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[57] ABSTRACT

A jewelling and ornamental material comprising many
amorphons silica spheres regularly arranged in a three-
dimensional array and a zirconium compound filled in
pores existing among the amorphous silica spheres, the
amount of the zirconium compound being 0.005 to 8%
by weight, as zirconium, based on the entire material;
and a process for its production. This material has a play
of colors inherent to natural opal, and excellent durabil-

ity.

29 Claims, No Drawings
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PROCESS FOR THE PRODUCTION OF
JEWELLING AND ORNAMENTAL MATERIAL

This is a division of application Ser. No. 664,710, filed
on Qct. 25, 1984, now U.S. Pat. No. 4,608,307,

BACKGROUND OF THE INVENTION

1. Field of the Invention:

This invention relates to a jewelling and ornamental
material and a process for production thereof, and more
specifically, to & jewelling and ornamental material
which produces the play of cotors of natural opal and to
a process for production thereof.

2. Description of the Prior Art

Natura! opal has a structure in which many amor-
phous silica spheres are regularly aligned in a three-di-
mensional array. Light incident wpon it makes Bragg
reflection in a unique play of colors owing to these
amorphous silica spheres and pores formed by these
spheres. Hexnce, opal is valned as a jewelling and orna-
mental material such as a ring, pendant or part of orna-
menta! plate.

However, natural opal has very low mechanical
strength because the many amorphous silica spheres are
bonded through peint-to-point contact. Thus, it has the
defect that upon application of heat, the gas within the
pores is expanded to break it or develop many fine
cracks within the structure whereby it becomes whitely
hazy and the play of colors is impaired. )

As a material having an equivalent play of colors to
natural opal but improved mechanical strength, there
has been proposed a jewelling and ornamental material
composed of many amorphous silica spheres three-
dimensionally arranged regularly in which a resin
binder such as an acrylic resin or a styrene resin is im-
pregnated and cured within the pores formed by the
above arrangemem.

Since the acrylic resin or styrene resin as a binder has
poor weatherability, heat resistance and chemical resis-
tance, it develops a yellowish color with the passage of
time to reduce the play of colors of the jewelling and
ornamental material and degrade its merchandize value.
Another defect of this prior jewelling and ornamental
material is that the binder dissoclves owing to the appli-
cation of heat or the adhesion of a solvent such as alco-
hols and benzene and causes distortion or breakage of
the jewelling and ornamental material.

SUMMARY OF THE INVENTION

We have made various investigations in view of such
defects, and have found that by arranging many amor-
phous silica spheres regularly in a three-dimensional
array and filling a spitable amount of zirconium in the
pores formed by this arrangement, there can be ob-
tained a jewelling and ornamental material which exhib-
its a play of colors similar to that of ratural opal to such
a degree as to make it difficult to draw a distinction
between them, and has markedly improved weather-
ability, heat resistance and chemical resistance.

The present invention is based on the above discov-
ery and has for its object the provision of a jeweliing
and ornamental material having a play of colors very
similar to natural opal and excellent weatherability, heat
resistance and chemical resistance.

According to this invention, there is provided a jew-
elling and ornamental material comprising many amor-
phous silica spheres regularly arranged in a threedimen-
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sional array and a zirconium compound filled in pores
existing among the amorphous silica spheres, the
amount of the zirconium compound being 0.005 to 8%
by weight, as zirconium, based on the entire material.

According to this invention, there is also provided a
process for producing a jewelling and ornamental mate-
rial, which comprises
" astep of producing a structure composed of regularly
three-dimensionally arranged amorphous silica spheres
by subjecting a mixture of uniform amorphous silica
spheres having a predetermined diameter and water to a
sedimentation operation and then to drying and calcin-
ing operations,

a step of impregnating the three-dimensionaily ar-
ranged structure with a solution of a zirconium alkoxide
so that the amount of zirconium based on the entire
structure becomes 0.005 to §% by weight, hydrolyzing
the zirconium alkoxide to zirconium oxide or hydroxide
and precipitating it in the pores of the structure, and

& step of calcining the reselting structure at a high
temperature.

DETAILED DESCRIPTION OF THE
PREFERRED EMBODIMENTS

The main raw material of the jewelling and ornamen-
tal material of this invention is amorphous silica spheres.
The zirconium compound such as zirconium oxide to be
filled among the amorphous silica spheres is a binder
component which imparts a play of colors equivalent to
that of natural opa! to the jewelling and ornamental
material, binds the amorhous silica spheres to one an-
other, and further imparts mechanical strength, weath-
erability, etc. to the material.

