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Other compounds with musk-like olfactory properties, especially toxico-
logically harmless macrocycles, are, however, significantly more expensive and
have, inter alia, other side notes. Accordingly, when a nitromusk is replaced

25 by a macrocycle the overall olfactory impression of a composition usually
changes substantially. Moreover, the macrocycles which are commercially
available today are by far not as facet-rich as the series of aforementioned
highly substituted aromatics.

30 From the foregoing it will be evident that there exists a great need for novel
toxicologically harmless macrocyclic compounds with novel olfactory notes,
especially such which are reminiscent of aromatic musk substances or with
which similar facet-rich perfumistic effects can be produced. Moreover, such
macrocyclic compounds should be simple and economical to manufacture in

35 order that they can be used not only in luxury perfumes, but also in products
which are needed every day in the home, e.g. in cosmetics, washing and
cleaning agents, conditioners or air fresheners.
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- 2- 0 The object of the present .is to satisfy this need and to

provi de such conpounds. Mor eover, these conpounds shoul d be
cost-effective to nmanufacture. The object is achieved by the 4-nethyl
substituted 1, 7-di oxacycl oal kan-8-one 5 cl as§ of conpound, which satisfies
the requisite demands in an ideal manner. They are represented by
general fPornul a | [err] 10
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wher ei n The obJect%TQhé ]preséﬂt is to séﬁﬁ‘fi this heéd and to provide such co®¥ipounds.
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O o] I
10 wherein Ri=H and n=1-4
or Rl1=CH; and n=1-3.

" The class of compound in accordance with the invention accordingly embraces
the 14- to 17-membered 1,7-dioxacycloalkan-8-ones with methyl substitution
15 in the 4-position and the 14- to 16-membered 1,7-dioxacycloalkan-8-ones with
dimethyl substitution in the 4-position. The compounds with the following
formulae 1-6 are examples of the novel class of compound, with the compounds
having formulae 1, 3 and 4 being especially prominent organoleptically.

The compounds'bf general formula I have perfumistically interesting, powdery-
25 warm, for the most part musk-like olfactory notes with fresh-floral to herb-like
accents as well as a good adhesion and are biologically decomposible. They
are capable, alone or in combination with other macrocyclic odorants, of
replacing toxicologically questionable compounds with the same or similar
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al pha- anyl ci nnamal dehyde, Geor gywood,
hydr oxyci t r onethexieal b8®afd extracts: e.g. castoreum, costusroot oil, oak moss
20 absolute, geranium oil, jasmin absolute,
patouli oil, rose oil, sandalwood oil or ylang-
ylang oil;
- alcohols: e.g. citronellol, Ebanol®, eugenol, geraniol,
25 Javanol®, linalool, phenylethyl alcohol,

Sandalore®, terpineol or Timberol®,

-aldehydes and ketones e.g. alpha-amylcinnamaldehyde,
Georgywood®, hydroxycitronellal, Iso-E-
30 Super®, Isoraldein®, Hedion®, maltol,
methylcedryl ketone, methylionone or
vanillin;

— ethers and acetals: e. g. Ambrox®, geranyl methyl ether, rose
35 oxide or Spirambrene®;



-30 ‘ : Super, ‘I soral dein, Hedion, maltol,
nmet-hyl cedryl ketone, nethylionone or
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- 4- 0 - esters and | actones: e.g. benzyl acetate, cedryl acetate,
[err]- 0 - estersand lactones: e.g. benzybeedtatd, wedryl[avetjteyydecal act one
or vetiveryl urcdeh oo i

macrocycl es: e.g. anbrett 8?13’ t°m‘iv0{§f< u’%rrle gr vetiveryl
Exaltolid[err]; - heterocycl es: acetate; e.g. isobutyl quinoline.

The object of the cost-effective synthesis of the conpounds of general
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accessi bl® and econoni cal starti rigxdtedléd®;al s. The synthesis sequence is
based on a novel one-pot reaction conprising decar boxyl ati on and
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cyclized direbeterocyclést- to 17- nenberesg. isdbuydquinioline. The novel

synt hesi s sequence to 14- to 17-nenbered oxamacrolides, via which
especially the conpounds of general fornmula | are acceSS|bIe econom cal
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[err] )

The novel synthesis sequence to 14~ to 17-membered oxamacrolides, via which
especially the compounds of general formula I are accessible economically,
begins, as presented schematically hereinafter, with the Williamson reaction

20 of an aliphatic dihalide 7 with n = 1-4 and X = Br or Cl and a diol 8, whereby
Rl = H or Me for the synthesis of the compounds of general formula I, in the
presence of a strong base, e.g. of sodium hydride. In addition to the dimeric
condensation product 9 there are also obtained higher oligomers, which,
however, do not interfere with the further reaction, and accordingly the

25 intermediate 9 need not be purified. Preferably, unused starting materials 7
and 8 are, after the reaction, separated by distillation for re-use.

R‘l
N By A
x/\(\/)/n\/\x + HO OH n/)/\/\

7 8 9 'n

X

30 The next step of the sequence is a malonic ester condensation which is carried
out in a manner known per se and which from the haloalcohol 9 yields the
hydroxymalonic ester 10 in which R2 = alkyl, preferably Me or Et.



