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{571 ABSTRACT

The invention disclosed is for three-dimensional crystal
whiskers, a method for preparation thereof, and products con-
taining such crystal whiskers. In one embodiment, the three-
dimensional whiskers include a principal, rigid, elongated sin-
gle crystal whisker fiber having a plurality of secondafy, rela-
tively shorter length, single crystal whiskers appended along
the tength of each of the principal whiskers and disposed in a
direction generally transverse the axis of each of the principal
whiskers. In a second embodiment, the crystal whiskers may
be characterized as a cluster ball of needle-like whiskers.

7 Claims, 8 Drawing Figures

4
PRESENT WHISKER PRODUCTS

MAT
WOOL & LOOSE

CLUSTER BALL
ALUMINUM PELLETS

CLUSTER BALL—NEEDLE:
THREE-DIMENSIONAL
IND|VIDUAL

At

VUSVASS \\\\\A\ AN \\\\\\\‘l Zﬁ_,




AINHOLLY

H20
He
| 14 .
Z PRIOR ALPHA-ALUMINA WHISKERS | / PRESENT WHISKER PRODUCTS
/ﬁ 77T /N Za 71
MAT ‘ 1o
WOOL & LOOSE—__ |

§ OO CoOsO8C00 o CLUSTER BALL—-NEEDLE
N CLUSTER BALL X/ |
2 L ﬁ?{ ; THREE-DIMENSIONAL
R . ALUMINUM PELLETS iif‘& & @ﬁ?ﬁﬁﬁ@#@ S ;/lNDIVIDUAL

oz EQ R ' '."‘;
m %a : nmooooooé'oooooooé/éa 2
W ks S AR A SRARERRHEUTNNN RS ARRRRRARNNRNR RN A

z@ 2 ¢ '
S £33

2

& 2F 3 FIlG. 2
@ w [==]

x 3

2609 Nor(Q3LN3LVd

€ 407 1338

290°899'E



PATENTEDJUK 6 1972 | 3,668,062
SHEET 20F 3

INVENTORS

JAMES J. SHYNE
JOHN V. MILEWSK!

oy Fuke nce 22 _Brown

ATTORNEY



PATENTED Jux 6 1972 3,668,062
SHEET 30F 3

INVENTORS

JAMES J. SHYNE
JOHN V. MILEWSKI

o Fawrence X Browr

ATTORNEY



3,668,062

1

THREE-DIMENSIONAL CRYSTAL WHISKERS AND
METHOD FOR PREPARATION THEREOF

This application for United States Letters patent is a con-
tinuation-in-part application of Ser. No. 479,111, filed Aug.
12, 1965, now abandoned. _

The present invention relates to new three-dimensional
crystal whiskers, a method for preparing such crystal whiskers,
and products incorporating same. More particularly, this in-
vention provides three-dimensional whiskers which include a
principal, rigid, elongated single crystal whisker fiber havinga
plurality of secondary, relatively shorter length, single crystal
whiskers appended along the length of each of the principal
-whiskers and disposed in a direction generally transverse the
axis of each of the principal whiskers. In a second embodi-
ment, the crystal whiskers appear as a cluster ball of needle-
like whiskers.

In patent applications by the inventors hereof; one entitled
**Method of Growing Alpha-Alumina Single Crystal Ribbons, "
Ser. No. 373,982, filed June 10, 1964 now abandoned, and its
continuation application Ser. No. 443,153, filed Mar. 26,
1965 now U.S. Pat. No. 3,421,851 issued Jan. 14, 1969; and a
second entitled *‘Fibrous, Alpha-Alumina Single Crystal Arti-
cle and Method of Making Same,” Ser. No. 383,773, filed July
20, 1964 now abandoned, and its continuation-in-part appli-
cation Ser. No. 443,053, filed Mar. 26, 1965 now abandoned,
methods are disclosed for high yield preparation of novel
alpha-alumina whiskers. Specifically, in the first of these appli-
cations, a method is disclosed for making alpha-alumina
whiskers in individual, wool and cluster ball forms. In the
second application a whisker mat of alpha-alumina is dis-
closed which is prepared when a cover is placed over a charge
receptacle. By practice of the present invention, new whisker
growth products are surprisingly obtained using similar reac-
tion conditions as described in- these aforementioned patent
_ applications.

Single crystal fibers, filaments and ribbons of metal ele-
ments and compounds, otherwise known as “whiskers” have
been studied extenéively during the past decade. In general
these crystal forms may be considered as resulting from a
restricted growth mechanism, wherein the length dimension of
the crystal builds up preferentially to other growth directions
resulting in whiskers having substantially a two-dimensional
shape.

