Hiroshi Kamimura
Hideki Ushio
Shunichi Matsuno
Tsuyoshi Hamada

THEORY
OF COPPER OXIDE




Theory of Copper Oxide Superconductors



Hiroshi Kamimura Hideki Ushio
Shunichi Matsuno Tsuyoshi Hamada

Theory of
Copper Oxide
Superconductors

With 109 Figures

@ Springer



Prof. Dr. Hiroshi Kamimura Dr. Shunichi Matsuno

Tokyo University of Science Tokai University

Department of Applied Physics General Education Program Center
1-3 Kagurazaka Shimizu Campus

Shinjuku-ku 3-20-1 Shimizu-Orido

Tokyo 162-8601, Japan Shizuoka 424-8610, Japan

e-mail: kamimura@rs.kagu.tus.ac.jp e-mail: smatsuno@scc.u-tokai.ac.jp
Prof. Dr. Hideki Ushio Dr. Tsuyoshi Hamada

Tokyo National College of Technology Mizuho Information and Research Institute
1220-2 Kunugida-chou 2-3 Kanda-Nishiki-cho

Hachioji 193-0997, Japan Chiyoda-ku

e-mail: ushio@tokyo-ct.ac.jp Tokyo 101-8443, Japan

e-mail: tsuyoshi.hamada@ gene.mizuho-ir.co.jp

Library of Congress Control Number: 2005924330

ISBN-10 3-540-25189-8 Springer Berlin Heidelberg New York
ISBN-13 978-3-540-25189-7 Springer Berlin Heidelberg New York

This work is subject to copyright. All rights are reserved, whether the whole or part of the material is
concerned, specifically the rights of translation, reprinting, reuse of illustrations, recitation, broadcasting,
reproduction on microfilm or in any other way, and storage in data banks. Duplication of this publication
or parts thereof is permitted only under the provisions of the German Copyright Law of September 9,
19635, in its current version, and permission for use must always be obtained from Springer. Violations
are liable for prosecution under the German Copyright Law.

Springer is a part of Springer Science+Business Media
springeronline.com

© Springer-Verlag Berlin Heidelberg 2005
Printed in Germany

The use of general descriptive names, registered names, trademarks, etc. in this publication does not imply,
even in the absence of a specific statement, that such names are exempt from the relevant protective laws
and regulations and therefore free for general use.

Typesetting: by the authors and TechBooks using a Springer IATEX macro package
Cover design: design & production GmbH, Heidelberg

Printed on acid-free paper SPIN: 10950906 57/3141/jvg 543210



Preface

The objective of this book is to provide an up-to-date comprehensive descrip-
tion of the Kamimura—Suwa model, which is the first of the present repre-
sentative two-component theories in high temperature superconductivity. In
1986 George Bednorz and Karl Alex Miiller made the remarkable discovery
of superconductivity with an unbelievingly high value of T, = 35K, by substi-
tuting Ba?* ions for La3* ions in the antiferromagnetic insulator LagCuQy.
Soon after this discovery Tt rose to 90K by synthesizing YBaysCuzO7_,, with
a deficit in oxygen. Further exploration for new copper oxide superconducting
materials with higher T, led to the discovery of Bi-Sr—Ca—Cu—O, Tl-Ba—Ca~—
Cu—0O and Hg-Ba—Ca—Cu—O compounds in subsequent years. The new class
of copper oxide compounds mentioned above is called “cuprates”. At present
T. = 135 K under ambient pressure and T, = 164 K under 31 GPa observed
in HgBayCayCusOg are the highest value so far obtained. The Kamimura—
Suwa model, which was originally developed in 1993, is a theory of these
real copper oxide superconducting materials. Since undoped LasCuQy is a
Mott—Hubbard antiferromagnetic insulator, its electronic structure can not
be explained by the ordinary one-electron energy band theory. In this context
the important role of electron-correlation was pointed out.