30 The next step of the sequence is a nalonic ester condensation which is

carried out in a manner known per se and which fromthe hal oal cohol 9
yirel ds t he hydr oxymal oni ¢ ester 10 in vvhjsch R2 = al kyl, preferably M
or Et. B - 5 -

[err] In accordance with the invention the hydroxymal onic ester 10

IS now w t hout intermediary purific@fi 2aponi fi edgin ,he novel
one-pot reaction and R! pokyneri zed V\Aﬁar boxyl a,w\}&ge\
depol yneri zation an ] o Rt G ar get co , espec‘?'él ly to a

conmpound of gener al

formula I, is ef.T_F_C.LE.d_gby a
e.g. according to t escri Refordidestd whi ch
is presented schengticdl ly her)gl naftedrondelnsa?,o:, 0 Merr] =0 10
By the one-pot dec box37| ation-polynerization and by the 0B
synt hesi s sequence t he use of expen5|ve Iong chain aliphatic

hal ocar boxyl [ c aci repres nts the major, cost fagtor in. the

convent i onal ?ﬁ‘fcﬁ‘ e K‘Tlﬁlﬁhe inyenfion t hﬁé‘i%m@klﬁ PaEerol 9 gerow;without

ci r cunvent edintkbmediary purification saponified in the novel one-pot reaction and
polymerized with decarboxylation. The depolymerization and cyclization to
5 the target compound, especially to a compound of general formula I, is effected
by a process known per se, e.g. according to the process described in U.S.
Patent 2234551, which is presented schematically hereinafter.

1
/\R></\ Base, A
OH

~CO,

R2 gubsclequer!t . R
= epolymerization
10 NG © poly 0" 4
10
By the one-pot decarboxylation-polymerization and by the described synthesis
sequence the use of expensive long-chain aliphatic halocarboxylic acids, which
represents the major cost factor in the conventional synthesis of 14- to 17-
membered oxamacrolides, is circumvented.
15
Although the described synthesis sequence is preferably directed to the
manufacture of compound of general formula I, it can also be used in
accordance with the invention for the economical manufacture of already
known 14- to 17-membered oxamacrolides.
20

The compounds in accordance with the invention, preferably the compounds 1
to 6, especially the compounds 1, 8 and 4, particularly the compound 1, can be
used individually or in combination as odorants. Particularly interesting
olfactory effects are produced in an odorant composition when the respective

25 compound is replaced by a content of about 0.1 to about 25 wt.%, preferably
from 10 to 15 wt.%.

Further advantages, characteristics and particulars for illustrating the

invention appear from the following description of preferred working
30 examples:
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wi.th the invention, preferably the conpounds 1 to 6, especially the
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dat a: A sample) pugifiediby bulhniuberdistillption|at 09°6Y0. Oﬁ%babﬁ?l@ hev[err]
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IR (film): v = 1112 cm-1 (v, C—0-C), 1060 cm-! (v C~0-C), 3389 cm-1 (v O~
20 H), 1459 cm-1(§ C-H), 1377 cm1(3 CHj). - 1H-NMR (CDCl3): §=0.93(d, J =
6.8 Hz, 3H, 3-Me), 1.35-1.49 (m, 6H, 2-, 9-,10-Hy), 1.55~1.65 (m, 4H, 4-,8-Hy),
1.72 (oct, J= 6.8 Hz, 1H, 3-H), 1.89 (quint, J = 6.8 Hz, 2H, 11-Hs), 2.19 (br s,
1H, OH), 3.39-~3.49 (m, 6H, 5-,7-,12-Hy), 3.65 (ddd, J = 10.4, 4.0 and 4.0 Hz,
1H, 1-Hy,), 3.71 (ddd, J = 10.4, 3.7 and 3.7, 1H, 1-H,). — 13C-NMR (CDCl3): & =
25 19.86 (q, 3-Me), 25.30 (t, C-9), 26.76 (d, C-3), 27.89 (t, C-10), 29.42 (t, C-8),
32.63 (t, C-12), 33.84 (t, C-11), 36.43 (t, C-4), 39.69 (t, C-2), 60.73 (t, C-1),
68.96 (t, C-5), 70.72 (t, C-7). - MS (EI): m/z (%) = 83 (100) [C¢H11®, 99 (61)
[CeH110®, 117 (7), [M®-CgH13Br], 163 / 165 (6) [M®——CgH1302], 263/ 265
(2) (M®-OH].
30
A solution of 30 g (520 mmol) of 95 percent sodium methylate in 220 ml of dry
methanol was heated to reflux. Thereupon, 60 ml (520 mmol) of dimethyl
malonate were allowed to drop in, the reaction mixture was heated under
reflux for a further 15 min. and then 182 g of 66 percent 12-bromo-3-methyl-6-
36 oxadodecan-1-ol from the preceding batch were added thereto. After heating
under reflux for 14 hours the reaction mixture was added to 1.6 1 of water/tert-
butyl methyl ether (1:1) and made acid with concentrated phosphoric acid.
The organic phase was separated and the aqueous phase was extracted twice
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27.02/28.12/ 28.44 (t, C-4,-5,-7), 33.89 (t, C-2), 35.45 / 36.62 (t, C-11,-13),
61.51 (t, C-14), 67.60/ 69.61 (t, C-8,-10), 173.91 (s, C-1). — MS (EI): m/z (%) =
55 (100) [C4H79], 83 (59) [CeH1191, 99 (24) [CeH 1,091, 124 (31) [M®-H0-
30 CgHy20l, 141 (19) (M®-H0-CgHyy], 213 (1) [M®-CHOI, 242 (1) [M9]. -
C14H603 (242.36): calculated C 69.38, H 10.81; found C 69.24, H 10.68.

