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(57) ABSTRACT 

A ferroelectric capacitor of the type having a top electrode, 
a ferroelectric thin ?lm, and a bottom electrode, is charac 
teriZed in that said ferroelectric thin ?lm is a perovskite-type 
oxide containing Pb and said upper and bottom electrodes 
contain an intermetallic compound composed of Pt and Pb. 
An electronic device is provided With said ferroelectric 
capacitor. This construction is designed to solve the follow 
ing problems. In a non-volatile ferroelectric memory 
(FeRAM), a degraded layer occurs near the interface 
betWeen the PZT and the electrode due to hydrogen evolved 
during processing or due to diffusion of Pb from the PZT 
into the electrode. A stress due to a difference in lattice 
constant occurs in the interface betWeen the electrode and 
the ferroelectric thin ?lm. The degraded layer and the 
interfacial stress deteriorate the initial polarizing character 
istics of the ferroelectric capacitor and also greatly deterio 
rate the polarizing characteristics after sWitching cycles. 
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FERROELECTRIC CAPACITOR AND 
SEMICONDUCTOR DEVICE 

TECHNICAL FIELD 

[0001] The present invention relates to a ferroelectric 
capacitor. More particularly, the present invention relates to 
a ferroelectric capacitor Which is suitable for use in a 
semiconductor device typi?ed by a non-volatile ferroelectric 
memory (FeRAM), a system LSI With a nonvolatile 
memory, and DRAM Which employs ferroelectrics as the 
capacitor. 

BACKGROUND OF THE INVENTION 

[0002] A ferroelectric memory has been said to be an ideal 
memory because of its outstanding characteristic property of 
a high access speed comparable to that of a DRAM, and yet 
it is non-volatile and capable of operating With a loWer 
poWer consumption. It has a capacitor of ferroelectric mate 
rial such as Pb(ZrXTi1_X)O3(PZT) and SrBi2Ta2O3(SBT) 
Which are oxides With a perovskite-type crystal structure, so 
that it records information by means of the direction of its 
remanent polariZation. 

[0003] The ferroelectric oxide needs in its production a 
process of heat treatment for crystalliZation in an oxygen 
atmosphere Which is carried out after its thin ?lm has been 
formed. Consequently, the electrodes through Which elec 
trical signals are transmitted to the ferroelectric thin ?lm as 
a capacitor are made of a noble metal, such as Pt and Ir, 
Which is chemically stable and resistant to oxidation and 
deterioration at high temperature during heat treatment. For 
example, Japanese Patent Laid-open No. Hei 9-102590 
discloses a ferroelectric capacitor composed of PZT (for the 
ferroelectric thin ?lm) and Pt (for the electrode). 

SUMMARY OF THE INVENTION 

[0004] The above-mentioned prior art technology pays no 
attention to the problem that the polariZing characteristics of 
ferroelectrics tend to deteriorate due to hydrogen evolved in 
the process Which is carried out after the capacitor has been 
formed. This hydrogen is evolved in the step of passivation 
(to form an insulating protective ?lm) and in the step of 
packaging. It is knoWn that hydrogen greatly deteriorates the 
polariZing characteristics of the ferroelectric capacitor. If the 
top electrode is made of platinum, hydrogen is decomposed 
into active hydrogen due to platinum’s catalytic action. 
Active hydrogen reaches the interface betWeen the top 
electrode and the ferroelectric thin ?lm and combines With 
oxygen in the ferroelectric thin ?lm. This results in an 
oxygen-poor degraded layer near the interface betWeen the 
ferroelectric thin ?lm and the electrode, and this layer 
greatly deteriorates the polariZing characteristics. 

[0005] In addition, the above-mentioned prior art technol 
ogy has both an advantage and a disadvantage. It protects the 
electrode material from oxidation during the heat treatment 
in an oxygen atmosphere to form an oxide of the ferroelec 
tric material. On the other hand, it permits the constituting 
elements to diff-use from the ferroelectric oxide to the 
electrode material in the step of heat treatment. As men 
tioned above, the ferroelectric thin ?lm lacks oxygen in the 
stage immediately after ?lm forming and hence is in an 
unstable crystalline state. Therefore, it needs heat treatment 
for crystalliZation so as to supply oxygen Which stabiliZes 
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the crystalline state. This heat treatment for crystalliZation 
should be carried out at about SOD-800° C. in order to 
provide a ferroelectric capacitor having satisfactory polar 
iZing characteristics. During this heat treatment, metal ele 
ments constituting the ferroelectric oxide dif?use from the 
ferroelectric thin ?lm to the bottom electrode, forming a 
deteriorated layer (or a small region With varied composi 
tions) near the interface betWeen the ferroelectric thin ?lm 
and the bottom electrode. A ferroelectric capacitor-com 
posed of PZT (for the ferroelectric thin ?lm) and Pt (for the 
electrode) poses a problem in that Pb in the PZT diffuses into 
Pt in the bottom electrode during heat treatment for crys 
talliZation, resulting in a Pb-poor degraded layer near the 
interface betWeen the PZT ?lm and the electrode. This 
degraded layer deteriorates the initial polariZing character 
istics of the ferroelectric capacitor and it also greatly dete 
riorates the polariZing characteristics after the ferroelectric 
capacitor polariZes and inverses repetitiously in the course 
of memory sWitching. 

