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METHOD OF MANUFACTURING CALCIUM CARBONATE SINGLE CRYSTALS

This invention relates to methods of manufacturing calcium carbonate single crystals (caicite) widely
used for optical polarizers, eic.

Single crystals of calcium carbonate (CaCOs3) are suitable for optical uses and, for this purpose. natural
calcite crystals are currently used. Calcite single crystals exhibit double refraction of incident light. Calcite
has a high refractive index and is used as a polarizing prism in optical apparatus. Because of recent
advances in the design of apparatus such as laser optics and optical communication apparatus, there is an
increased demand for a material with excellent optical characteristics. In this regard, calcite single crystals
are an ideal material, and are expected to be more and more in demand.

Calcite single crystals have been obtained only from natural sources because they have not yet been
industrially synthesized. For commercial use, natural calcite must be colourless and transparent, must have
no bubbles or cracks, no twining and no internal strains, and must be larger than a certain size. However,
calcite single crystals that will meet this requirement are found only in limited quantities in the Republic of
South Africa, Mexico, etc., and reserves are running low.

There have been experiments to synthesize calcium carbonate single crystals. One method is
crystallization from a solvent, another is the synthesizing from a flux, a third is crystallization from a flux or
melt, a fourth is hydrothermal synthesis, and recently an FZ method under high pressure has been
suggested. However, optical characteristics such as transparency of resultant crystals have not been
entirely satisfactory due to. defects such as impurities, mixing, dislocations, inclusions or internal strains.

Among the methods tried for the manufactiure of caicium carbonate single crystals, hydrothermal
synthesis is most similar to the process by which natural calcite 1s grown as a hydrothermal ore deposii.
Therefore, hydrothermal synthesis can produce a desired calcium carbonate single crystal with characteris-
tics similar o natural calcite.

The hydrothermal synthesis process for manufacturing calcium carbonate singie crystals utilises an
aqueous solvent held at a predetermined temperature and pressure in an autociave. Alkaline agueous
solutions such as sodium hydroxide (NaOH) or alkali carbonate aqueous solutions such as sodium
carbonate (Na»CQ3), potassium carbonate (K2COs3), etc. are generally used as the aqueous solvent. This
method of growth of calcium carbonate single crystals is essentially a modification of conventional growth
technology for artificial crystals. Under the following conditions:

Solvent - 6 mol K2CO3; agueous solution
Temperature - 410° to 445°C

Pressure - 1720 atmospheres

Growth speed - 50 umiday

about 3 mm growth layer of a calcium carbonate single crystal has been obtained.

The hydrothermal synthesis described above is disclosed by D.R. Kinlock H, R.F. Belt, R.C. Puttbac H,
Journal of Crystal Growth 24,25 (1974) 610 - 613.

EP-A-0209209 discloses a method of manufacturing calcium carbonate single crystals grown Dy
hydrothermal synthesis using a chloride aqueous solution and EP-A-0223473 discloses a method of
manufacturing calcium carbonate single crystals grown by hydrothermal synthesis using an alkali nitrate
aqueous solution, e.g. any one of sodium nitrate, potassium nitrate and lithium nitrate.

Calcium carbonate crystals can be grown from an alkali carbonate aqueous solution by hydrothermal
synthesis as described above, but there are problems. Firstly, due to the high concentration of solvent,
inclusions frequently occur in the resultant crystals. These inclusions will result in inferior optical char-
acteristics. Next, due to a high concentration of solvent, it is impossible to achieve suificient pressure for
quantitative production. In other words, the higher the solvent concentration, the lower the obtained pressure
becomes even with the same filling-up rate. In the case of a 6 mol concentration of K2CO3 aqueous solution
at 445°C and a filling-up rate of nearly 100%, it is impossible to obtain a pressure of 1720 atmospheres.
Due to this, it is necessary to apply additional pressure from outside the autoclave thereby causing the
apparatus and pressure system etc. to be complicated. Using an alkali carbonate aqueous solution, the
growth speed will be very slow, i.e. 50 um/day and therefore it wil take more or less a year to grow crystals
large enough to be used as optical elements.

The present invention seeks to provide a relatively simple method of manufacturing relatively quickly
excellent calcium carbonate single crystals with good optical characteristics.