The following compounds have been manufactured in an analogous manner
using dihalides 6 of different length. For them there are therefore set forth

35 only the spectroscopic data, the olfactory characteristics and the elementary
analyses:



Odour: Musk, flowery-woody, sweet-powdery, slightly anise-like, fresh,

rem ni scent of nyrrh to nusk anbrette, nusk seed oil and tonkin nusk.- IR
20 (film: v = 1735 cnferr] (v CO, 1116 / 1453 cnferr] (v[err] OCC)
1247 cnjerr] (vferr] C C(=0-0, 1209 c err] (v[err] COC) 1352

CH 054 - H- NVR
L ) it kS sy gl 177

14H, 3-H2-7-Herr] and 11- 13 H[err]) 189(oct J —67Hz 1H, 12-
2:34 (t,J =

H 3.37-3.52 -H.e
4 16 (ddd, JOdows: %‘lf/’gg’b ite- ék% ‘géfg OWfW:Pthlg e le_k'e f@’} eéﬁ”])
11.2, 5.4 antugkdike ~ Ii(film): M =A7B% e év CEONVER3 / 11 ngms@)-c—@rr] =

19.22 §q281522/754 crPtif ELaLoR0), éo@%ggvg[ézg_(?ﬁ%% ol 6 GHg %056

&0 e s e %sﬁ Lo S NN DTt 098 (] 5 R8T S BHOL
c1) rer[NSrEE'DS(dm (% 12,5, 10.0, 358 RAD) 4 G, H | #4- ﬁ )1 2583 1650, 1081, 5.

er ] H or 1] Haebip 10MA) (1%5 %Fﬂr%g[gelﬂwl Spot dpEa i, 1%?@ %’9(%
[Merr]-CHQ 1H43-H),)2.8M(édd ] =14.8, 8.3GnBF0Hz( PH2238)), 2C¥Hl| Addat/ed 14.8,
69.38, H 10. ?33 ae.%&'ﬁnfjlﬁ e% %633193 5850 (m, 4HTJI‘% H’Z'Lﬂg@'ﬂg O%onf‘i‘ﬂsﬂ‘ﬁ"e

been nmanuf act ur

i 11 er entl0] oppdia.4 Eb, HhoHi- Eiy A58 (d 5 et b2.od Siett 6L M BT, SHELK hel?C-
Spect 1 05copi MR @DON: < #8491, HMER 8, €518 dsid 25 STTREBY ¢, C-

anal yses:

0 3—@&6};138@22(’6 C160/BBRA (t8Coa 3453 (ti Gekindb.Badt,(C510), 60. 96)&‘@)@*

Saffron, anigg 6(*91/39‘3@’1:‘:@ 3"783( t@r enquS'(E?) 8hi(9
RPN b off paeiih perg A e et

C-e ror CL: Nﬁz [Mﬁ-ﬂsﬁlﬁoﬂ,] 1[45{45)r[M‘9—CéH!§16 169 @) [BIFIC{H4@s]; 192(D MPS-CHO], 15
Eddd!}l J = 1% (Bﬁ}% ‘%‘3Hﬁ60293§€1§§’9fﬁf°“}§p%8§% 3‘%?‘#’@?‘}1}“’@&?%5

H2- 6- H2, 10- HHlO.5785(dddd J=14.5 7.6, 7.3 and 3.9 Hz, 1H 12-Herr]),
1.99 (merr], 1H, 11-H), 231(ddd J = 14.8, 8.3 and 3.7 Hz, 1H,
2-Herr]), 2.41 (ddd,_J = 14.8, .3 and 3.7 Hz, 1H 2-Herr )
3.33-3.50 (m 4H, 7- ,Exmleéi Q@Mﬁbyljﬂ:o;a- -pentadecanglidex(3) Hz, 1H,
13-Hb), 4pp3 (ddd, J = 11.2, 4.6 and 3.6 Hz, 1H 13- H[err]) _ [err]C

NVR ( CDC = 19.4 11- Me 72 (d, 1) 2/2 51 /
26. 8(1 (t, [er " Odgurt gj‘é pni Z’6’23’(1‘( @ﬁgiemzzwé,tshggtéj aﬁeﬁs R12),
36.51 (t, C {Bim): 60=51€3(1tcm E(v C=0), 1318 /55 5l1crh- 168, 8©CG~CY- 12509@:;1 11935 78

e T e

[Cerr]H errBc 844 ¢d, J156 rH31 61y 15H,] SH 2—BH o (L Ha, 14-
[Merr]- Céaer Hil e83ldHdt, P2 1921, §.861d 5.001er 1iH 21 ) 99 (nd, 13293 1D), 2.33

[Merr]-CHO 44, 7= 6.9 and 6.2 Hz, 2H, 2-Hs), 3.34-3.52 (m, 4H, 9-11-H), 4.14 (ddd, J =

11.0, 5.5 and 5.0 Hz, 1H, 15-Hy), 4.21 (ddd, J = 11.0, 10.0 and 4.0 Hz, 1H, 15-
H,). - 13C-NMR (CDCls): & = 18.22 (q, 13-Me), 24.67 / 25.26 (t, C-3,-7), 25.53
(d, C-13), 27.21/ 27.40 / 27.52 (t, C-4,-5,-6), 28.68 (t, C-8), 34.67 (t, C-2), 35.49

30 (t, C-14), 37.01 (t, C-12), 61.74 (+, C-15), 67.67 /70.16 (t, C-9,-11), 173.93 (s,
C-1). - MS (ED): m/z (%) = 55 (100) [C4H1®], 83 (64) [CgH1:2], 99 (30)
[CeH1109], 138 (25) [M®-CgH1405], 155 (23) [M®-CgH;301], 213 (2) [M®-
C,H301, 227 (2) [M®~CHO], 256 (1) [M®]. -C15Hy503 (256.39): calculated
C 70.27, H 11.01; found C 70.26, H 11.09.