C]:)nsiderable difficulties have been encountered in fabrica-
tion of whisker composites because of their extremely small
size and the requirements that the high strength charac-
teristics of the whiskers be maintained.

In application, whiskers have been employed as a reinforc-
ing medium in composites using plastic, metal, or ceramic
matrix materials. Two-dimensional whiskers, however, have
limited ability to strengthen the matrix body. Specifically,
although two-dimensional whiskers may reinforce matrix
materials, this reinforcement appears only through the lon-
gitudinal axis surfaces of the crystal. With some prior art
techniques, the composite strength thus is lost. Specifically,
the reinforcing whiskers will not permit an effective transfer of
a load or stress between the matrix and the whiskers. This also
serves as a stress concentration point causing premature frac-
ture of the composite. In other instances voids may develop
around the reinforcing whiskers due to change in the respec-
tive molar volumes. This problem has been so acute that ef-
forts have been directed to coating the whiskers with several
layers of various materials to serve as bonding agents between
the matrix and the whiskers. }

A three-dimensional whisker, on the other hand, binds a
matrix more effectively to provide greater composite strength.
In.general whisker-matrix binding in composite is effected
within and between layers of the matrix.

It has now been found by the practice of the present inven-
tion that a nove! three-dimensional whisker may be prepared
economically and in high yield for use as a high-strength rein-
forcing agent.
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Generally stated, the present invention provides a three-
dimensional single crystal whisker which includes a principal,
rigid, elongated single crystal whisker fiber having a plurality
of secondary, relatively shorter length, single crystal whiskers
disposed along the longitudinal surface of the principal
whisker fiber and generally appended thereto in a direction
relatively transverse to the longitudinal axis of the principal
whisker. In an embodiment of the invention, the principal
whisker fiber, which forms a backbone is formed of silicon.
The appended secondary whiskers are formed of a compound
such as aluminum oxide, silicon carbide, aluminum oxycar-
bide, or aluminum nitride. The latter two aluminum com-
pounds have isomorphous single crystal structures and are es-
sentially equivalent for use herein.

According to another embodiment of the invention, the -
elongated principal whisker fiber is formed of aluminum oxide
and the shorter secondary whiskers are formed of aluminum
nitride and silicon carbide. ‘

In preparing the present three-dimensional single crystal
whiskers, there is produced simultaneously therewith a so-
called “cluster-ball-needle” whisker product which is charac-
terized as a soft, fine, fluffy or wool-like clusterball of alpha-
alumina whiskers having attached thereto whisker needles of a
compound selected from the group consisting of aluminum
nitride, aluminum oxycarbide, silicon carbide, and mixtures
thereof. The present method thus prepares three-dimensional
single crystal whiskers and cluster-ball whisker products.

The method of the present invention, generally stated, pro-
vides for preparation of three-dimensional single crystal
whiskers and cluster-ball-needle whiskers economically and in
high yields by melting a source of aluminumi in a refractory
ceramic receptacle composed of alumind.-and silica desirably
admixed with a small amount of other metallic oxides, such as
zirconia, titania or magnesia, and powdered aluminum. The
ceramic receptacle is loosely fitted with a ceramic cover
usually made of the same composition. as the receptacle but
excluding the aluminum powder. The loosely covered recepta-
cle is next disposed on a-carbon block within a gaseous
charged quartz tube heated sufficiéntly to melt aluminum. The
method proceeds in three distinct stages, designated pre-
growth, growth, and final growth stages. .During the pre-
growth stage, aluminum is wetted into the ceramic receptacle
in an inert atmosphere, usually of relatively dry hydrogen gas.
At the end of the pre-growth stage characterized with an ini-
tial burst of vaporous aluminum oxide, nucleation and growth
of whiskers commences. During this growth stage, a substan-
tial amount of water is added to the gaseous charge entering
the quartz tube. After a maximurmi concentration of water has
been supplied over the melt, the final growth stage com-
mences during which the melt is desirably heated at a steadily
increasing temperature. Thereafter, the melt is removed from
the quartz tube, cooled and the crystals are recovered,

Practice of the present invention will become more ap-
parent from the following detailed description taken in con-
Jjunction with the accompanying drawings wherein:

FIG: 1 diagrammatically illustrates a method for preparing
the present whisker products;

FIG. 2 further illustrates, diagrammatically, the relative for-
mation of whisker products within a loosely covered recepta-
cle; o

FIG. 3 is an actual reproduction of a photomicrograph
taken at about 100 X of the three-dimensional whiskers of the
present invention; ] - :

FIG. 4 is a photomicrograph taken at 100 X of the cluster-
ball-whiskers of this invention;

FIG. 5 is another photomicrograph of the whiskers of FIG. 4
taken at 200 Xx; : i

FIG. 6 is a photomicrograph of whiskers taken at 100 X;

F1G. 7 is a photomicrograph of whiskers taken at 200 x; and

FIG. 8 is a photomicrograph of whiskers taken at 800 x.

