- native, pregelatinized or modified starches
derived in particular from wheat, cocrn, barley,
25 rice, cassava or potato, and more particularly
native corn starches rich in amylose,
pregelatinized corn starches, modified corn
starches, modified waxy corn starches,
pregelatinized waxy corn starches, modified waxy
30 corn starches, in particular the O0SSA/sodium
octenylsuccinate starch,
- starch hydrolysates,
- dextrins and maltodextrins resulting from the
hydrolysis of a starch (wheat, corn}) or of a
35 potato flour, and also B-cyclodextrins,
preferably maltodextrins having a DE of less
than 20, preferably between 5 and 19 and more
preferentially between 6 and 15,



factory-baked cakes;in the chocol ate-maki ng 35field, in particul ar
for the preparation of bars of chocol ate, couverture chocol ates or
filling for chocalates. during the manufacture of candies of all
ki nds: sugar®y Qaﬂlﬁgﬂﬁé?s%ar amel s, nougat’¥, = wo 2011/ % -012?054641
- PCT/ EP2010/ 064641 hard candi es, fondant candies and the like; in the
dairy ijndustry and i@lmméj cutask; ithddemr egnapﬁrgebh&drmn_id@aylf
cream desserts, yoghurts, ices an ce creang; i.n the preparat.
vanillin 5 sugar, bf/ei%}%%%’ati oneté%‘ygugar cnﬁtlllfl\%ﬁi’l i n;Hpeiacrmf]heg&yqL
preparation of variocusldlosks, hpydfergtgpyt enzel helesw; chocoledteers
drinks; in the pre I of: in - Lnks or [
powders, chocol at e%ﬁ%ﬂ%@ﬁbr lé’]: ség?gafﬂg?gntc%%%% aﬁ}l(l)ﬂis/ 1(;(%a:jlnlddt’lhdeHg
form of Powder intepdegatrbpxiakhid desdericsefortionahbg; inorsodium-
denaturing butter. Cg,gta;{rrhfn%sj_eoﬁ, clainmed in claim?20, characterized
in that the conposition of the invention is used in 15aninmal feed, in
particul ar for prepdfity Fecl. a53Ca¥RaIfERaRs i AedPRaT cAranessan
characterized in that theteespestyeenanf tdig,i nvesadtom, | Sguaed agingn
odor - maski ng agent,. i articular._in the %ggplhar maceuty cal .i ndustry:
f s

I n
in the cosnetics in](ﬁj%]f"g Oi npr gblg‘r’i néag I ksa]a%ﬂl%?se’-u;? d
ot her piéducts, sudrasia facgrienciwy besertagahe perfunmery industry
and in the detergent; i fdustr %, olrl BRI CUldlai N $92RYBK(AGtive or
pregel); starches, preferably potato flour,
~ gelatin,
-~ silica,
15 - an antioxidant, preferably vitamin E,
- an emulsifier, preferably lecithin,

~ vanillin or ethyl vanillin.

19. The composition as claimed in either of claims 17
20 and 18, characterized in that it comprises from
C.1 to 90% by weight of excipient(s), preferably

from 20 to 60% by weight of excipient(s).

20. The use of the composition described in one of

25 claims 13 to 19 as a flavoring in the field of
human food and animal feed, and the pharmaceutical
industry, and as a fragrance, in the cosmetics,

perfumery and detergent industry.

30 21. The use as claimed in claim 20, characterized in
that the composition of tThe invention 1s used
during the manufacture of a dough, preferably in a
fat, in the field of the dry cookie trade and
factory-baked cakes; in the chocolate-making
35 field, 1in particular for the preparation of bars
of chocolate, couverture chocolates or filling for
chocolates; during the manufacture of candies of

all kinds: sugared almonds, <caramels, nougats,
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22.

23.

hard candies, fondant candies and the like; in the
dairy industry and more particularly in flavored
and gelled milks, cream desserts, yocghurts, ices
and ice c¢reams; in the preparation of wvanillin
sugar, by impregnation of sugar with wvanillin; in
the preparation of wvarious drinks, preferably
grenadine and chocolate drinks; in the preparation
of instant drinks such as flavored drinks powders,
chocolate powder or else in instant preparations
in the form of powder intended for making desserts

of all kinds; for denaturing butter.

The use as claimed in c¢laim 20, characterized in
that the composition of the invention is used in

animal feed, in particular for preparing meal.

The use as claimed in claim 20, characterized in
that the composition of the invention is used as
an odor-masking agent, in particular in the
pharmaceutical industry; in the cosmetics industry
for preparing creams, milks and make-up and other
products, such as a fragrancing base in the
perfumery industry and in the detergent industry,

in particular in soap-making.