35



‘228 (1) [Merr]]. - C[err]H[err]qerr] (228.33): calculated C 68.38, H

10.60; found C 68.55 H 10 Exanpl e

3: 13- Met hyl - 10- oxa- 15- pent adecanol i de (3) 20 Qdour: Musk, aninmalic,

war m powdery, flowery, slightly after saffrofl” - IR (film: v = 1734
cnerr] (v GO, 1118 / 1151 c err] vierr] GCGC, 1250 cnferr] (v[err]
C-O(=0)-©, 1357 cn{ Bramplets14-Methyl}l1-os0616-hemaddcandlide(4) C- O ). -
[err]H-NMR (CDCl [err]): [err] =0.91 (d, J =6.4 Hz, 3H, 13-M),

1.31-1.66 (rq,15H, 3-H2-8-H2, 12-H2, 14- 25 Hb), 1.83 (ddt 9.1, 9.6
and 5.0 Hz, “rié'wef pusk, ggeqinerogeous porm-pgueery3y IR (ﬁheitav =] = 6. 9
and 6.2 Hz, usrscmﬁ[(*eﬂqo) B34 msazcmrh(vggro-q;—ﬂz)r, 19Bdran ) (Vs (B4—(I(dﬂkl- =

0 550 b il 00 oty b

5.26 (&, J&= 35 15Me), 1.294]. 56—(113)141‘1,74 Hz—/9-H§, 13-H2)271.62~1167 (m,

/ 2
C12). 61" Bui PRSI TN W W AR ORI &Tﬂﬁncﬁh"fﬁ(

2

Vo CEl ) 414 B985 o 369 Speed ing AED, 94880 ey 4, 19 19, 498 {30)

% % gr r } H[C[e(rar(aaneen:] 1101 21330 638)5.2 ¥ r1H 16-B,] $1ey (dddl gr=+ 1]L2 8545a£7laa)4 Hz,

[Merr]- CHO] )]1)' ’f’ﬂvﬁ@iﬁb ﬂ‘ﬁ[seﬁ‘r ‘@[%?Me]) é{)é?ﬁ 156 g’a@ed

_C SO 27, 1d-l 6. 0A(d,fouayl 27, 31)/2646612717?92852'2 (; C-4-C-7), %9 15 (t, C-9), 34.02 (t,

Qdour : Anr mg ??:’ 3%25%&347@@'\/?% Gﬁr]/eéfﬁr ]ﬁgegg%% ‘il%;g% pé

1735 cnferr ]17(@1@&@)(2 -1L1MS (Elj)sm?z: (Bobrrib (2002 {(G;Hi@]CB&)W 1)1@2(&1 199 B3r r ]
(

cA=0- 3?11 fiaeL o3t ST HEB L) U9 9% i¥ heb\hey (g%rec 0 0.
1. [ZSr I‘l] E-GN( rﬁ,s 1B ] 117].1 CLQng_Qgﬂ2¥27 1{1 %— 7H@ %2%&4 r%70

15-Hb), 15 791§ @M@] -1(416@13 @8425&@@15 oaldﬂaatem: 711507@1 1111§?oﬁﬁa@*71 B371H  14-
H) 233(d2‘é nd 2-H), 3.34-3.50 (m 4H, 10-,12-H2),

4.15 -_112 60and52Hz ’1H 16-Herr]), 4.18 (ddd, J =
11. 2, 84and44Hz 1H, 16Herr]). - [err]C NVR (CDCl [err]): [err] =

18.54 (q, 14-Me), 80 6, 17 A)es 27.31
27.66 | 27.79 / 28% éeﬁcl%)%&%ﬁ% ‘é’)% t‘?zﬂ‘%fzi‘t Mides) 2 2)
35.57 (t, C-15), 37.00 (t C13), 62.14 (t, C-16), 68.05 / 70.77 (t,
G 10,-12 ml?ﬂe ﬁ ak! powd kSRl é” cfcfher > { YR0Klm): v = 1734
[Cerr] H%er r(hlo fljg {;Otu epff{ g $ er.r g bg brél
113 (13) [ MERHY G £ et @ O ed 252 et O (e £eFOYePY 15661 55
E %/[6) [ iV[ g rJem-1(3 Cfﬁ)‘?lﬂlﬁ‘lbﬁﬂ C-DLL) 9-)1H-‘NMH GCHDGH)% G}£OJ9]4] (s, GH? 1€1)
err er [
-Clerr]H er r%iﬁr#?qﬁ% gﬁbdﬁ?ﬂ?’f %7;8‘%4&5‘(11" ’ 194 L]m(%j(’J % ‘]1. 372
Hz, 2H, 11-Hy), 1. 71 (dd J =10.0 and 6.8 Hz, 2H, 13-Hj), 2.30 (t, J =6.6 Hz,
25 2-Hp), 3.39 (t, J = 5.2 Hz, 8-Hy), 3.46 (t, J = 6.2 Hz, 10-Hjy), 4.16 (t, J = 7.0 Hz,
2H, 14-Hy). — 13C-NMR (CDClg): &= 23.72, 24.91 (t, C-3,-6), 26.41 / 27.89 (t, C-
4,-5), 28.59 (2q, 12-Mey), 29.05 (t, C-7), 31.77 (s, C-12), 34.59 (t, C-2), 38.86/
40.57 (t, C-11,-13), 61.93 (t, C-14), 67.66 / 69.88 (t, C-8,-10), 174.15 (s, C-1). —
MS (EI): m/z (%) = 55 (100) [C4H7®], 69 (72) [C5Hg®], 81 (40) [CcHg®l, 97 (59)
30 [CeHgO®], 113 (27) [C7H 13091, 125 (27) [CsH1309], 141 (15) [M®-CgHgO~
H;0], 183 (2) [M®-C4H7~-H30], 227 (1) [M®-CHO], 256 (1) [M®].-C15H2803
(256.39): calculated C 70.27, H 11.01; found C 70.15, H 10.87.

