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PREPARATION OF A SUPERCONDUCTING
TL2CA;BA2CU;0, THICK FILM BY PROCESSING
A ROLLED CA-BA-CU-O FILM IN TL:03 VAPOR

BACKGROUND OF THE INVENTION

The present invention relates generally to high tem-
perature superconductors. More specifically, the pres-
ent invention provides methods for the fabrication of
high temperature superconducting thick films, tapes,
and wires, as well as superconducting films, tapes, and
wires.

A variety of superconducting systems are known.
Although superconducting materials have a great many
potential applications, due to their physical nature and
structure, it is difficult to fabricate superconductive
materials into useful shapes. Such useful shapes include
films, tapes, and wires. The ability to fabricate super-
conducting materials into useful shapes would provide
many advantages such as, for example, providing low
cost processing and manufacturing and a guide to the
manufacture of new and higher temperature supercon-
ducting films. Furthermore, with respect to the TI-Ca-
Ba-Cu-O superconducting system, the ability to fabri-
cate such shapes could minimize potential problems
caused by the toxicity and volatility of T1,O3 supercon-
ducting materials. :

U.S. patent application Ser. No. 155,247, filed on Feb.
12, 1988, in the names of Hermann and Sheng, discloses
TI-Ca-Ba-Cu-O superconducting materials and pro-
cesses for making same. U.S. patent application Ser. No.
236,507, now U.S. Pat. No. 4,962,083 filed on Aug. 25,
1988, in the names of the inventors of the present patent
application discloses processes for making TI-Ca-Ba-
Cu-O superconducting films. The patent application
discloses a Tl-evaporation process through which Ca-
Ba-Cu-O precursors are formed into Ti-Ca-Ba-Cu-O
films, tapes, and wires.

SUMMARY OF THE INVENTION

The present invention provides a process for manu-
facturing T}-Ca-Ba-Cu-O superconducting films. The
process includes the step of evaporating thallium oxide
in a furnace or vacuum evaporator onto rolled Ca-Ba-
Cu-O films. The process results in the creation of a
superconducting TI-Ca-Ba-Cu-O film. In an embodi-
ment, the process results in the creation of superconduc-
ting T1-Ca-Ba-Cu-O thick films.

Pursuant to an embodiment of the method of the
present invention, the T1-Ca-Ba-Cu-O superconducting
films are produced in a process comprising the steps of:

1) rolling a Ca-Ba-Cu-O film on platinum or some

other substrate; and

2) evaporating thallium oxide onto the Ca-Ba-Cu-O

film.

In an embodiment, the method includes the step of
annealing the resultant thallium oxide evaporated film.

In an embodiment of the method of the present inven-
tion, the Ca-Ba-Cu-O film is created by rolling Ca;Ba;.
* Cu3zOx powder down between two rollers, on a sub-
strate, at room temperature. In an embodiment, the film
is then taken off the substrate.

Pursuant to the méthod of the present invention, in an
embodiment, thallium oxide can be evaporated on the
films (with or without the substrate) by thermal evapo-
ration in a vacuum. Also, in an embodiment, the T1,03
can be evaporated onto the films through a vapor pro-
cess. See, U.S. patent application Ser. No. 236,507, filed
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on Aug. 25, 1988, the disclosure of which is incorpo-
rated herein by reference.

The method of the present invention creates a T1-Ca-
Ba-Cu-O superconductive film or tape. The film or tape
can then be fabricated into wires. The superconductive
system of the present invention has the following ap-
proximate stoichiometry

TiCaxBayCuyOy

wherein:
x is greater than or equal to 0.5 and less than or equal
to 6;
y is greater than or equal t0 0.25 and less than or equal
to 2;

X+y+uEvEx+y+ut2.

Accordingly, an advantage of the present invention is
to provide a relatively easy method for forming super-
conducting films or tape.

Moreover, an advantage of the present invention is
that it provides a method for creating superconducting
thick films or tape for use in wire making.

A further advantage of the present invention is that it
provides Tl-Ca-Ba-Cu-O films that exhibit extremely
low resistivity in the normal state.

Another advantage of the present invention is that it
provides an improved method for creating materials
having superconductive properties.

A still further advantage of the present invention is
that it provides a more commercially viable supercon-
ductive material.