According to the present invention there is provided a method of manufacturing calcium carbonate
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single crystals characterised in that calcium carbonate is grown by hydrothermal synthesis at a gwen
temperature and pressure using an ammonium nitrate aqueous solution as a solvent.

Said temperature may be higher than 100°C, preferably in the range of 100°C to 360°C.

The ammonium aitrate aqueous solution may have a molarity of from 0.01 to 3.

Said pressure is preferably less than 1000 kg/cm? and may be in the range of 20 to 300 kg/cm=.

The calcium carbonate singie crystal may be deposited on the inside surface of a pressure vessel.

Alternatively, the calcium carbonate single crystal may be grown on a seed crystal.

The invention is illustrated, merely by way of example, in the accompanying drawings, in which:-

Figure 1 is a sectional view of a test tube used in Example 1 according to the present invention; and
Figure 1 is a sectional view of a pressure vessel used in Example 2 according to the present invention.

The problems encountered in growing calcium carbonate single crystals by the prior art hydrothermal
synthesis technique, namely, inferior optical quality, complicated apparatus, and long growth period, etc.
result from having to use a high concentration solvent and high pressure. In other words, the problems stem
from the choice of solvent and growth conditions.

An ammonium nifrate aqueous solution has been found best to avoid these problems, from amongst
various kinds of existing solvents such as alkaline, carbonate, acid and chloride solutions.

In the present invention, hydrothermal synthesis initiating material is dissolved in a suitable agueous
solution of solvent at an appropriate temperature and pressure, and crystallization on a substrate is effected
by gradual cooling or by transporting nourishment (material) through a temperature differential. The solvent
should, therefore, be such that the starting material dissolves well in it and it should have little corrosive
action on the apparatus used. An ammonium nitrate aqueous solution as a solvent has been found to be
ideal.

The invention is further described with reference to the following Examples.

EXAMPLE 1

A starting material, commerciaily available calcium carbonate of high purity is used. For hydrothermal
synthesis an autoclave test tube of stellite quality No. 25 was used. Figure 1 shows the structure of the test
tube having a pressure vessel body 1 with a cover 3 and a seal 2. |

The inside of the pressure vessel body was measured through a temperature measuring hole 4. A gold
capsule, 3 mm - 5 mm in diameter was placed in the test tube. The starting material and solvent were

poured into the test tube for hydrothermal synthesis. In this case, the pressure between the inside and the

outside of the capsule was balanced by filling the inside of the pressure vessel with distilled water.
The result using various solvents and the result of growing crystals using each solvent and the condition
of the hydrothermal synthesis are shown in the following Table !:



10

15

20

25

30

35

45

50

5o

3 Mol

NaNOj3

3 Mol
NaNO3

3 Mol

NaNO3

3 Mol
NaNO3
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NaNO3

3 Mol
NaNO13

3 Mol
KNO3
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temperature [ C]

Table 1

ﬂrdrothermal synthesis
conditions

pressure [kg/cm?2]
IIIIIIIIIiiiIIIIIIII
750

420

300
|IIIIIIiiiIIIIIII
370
500

750

750

Size* of

crystal

obtained

mm

0.2 -

0.3

0.8 -
1.0

1.

0

1.
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Ca(NO3)2

4.0 Mol
Ca(NO3)2

3.5 Mol

Ca(NO3)?2

3.0 Mol
Ca(NO3)2

3.5 Mol
Ca(NO3)>

3.5 Mol

Ca(NO3)2

360

400
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3.0 Mol

Ca(NO3)2

NH4NO3

IIIIIiiiIIIIIIIIIIIIIIIIiiiIIIIIII
1.0 Mol 1000 not grown

1.0 Mol | 120 1000
NH4NO3

1.0 Mol 140 1000
NH4NO3
0.8 Mol 170 1000
NH4NO3
0.8 Mol
NH4NO3
0.5 Mol 240 u
NH4NO3

IIIIIiiIIIIIIIIII i
0.5 Mol 320 1000
NH4NO3

|

0.5 Mol | 360 750

NH4NO3
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0.5 Mol 100
NH4NO3

0.5 Mol 120
NH4NO3j3

0.3

0.1 Mol 150 1000 0.3
NH4NO3
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0.02 Mol 170 _ 1000 0.2
NH4NO3

0.01 Mol

.