On the other hand, a d-hole state in each Cu?* ion in the ligand field with
octahedral symmetry is orbitally doubly-degenerate so that it is subject to
strong Jahn—Teller interaction in LagCuQy4. As a result, a CuOg octahedron
in LagCuQy is elongated along the c-axis due to the Jahn—Teller distortion.
In this circumstance most proposed models so far assume that hole-carriers
itinerate in the CuO4 layers perpendicular to the c-axis. However, when hole-
carriers are doped into cuprates, CuOg octahedrons or CuOs pyramids are
deformed so as to minimize the total electrostatic energy of a whole system.
We call this kind of deformation the “anti-Jahn—Teller effect”, because the
CuOg octahedrons or CuOs pyramids elongated by the Jahn-Teller interac-
tion along the c-axis in undoped materials shrink along the c-axis so as to
partly cancel the energy gain due to the Jahn—Teller effect by doping the
carriers. As a result, the energies of two kinds of orbital become closer again.

The Kamimura—Suwa model, abbreviated as the K-S model, takes ac-
count of both effects of the electron correlation and lattice distortion due to
the anti-Jahn—Teller effect on equal footing. As a result, two kinds of multiplet
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in the presence of local antiferromagnetic order due to the localized spins
play an important role in determining the electronic structures of cuprates
and creating the d-wave pairing mechanism of superconductivity. This book
clarifies the important roles of both electron correlation and lattice distortion
in real cuprate materials with hole-doping. In particular, it is clarified that
two-component scenario and inhomogeneity are key factors in high temper-
ature superconductivity in cuprates. Eleven chapters among the 14 chapters
in this book are devoted to describing the many-body-effect-including elec-
tronic structures, Fermi surfaces, normal-state properties of superconducting
cuprates and the mechanism of high temperature superconductivity in an
instructive way, based on the K-S model. Readers will understand that a
number of theoretical predictions by the K-S model have been proven ex-
perimentally by various recent experiments. This book is written in a self-
contained manner in which, for the most part, readers will understand the
basic physical foundations even if they are not trained in advanced many-
body techniques.

Tokyo Hiroshi Kamimura
March 2005 Hideki Ushio
Shunichi Matsuno
Tsuyoshi Hamada
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1 Introduction

Superconductivity was first discovered in Hg at 4.2 K in 1911 by Heike Kamer-
lingh Onnes [1]. Since then, superconductivity has been found in many metal-
lic elements of the periodic systems, alloys and intermetallic compounds.
Theory of superconductivity was given by Bardeen, Cooper and Schrieffer
(BCS) in 1957 [2]. Until 1986, T, of 23.4K observed in Nb3Ge was the high-
est. In 1986 George Bednorz and Karl Alex Miller [3] made the remarkable
discovery of superconductivity that brought an entirely new class of solids
with an unbelievably high value of T, = 35K to the world of physics and
materials science. A new superconducting material was LasCuQO4 in which
the ions of Ba?t, Sr?t or Ca2?t were doped to replace some of La®t ions
and hole-carriers are created. This discovery was the dawn of the era of
high temperature superconductivity(HTSC). Soon after this discovery, T,
rose to 90 K when La®* ions were replaced by Y37 ions and a superconduct-
ing material of YBayCuzO7_, with a deficit in oxygen was made [4]. Further
exploration for new copper oxide superconducting materials with higher T,
has led to the discovery of Bi-Sr—Ca—Cu-O [5], TI-Ba—Ca—Cu-O [6] and
Hg-Ba—Ca—Cu-O [6, 7] compounds in subsequent several years. At present
T. = 135 K under ambient pressure and T, = 164 K under 31 GPa observed
in HgBasCayCu3Og[8] are the highest values so far obtained. The historical
development of superconducting critical temperature since 1911 is schemati-
cally shown in Fig. 1.1. The new class of copper oxide compounds mentioned
above are called “cuprates”.

The crystal structure of cuprates are layered-perovskite, consisting of
CuOs planar sheets and interstitial insulating layers. Since the latter lay-
ers block the CuQOs interlayer interactions, those are called “blocking layers”.