Additional features and advantages of the present
invention are described in, and will be apparent from,
the detailed description of the presently preferred em-
bodiments and from the drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 illustrates, graphically, the relationship of
electrical resistance versus temperature for a thallium
evaporated thick film made pursuant to an embodiment
of the method of the present invention.

FI1G. 2 illustrates, graphically, the relationship of
electrical resistance versus temperature for a thallium
evaporated thick film made pursuant to an embodiment
of the method of the present invention.

DETAILED DESCRIPTION OF THE
PRESENTLY PREFERRED EMBODIMENTS

The present invention provides a method for making
T1-Ca-Ba-Cu-O films and wires, as well as, the films and
wires made therefrom.

Briefly, in an embodiment, the method for making
T1-Ca-Ba-Cu-O superconducting film according to the
present invention comprises the steps of:

1) preparing Ba-Ca-Cu-O precursor films through a

rolling method;

2) vapor processing the rolled Ba-Ca-Cu-O precursor

films with ThO3; and

3) annealing the thallium oxide evaporated films.

In an embodiment, the vapor processing is performed
in a furnace at a temperature of approximately 900° C.
with flowing oxygen, at atmospheric pressure.

Briefly, in another embodiment of the method of the
present invention for making T1-Ca-Ba-Cu-O supercon-
ducting film, the method comprises the steps of:

1) preparing Ba-Ca-Cu-O precursor films through a

rolling method;
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2) evaporating T1203 onto the rolled precursor Ba-
Ca-Cu-O film in a vacuum evaporator: and

3) annealing of thallium oxide evaporated films.

In an embodiment, of each of the above described
methods, the annealing step is performed in a furnace at
900° C. with flowing oxygen.

The method of the present invention provides high
quality Tl-Ba-Ca-Cu-O superconducting films. More-
over, the method of the present invention provides a
relatively simple, and low cost, procedure for process-
ing and manufacturing T1-Ca-Ba-Cu-O superconduc-
ting films and tapes that can be processed into wires.

The resultant films of the present invention demon-
strate extremely low resistivity, on the order of
2X 10—4 ohm-cm at room temperature. Some of the
films, with a platinum substrate, have an even lower
resistivity, on the order of 4.8 X 10—5 ohm-cm at room
temperature.

Pursuant to the method of the present invention, a
calcium-barium-copper-oxide mixture is prepared. The
calcium-barium-copper-oxides are preferably produced
by grinding and mixing CuO and CaO with either
BaCOj or BaOa.

Preferably, after the grinding and mixing step, the
resultant calcium-barium-copper-oxide powder is
heated. In an embodiment, the resultant calcium-bari-
um-copper-oxide powder is heated in an atmospheric
environment at approximately 900° C. for approxi-
mately 24 hours.

The calcium-barium-copper-oxide powder is then
placed on a substrate such as, for example, platinum or
copper and passed between rollers. The calcium-bari-
um-copper-oxide which is now in the form of a film, is
then either vapor processed with T1,03 in a furnace
with flowing oxygen, or T1,Oj3 is evaporated onto the
Ca-Ba-Cu-O film in a vacuum evaporator.

Preferably, the film has a thickness of approximately
40 microns to about 70 microns. As used herein, the
term “thick film” means a film having a thickness of at
least 10 microns.

In an embodiment, the resultant superconductor,
produced by the method of the present invention, is
based on a superconductor system having the following
approximate stoichiometry.

TiCayBa,Cuy0,

wherein:
x is greater than or equal to 0.5 and less than or equal
to 6;
y is greater than or equal to 0.25 and less than or equal
to 2;
u is greater than or equal to 0.5 and less than or equal
to 7.5; and
v is greater than or equal to z+y+u and less than or
equal to z+y+u+2.
By way of example, and not limitation, examples of
the method of the present invention for making high
temperature superconducting films will now be given:

EXAMPLE 1
A. The following reagents were utilized:
1. ThO3
2. CaO
3. BaCO3
4. CuO

—
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B. The following procedure was followed using the
above reagents to create a superconductive compound:

A mixture of a two molar portion of BaCOj3;, two
molar portion of CaO, and three molar portion of CuO
were ground with an agate mortar and pestle. The
ground mixture was heated in air at approximately 925°
C. for more than 24 hours (with several intermediate
grindings) to obtain a uniform black powder with a
nominal composition Ca;Ba;Cu307.