Referring to the drawings, FIG. 1 shows diagrammatically a
method for formation of the present whisker products. In
general, the method used is similar to that employed by the
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present - inventors - previously. for making alpha-alumina
whiskers per se. In FIG. 2, the prior whisker products are
shown and identified on the left-hand side of the figure while
the novel whisker products of the present invention are illus-
trated at their position of formation, and identified on the
right-hand side of FIG. 2.

FIGS. 3-8 show reproductions of photomicrographs of the
novel products of the invention. FIG. 3 shows the present
three-dimensional whiskers including a rigid, elongated prin-
cipal whisker fiber to which is attached in a direction generally
transverse thereto shorter length’ secondary whiskers. FIGS.
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4-5 show whisker cluster-ball products of this invention. The |

fluffy, wool-like center of fine; white whiskers are aluminum
oxide (alpha-alumina) and attached and growing out of the
whisker center are darker, coarse whlskers of the aluminum
mtnde
-~ The present whiskers generally have a length of about 30 to
about 600 microns; a diameter of about 3 to about 30 microns
and a length-to-diameter ratio of about 10:1 to about 200:1.
The silicon' whiskers have length and diameter dimensions
near the upper end of the stated ranges, while the aluminum
oxide, aluminum nitride, aluminum oxycarbide and silicon
carbide whiskers have dimensions nearer the lower end of the
range. Usually the alpha-alumina whiskers of the cluster ball
have a length of about 50 to about 1,000 microns and a diame-
ter of about 0.2 to about 10 microns; and the whisker needles
attached thereto have a length of about 100 microns and a
diameter of about § microns.

The whisker matenals produced herein are summarized
below:

8 THREE—D]MENSIONAL ELONGATED
. WHISKER PRODUCTS
Secondary

Principal Rigid Fiber
‘Appended Whiskers
1, aluminum oxide
. 2. aluminum nitride
(aluminum oxycarbide)
-3.silicon carbide
1. aluminum nitride .
(aluminum oxycarbide)
2. silicon carbide
(A)and (B) products are relatively dark in

A. silicon

- B. aluminum oxide

- appcarance
II, CLUSTER- BALL—NEEDLE WHISKER
.PRODUCT . :
-Cluster Ball Appended Whiskers

1. aluminum nitride
(aluminum oxycarbide)
2. silicon carbxde
Product ‘tends to be relauvely whlte in
-‘appearance.

A, aluminum oxide

111 INDIVIDUAL WHISKERS
A.silicon |
B. alumijnum oxide :
C. aluminum nitride (aluminum oxycarbide) and/or
D. silicon carbide

IV. WHISKER COMPOSITION )

: A. Products I (A) and (B), and HI in combination;
B. Products Il and 1l in combination; and
C. Products I (A ) and (B) above in combination.

" Typically products I (A) and I (B) comprises about equal
parts by weight each of the rigid principal fibers and the ap-
pended secondary whisker. In product II above, about S5 to
about 65 parts by weight appear as cluster-ball-whiskers with
the remainder being appended whisker.

' The whisker products may be’ prepared by the process
developed by applicants for growing alpha-alumina whiskers.
This process is described in detail in application Ser. No. 443,
153, filed Mar. 26, 1965, ermtled “A method of Growing
Alpha-alumma Ribbons.”

" InFIG. 1, boat receptacle 10 dlustrated in quartz tube 12, is
composed of alumina and silica admixed with a small amount
of other metalhc oxxdes, such as zn‘coma, titania or magnesia,
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4 ;
and powdered aluminum. The aluminum particles usually are
present in an amount between about 1 to about § percent by
weight of the receptacle. Generally, the finer the particle size
of the aluminum, the lower is the amount of aluminum
required in the receptacle composition. For example, at a par-
ticle size of 200 mesh, an aluminum content of about 2. 5 to
about 7.8 percent by weight is preferred.