[0006] Moreover, the above-mentioned prior art technol 
ogy has another disadvantage in that PZT and Pt differ so 
greatly in lattice constant that there exists a stress due to 
lattice deformation near the interface. This stress also dete 
riorates the polariZing characteristics. 

[0007] The present invention Was completed in vieW of the 
foregoing problems. It is an object of the present invention 
to prevent the formation of the degraded layer in the 
ferroelectric thin ?lm of a ferroelectric memory. 

[0008] It is another object of the present invention to 
provide an electrode material Which reduces stress at the 
interface betWeen the ferroelectric thin ?lm and the elec 
trode. 

[0009] It is still another object of the present invention to 
provide a ferroelectric memory Which has outstanding polar 
iZing characteristics and is less liable to deterioration after 
repeated use. 

[0010] The ?rst aspect of the present invention resides in 
a ferroelectric capacitor of the type having a top electrode, 
a ferroelectric thin ?lm, and a bottom electrode, character 
iZed in that said ferroelectric thin ?lm is a perovskite-type 
oxide containing a metal element and said top electrode 
contains an intermetallic compound composed of said metal 
element and a noble metal. 

[0011] The second aspect of the present invention resides 
in a ferroelectric capacitor of the type having a top electrode, 
a ferroelectric thin ?lm, and a bottom electrode, character 
iZed in that said ferroelectric thin ?lm is a perovskite-type 
oxide containing a metal element and said top electrode and 
bottom electrode contain an intermetallic compound com 
posed of said metal element and a noble metal. 

[0012] The third aspect of the present invention resides in 
a ferroelectric capacitor of the type having a top electrode, 
a ferroelectric thin ?lm, and a bottom electrode, character 
iZed in that said ferroelectric thin ?lm is a perovskite-type 
oxide containing a metal element, and at least either of said 
top electrode or said bottom electrode has a multilayer 
structure formed by sequentially laminating a layer contain 
ing an intermetallic compound composed of said metal 
element and a noble metal and a layer of said noble metal, 
the former being adjacent to the interface of the ferroelectric 
thin ?lm. 
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[0013] The fourth aspect of the present invention resides 
in a ferroelectric capacitor of the type having a substrate, a 
buffer layer, a bottom electrode, and a ferroelectric thin ?lm, 
Which are sequentially laminated, characterized in that said 
buffer layer is made of a transition metal or a nitride thereof, 
said ferroelectric thin ?lm is made of a perovskite-type 
oXide containing a metal element, and said bottom electrode 
contains an intermetallic compound composed of said metal 
element and a noble metal. 

[0014] The ?fth aspect of the present invention resides in 
a ferroelectric capacitor as de?ned above, in Which said 
noble metal is Pt, said intermetallic compound is one Which 
is composed of Pb and Pt, With the Pb content being 40 atom 
% or less, and said transition metal is Ti. 

[0015] FIG. 15 is an equilibrium diagram of the Pt—Pb 
binary system (taken from the Metal Data Book compiled by 
the Japan Institute of Metals, 3rd edition, p.580, published 
by MaruZen, 1993). This diagram shoWs that Pt does not 
dissolve in Pb in their equilibrium state. Therefore, as Pb is 
added to Pt. there occurs a tWo-phase structure composed of 
Pb-free Pt and an intermetallic compound Pt3Pb having the 
L12 type crystal structure. When the amount of Pb reaches 
25 atom %, there occurs a single-phase structure of Pt3Pb. 
This is the intermetallic compound composed of Pt and Pb 
(With the Pb content being 40 atom % or less) mentioned in 
the present invention. The phase structure shoWn in the 
diagram of the equilibrium state (FIG. 15) does not neces 
sarily occur in the case of a thin ?lm material as in the 
present invention. Therefore, it is desirable that the inter 
metallic compound composed of Pt and Pb (With the Pb 
content 40 atom % or less) should also include a structure 
Which is not shoWn in the diagram of the equilibrium state. 

[0016] In accordance With the present invention, said 
intermetallic compound Will be as effective as the Pt3Pb 
intermetallic compound so long as it has the phase of a 
crystal structure of a face centered cubic lattice even though 
it has another crystal structure than that of the L12 type. 

[0017] In the folloWing description, the Pt—Pb interme 
tallic compound denotes an intermetallic compound com 
posed of Pt and Pb, With the Pb content being 40 atom % or 
less. 

[0018] According to the present invention, the bottom 
electrode layer has the crystal structure of a face centered 
cubic lattice, With its major orientation being (111) or (100) 
or (110). In addition, both the ferroelectric thin ?lm and the 
bottom electrode have a major orientation of (111) or (100) 
or (110). Incidentally, the terms “strongly oriented”, “high 
orientation”, and “major orientation” have the same mean 
ing in this speci?cation. 

[0019] The ferroelectric capacitor according to the present 
invention is characteriZed in that the bottom electrode is of 
multilayer structure, With the ?rst layer being made of a 
metal having a face centered cubic lattice and the second 
layer being made of an alloy containing said metal and 
having a basic crystal structure of a face centered cubic 
lattice, the ?rst and second layers having lattice constants 
Whose difference is 3.5% or less. In addition, the ferroelec 
tric capacitor should preferably be characteriZed in that at 
least either of the top electrode or the bottom electrode has 
a basic crystal structure of a face centered cubic lattice, With 
the bottom electrode and the ferroelectric thin ?lm having 
lattice constants Whose difference is 1% or less. 
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[0020] In addition, according to the present inyention, the 
ferroelectric thin ?lm has a thickness of 1000 A or less. 