Example 6: 13,13-Dimethyl-10-oxa-15-pentadecanolide (6)
35

Odour: relatively weak, fruity-musk like, reminiscent of ambrettone. — IR
(film): v = 1734 cm-1 (v C=0), 1118/ 1150 cm-1 (vgg O—C~C), 1242 cm-1 (v,5 C-
C(=0)-0), 1365 cm-1 (d CHj), 1055 ecm-1 (v43 C—O-C). — TH-NMR (CDCly): 3 =



H 11.13. Exanpl e 5: 12,12-Di net hyl - 9- oxa- 14-tetradecanol i de

(5)° 20 Odour: Rel atively weak, povvdery nmusk-1i ke, woody-herby. - IR
(film: v = 1734 cnjerr] (v C=O, 1117 [/, 1154 cnferr] (v[err] OC O,
1252 cn{err](v[err] CC( O) O) 1366 crr[lgrr] ([err] CHerr]), 1046

cnferr] (v[e ﬂ]5 H NVR (CDCl [err] err] 0.94 (s, 6H 12-
Me[err]), 01.8 1(SAQH€|13MPB) 4 -ar49 (m,&HeM{)HH 01495-1 K5 {mA4H, 8- 12-

3-, 7- H[err])H;ﬁéz(ﬁab,ﬂH 3J“H 176(t"9 %H)szlzﬁz ﬂ{%)gliigtgdﬂ 10 0
d 6.8 Hz,
e Eﬁf@z]ﬁ» 218 G I2 52 Ha, %aaﬁauﬂe«?ﬁ[ 5

14-Herr]). J[£810]sz\m 15D6}) erSTINMRICDCY 23 I3 914291156511; 03337> 62584/

(5. C12) 34289605853t OB, 2804 o, 23vte i s 8- 1 )0163514

67.66 / 6%. 88453, (€; 612);99 02X¥AC-h4)(41.28 1, C= 12) 61. 9831:(@1)5) 6782(/%0&9

100 7

B LR e T R R B
[Jerr]Herr Q}{ hh ]11 9){ sf)hﬂ/{ 9 a?-](P{I'éIsIQ?.d}l 51 )I-Ell\@-fql

2

(2) [Merr]- @bwsi ‘BJ’-Cb-ld?ﬁ{,{d]O]Ml%QYg\ﬁé)-CU‘]’[ 870 1) ted%cﬁ%%soo? (270 411)01

1 err err] :_calcu

(oL t) eatepiatea s 71107 B 11 18; found @089, HE L1,

13, 13- Di n@t hyl - 10- oxa- 15- pent adecanol i de (6) 35 Odour I ive
weak, fruity-musk |ike, rem niscent of_anbr - n)
1734 cnjerr] (v C=0), 1118 / 1150 cn[eﬁ‘:?msrgj oC C) 1242
cnerr](vferr] C C(=0-0, 1365 cnferr](d CHerr]), 1055 cnferr]

101! o "ot hoflion; Ol Fapgorp' paserpdueed. e o

(m 4H, 8 1gomponen{5e¢ure] listed betow.nfFer this, 25| wiz%Hjfaonpqurid ¥6vere, uskd=ing. 0
Hz, 2H, 1ﬂ>‘ H%)Pafcre]&f thé r&gsﬁ Emb(l'efte@vﬂlcgzlg Uﬁ?al %E thss %fé 5% f@éﬂ%S (t, ‘J -

ely
Vv

g S $ 2H E‘Smﬂ[Pngf% The eempositiery containsng yolythq muskpdonantsy 4. 56 ( £
C-3,-7), 25.84 / 26.36 /| 26.52 (t, C4,-5, ,2804(2q 13- Me2) ,
(. ¢ (1 6§°§‘§° pind kgﬁaﬁers 5 tho Berivanara glvsk ngze ogﬁss swﬁléépegfjde
G1l). - NB ( Eﬁ)ectsrﬂemlh%cent EBniti:ﬁhﬂ).lstmY therbforrée bbcoxﬁ@s itk than a substitute
% % :; ; re; r% I-{f'&!’l&? er rﬁs]%&ﬁéj_{% JO%M 16;%871 %[%‘Frtf% Hu(ﬂk aspect ) 7 (3)
[Merr] Kipes theowarmapowdyry olfantoty iDTpression 411d confrvutel to-the
?[ rsg] Hl[_|er1r1] %&ﬂd}]ng(-@ffgfﬂ@ top noteCHE bt Hedtsl domPdsitibhll- 18@{ ce)ugd c
Composition:
25 Ingredients Weight %o
1. Aldehyde C11 (10-undecen-1-al) 0.05
2. Aldehyde C12 (lauric) 0.05
3. a-Amyl cinnamic aldehyde 1.0
4. Isoamyl salicylate 60.0
30 5. Anisic aldehyde 30.0
6. Benzyl acetate extra 20.0
7. Benzyl salicylate 80.0
8. Bergamot oil Italian - 100.0
9. Citronellyl formate 5.0
35 10. Civet oil 1.0
11. Coumarin pure crystalline 7.0
12. Diethyl phthalate 1.8
13. Dipropylene glycol 129.9