In order to help the readers of this book with regard to the overall un-
derstanding of the crystal structures of cuprates at the beginning, we sketch
the features of the crystal structures of representative superconducting hole-
doped cuprates from (La, Ba)aCuO4 with T, = 35K to TIBayCasCuzOg
with T, = 115K (HgBayCasCusOg with T. = 135 K) in Fig. 1.2, although
we describe the crystal structures of cuprates in detail in the following chap-
ter. The crystal structure of cuprates is classified into three types according
to the types of Cu—O networks, such as octahedron type (T-phase), square-
type (T”-phase) and pyramid-type (T*-phase) [9]. They are also classified
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Fig. 1.1. The historical development of critical temperatures in the superconduct-
ing materials

by the number of CuQOs sheets. In the case of lanthanum compounds, hole-
carriers are produced by substituting Ba?*, Sr?* or Ca2?* ions for La3* ions
in LagCuQy, while in other cuprates hole-carriers are provided from excess
oxygen in blocking layers. These hole carriers mainly move along the CuO,
planes.

The parent compound LasCuQy is experimentally an antiferromagnetic
(AF) insulator[10] with a Néel temperature Ty = 240 K for three-dimensional
AF ordering. When an ordinary one-electron band theory is applied to the
electronic structure of LasCuQy, it gives a metallic state, because each Cu?*
ion in LasCuQOy4 has one d hole. Thus one-electron band calculations are not
applicable to LasCuQ,. Besides this fact, there is a good deal of evidence that
even the normal state properties of the cuprates differ remarkably from those
of ordinary metals and superconductors and that conventional one-electron
band theory may not be applicable.
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Fig. 1.2. Sketch of crystal structures of representative hole-doped cuprates

In the context of failure of the application of one-electron band theory to
explain the experimental fact that LasCuQy is an antiferromagnetic insulator,
the important role of strong electron correlation was pointed out first by
Phillip Anderson [11, 12]. On the other hand, Bednorz and Miiller pointed out
the important role of the strong electron-lattice interactions in cuprates, from
the standpoint that a d-hole state in each Cu?* ion in LayCuQy is orbitally
doubly-degenerate so that it is subject to strong Jahn-Teller interaction [1,
13]. In fact, a CuOg octahedron in LagCuQy is elongated along the c-axis due
to the Jahn-Teller distortion and a d hole in each Cu?? ion occupies a dy2_y2
orbital, where the z-axis is taken along the c-axis [14]. Since the discovery of
high temperature superconductivity, many theories, including conventional
and unconventional mechanisms, have been proposed.

In order to clarify the mechanism of high temperature superconductivity,
however, we first have to know the electronic structures of cuprates. In this
respect there seems to be general agreement that CuO; layers play a main role
in superconductivity and normal-state transport. In this view, most theories
proposed so far are based on an orbital consisting of Cu d,2_,2 orbital and
O p, orbital extended over a CuQOs layer. However, the hole-doped cuprates
consist of pyramid-type CuOs or octahedron-type CuQOg clusters and have
shown different features of superconducting and normal-state properties ex-
perimentally. Thus it seems difficult to explain the different features of super-
conducting and normal-state properties of various cuprates by using a theory
based on CuO, layers.

Furthermore, when hole-carriers are doped into cuprates by the substitu-
tion of divalent ions for lanthanum trivalent ions in lanthanum cuprate com-
pounds or by the introduction of excess or deficit of oxygen, CuOg octahedron
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clusters or CuO5 pyramid clusters are deformed so as to minimize the to-
tal electrostatic energy of a whole system. We call this kind of deformation
“anti-Jahn—Teller effect”, because the CuOg octahedrons or CuOs pyramids
elongated by the Jahn—Teller interaction along the c-axis in undoped materi-
als are deformed so as to partly cancel the energy gain due to the Jahn—Teller
effect by doping the carriers. In the case of Las_,Sr,CuO,4 (abbreviated as
LSCO hereafter), for example, apical oxygen in an elongated CuOg octahe-
dron along the c-axis in La;CuQy4 tends to approach Cu ions by the “anti-
Jahn—Teller effect”. Thus, in LSCO, elongated and contracted octahedrons
are mixed. This does not mean that, in the underdoped regime of low hole-
concentration, only ten to fifteen percent of CuOg octahedrons are deformed
by the anti-Jahn-Teller effect while the remaining octahedrons are elongated.
In order to reduce the kinetic energy of hole-carriers, the hole-carriers may
be considered to move in an averagely deformed crystal. Thus a hole-carrier
may have a character of a large polaron, as Miiller first pointed out [1, 13].