After grinding the Ca;Ba;Cu3O7 powder was placed
on a platinum substrate. It should be noted, however,
that the powder could have been placed on any other
suitable substrate such as copper, in powder form or in
pellet form. The powder was then rolled between two
rollers (AMI Center “C”, Applied Mechanics, Inc.,
Fayetteville, AR) at room temperature until a desired
thickness of approximately 40 microns to about 70 mi-

“crons was achieved. The film was then taken off the

substrate to produce a free-standing precursor thick
film. The resultant precursor thick film was subjected to
a T1;03 vapor process as follows:

A small platinum boat containing a small amount of
T1,03 approximately 0.2 to about 0.3 grams was placed
in a quartz boat. The Ca-Ba-Cu-O precursor thick film
was then placed above the platinum boat. The quartz
boat with its contents was put into a tube furnace,
which had been heated to 900° C. The quartz boat and
contents were heated for about 3 minutes in flowing
oxygen. This was followed by a furnace-cooling.

The film, produced pursuant to this example, formed
a superconductive layer. FIG. 1 illustrates, graphically,
the resistance of a T1-Ca-Ba-Cu-O film made pursuant
to this example, as a function of temperature. The super-
conducting film reached zero resistance at 106K. The
resultant film had the following approximate stoichiom-
etry:

ThCaBayCu307.41.5;

wherein z is greater than or equal to 0.5 and less than or
equal to 2.

EXAMPLE 2
A. The following reagents were utilized:
1. T1,O3
2. CaO
3. BaCO3
4. CuO

B. The following procedure was followed using the
above reagents to create a superconducting film:

A mixture of a two molar portion of BaCO3, two
molar portion of CaO, and three molar portion of CuO
were ground with an agate mortar and pestle. The
ground mixture was heated in air at approximately 925°
C. for more than 24 hours (with several intermediate
grindings) to obtain a uniform black powder with a
nominal composition of CazBa;Cu307.

After grinding, the CazBa;Cu3O7 powder was placed
onto a platinum substrate. Again, it should be noted that
another suitable substrate such as copper could have
been utilized, in powder form or in pellet form. The
powder and substrate was rolled between two rollers
(AMI Center “C”, Applied Mechanics, Inc., Fayette-
ville, AR) at room temperature until a desired thickness
of approximately 70 microns was achieved. The film
was then removed from the substrate.
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The precursor thick film was then subjected to a
TI1,03 thermal evaporation in a vacuum (pressure about
5x10-6 Torr) with 60 amperes current flowing
through the evaporation filament, (the thermal resis-
tance evaporator used was a High Vacuum Equipment
Corporation HV-4F vacuum system and C-0018 coater
system). The procedure that was used was as follows:

The evaporation filament consisted of a tungsten
boat. The thick film was supported on a net which was
approximately 6 inches from the boat. There was a
shutter between the filament and the film. The T1,O3
was put in the tungsten boat. The bell jar of the system
was lowered and evacuated to 5X 10—¢ Torr. At this
vacuum, the filament was turned on and the current
increased slowly to 60 amperes wherein the thallium
oxide started to evaporate. At this time, the shutter
between the film and filament was removed using a
mechanical handle located outside the bell jar. It took
almost 30 seconds to complete the evaporation. The
filament was then turned off. Air was then leaked into
the system to bring the system to atmospheric pressure
before the film was taken out of the bell jar.

The T1>03 coated film was then removed from the
vacuum system and put above a platinum boat contain-
ing T1;03. The quartz boat with its contents was put
into a tube furnace, which had been heated to 900° C.
The boat and contents was heated for about 3 minutes in
flowing oxygen followed by a furnace-cooling.

The film, produced pursuant to this example, formed
a superconductive film. FIG. 2 illustrates, graphically,
the resistance of a TI-Ca-Ba-Cu-O film made pursuant
to this example, as a function of temperature. The film
reached zero resistance at about 100 K. The supercon-
ducting film had the following approximate stoichiome-
try:

ThhCayBayCu3z0rq 4152

wherein z is greater than or equal to 0.5 and less than or
equal to 2.

It should be understood that various changes and
modifications to the presently preferred embodiments
described herein will be apparent to those skilled in the
art. Such changes and modifications can be made with-
out departing from the spirit and scope of the present
invention and without diminishing its attendant advan-
tages. It is therefore intended that such changes and
modifications be covered by the appended claims.