[0021] A mention is made beloW of the function Which is 
produced When the top electrode is made of the Pt—Pb 
intermetallic compound speci?ed in the present invention. 
The top electrode is formed after the ferroelectric thin ?lm 
has undergone heat treatment for crystalliZation; therefore, 
the top electrode has no adverse effect on the ferroelectric 
thin ?lm during heat treatment for crystalliZation. On the 
other hand, the polariZation of the ferroelectric capacitor is 
greatly affected by hydrogen Which is evolved in the steps of 
passivation (to form insulating protective ?lm) and packag 
ing in the LSI manufacturing process. If the top electrode is 
made of platinum, platinum catalytically decomposes hydro 
gen into active hydrogen, and this active hydrogen reaches 
the interface betWeen the top electrode and the ferroelectric 
thin ?lm and combines With oXygen in the ferroelectric thin 
?lm. As a result, an oXygen-poor degraded layer appears 
near the interface betWeen the ferroelectric thin ?lm and the 
electrode, and this degraded layer greatly aggravates the 
polariZing characteristics. If there is a large mismatch of 
lattice constant betWeen the top electrode and the ferroelec 
tric thin ?lm, a lattice distortion occurs near the interface 
betWeen the top electrode and the ferroelectric thin ?lm. 
This lattice distortion also aggravates the polariZing char 
acteristics. As compared With pure platinum, the Pt—Pb 
intermetallic compound speci?ed in the present invention is 
less capable of decomposing molecular hydrogen into active 
hydrogen. Therefore, the top electrode made of this inter 
metallic compound protects the ferroelectric thin ?lm from 
being attacked by active hydrogen. Also, the Pt3Pb interme 
tallic compound has a lattice constant close to that of PZT 
(or the ferroelectric thin ?lm); therefore, the top electrode 
made of this intermetallic compound greatly reduces stress 
due to lattice distortion that occurs near the interface 
betWeen the top electrode and the ferroelectric thin ?lm. In 
addition, the top electrode made of a Pt—Pb intermetallic 
compound--prevents Pb in PZT from diffusing into the 
electrode (and hence prevents a degraded layer from form 
ing in the PZT) during the heat treatment Which is carried 
out after the top electrode has been made. The Pr—Pb 
intermetallic compound should contain Pb in an amount of 
50 atom % or less; otherWise, it has a loW melting point and 
adversely affects the ?lm shape after heat treatment. OWing 
to the above-mentioned effect, the top electrode made of the 
Pt—Pb intermetallic compound yields a ferroelectric capaci 
tor Which is superior in polariZing characteristics and is 
almost eXempt from deterioration. 

[0022] A mention is made beloW of the function Which is 
produced by the bottom electrode made of the Pt—Pb 
intermetallic compound speci?ed in the present invention. 

[0023] As mentioned above, according to the present 
invention, the ferroelectric thin ?lm of perovskite-type oXide 
containing Pb (as represented by PZT) is held betWeen 
electrodes made of the Pt—Pb intermetallic compound. 

[0024] The ferroelectric thin ?lm is formed by sputtering, 
sol-gel method, or CVD on the loWer electrode, Which is 
formed on a substrate. In the stage immediately after form 
ing the ferroelectric thin ?lm, the ferroelectric thin ?lm is 
incomplete in crystallinity on account of insuf?cient oXygen. 
In order to convert the ferroelectric thin ?lm into a stable 
one, it should undergo heat treatment for crystalliZation in an 
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oxygen-containing atmosphere. The temperature of this heat 
treatment varies depending on the ferroelectric substance. It 
ranges from about 600° C. to about 800° C. in the case of 
PZT. This high temperature region has never been experi 
enced in the conventional silicon process. If this heat treat 
ment for crystallization oxidizes the bottom electrode, the 
bottom electrode becomes poor in electrical conductivity 
and decreases in adhesion strength to such an extent that the 
ferroelectric thin ?lm peels off. Therefore, the bottom elec 
trode should be made of a substance superior in oxidation 
resistance. For this reason, the electrode is made of an alloy 
composed mainly of. Pt in accordance With the present 
invention. 

[0025] The bottom electrode made of the Pt—Pb interme 
tallic compound according to the present invention effec 
tively prevents Pb from diffusing from PZT into the elec 
trode and hence prevents a degraded layer from forming in 
the ferroelectric thin ?lm. (In the conventional technology, 
hoWever, the electrode made of pure platinum causes Pb to 
diffuse from PZT into the platinum electrode during heat 
treatment for crystalliZation, giving rise to a degraded layer 
of unstable composition in the ferroelectric thin ?lm and 
aggravating the polariZing characteristics.) Diffusion of a 
metal element across different phases is caused by the 
chemical potential difference, Which is a function of the 
difference in concentration of the diffusing element. In the 
case of diffusion of Pb, the driving force of diffusion is 
decreased if Pb is previously contained in the electrode into 
Which diffusion proceeds so that the difference in Pb con 
centration is small betWeen the PZT and the electrode. In this 
case the amount of Pb contained in the electrode should be 
50 atom % or less. With a Pb content higher than this limit, 
the electrode has a loWer melting point and melts during heat 
treatment, producing an adverse effect on the smoothness 
and ?ne structure of the ferroelectric thin ?lm. In actual 
practice, the amount of element diffusion depends on tem 
perature and time in addition to the driving force. Fortu 
nately, the heat treatment for crystalliZation is completed in 
a short time (several minutes). This short time does not affect 
diffusion so long as the difference in Pb concentration is 
small betWeen the PZT and the electrode as in the present 
invention. 