In this context, both effects of the electron correlation and lattice distor-
tion due to the anti-Jahn—Teller effect play important roles in determining
the electronic structures of cuprates. However, most theories so far proposed
mainly consider the former effect. Noticing the importance of the effects of
the electron correlation and lattice distortion, Kamimura and Suwa [15] con-
sidered both effects on equal footing and developed a theory which is applica-
ble to real cuprates. The theory by Kamimura and Suwa is now called “the
Kamimura—Suwa model”, which is abbreviated as “the K-S model”.

The aim of this book is to clarify the important roles of both electron
correlation and lattice distortion in real cuprate materials with hole-doping,
based on the K-S model. Since theoretical models based on two-dimensional
CuOs, planes have been reviewed or developed by a number of review articles
or texts [16, 17, 18, 19, 20, 21, 22, 114], in this book we will concentrate first on
describing the electronic structures of cuprates calculated by first-principles
calculations based on the K-S model. Then we will focus on applying the
K-S model to calculating various physical properties of normal and super-
conducting states of cuprates and on investigating whether the K-S model
can clarify various anomalous behaviours observed in cuprates, by comparing
the calculated results with experimental results.

Although we do not intend to review the theoretical models so far pro-
posed, we will briefly review some of important models in Chap. 3 from our
personal views. From Chaps. 4 to 14 our descriptions are concentrated on the
whole activity of the K-S model for hole-doping cuprates. In this book the
topic of electron-doped cuprates is not included. In cuprates the CuQOg octa-
hedrons or CuOj5 pyramids form a CuO4 plane and various kinds of stacking
of the CuO4 planes compose a different kind of cuprates. When hole-carriers
are doped, carriers move primarily on a CuOs plane. In the hole-concentration
of the underdoped regime, only about ten to fifteen percent of CuOg octahe-
drons or CuQOjy pyramids are occupied by holes as an average. Thus a dopant
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hole hops between the highest occupied states in many-electron states called
“multiplets” of a CuQOg octahedron or a CuOs pyramid. Thus one must cal-
culate multiplets as accurate as possible by first-principles methods. For this
purpose the method of first-principles variational calculations called multi-
configuration selfconsitent field method with configuration interaction (ab-
breviated as MCSCF-CI method) is developed for a CuOg octahedron or a
CuOs pyramid cluster with one dopant hole in Chap. 5. Before that, the
description of a cluster model is given in Chap. 4. It is clear that the strong
electron correlation creates localized spins around Cu sites while the anti-
Jahn-Teller effect leads to the coexistence of the Zhang—Rice spin-singlet
multiplet and the Hund’s coupling spin-triplet multiplet, where the ener-
gies of both multiplets are nearly the same in the underdoped regime. The
results of the lowest electronic states calculated by the MCSCF-CI method
for LSCO, YBayCu307_s (abbreviated as YBCO7_s) and BigsSraCaCusOg s
(abbreviated as Bi2212) are presented in Chaps. 5 to 7.

In the underdoped regime, the doping concentration of hole-carriers is
low. In this case, it is shown on the basis of the results of the first-principles
cluster calculations that, when the localized spins form antiferromagnetic
(AF) ordering in a spin-correlated region of finite size, a hole-carrier can hop
between the highest occupied levels in the Zhang—Rice spin-singlet multiplet
and the Hund’s coupling spin-triplet multiplet without destroying the AF
order. This is the essence of the Kamimura-Suwa model (K-S model). In
Chaps. 8 to 10 the essence of the K-S model, the validity of the K-S model
in real cuprates and an approximation method of solving the K-S Hamil-
tonian to represent the K—S model are described. In Chap. 11 the calculated
results of the energy bands, the Fermi surfaces and the density of states are
presented. In these results the many-body effects such as the exchange inter-
actions between the carrier spins and the localized spins, etc., are included in
the electronic structures of a hole-carrier system in the sense of the mean field
approximation, while the localized spins form the antiferromagnetic order in
the spin-correlated region. These results give an antiferromagnetic insulator
when the cuprates are undoped. From this result one can understand that
the energy band and Fermi surfaces calculated by the K-S model are com-
pletely different from those obtained from the ordinary Fermi-liquid picture.
In Chap. 11 the calculated Fermi surfaces of LSCO are compared with the
Fermi arcs observed by angle resolved photoemission experiments (ARPES).
One can see a very good quantitative agreement between theory and experi-
ment by Yoshida and his coworkers [23, 24, 25], indicating the strong support
of the K-S model from experiments.