We claim:

1. A method for making a high temperature supercon-
ducting thick film comprising the step of creating a
Ba-Ca-Cu-O precursor thick film by rolling a nominal
composition represented by the formula:

CaxBayCuy,Oy

wherein:

x is greater than or equal to 0.5 and less than or equal
to 6;

y is greater than or equal to 0.25 and less than or equal
to 2;

u is greater than or equal to 0.5 and less than or equal
to 7.5; and

x+y+u=v=Ex+y-+u+2 onto a substrate; and

vapor evaporating T1,03 in flowing oxygen at atmo-
spheric pressure onto the Ba-Ca-Cu-O precursor
thick film and annealing the resultant thick film.
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2. The method of claim 1 wherein the substrate is
chosen from the group consisting of platinum and cop-
per.

3. The method of claim 1 including the step of taking
the Ca-Ba-Cu-O film off the substrate after the rolling
step.

4. A method for making high temperature supercon-
ducting thick film comprising the step of creating a
Ba-Ca-Cu-O precursor thick film by rolling a nominal
composition represented by the formula:

CaxBayCu, Oy

wherein:
x is greater than or equal to 0.5 and less than or equal
to 6;
y is greater than or equal to 0.25 and less than or equal
to 2;

u is greater than or equal to 0.5 and less than or equal

to 7.5; and

x+y+u=vEx+y-+u+2 onto a substrate; and

evaporating, in a vacuum, thallium oxide onto the

Ba-Ca-Cu-O precursor thick film and annealing the
resultant film.

5. The method of claim 10 wherein the substrate is
chosen from the group consisting of platinum and cop-
per.

6. The method of claim 10 including the step of re-
moving the Ca-Ba-Cu-O film powder from the substrate
after the rolling process.

7. A method for making a superconducting film com-
prising the steps of:

rolling a Ca-Ba-Cu-O powder between rollers to

form a film;

evaporating TiO30nto a resuitant Ca-Ba-Cu-O film;

and

annealing a resultant T1,03 film.

8. The method of claim 7 wherein the calcium-bari-
um-copper-oxide has a normal composition represented
by the formula:

CaxBayCu, O,

wherein:

0.5=x=6;

0.25=y=2; and

0.5=Zu=75.
and

X+y-+usSv <x+y+u+2.

9. The method of claim 7 including the step of grind-
ing and mixing CaO, BaCOj3 and CuO to create the
Ca-Ba-Cu-O powder.

10. The method of claim 7 including the step of grind-
ing and mixing Ca0O, BaO;, and CuO to create the Ca-
Ba-Cu-O powder.

11. The method of claim 7 wherein the Ca-Ba-Cu-O is
rolled to make a film having a thickness of approxi-
mately 40 to about 70 microns.

12. The method of claim 7 including the step of evap-
orating the T1,O3 in a vacuum.

13. The method of claim 7 including the step of evap-
orating the T120j3 in a furnace.

14. A method for making a high temperature super-
conducting thick film comprising the steps of: .

grinding a mixture of CaO and CuQ and at least one

compound chosen from the group consisting of
BaO and BaCOsg;
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heating the ground mixture to obtain a CaBaCuQ
mixture;

forming the CaBaCuO mixture into a thick film by
passing the mixture between a pair of rollers;

evaporating T1,03 onto the thick film; and

annealing the CaBaCuO thick film coated with
ThO;.

15. The method of claim 14 wherein:

the CaBaCuQ mixture has the nominal stoichiometry
CaxBa,Cu,O, wherein:

0.5=x=6;

025=y=2;

0.5=u=7.5and

X+y+usEv <x+y+u-+2.
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16. The method of claim 14 wherein the CaBaCuO
mixture is heated approximately 925° C. for about 24
hours,

17. The method of claim 14 wherein the CaBaCuO
mixture is rolled to make the thick film.

18. The method of claim 14 wherein T1;0; is evapo-
rated on the Ca-Ba-Cu-O thick film in a vacuum.

19. The method of claim 14 wherein the TLO3 is
evaporated on the Ca-Ba-Cu-O thick film in a furnace.

20. The method of claim 14 wherein coated Ca-Ba- _
Cu-O thick film is annealed at 900° C. in flowing O;.

21. The method of claim 14 wherein the T1,0; is
evaporated onto the Ca-Ba-Cu-O thick film in a furnace
at approximately 900° C., in following oxygen, and at

atmospheric pressure.
* * * * *
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