NH4NO3

0.01 Mol 240 800 0.3
NH4NO3

0.02 Mol 320 500 - 10.4 -
NH4NO3 | | 0.7

3.0 Mol 100 | 300 0.2
NH4NO3
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120 300

3.0 Mol 140

NH4NOj3
3.0 Mol 170 100 0.3 ~
NH4NO3 0.6

3.0 Mol 100
NH4NO3

* All growth periods were 7 days.

As shown in the above Table I, it was found that crystals were grown by using any one of NaNOs,
KNO3, LiNO3, Ca(NO3)2 and NHaNO3; as the solvent.

In every case it was found that the crystals were grown using any one of NaNQO3, KNO3, LINO;, Ca-
(NO3)> and NH.NOj3. However, as shown in Table |, when the hydrothermal synthesis was carried out using
an ammonium nitrate (NH:NQO3) aqueous solution, calcium carbonate single crystals can be grown under
lower pressure and lower temperature, e.g. lower than 300 kg/ecm? pressure and temperature in the range
100 to 360°C. In the case of NH:NQ3 aqueous solution, the preferred temperature range of the hydrother-
mal synthesis is in the range 100 to 360°C. If the temperature is over 360°C, whilst it is possible to grow
crystais there is the possibility of reduced quality and corrosion of the pressure vessel. As for the pressure,
it is possible to grow crystals at pressures greater than 300 kgicm? by selecting other hydrothermal
synthesis conditions e.g. the concentration of the solvent and growth temperature. The NH«NO3; aqueous
solution comprises preferably 0.01 to 3 mol aqueous solution of NH.NQj3;. it was identified by x-ray
diffraction as in each case the crystals grown were calcium carbonate single crystals.
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EXAMPLE 2

Figure 2 is a sectional view illustrating a typical test tube used in this Example. The test tube was made

of stellite 25 as in Example 1. However, the inside of the test tube was lined with platinum in order to avoid "
contamination by pollutants. A pressure vessel body 5 was sealed with a cover 7 through a sealing ring 6.

At the bottom of the pressure vessel 5, starting material 8 for the crystals to be grown was placed. The

starting material was refined and re-crystallized in nitrate solvent according to the method of Example 1 and

was powdered. A crystal support frame 9 carried thereon a species or seed crystal 10 over the starting
material 8 at an upper portion of the pressure vessel. The seed crystal 10 was calcite with (0001) faces of
natural optical grade. As the seed crystal, calcite with (1011) faces of natural optical grade may be used. It

was necessary to choose a seed crystal with few internal inclusions, and little lattice displacement, etc., so

that defects in the single crystal to be grown thereon may be avoided. A baffle 11 was provided between
the starting material 8 and the seed crystal 10 to produce a temperature difference therebetween and was
supported on the frame 9. The inside of the pressure vessel body 5 was filled up with niirate aqueous

soiution, e.g. NaNQOs, KNOs, LINO3, Ca(NOs)2 and NH.NOs, as a solvent at such a filling-up rate as to

establish a predetermined temperature and pressure. o
By using various solvents, the result of growing crystals for each solvent and the hydrothermal
freatment are shown in the following Table (i

|
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Table 11

- Thickness

|3 Mol 370 420 750
NaNO3

3.5 Mol 360 400 750
Ca(NO3)2
3.5 Mol 280 | 320 750

Ca(NO3)2]

3.5 Mol
Ca(NO3)2

50

55

10
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3 Mol 50
NH4NO3 _
3 Mol 160 100 7.0
NH4NO3 :

0.01 Mol 130
NH4NOj3

0.01.Hol 110
NH4NO3 |

0.02 Mol| 160 200 1000 . ? 80

NH4NO3

Characteristics of grown layer or film in each case was caicium carponate single crystal identified by x-
ray diffraction. Ifs optical characteristics was the same as that of natural calcite (with respect to permeability
rate, compound refractive index, etc).

30 From the above discussion, it will be appreciated that it is easier for growth of calcium carbonate single
crystals to be be industrialized by hydrothermal synthe&s because a pressure less than 1000 kg/cm? is
used and, at the same time, defects inside the grown crystals are reduced as compared with the prior art
growth methods of calcium carbonate single crystals using alkali carbonate aqueous soiutions.