[0026] There is a conceivable Way of forming Pb-rich PZT 
in anticipation of Pb diffusion into the Pt electrode. HoW 
ever, diffusion does occur in this case and hence the com 
position vanes in the platinum electrode from its interface to 
its inside. If there is a concentration gradient in the vertical 
direction across the ferroelectric thin ?lm, the polariZation 
characteristics are greatly aggravated after sWitching cycles 
even though it is good in the initial stage. In addition, it is 
dif?cult to ?nd the optimum composition before diffusion, 
and it is also, very dif?cult to control the PZT composition 
after heat treatment for crystalliZation. By contrast, accord 
ing to the present invention, Pb is previously contained in 
the platinum electrode, so that it is possible to establish an 
optimum PZT composition in the beginning. This is advan 
tageous from the standpoint of controlling the PZT compo 
sition. 

[0027] Since the bottom electrode is made of a Pt—Pb 
intermetallic compound, there is only a small difference in 
lattice constant betWeen the PZT and the bottom electrode. 
This contributes to a highquality ferroelectric ?lm oWing to 
reduction in stress induced by lattice distortion at the inter 
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face. A conspicuous effect is produced When a Pt3Pb inter 
metallic compound of L12 crystal structure is used. 
Examples of the L12 crystal structure are shoWn in FIGS. 
16(a) to 16(c). It is based on a face centered cubic (FCC) 
lattice With regular atom arrangement. In the ?gures, 101 
denotes a Pt atom, 102 denotes a Pb atom, and 105 denotes 
a Ti atom or Zr atom. The Pt3Pb having the L12 type crystal 
structure as shoWn in FIG. 16(b) has a lattice constant of 
4.058 A according to P. Villars and L. D.Calvert, “Pearson’s 
Handbook of Crystallographic Data for Intennetallic 
Phases” ASM International, (1991). This value is very close 
to the lattice constant of PZT of perovskite-tnype crystal 
structure shoWn in FIG. 16(c), Which is 4.036 A according 
to K. KakegaWa et al., Solid State Commun., 24, 769(1977), 
rather than the lattice constant of 3.92 A of Pt of FCC shoWn 
in FIG. 16(a). The difference in lattice constant is 0.55%. As 
a result, the PZT thin ?lm formed on the Pt3Pb has less 
lattice strain than that formed directly on Pt; and therefore, 
it is of high quality With very little stress. In addition, as 
mentioned above, the difference in lattice constant betWeen 
the bottom electrode and the PZT is 1% or less, and the PZT 
is formed With an orientation similar to that of the bottom 
electrode. In this case, it is apparent that the effect of 
preventing the diffusion of Pb (as mentioned above) can be 
obtained at the same time. The PZT thin ?lm With a high 
orientation, Which is free of interfacial stress and a degraded 
layer, contributes to provision of a ferroelectric capacitor 
With outstanding polariZing characteristics. 
[0028] In addition, in order to obtain the outstanding 
polariZing characteristics, it is suitable to form the ferro 
electric thin ?lm With an orientation. This object is effec 
tively achieved by forming the bottom electrode With an 
orientation. It is knoWn that the Pt bottom electrode formed 
on a Ti or TiN buffer layer on a silicon single crystal 
substrate tends to strongly orient in the (111) plane and the 
PZT also orients in the (111) plane under this in?uence. The 
orientation of Pt in the (111) plane depends on the crystal 
structure and lattice constant of Pt and Ti. The Pt—Pb 
intermetallic compound according to the present invention 
does not greatly differ from platinum in crystal structure and 
lattice constant; therefore, a bottom electrode made of it in 
place of platinum can be oriented mainly in the (111) plane 
When formed on the Ti buffer layer. As mentioned above, the 
difference in lattice constant betWeen the Pt—Pb internetal 
lic compound and PZT is smaller than that betWeen Pt and 
PZT. Therefore, the PZT formed on the bottom electrode of 
Pt—Pb Which orients mainly in the (111) plane has a higher 
orientation than the PZT formed on the bottom electrode of 
the Pt intermetallic compound. It is possible to effectively 
achieve the orientation of PZT if a laminate is formed on a 
silicon single-crystal substrate from a Ti buffer layer, a ?rst 
bottom electrode layer of Pt, a second bottom electrode layer 
of Pt—Pb intermetallic compound, and a PZT ferroelectric 
thin ?lm. In this case, the ?rst bottom electrode layer of Pt 
certainly orients on the Ti buffer layer; therefore, the second 
bottom electrode of Pt—Pb intermetallic compound has a 
higher degree of orientation. Epitaxial groWth on the ori 
ented bottom electrode yields a high-quality ferroelectric 
thin ?lm of PZT With high orientation and loW stress at the 
interface. This leads to the outstanding polariZing charac 
teristics. 