- Receptacle or boat 10 is loosely fitted wnth ceramic cover
14, usually made of the same composmon as the boat but ex-
cluding the aluminum powder. In one embodiment of the in-
vention, a small proportion of powdered carbon is included in
the composition of ceramic cover 14. .-

The manner of preparing receptable 10 ‘and cover 14 is an
important factor in practice of the present.invention for in-
creasing the yield of product. In accordance with a preferred
embodiment of the invention, finely divided alurhina or an alu-
mina composition; and the aluminum powder, are mixed

‘thoroughly and fired at an elevated temperature, preferably

between about 2000° F. to about 2500° F., and optlmally at
about 2200°F.

Presence of aluminum metal in mnmate contact with alu-
mina in receptacle 10 for the aluminum charge is important to
the present method because such a receptacle enables produc-
tion of vaporous aluminum oxide at a ‘more controlled rate .
than with an alumina receptacle, thus providing a sustained
growth step of whiskers at a uniform rate.

Boat 10 is kept on carbon sill 16 within quartz tube 12. The
tube is heated by a suitable means to an elevated temperature
sufficient to melt the aluminum. - o

The present method proceeds in three distinct pregrowth,
growth, and final growth stages. During the pregrowth stage,
aluminum charge is wetted irito the ceramic receptacle 10 in
an inert atmosphere, usually of hydrogen | gas. No significat
whisker growth appears during this stage. Dry hydrogen is
passed over the aluminum charge which is kept as dry as possi-
ble in the pregrowth stage, suitably containing no higher than
50 parts water vapor per-million parts gas ( p.p.m.). At the end
of the pre-growth stage, an initial burst of vaporous aluminum
oxide is observed, and the stage of nucleation and growth of
whiskers commences. At this point, a substantial amount of
water is added to the hydrogen gas atmosphere passing above
the melt, suitably up to a maximum of 40,000 parts ‘water
vapor per million parts of gas (p.p.m.). Water preferably is
added mcrementally while the whiskers are growing. A max-
imum water concentration is present over the melt at the end
stage of the run, referred to herein as the final growth stage,
Preferably, the water concentration is about 300 p.p.m. at the
beginning of the growth stage and about 3000 p.p.m. during
the final growth stage.

The pre-growth stage at the start of the run, usually takes
about 10 minutes. During this stage the dry hydrogen gas -
stream is maintained at a high rate of flow, generally between
about 0.01 to about 0.06 cu.ft./sec; and optimally at about
0.03 cuft/sec. During whisker growth, however, the
hydrogen flow rate is substantially reduced relative to the ini-
tial dry gas flow rate. Preferably the rate for the early stages of
growth is in the range of about 0.001 to about 0.03 cu.ft./sec.; .5
with about 0.001 cu.ft./sec. being considered optimum. For
the final stage of growth, a.flow rate of about 0.000i
cu.ft./sec. is preferred. The flow rates given are relative to the
dimensions -of the apparatus used, whlch are described in
greater detail in the examples.

The temperature of the melt may be: held constant during

.the run, as for example, between about 2200° F. to about

3500° F. However, for a high yield of whisker product, it is
preferable that the melt be heated ata steadily increasing tem-
perature during the growth and final growth stages, preferably
from about 2500° F. to about 3100° F. dunng arun of about 1
hour.

The invention now will be ﬂlustrated with reference to the
following more Spe(:lflc examples.
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EXAMPLE 1

A mixture of 3 1bs. 2 oz. of ceramic powder material sold by
Norton and Co. by designation “1162” having the following
composition: 75 parts by weight alumina, 15 parts by weight
silica, 5 parts by weight titania, 2.5 parts by weight ferric oxide
and 2.5 parts by weight of other metallic oxides; and 0.16 ib.
of 200 mesh aluminum powder (5 percent by weight of alu-
minum) is prepared in a slip-casting mold in the shape of a
boat. The green ceramic mold is fired in the air at 2200° F. for
about a %-hour. The boat has the dimensions 5X17x2 inches,
and weighs about 3 lbs. 4 0z. A ceramic cover for the boat is
similarly prepared except no aluminum powder is employed.

Into this boat is charged 2 Ibs. 8 oz. of aluminum pellets
which are spread evenly on the bottom of the boat. The boat
and aluminum charge is loosely covered with a ceramic cover
and placed on a carbon sill in a quartz tube as shown in FIG. 1,
and inserted into a furnace having a cross-sectional open area
of about 20 square inches. The temperature of the furnace is
set at 2,775° F. Purified hydrogen containing less than 20
p.p-m. of water vapor then is admitted into the furnace over
the charge at a flow rate of 0.01 cu.ft./sec. for a period of
about ten minutes. Thereupon a vaporous substance is
produced from the charge. At this point 300 p.p.m. of water is
added to the hydrogen gas stream and the flow rate is
decreased to 0.001 cu.ft./sec. After about thirty minutes, the
water content of the hydrogen is increased to 3000 p.p-m. and
the flow rate is decreased to 0.0001 cu.ft./sec.. After about an
hour the boat is pulled from the furnace and cooled in air to
room temperature.