The zirconium compound to be filled among the
amorphous silica spheres is present in the form of an
oxide of zirconium such as zirconium dioxide (ZrOz).
The oxide of zirconium may also be present in the form
of a mixture with carbon or another oxide such as silica,
titania, calcia, magnesia, alumina, iron oxide, cobalt
oxide, chromium oxide and manganese oxide, or in the
form of a salt such as zirconium silicate, or in the form
of another compound such as zirconinm carbide.

In order to impart the play of colors which natural
opal has and to improve weatherability, heat resistance
and chemical resistance, it is important in the jewelling
and ornamental material of this invention to arrange
many amorphous silica spheres three-dimensionally and
to fill a zirconium ¢compound in an amount of 0.005 to
8% by weight as zirconium based on the entire material
in pores formed among the amorphous silica spheres by
the above arrangement.

If the amount of zirconium as the binder component
is less than 0.0059% by weight, the jewelling and orna-
mental material becomes transparent and does not pro-
duce a play of colors and is inferior in its physical prop-
erties such as mechanical strength and weatherability.

“On the other hand, when the zirconium content exceeds

8% by weight, the jewelling and ornamental material
obtained is whitely hazy and completely loses its play of
colors so that its merchandise value is drastically re-
duced. To obtain the desired play of colors and the
desired physical properties such as mechanical strength
and weatherability, the amount of the binder compo-
nent should be limited to the above-specified suitable
range.

The regular three-dimensional arrangement of amor-
phous silica spheres in this invention denotes the ar-
rangement of the silica spheres in a primitive cubic
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structure, a face-centered cubic structure, a hexagonal
close-packed structure, a body-centered cubic structure
or a coOmposite structure where the aforesaid structures
are partly co-existent. To arrange the silica spheres
regularly three-dimensionally, the variation of the di-
ameter of the silica spheres is adjusted to a value within
+15%, desirably within +4%.

To develop a play of colors, there is a limitation on
the diameter of the amorphous silica spheres. It is im-
portant that their particle diameter should generally be
in the range of 150 to 400 mp, particularly 200 to 350
mp. If the particle diameter of the silica spheres falls
outside the above specified range, it is difficult to obtain
a'play of colors similar to that of nataral opal.

When the zirconium compound is filled in an amount
of 0.005 to 8% by weight as zirconiwm (Zr) in the pores
among the three~dimensionally arranged amorphous
sitica spheres, the resulting jewelling and ornamental
material has high mechanical strength, is completely
free from changes with time such as yellowing and from
deformation and breakage attributed to the application
of heat or the adhesion of solvent, and has a play of
colors very similar to that of natural opal. Accordingly,
the jewelling and ornamental material of this invention
has a very high market value.

To produce the jewelling and ornamental material of
this invention, a mixture of amorphous silica spheres
and water is subjected to a sedimentation operation and
then to drying and calcining operations to form a struc-
ture composed of regularly three-dimensionally ar-
ranged amorphous silica spheres. The amorphous silica
spheres having a patticle diameter in the above-speci-
fied range are produced by methods known per se. For
example, they can be obtained by agitating a pure silica
sol, obtained from an aqueous solution of sodium silicate
by ion-exchange treatment, under heat over several
weeks, and separating the resulting precipitate of silica
spheres by centrifupal separation. Alternativety, amor-
phous silica spheres having a suitable particle diameter
can be obtained by hydrolyzing an emulsion of tetra-
ethyl silicate at a controlled rate. The mixture of amor-
phous silica spheres and water is left to stand gently for
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several weeks to several months to subject it to sponta-

neous sedimentation. The resulting jelly-like precipitate
is spontaneously dried, and then calcined to a tempera-
ture of 700° to 900° C. to form a three-dimensionally
arranged structure. '

A zirconium alkoxide in the form of a solution is
impregnated in the three-dimensional structure. The
zirconium alkoxide may be represented by the follow-
ing formula :

Zr(OR)

wherein R is an alkyl group having 1 to 4 carbon atoms.

Particularly, zirconium ethoxide, isopropoxide, n-
propoxide and butoxide are used in this invention.
These alkoxides are soluble in the corresponding alco-
hols and used as alcohol solutions for the impregnating
operation. The suitable concentration of the zirconium
alkoxide in the solution, which may differ depending
upon the pore content of the structure, is 5 to 60% by
weight. If an alkoxide or another metal or element is
included in this solution, zirconium oxide precipitates as
a composite with an oxide of the other element. The
impregnated solution is contacted with water to precipi-
tate the zirconium alkoxide in the form of an oxide or
hydroxide within the pores of the structure. Room tem-
perature suffices as a temperature condition during
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4
hydrolysis, but some extent of heating or cooling may
be carried out. :

The resulting structure in which the zirconitm com-. -
pound is precipitated in the pores is then calcined to
obtain a final product. Calcination may suitably be car-
ried out at a temperature of 1,000° to 1,300° C. for a
period of 20 to 36 hours.