[0029] On the other hand, if another layer (such as a 
diffusion barrier layer) is formed betWeen the Ti buffer layer 
and the bottom electrode layer, the orientation of the Ti 
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buffer layer does not transmit directly to the bottom elec 
trode layer of Pt—Pb intermetallic compound or the ?rst 
bottom electrode layer of Pt. Therefore, the bottom electrode 
does not have a high degree of orientation. In other Words, 
the PZT ferroelectric thin ?lm does not highly orient and 
hence does not have outstanding polarizing characteristics. 

[0030] According to the present invention, the bottom 
electrode is composed of layers of the crystal structure of a 
face centered cubic lattice so as to achieve the desired 
orientation. In this Way, the PZT ferroelectric thin ?lm can 
be formed With an orientation. In addition, in order to 
enhance the orientation of the ferroelectric thin ?lm, it is 
necessary to form a ?rst layer of the bottom electrode and 
subsequently a second layer of the bottom electrode. The 
?rst layer is made of a metal having a face centered cubic 
lattice structure Which certainly orients on the buffer layer. 
The second layer has the function of preventing diffusion 
and reducing interfacial stress. The second layer of the 
bottom electrode should be made of an alloy having a face 
centered cubic lattice structure or a crystal structure based 
on the face centered cubic lattice structure and also contain 
ing a metal element constituting the ?rst layer of the bottom 
electrode. Moreover, the difference in lattice structure 
betWeen the ?rst layer and the second layer should be 3.5% 
or less. These conditions are necessary for the electrode as 
a Whole to have a high degree of orientation and for the 
ferroelectric thin ?lm to have a high degree of orientation. 
In addition, if the difference in lattice constant betWeen the 
ferroelectric thin ?lm and the bottom electrode is 1% or less, 
the orientation of the ferroelectric thin ?lm is enhanced 
under the in?uence of the oriented atom arrangement in the 
bottom electrode. In this case, there is only a small strain in 
the interface betWeen the bottom electrode and the ferro 
electric thin ?lm, and this effectively prevents deterioration 
due to repeated polariZation and inversion. 

[0031] As mentioned above, the present invention pro 
vides a ferroelectric capacitor Which has a high degree of 
polariZation and resists deterioration caused by repetitious 
sWitching. 

BRIEF DESCRIPTION OF THE DRAWINGS 

[0032] FIG. 1 is a sectional vieW of a ferroelectric capaci 
tor representing one eXample of the present invention. 

[0033] FIG. 2 is a diagram shoWing hoW the ferroelectric 
capacitor in one eXample of the present invention deterio 
rates in polariZation due to reducing heat treatment differ 
ently depending of the top electrode. 

[0034] FIGS. 3(a), 3(b) and 3(c) are diagrams shoWing 
hoW the ferroelectric capacitor in one eXample of the present 
invention varies in hysteresis curve depending on the tem 
perature of the reducing heat treatment. 

[0035] FIG. 4 is a graph shoWing hoW the remanent 
polariZation value before and after the reducing heat treat 
ment varies depending on the Pb composition of the top 
electrode. 

[0036] FIG. 5 is a graph shoWing hoW the value of 
coercive electric ?eld in one eXample of the present inven 
tion depends on the Pb composition of the top electrode. 

[0037] FIG. 6 is a graph shoWing hoW the ?lm fatigue 
characteristics in one eXample of the present invention 
depends on the top electrode. 
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[0038] FIGS. 7(a) and 7(b) are graphs shoWing a hyster 
esis curve before and after the fatigue test in one eXample of 
the present invention. 

[0039] FIGS. 8(1) and 8(2) are diagrams shoWing the 
XRD diffraction pattern in one eXample of the present 
invention. 

[0040] FIG. 9 is a sectional vieW of a ferroelectric capaci 
tor representing one eXample of the present invention. 

[0041] FIG. 10 is a diagram shoWing the XRD diffraction 
pattern in one eXample of the present invention. 

[0042] FIG. 11 is a diagram shoWing the lattice constant 
of the bottom electrode in one eXample of the present 
invention. 

[0043] FIG. 12 is a schematic diagram shoWing the atom 
arrangement of the bottom electrode and ferroelectric thin 
?lm of the ferroelectric capacitor in one eXample of the 
present invention. 

[0044] FIG. 13 is a sectional vieW of a ferroelectric 
capacitor representing one eXample of the present invention. 

[0045] FIG. 14 is a sectional vieW of a ferroelectric 
capacitor representing one eXample of the present invention. 

[0046] FIG. 15 is a phase diagram of the equilibrium state 
of the Pt—Pb binary system. 

[0047] FIGS. 16(a), 16(b) and 16(c) are diagrams shoWing 
the crystal structure of Pt, Pt3Pb, and PZT. 

[0048] FIG. 17 is a sectional vieW of a ferroelectric 
memory representing one eXample of the present invention. 

[0049] FIG. 18 is a perspective diagram shoWing a semi 
conductor device representing one eXample of the present 
invention. 

[0050] FIG. 19 a block diagram shoWing a system LSI 
representing one eXample of the present invention. 