‘A mascul i ne perfune conposition "Oriental Fougere" was produced. The
conponents are listed below For this, 15 w.% of conpound 1 were used in
15 place of the musk anbrette which is usual,for this type of perfune
conposi tion. The conposition contains no pol y%i/cl i ¢ nmusk odorants.
Compound 1 confers to_the perfupe a nusk note, introduces sweetish-powdery
effects r@miniscent ofi4ni (GeEARIOkeEHE t heref ore becones nd*® than a

substitute 20 for ni 160NCekaniing oflQARHIanness t oget her vigtdh t he t onki n nusk

aspect under | i nes si.he r owder | factory inpresg and contri butes
to the r oundi ng-ole' oﬁ‘_\’i"ﬁg"g’bﬁcm#éﬁ% of the tot al%'log(grrposi tion.
Conposi tion: 25 17. HydroxyuitredeHal s 90.0 Wei ght
%0 lqg A 1 (10-undecen-1-al) .05
2. Al dehyde C12 (I aur1|8(':) L‘A@QX&& &i. . 0.05 50'6) 3. Jerr]-Anmyl
ci nnami ¢ &l dehyde 19. " Lemwnpoil Italian 4. 1séBfl salicylate
20. 0Bg(rzzyl acetate exzréé Léfcrigtadd Gﬁ%%ﬁ(i)ed 50 730' (I:%enzyl
sal i cyl ate t21- Lingjogl synthetic 8. Ber $afot oil Italian
igo. (C):i . 229. Lifalyl acetiaty by thietit e1 0 50 5.0 3?1
: vet oi . : :
Coumarin pure crystal I%;?‘ﬁeMethyl anthr-Fpélate extra 1320 Di et hyl
pht hal at 80 24. Maethgl B-naphthyl ketone  13. Di pr &8I ene gl ycol
129.9 0 . Lol extra 3.
15. Geraniumoil African yU%éec?fﬁrf;@Hé 70.0 0'116. Hel i ot ropin
crystalline 2630 Retitgrain oil ParaguayigureHy dr oxyci4®-8nel | al
28 0Lermn oil Itali aﬁ&'?'l_ : hcéﬂaldehydeOSSSIo/PEA 0'15260 Eermngrass
oi | rectified 28. Phenyl ethyl alcohol whitg | j g 00I1%9nt heti ¢
5.0 15 22.29.1 5andalwe6d ail Eay ThHRin C 20.05. 0
23. Met hyl anthranil at@ exltarxgagon oil 3.0 95.0
31. Terpineol pure 3.0
32. Vanillin 7.0
33. Vetiver oil (Bourbon) 10.0
20 34. Compound 1 150.0
1000.0
Example 8:

25 A masculine perfume composition "Fresh Musk" was produced. 10 wt.% of
compound 1 were used in analogy to Example 7. The components are listed
below.

Compound 1 intensifies the musk character and adds a note reminiscent of

30 nitromusk. The additional myrrh-jasmone aspect moderates the herb-spicy
top note and thereby gives it completely new facets. Thus, compound 1
harmonizes very well and synergistically with other macrocyclic musk
odorants, e.g. especially with cyclopentadecanolide, and can combine well with
flowery notes such as e.g. jasmin.
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"10 24.. Methyl [err]-naphthyl ketone 3.0
0.1

25: [err]-Undecal act one 26. Petitgrain

oi | Paraguay pure 20.0 27., Phenyl acet al dehyde 85% PEA
0.1 28. Phenyl ethyl al cohol” White 15.0 15

29. Sandal wood oi |l East Indjan 20.0 30. Tarragon oil
25.0 0 3@ompesisioneol pure 3.0

32. Vanillin Ingredients 7.0 Weight %o 33- Vetiver oil
(-Bour bon) I 020 34—Conpound _+

150. 0 1. Agrudor BAV 645/3 15.0 1000. 0

Exanpl e 8: 25 A nmascl i nempeéfoneRM@RPM IHon "Fresh Miglg' was produced.
10 wt. % of conmpouid were used in,anal ogy to Exanplge 7. The conponents
are |listed bel ow. 3. ]Be’&yiﬁﬁﬁ e PXta ensifies the muSiP character and

adds a nd e rem ni sceét dBerdylsalicylawsk. The additi onall20y) r h-j asnone

aspect noderates the her . ote and therebyzg ves it
conpl etely new facet s.g' Tﬁ%é@hgétr?p%%%‘gﬁep har noni zes vg'?j wel | and

synergistically with 8t haiprapyleoeglyeolnusk odor ant#80.Ge. g. especially
wi th cycl opent adecanofi degt}3f1gn& Bradsydtene vwell with  gppfd owery notes such
as e.g. jasmn. 35 . . - 12 - 0
Conposi ti on: 8. Hexyl,fapgmﬁpgdehyde 25.0 Wei ght %
1. Agrugor BAV 645/ 39, Lavandin oil (Grossdp. 0 5.0 2. Anbr et one
(Musk TM I1) 4.0 . . 3. Benzyl etate extra
5.0 5 4. 18ersmon gil Haliap, 580. 0
5. Cepionate (Hedion#&). Linalyl acetate synthétié 25.0 6. Dipropyl ene
gl ycol 4 . 7. Ethylen assyl ate
Jo0e0 32 Cylopentadecanclids | 10%,2°5
13. Tonka bean resinoid N.1 30%/DPG 1.0
15 14. Compound 1 100.0
1000.0
Example 9:

20 A perfume oil with a modern lavender note, rounded off by fine flowery musk-
like woody tones, for use in soaps was produced; it contained 10 wt.% of
compound 1 in place of nitromusk otherwise usually used for this olfactory

type.
25 The components of the composition are listed hereinafter.