A three-dimensional, dark whisker product is found in the
boat in the region below a cluster-ball deposit of pure alu-
minum oxide whiskers. The product has a dark, rigid, elon-
gated center whisker fiber of silicon and a plurality of white
whiskers of alpha-alumina, aluminum nitride and aluminum
oxycarbide attached at various points along the length of the
whisker fiber. The silicon whisker has a diameter of about 30
microns, a length of about 600 microns and a length-to-diame-
ter ratio of about 20 to 1. The alpha-alumina, aluminum
nitride, aluminum oxycarbide and silicon carbide whiskers
have diameters of about 3 microns and lengths of about 30 to
100 microns.

Another three-dimensional whisker product obtained has
an aluminum oxide center with aluminum nitride and silicon
carbide whiskers attached thereto. The product consists in

total composition of about 5% silicon, 30% aluminum oxide,

5% silicon carbide, and 60% by weight of aluminum nitride
and aluminum oxycarbide. About one-half of the aluminum
nitride, however, is in the form of individual whiskers found
among the product.

Above the three-dimensional whisker product is found a
cluster ball-needle whisker product. This product is more
nearly white in appearance and consists of a fine, fluffy
whisker center of alpha-alumina (65 percent parts by weight)
with whisker needles of aluminum nitride (or the isomorphous
aluminum oxycarbide) 30 parts by weight. The alpha-alumina
whiskers have a diameter of about 0.2 to about 10 microns
and a length of about 50 to about 1,000 microns. The needle
whiskers attached thereto have a diameter of about 1 to about
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6

30 microns and a length of about 100 to about 5000 microns.
The total yield of the above obtained whisker products is
about 6-7 grams. )

EXAMPLE 2

The procedure of Example 1 is followed except that about 1
percent by weight of powdered graphite is included in the
cover composition. The total yield is 15-20 grams, primarily
in the cluster ball-needle product form.

It is to be understood that all parts given herein are by
weight unless otherwise indicated. .~

It is to be understood that the foregoing detailed description
is given merely by way of illustration and that many variations
may made therein without departing from™ the spirit
thereof. )

What is claimed is:

1. A three-dimensional single crystal whisker which com-
prises a principal rigid elongated single crystal whisker fiber
composed of silicon and a plurality of relatively shorter length
secondary single crystal whiskers being individually a plurality
of aluminum oxide, aluminum nitride, aluminum oxycarbide,
and silicon carbide whiskers spaced along the longitudinal axis
of said principal whisker fiber and appended thereto in a
direction generally transverse to said axis.

2. A three dimensional single crystal whisker which com-
prises a principal rigid elongated single crystal whisker fiber
composed of aluminum oxide and a plurality of relatively
shorter length secondary single crystal whiskers being in-
dividually a plurality of aluminum nitride, aluminum oxycar-
bide, and silicon carbide whiskers spaced along the longitu-
dinal axis of said principal whisker fiber and appended thereto
in a direction generally transverse to said axis.

3.- A method for preparing three-dimensional whiskers
which comprises:

a. melting an aluminum source material in a ceramic recep-
‘tacle formed of alumina and silica, said ceramic recepta-
cle being fitted loosely with a ceramic cover having car-
ben on the surface covering the ceramic receptacle,

b. contacting said melt with substantially.dry hydrogen gas
and

c. thereafter further contacting said melt with hydrogen gas
containing a significant amount of water vapor.

4. The method of claim 3 wherein ceramic receptacle is
composed of alumina and silica admixed with a small amount
of zirconia, titania or magnesia, and powdered aluminum; and
wherein the ceramic cover is composed of alumina and silica
admixed with a small amount of zirconia and titania or magne-
sia.

5. The method of claim 3 wherein the water vapor content
of hydrogen gas of Step (b) is less than about 50 parts water
vapor per million parts hydrogen gas.

6. The method of claim 3 wherein the water vapor content
of hydrogen gas of Step (c) is up to about 40,000 parts water
vapor per million parts hydrogen gas.

7. The method of claim 3 wherein the water vapor content
of hydrogen gas of Step (c) is from about 300 parts to about
3000 parts water vapor per million parts hydrogen gas.
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