[0051] FIG. 20 a conceptual diagram shoWing a contact 
less IC card representing one eXample of the present inven 
tion. 

BEST MODE FOR CARRYING OUT THE 
INVENTION 

[0052] The invention Will be described in more detail With 
reference to the accompanying draWings. Reference numer 
als are used in the draWings to denote the parts listed beloW. 
11 : substrate, 15 : buffer layer, 16: bottom electrode, 17: 
upper layer, 20: bottom electrode of Pt—Pb intermetallic 
compound, 21: ?rst layer of bottom electrode of Pt3Pb 23: 
second layer of bottom electrode of Pt3Pb, 25: top electrode 
of Pt—Pb intermetallic compound, 26: bottom electrode of 
Pt, 27: top electrode of Pt, 30: ferroelectric thin ?lm of PZT, 
40: ?rst layer of top electrode of Pt3Pb, 44: second layer of 
top electrode of Pt, 61: Si substrate, 62: SiO2 layer, 67: 
source, 68 drain, 69 metal layer, 71: top electrode, 73: 
bottom electrode, 75: ferroelectric tuin ?lm, 77: buffer layer, 
79: substrate, 101: Pt atom, 102: Pb atom, 105; Ti or Zr 
atom, 110: oxygen atom, 210: contactless type IC card, 202: 
transmitting and receiving apparatus, 203: data eXchange 
apparatus, 204: microcomputer chip With built-in memory, 
205 antenna coil, 206: ferroelectric memory element, 207 
data. 
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EXAMPLE 1 

[0053] FIG. 1 is a schematic sectional vieW of the ferro 
electric capacitor according to the present invention. The 
substrate 11 is a silicon Wafer substrate having an SiO2 layer 
formed by thermal oxidation. The buffer layer 15 is a Ti 
layer (200 A thick) formed by sputtering, With the substrate 
heated at 300° C. The bottom electrode 26 is a Pt layer (1700 
A thick) formed by sputtering, With the substrate heated at 
300° C. 

[0054] The ferroelectric thin ?lm 30 is a thin ?lm (ca.2500 
A thick) formed by sputtering from PZT having a compo 
sition of Pb(ZrO_52Ti0_48)O3, With the substrate heated at 
300° C. The substrate With deposited layers undergoes heat 
treatment for crystalliZation. This heat treatment is rapid 
thermal annealing (RTA) at 650° C. for 2 minutes in an 
atmospheric With a loW oxygen concentration. It Was found 
by X-ray diffraction that the resulting PZT ?lm is highly 
oriented mostly in the (111) plane. 

[0055] In this example, the top electrode 25 is formed by 
sputtering from the Pt—Pb intermetallic compound speci 
?ed in the present invention. Sputtering Was carried out 
using a binary sputtering apparatus capable of manipulating 
tWo targets of Pt and Pb simultaneously and controlling the 
sputtering speeds independently for the respective targets. 
The top electrode 25 is 1700 A thick. Several top electrodes 
Were prepared Which vary in the Pb composition from 0 
atom % to 40 atom % in order to ?nd a range of Pb 
composition Which is most effective in preventing deterio 
ration due to hydrogen reduction. While the top electrode is 
being formed, the substrate Was kept at room temperature or 
300° C. The resulting top electrode ?lm contains the phase 
of Pt3Pb intermetallic compound if Pb accounts for at least 
10% in the Pb composition. (This Was con?rmed by XRD.) 
After the top electrode had been formed, the second anneal 
ing (oxygen heat treatment) Was conducted in order to 
remove damages to the PZT thin ?lm. In addition, in order 
to evaluate the characteristics of hydrogen deterioration, 
reducing heat treatment Was conducted-in an atmosphere of 
He-3% DH2. Before and after ,this heat treatment, the 
ferroelectric capacitor Was examined for a hysteresis curve 
(or polariZation-voltage curve) characteristics. 
[0056] FIG. 2 is a diagram shoWing hoW the value of 
remanent polariZation varies depending on the temperature 
of reducing beat treatment in the case Where the upper layer 
is made of Pt, Pt-25 atom % Pb, and Pt40 atom % Pb. In the 
case of the top electrode made of Pt (as a comparative 
example), the value of remanent polariZation decreases 
When the temperature of reducing heat treatment exceeds 
150° C., and it becomes almost null (or ferroelectric char 
acteristics disappear) When the temperature of the reducing 
heat treatment exceeds 300° C. In the case of the top 
electrode made of Pt-25 atom % Pb or Pt40 atom % Pb, the 
polariZing characteristics remain almost intact even When 
the temperature of the reducing heat treatment exceeds 350° 
C. 

[0057] FIGS. 3(a), 3(b) and 3(c) shoW hysteresis curves of 
the three top electrodes mentioned above. The top electrode 
of Pt (in the comparative example) gives an almost straight 
line after heat treatment at 300° C., as shoWn in FIG. 3(a). 
By contrast, the top electrode of Pt-25 atom % Pb or Pt40 
atom % Pb does not greatly change in hysteresis character 
istics after heat treatment at 300° C., as shoWn in FIG. 3(b) 
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and 3(c). This result suggests that the top electrode of 
Pt—Pb according to the present invention is less subject to 
the platinum’s catalytic action. 