The marked advantages of this invention will be
readily seen from the following examples.

EXAMPLE 1

Amorphous silica spheres having a particle diameter
of about 300 mu (20% by volume) were mixed with
stirring with 80% by volume of water. The mixture was

. then laft to stand to sediment the silica spheres sponta-

neously and thus form a jelly-like mass in which the
silica spheres were regualarly arranged.

The jelly-like mass was spontaneously dried in air,
and calcined at a temperature of about 800° C. to obtain
a three-dimensionally arranged structure of silica
spheres.

The resulting three-dimensional structure was im-
mersed in a solution of zirconivm n-propoxide in n-pro-
pyl alcohol having a zirconium concentration of 10% to
impregnate zirconivm n-propoxide in the pores within
the structure. At the same time, zirconium oxide was’
precipitated from zirconium n-proposide by hydrolysis.
The entire structure was then calcined at a temperature
of about 1150° C. for about 30 hours to obtain a jewel-
ling and ornamental material.

Colorimetric analysis showed that the resulting jew-
elling and ornamental material - contained 1.3% by
weight of zirconium. This material had a play of colors
equivalent to that of natural opal. Even when the mate-
rial was heated to 200° C. or a solvent such as an alcohol |
was adhered to it, its play of colors did not vanish, nor
was it distorted or broken. It was therefore found to
have a very high market value as a jewelling and orna-
mental material.

EXAMPLE 2

A jewelling and ornamental material was obtained by
the same method as in Example 1 except that the con-
centration of zirconium in the solution in Example 1
(10%) was changed to 40%.

Colorimetric analysis showed that the resulting jew-
elling and ornmamental material contained 5.5% by
weight of zirconmium. Although this material was
whitely hazy on the whole to a slight extent, it exhibited
a play of colors equivalent 10 that of natural opal. Even
when it was heated to 200" C. or a chemical such as an
aleohol was adhered, its play of colors did not vanish
nor was it distorted or broken. Thus, it was found to
have a high market value as in the case of the material
obtained in Example 1. '

COMPARATIVE EXAMPLE 1

A jewelling and orpamental material was obtained by
the same method as in Example | except that the con-
centration of zirconium in the solntion in Example 1
(109} was changed to 1%.

Colorimetric analysis showed that the resulting jew-
elling and ornamental material contained 0.002% of
zircontum. This materia! was transparent wholly, and
produced only a very weak play of colors. When it was
heated to 200° C., it was broken and had no merchan-
dize value as a jewelling and ornamental material.
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COMPARATIVE EXAMPLE 2

A jewelling and ornamental material was obtained by
the same method as in Example 1 except that the con-
centration of zirconium in the solution in Example 1
(10%) was changed to 70%.

Colorimetric analysis showed that the resulting mate-
rial contained 9.00% by weight of zirconium. It was
whitely hazy on the whole, had no play of colors and
therefore lacked a merchandize value as a jewelling and
ornamental material.

As can be easily seen from a comparison between the
foregoing Examples and Comparative Examples, the
present invention can provide a jewelling and ornamen-
tal material which exhibits a play of colors equivalent to
that of opal, possesses excellent physical properties such
as weatherability, heat resistance and chemical resis-
tance, and has a very high market value by regularly
arranging many amorphous silica spheres three-dimen-
sionally and filling a suitable amouni of a zirconium
compound in the pores formed among the silica spheres
by the sbove arrangement.

It should be understood that the jewelling and orna-
mental material of this invention is not limited to the
agbove Examples alone, and various changes, substitu-
tions and additions are possible within the scope of the
appended claims.

What is claimed is:

1. A process for producing a jewelling and ornamen-
tal material, which comprises:

producing a structure composed of regularly three-

dimensionally arranged amorphous silica spheres.

by subjecting a mixture of uniform amorphous
silica spheres having a particle diameter within the
range of from about 0.5 wm to about 0.4 um, with
water to a sedimentation operation and then to
drying and calcining operations, said calcining
operation occurring at a temperature within the
range of fram 700° to 900° C,,

impregnating the three-dimensionally arranged struc-
ture with a solution of a zirconium alkoxide so that
the amount of zirconium based on the entire struc-
ture becomes 0.005 to 89 by weight, hydrolyzing
the zirconium alkoxide to zirconium ozide or hy-
droxide and precipitating it in the pores of the
structure, and

calcining the resulting structure at a temperature of

from 1,000° to 1,300° C.