The composition confers to the soap a very warm-powdery, pleasant effect,
which, when the soap is used, underlines the cleansing and caring character.



- 10 9. . Lavandin oil (G osso) 5.0

10. Lenon oil "Italian 5.0 11. Linalyl
acetate synthetic 25.0 12. Cycl opent adecanol i de
10.0 13. Tonka bean resinoi d W1 30% DPG 1.0 15
14. Conpound 1 . 100. 0
1000.0 © Composition: Exanple 9: 20 A perfune oil wth
a nodern | avender notgoregienged of f by fine flowery, 50 | i ke woody
tones, for use in somgzmsmﬁm—n—mmﬂm—ﬂ—m conmpound
1in pI ace of nitronusk otherw se usually used for this ol factory type.
25 The conponents of 1 heA¢ef@shideopheiethyiprbpsl A@tsl nafter The
conposition confers to tE@ ?ﬁﬁg;ha very vvarmpovvdery, g%\@ant ef fect,
whi ch, when the soap is % derlines the cl eansing cari ng
char act em. 2. Allyl phenoxy acetate -5103 -
Conposi tion: Wi ght %0
1. Acetal dehyde phene? hylAl(?% gi@'@é-lsdecanal) 6JI.)O% DPG
25.0 5 Pldehmteo}1 4t@uadecenal) 10% DPG 10.05. 0
3. Al dehyde C10 (n- de an 0 104 Al dehyde Cl1
(10-undecenal ) 10% DP% 1§l§ehyde C12 (laurfb) B%[égiehyde C%% (lauric)
10.0 6. 6:A Addchdec@32 NMA 0 % .0 10
7. Alyliganyl gl ycoI aye Allyl amyl glycolate3. O &1 Al'lyl caproate
3.0 Eerml acettate 5%10
10. Cinnanic al dehyde caproate 2.0 . CGitronellal
5.0 15 _ 12. 9C Bergainyd hcatate 253D. 0
13. Coumarin pure cr yif).aldihﬂﬁmic aldehyde5' 0 2.0
11. Citronellal 5.0
15 12. Citronellol 750 30.0
13. Coumarin pure crystalline 5.0
14. Cyclamen aldehyde extra 5.0
15. Dihydromyrcenol 110.0
16. Ethyl vanillin 10% DPG 5.0
20 17. Eucalyptol 5.0
18. Eugenol pure 5.0
19. 3,6-Dimethyl-B-resocin acid methyl ester 2.0
20. Florhydral . 5.0
21. Fructone 5.0
25 22. Galbanum oil 10% DPG 15.0
23. Geranitril T . 15.0
24. Geranium oil African 15.0 .
25. o-Hexyl cinnamic aldehyde 70.0
26. 2,4,6-Trimethyl-3-cyclohexene-1-
30 carboxaldehyde 9.0
27. Lavender oil (Grosso) 15.0.
28. Lilial 120.0
29.. Lime oxide 10.0
30. Linalool synthetic 20.0
35 31. Menthanyl acetate 25.0
32. Menthyl acetate 15.0
33. para-tert-Butylcyclohexyl acetate 60.0

34. Patchouli oil 18.0



"14. Cycl anen al dehyde extra 5.0 15.
Di hydr onyr cenol 110.0 16. Ethyl vanillin 10%
DPG 5.0 20 17. Eucal ypt ol
5.0 18. Eugenol pure ) 1%' 5.0
19. 3,6-Dinethyl-[er r‘]ﬁ- resocin acid nmethyl ester 2.0 20.
Fl or hydr & 5. Phenyl ethyl agetmte 210.0Fr uct one
5025 22. g6aiphpnylettyl al@koPRfite 3040 0 _ _
23. CGeranitril T . 24. Geranium oil
African 4%, Bose oxide CO 10% . [err]-Hexyl 98 nnani ¢ al dehyde
70.0 288. Rodemafyioiiet hyl - 3- cycl ohexene- 1- 530 .
E:g ggégl) dehyde :I% §pearmint oil F%(?NFzg’.rtrEi a 27. Lavender oil
120.0 5 29. KPFrd 06xDP&x 10.0 10.0
ggét I;[ gal ool synthetigg. Téagp%xeol pure 20.0 3532 vent hyFog)(lzét g/fgt hanyl
15.0 o 341. Jerpinydacetatey| cycl ohexyl acet al8-0 60.0
34.14Pat ghoul i oil 42. Tr%]cyclall IOI%thPG-B- 0 10.0 100
- - : nyl e :
36. Phenyl ethyl al coﬁ% W%’émmtﬂ e é@&@f’&f 108,  Rose oxide CO
10% DPG 10 445 Verdol 10% DPG 38. Rosenary abl0
5.0 39,4S ] [ ext 5 KPF 10%
> 45 5BF IR Rk ch byl fes 1800l pure
50. 0 446. TeMethyl-4-4¢-anethyl-3-pentenyl)-3- 15.0
42. Tricyclal 10% DPG 43.
Tri decen)c/)ni trile 010% DPGcyclohexene-l—c?sl.)%ga%&yde 12210. Ver dol 10% DPG
15.0 447. Sampound 1. gyt yl cycl ohexyl acet@d 10.0
46. 1- Metdyl - 4- (4- et hyl - 3- pent enyl ) - 3- 1000.0
cycl ohexene- 1- car boxal dehyde 15.0

Analogous compositions to the compositions described in Examples 7 to 9 were

also produced with compounds 8 and 4.