[0058] FIG. 4 shoWs the relation betWeen the remanent 
polariZation after reducing heat treatment at 250° C. for 10 
minutes and the Pb composition of the top electrode made of 
Pt—Pb. The ordinate represents the normaliZed value of the 
remanent polariZation determined before the top electrode 
undergoes reducing heat treatment. It is noted that hydrogen 
deterioration decreases as the amount of Pb increases in the 
Pt—Pb for the top electrode. The effect is conspicuous When 
the content of Pb is 10% or more. It is concluded, therefore, 
that the content of Pb in the Pt—Pb top electrode should 
preferably be 10% or more from the standpoint of resistance 
to reduction. 

[0059] FIG. 5 shoWs hoW the ferroelectric capacitor in 
one example of the present invention varies in coercive 
electric ?eld (Ec) depending on the Pb composition of the 
Pt—Pb top electrode. When a neW material is employed as 
the upper electrode to prevent deterioration by hydrogen, 
there is a probability that the coercive electric ?eld increases 
because of a Work function problem betWeen the neW 
material and a ferroelectric material. As the coercive electric 
?eld increases, the voltage to bring about polariZation also 
increases. This is not desirable When the ferroelectric capaci 
tor is used as a memory. As compared With the conventional 
Pt top electrode, the Pt—Pb top electrode in this example 
does not greatly vary in coercive electric ?eld even though 
its Pb content increases; it keeps an adequate value for 
memory driving. In FIG. 5, the III mark denotes the value 
after oxygen treatment carried out to remove damage, and 
the 0 mark denotes the value after reducing heat treatment 
in an atmosphere of He-3% H at 250° C. for 10 minutes. 

[0060] FIG. 6 shoWs the result of evaluation of the fatigue 
characteristics of the ferroelectric capacitor in this example. 
The evaluation Was carried out by sWitching cycles (5V, 500 
kHZ), and the remanent polariZation Pr Was observed. In 
FIG. 6, the . mark denotes the result of the Pt-25 atom % 
Pb (Pt3Pb) top electrode in this example, and the 0 mark 
denotes the result of the Pt top electrode in the comparative 
example. It is noted that as compared With the comparative 
sample, the sample in this example is less liable to deterio 
ration in polariZation characteristics due to repeated polar 
iZation and inversion and hence has better ?lm fatigue 
characteristics. 

[0061] FIGS. 7(a) and 7(b) shoW the hysteresis curves 
before and after the fatigue test. In the case of the Pt top 
electrode for comparison (in FIG. 7(a)), the value of rema 
nent polariZation decreases by nearly half after 1010 sWitch 
ing cycles. By contrast, in the case of the top electrode of 
Pt-25 atom % Pb (Pt3Pb) in this example (in FIG. 7(b)), the 
value of remanent polariZation decreases only a little after 
10 sWitching cycles. This results from a decrease in strain 
in the interface betWeen Pt3Pb and PZT. To shoW this, XRD 
analysis Was conducted. 

[0062] FIGS. 8(1) and 8(2) shoW the result of XRD 
analysis of the ferroelectric capacitor in this example. The 
diagram of FIG. 8(l) represents the result obtained after the 
top electrode of Pt-25 atom % Pb had been formed. The 
diagram of FIG. 8(2) represents the result obtained after 
oxygen treatment at 650° C. The top electrode analyZed is 
made of Pt3Pb intermetallic compound and is formed on the 
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PZT highly orienting in the (111) plane. It orients mainly in 
the (111) plane. The results of XRD analysis give peaks due 
to (111) and (222) corresponding to the lattice constant of 
404 A and peaks due to (111) and (222) corresponding to the 
lattice constant of 3.91 The former represents PZT and 
Pt3Pb, Which have almost the same lattice constant. The 
latter represents Pt constituting the bottom electrode. This 
means that the top electrode of Pt3Pb has good lattice 
matching With PZT. The XRD pattern obtained after oxygen 
treatment has a tiny peak (in the region of 20=20—40°) 
indicating the presence of PbO. HoWever, most of the top 
electrode retains the lattice constant and orientation of 
Pt3Pb. The fact that there is very little difference in lattice 
constant betWeen the Pt3Pb top electrode and the PZT leads 
to reduction in strain in the interface (due to good matching) 
and improvement in ?lm fatigue characteristics. 

[0063] The foregoing demonstrates that the top electrode 
made of Pt—Pb intermetallic compound is scarcely subject 
to deterioration by hydrogen and hence contributes to pro 
vision of a ferroelectric capacitor having superior ?lm 
fatigue characteristics. 

[0064] In this example, a mention Was made of sputtering 
as the method of forming the PZT ?lm. Any other method 
than sputtering may be employed. For example, it is possible 
to use spin coating, spraying, misting, MOCVD, MBE, or 
laser vapor deposition (in Which the raW material may be an 
organometallic compound or an acetate). 

[0065] In this example, a mention Was made of dual 
sputtering that employs tWo targets of Pt and Pb as the 
method of forming the layer of Pt—Pb intermetallic com 
pound. Any other method than this may be employed. For 
example, it is possible to use vapor deposition by electron 
beams or laser beams. Alternatively, it is also possible to 
form the layer of Pt—Pb intermetallic compound by alter 
nately laminating a Pt thin ?lm and a Pb thin ?lm, folloWed 
by heat treatment. Another alternative method is implanta 
tion of Pb ions in a high vacuum after or during the 
formation of the Pt layer or ion-beam deposition Which 
directly laminates Pt ions and Pb ions in a high vacuum. 