The growth rate of the crystals is over twice that achieved by the prior art methods, and this is a very

45 favourable feature from the point of view of industrialization. In the case of using NH«NQ3 aqueous solution,
CaCOj; single crystals can be made industrially relatively easily because of growth at lower pressure and at
lower temperature, e.g. lower than 300 kgicm? pressure and temperature in the range of 100 to 360°C. It is
thus possible for calcium carbonate single crystals of optical grade quality equai to that of natural calcite to
be made industrially by the same technology as that for the current artificial crystals. To be able industrially

« {0 produce such calcium carbonate crystals equal in quality fo natural optical grade calcite will mean that it
will be possible always to provide the market with such crystals with consistent quality. Because of the
dependence upon natural calcite, there has been no guarantee of either a regular supply or consistent
quality. Industrialization of calcium carbonate single crystals will achieve such consistency and enhance
their use in optical elements and parts etc. used in a whole range of apparatus and will enable their

45 Characteristics to be improved.

Claims

50 1. A method of manufacturing calcium carbonate single crystals characterised in that calcium carbonate
is grown by hydrothermal synthesis at a given temperature and pressure using an ammonijum nifrate
agueous solution as a soivent.

2. A method as claimed in claim 1 characterised in that said temperature is higher than 100°C.
3. A method as claimed in claim 2 characterised in that said temperature is in the range of 100 to

55 360°C.

4. A method as claimed in any preceding claimi characterised in that the ammonium nitrate aqueous
solution has a molarity of from 0.01 o 3.

11
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5. A method as claimed in any preceding claim characterised in that said pressure is less than 1000
kgicm?.

6. A method as claimed in claim 5 characterised in that said pressure is in the range of 20 to 300
kg."sz. | |

7. A method as claimed in any preceding claim characterised in that the calcium carbonate single
crystal is deposited on the inside surface of a pressure vessel. |

8. A method as claimed in any of claims 1 to 6 characterised in that the calcium carbonaie single

crystal is grown on a seed crystal.

12

1)

{ s

DL



0 288 221 '

@
@ i o

N _ )

B /' =R EE
. % S /. -

O _
\

N

-

L L LN S S L
NN\ =

T )~
. V////// -




S

il

EPO FORM 1503 03.82 (P0401)

European Patent
Office

DOCUMENTS CONSIDERED TO BE RELEVANT

Citation of document with indication, where appropriate,

of relevant passages ~toclaim | APPLICATION (Int. CL4)

A |JOURNAL OF CRYSTAL GROWTH; vol, 79(1),

nitrate solutions"”

no's. 1-3, 2nd December 1986, pages
223=226, Elsevyier Science Publishers
B.V.(North-Holland Physics Publishing
Division) Amsterdam, NL; S. HIRANO et
al.: "Solubility and hydrothermal
growth of calcite single crystal in

A |JOURNAL OF CRYSTAL GROWTH, vol. 38, no.

1, April 1977, pages 29-37,
North-Holland Publishing Co.,
Amsterdam, NL; F. LEFAUCHEUX et al.:
"Defects revealing the two growth
processes for a face case of
hydrothermal synthetic calcite"

A,D |[EP-A-0 209 209 (SEIKO INSTRUMENTS &

ELECTRONICS LTD)

The present search report has been drawn up for all claims

Place of search

THE HAGUE

CATEGORY OF CITED DOCUMENTS

: particularly relevant if taken alone

: particularly relevant if combined with another
document of the same category

: technological background

: non-written disclosure

: Intermediate document

O =K

Date of completion of the search

27-06-1988

after the filing date

L] B Al il il e

i T -

document

: document cited in the application
. document cited for other reasons I

: member of the same patent family, corresponding

EUROPEAN SEARCH REPORT Application Number

EP 88 30 3407

Relevant CLASSIFICATION OF THE

C30B 7/10
C 30 B 29/10

TECHNICAL FIELDS
SEARCHED (Int. Cl.4)

C 30 B

Examiner

COOK S.D.

: theory or principle underlying the invention
: earlier patent document, but published on, or

L b ad n b 2 b T ol ol ot o dF o0 B LERLE ) L 28 L)L)