20

From all of these exemplified compositions it will be evident that the class of
compound in accordance with the invention, especially at least of one of
compounds 1, 3 and 4, preferably compound 1, is outstandingly suitable for use
as odorants.

25



"47. Conpound 1 . -100.0 15

1000.0 Anal ogous conpositions to the conpositions described in
Exanples 7 to 9 were al so produced with %orrpounds 3 and 4. 20 From
all of these exenplified conpositions it wi'l¥® be evident that the class of

conmpound in accordance with the invention, especially at |east of one of

compound€ 1, 3 and 4, preferably conpou@ltims is outstandingly suitable for
use as odorants. 25

15 - 0 Cl ai nms 1. Conpounds of
general for hul a fCompounds of general formula I 0 rr15)

wherei n Rerr] =H and n = 1-4 or Rerr] =
CH err] and n= 1-3 2. 12- Me - a-14-tetradecanolide (1). 10

3. 11- Met hyl - 8- oxa-13-tri decanol i de
13- Met hyl - 10- oxa- 15- pent adecanol i de
14- Met hyl - 11- oxa- 16- hexadecanol i dgt

2) . 4.

wherein Rl1=H and n=1-4
or Rl1=CHy3 and n=1-3

2. 12-Methyl-9-oxa-14-tetradecanolide (1).
10

3. 11-Methyl-8-oxa-13-tridecanolide (2).

4, 13-Methyl-10-oxa-15-pentadecanolide (3).

15 5. 14-Methyl-11-0xa-16-hexadecanolide (4).

6. 12,12-Dimethyl-9-oxa-14-tetradecanolide (5).

N

13,13-Dimethyl-10-oxa-15-pentadecanolide (6).

20
8. The use of at least one of the compounds in accordance with claims 1 to
7 as an odorant, preferably at least one of the compounds in accordance with

claims 2 to 7, especially at least of the compounds in accordance with claims 2,
4 and 5. |
25

9. The use according to claim 8, wherein the compound is 12-methyl-9-oxa-
14-tetradecanolide (1).

10.  An odorant composition containing at least one of the compounds of
30 formulal

* [4 L M S *



" 6. 12,12- Di et hyl - 9- oxa- 14-t et radecanol i de (5). 7.

13; 13- Di net hyl - 10- oxa- 15- pent adecanol i de (6). 20 8. The use of at

| east one of the compounds in accordance w claims 1 to 7 as an
odorant, preferably at |east one of the cofpdunds in accordance with
claims 2 to 7, especially at |east of the conmpounds in accordance with
clainms 2, 4 and 5. 25 9. T ording to claim8, wherein

t he conpound is 12-nethyl -9-oxa- canolide (1). 10. An
odor ant conposition containing at1 I f rghe conpounds of 30 formul a
I R - 16 -

[err] 0 wherei n oH and n = 1-4

or 0 Rlerr] =CH err] and 'n= 1-3, pIeferany cont ai ni ng at

| east one of the conpwhedsini n aRées Hance amdh slkal#4s 5 2 to 7, especially
at | east one of the cglnpounds iR1a_c@ﬁdan dwiﬁ@ f_l3ai e 2, 4 and 5.

11. An odorant conposition accordingto claim10 cdntaining the conpound
12- et hyl - 9- oxa- 14-tetradecanolide (1). 10 An odorant conposition

12.
AUA : 106 . ! U
Lo about 0. ?r%@%‘%gﬁﬁn%'&%?ﬁ%ﬁgﬁﬁg"? Ehq gorpRaRRAL i BedthlaREERa 2\1%2%?%3225
for the Handft8dh ﬁﬁﬁecaallﬁa%&ﬁﬁﬁéme o5 thg epmpeunds ingceordance with claims 2, 4

and 5.

11. An odorant composition according to claim 10 containing the compound
12-methyl-9-oxa-14-tetradecanolide (1).

10
12. An odorant composition according to claim 10 or 11, wherein the
compounds are present therein to about 0.1 to about 25%, preferably to 10 to
15%.

15 13. A process for the manufacture of a compound of general formula I

6]
R! ) n
o) o I
wherein Rl =H and n=1-4
20
or Rl =CH3z and n=1-3,
which process comprises polymerizing the hydroxymalonic ester 10
R1
/\X/\OH
R2
n =0
25 10 R20 o)

wherein n = 1-4 and R2 = alkyl, preferably methyl or ethyl.

* [ L M H] *



0 , Lerr] wher ein
Rerr] =H and n =14 20 or R err]
=CH err] and n= 1-3, whi ch process conprises pol yneri zi ng
t he hydroxymal oni ¢ ester 10 -17 - [err]
wherein n = 1-4 and R err] = alkyl, preferably nethyl or ethyl.

- 17 - 014. A process according to claim 13, wherein the polynerization

i-s ef fect edyyt t NAQGGREDPXLAEINE Yo claim 13, wherein the polymerization is effected
with decarboxylation.

kK
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