EXAMPLE 2 

[0066] FIG. 9 is a schematic sectional vieW of the ferro 
electric capacitor in this example. The substrate 11 and the 
buffer layer 15 are the same as those in Example 1. That is, 
the substrate 11 is a silicon Wafer substrate having an SiO2 
layer formed by thermal oxidation. The buffer layer 15 is a 
Ti layer (200 A thick) formed by sputtering, With the 
substrate heated at 300° C. In this example, the bottom 
electrode 16 has a double layer structure, consisting of a ?rst 
layer 21 of Pt and a second layer 21 of Pt3Pb intermetallic 
compound having the composition of Pt-25 atom % Pb. The 
?rst layer 21 (1000 A thick) of the bottom electrode Was 
formed by sputtering, With the substrate heated at 300° C. 
The second layer 23 (1000 A thick) of the bottom electrode 
Was formed by sputtering, With the substrate heated at 300° 
C. Sputtering Was carried out using a dual sputtering appa 
ratus capable of manipulating tWo targets of Pt and Pb 
simultaneously and controlling the sputtering speeds inde 
pendently for the respective targets. 

[0067]o The ferroelectric thin ?lm 30 is a thin ?lm (ca. 
1000 A thick) formed by sputtering from PZT having a 
composition of Pb(ZrO52Ti0_48)O3, With the substrate kept at 
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room temperature. The substrate With deposited layers 
underWent heat treatment for crystalliZation. This heat treat 
ment is rapid thermal annealing ETA) at 650° C. for 2 
minutes in an atmosphere With a loW oxygen concentration. 

[0068] The top electrode 17 of double layer structure Was 
formed. It is composed of a ?rst layer 40 (adjacent to the 
ferroelectric layer) and a second layer 44. The ?rst layer 40 
(1000 A thick) of the top electrode Was formed from Pt3Pb 
in the same Way as used for the second layer 23 of the 
bottom electrode. The second layer 44 (1000 A) Was formed 
from Pt by sputtering in the same Way as used for the ?rst 
layer 21 of the bottom electrode. 

[0069] FIG. 10 shoWs the result of XRD analysis of the 
ferroelectric capacitor in this example. The XRD analysis 
Was carried out before the ferroelectric thin ?lm 30 Was 
formed or in the stage in Which the second layer of the 
bottom electrode had been formed from the Pt3Pb interme 
tallic compound. It is noted that the layer of Pt3Pb is strongly 
oriented in the (111) plane under the in?uence of the layer 
of Pt Which orients mainly in the (111) plane. The lattice 
constant of Pt3Pb is 4.03-4.04 A and the lattice constant of 
Pt is 3.91 A. 

[0070] FIG. 11 shoWs the lattice constant of the second 
layer 23 of the bottom electrode, With the Pb content being 
varied. Regardless of the Pb content, the second layer 23 of 
the bottom electrode, Which is a layer of Pt3Pb intermetallic 
compound, has a lattice constant Which is larger than that of 
the ?rst layer 21 of the bottom electrode, Which is a layer of 
Pt. The lattice constant of the former is close to that of the 
ferroelectric thin ?lm of PZT. The lattice constant of the 
second layer 23 of the bottom electrode or the layer of Pt3Pb 
intermetallic compound is indicated by the mark 0 if the 
layer is formed at room temperature and by the mark . if the 
layer is formed at 300° C. The lattice constant of the ?rst 
layer 21 of the bottom electrode or the layer of Pt is indicated 
by the mark A if the layer is formed at room temperature and 
by the markY if the layer is formed at 300° C. The hatched 
area in FIG. 11 denotes the values of lattice constant of the 
ferroelectric thin ?lm of PZT. 

[0071] After the ferroelectric thin ?lm 30 had been formed 
and the heat treatment for crystalliZation had been ?nished, 
the sample Was analyZed by X-ray diffractometry. It Was 
found that the ferroelectric layer of PZT strongly orients in 
the (111) plane and has a lattice constant of 4.04 

[0072] FIG. 12 is a schematic diagram shoWing the atom 
arrangement of the bottom electrode and ferroelectric thin 
?lm. All of the ?rst layer (Pt) of the bottom electrode, the 
second layer (Pt3Pb) of the bottom electrode, and the fer 
roelectric thin ?lm of PZT strongly orient in the (111) plane, 
so that they take on the atom arrangement as shoWn in FIG. 
12. In FIG. 12, the atom arrangement in each layer in the 
(111) plane is schematically shoWn. In this ?gure, 110 
represents an oxygen atom, 102 represents a Pb atom, and 
101 represents a Pt atom. 

[0073] In this example, Pt, Pt3Pb, and PZT have a lattice 
constant of 3.91 A, 4.04 A, and 4.04 A, respectively. 
Therefore, they have a closest interatomic distance of 2.76 
A, 2.85 A, and 2.85 A, respectively, in the (111) plane. Since 
the difference in lattice constant betWeen Pt and PZT is 
about 3.9%, a stress due to this difference occurs in the 
interface if PZT is formed directly on the bottom electrode 