2. A process according to claim 1 wherein the parti-
cle diameter ranges from 0.2 pm to 0.35 pm.

3. A process according to claim 1 wherein the zirco-
nium alkoxide is selected from the group consisting of
zirconium n-propoxide, zirconium butoxide, zirconium
ethoxide, zirconium isopropoxide and mixtures thereof.

4. A process according to claim 1 wherein the calcin.
ing operation is performed over a time period ranging
from 20 to 36 hours.

5. A process according to claim 1 wherein the three-
dimensionally arranged structure of silica spheres com-
prises a cubic structure.

6. A process according to claim 1 wherein the three-
dimensionally arranged structure of silica spheres com-
prises a face-centered structure.

7. A process according to claim 1 wherein the three-
dimensionally arranged structure of silica spheres com-
prises a hexagonal close-packed structure.
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8. A process according to claim 1 wherein the three-
dimensionally arranged structure of silica spheres com-
prises a body-centered cubic structure,
9. A process according to claim 1 wherein the three-
dirmensionally arranged structure of silica spheres com-
prises a combination of a cubic structure, a face-cen-
tered structure, a hexagonal close-packed structure and
a body-centered cubic structure.
10. A process for producing synthetic opal compris-
ing the following steps:
forming & three-dimensionally arranged mass of silica
spheres having a- pariicle diameter ranging from
0.15 pm to 0.4 um; and

impregnating a =zirconiumm compound within the
pores between the particles in the mass, wherein
the impregnated zirconium is 0.005 to 8% by
weight of the entire structure, and calcining the
structure.

11. A process according to claim 10 wherein the
forming step comprises mixing amorphous silica spheres
having a particle diameter ranging from 0.15 pm to 0.4
i with a ligoid thereby to form a silica sphere liquid
mixture;

sedimenting a jelly-like mass of silica spheres from

the mixture, the mass comprising regularly ar-
ranged silica spheres; and .
calcining the jelly-like mass at a temperature ranging
from 700° to 900° C. thereby to form a three-
dimensionally arranged strocture of silica spheres.

12. A process according to claim 11 wherein the
particle diameter of the amorphous silica spheres ranges
from 0.2 pm to 0.35 pm.

13. A process according to claim 11 wherein the
calcining operation is performed at a temperature of
800° C.

14. A process according to claim 11 wherein the
three-dimensicnally arranged structure of silica spheres
comprises a primitive cubic structure,

15. A process according to claim 11 wherein the
three-dimensicnally arranged structure of silica spheres
comprises a face-centered structure.

16. A process according to claim 1 wherein the three-
dimensionally arranged structure of silica spheres com-
prises a hexagonal close-packed structure.

17. A process according to claim 11 wherein the
three-dimensionally arranged structure of silica spheres
comprises a body-centered cubic structure.

18. A process according to claim 11 wherein the
three-dimensionally arranged structure of silica spheres
comprises a combination of & primitive cubic structure,
a face-centered structure, a hexagonal close-packed
structure and a body-centered cubic structure.

19. A process according to claim 10 wherein the
impregnating step comprises:

emersing the three-dimensionally arranged mass of

silica spheres in a solution of a zirconium com-
pound thereby to impregnate a zirconium com-
pound within pores within the three-dimensionally
arranged structure of silica spheres; and

calcining the structure resulting from the previous

step at a temperature ranging from 1,000° to 1,300°
C. for a time period ranging from 20 to 36 hours.

20. A process according to claim 19 wherein the
solution is an alcohol solution.

21. A process according to claim 19 wherein the
zircontum compound is present ia the solution from 5 to
60% by weight.
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'22. A process according to claim 21 wherein the 26. A process according to claim 23 wherein the
zirconium compound is present at 409 by weight. zirconium compound is zirconium cthoxide.
23. A process according to claim 19 wherein the first 27. A process according to claim 23 wherein the
mentioned zirconium compound comprises Zr(OR)4,  zirconium compound is zirconium isopropoxide.

wherein R is an alkyl group having 1to 4 carbon atoms. 5 28. A process according to claim 1% wherein the
24. A process according to claim 23 wherein the calcining step is performed at a temperature of 1,150° C.
zirconinm compound is zirconium n-propoxide. 29. A process according to claim 19 wherein the
25. A process according to claim 23 wherein the calcining siep is performed for 30 hours.
* *

zirconium compound is zirconium butoxide. _ * o
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