By using the results of the many-body-effect-including energy bands,
Fermi surfaces and the density of states calculated by the mean-field ap-
proximation for the exchange interaction between the carrier’s and localized
spins, the normal-state properties such as the electrical resistivity, the Hall
effect, the electronic entropy, the magnetic properties, etc., are calculated.
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These calculated results are compared with experimental results of anom-
alous normal state properties in Chap. 12. In particular, it is clarified for
the first time from the quantitative standpoint that the effective mass of a
hole-carrier is about six times heavier than the free electron mass even in
the well-overdoped region. According to the K-S model, an origin for the
heavy mass is due to the interplay between the electron correlation and the
local lattice distortion. In this respect we can say that the electron-lattice
interactions in cuprates are strong and that a hole-carrier in the hole-doped
cuprates has a nature of a large polaron.

In order to investigate whether the electron-lattice interaction is really
strong or not, the electron-lattice interactions in cuprates are calculated for
LSCO in Chap. 13, and it is shown that they are really strong. By using
these calculated results, the momentum- and frequency-dependent electron—
phonon spectral functions are calculated for all the phonon modes in LSCO.
It is shown that the momentum-dependent spectral functions have a feature
of d-wave symmetry and that the occurrence of d-wave, even for phonon-
involved mechanisms, is due to the interplay between the electron—phonon
interaction and the underlying AF order in the metallic state in the K-S
model. Finally in Chap. 14 we first prove rigorously that a characteristic
electronic structure of the K-S model causes an anomalous effective electron-
electron interaction between holes with different spins and that this effective
electron-electron interaction leads to d-wave symmetry in the superconduct-
ing gap function. Indeed Kamimura, Matsuno, Suwa and Ushio showed for the
first time on the basis of the K-S model that the symmetry of superconduc-
tivity gap is d-wave even for the phonon-mechanism, when a superconducting
state coexists with the local AF order [26, 27, 28, 29, 30].

Then the hole-concentration dependence of the superconducting transi-
tion temperature T, and of the isotope effect o are calculated by solving the
linearized Eliashberg equation. In the K-S model a metallic region in the
underdoped regime is finite due to a finite spin-correlation length. However,
this metallic region is more expanded in its area from the spin-correlated
region by the spin-fluctuation effect characteristic of the two-dimensional
Heisenberg spins systems in the AF localized spins. By determining the size
of the metallic region so as to reproduce T, = 40K at the optimum doping in
LSCO, one can see that the size of a metallic region at the optimum doping
is about 30nm. From this result it is concluded that the superconducting
regions in the underdoped regime of hole-concentration are inhomogeneous.
In this way Chap. 14 is devoted to the description of a theory of high tem-
perature superconductivity based on the K-S model.
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2 Experimental Results
of High Temperature Superconducting Cuprates

2.1 Introduction

In this chapter we describe some important features of copper oxides observed
from experiments. Since the discovery of high temperature superconducting
cuprates, numerous experiments have been performed, and hence it is im-
possible to mention all of them in this book. Thus let us concentrate on
experimental results which are closely related to the topics of this book.

In the following, we first show typical crystalline structures of cuprate
families and point out characteristics of these structures. Then, in the follow-
ing sections, various physical quantities are briefly explained.

2.1.1 Basic Crystalline Structures of Cuprates

All the cuprate families are characterized by the fact that they are all metal
oxide (MO) materials with quasi-two dimensional layered structures in which
copper oxide layers are always contained. They all consist of alternate stack-
ing of copper oxide-layers (CuOs-layers) and the so-called blocking layers [31],
as shown in Fig. 2.1. There are three kinds of CuOs-layers; consisting of (1)
CuOg octahedrons, (2) CuOs pyramids, and (3) CuOy squares as shown in
Fig. 2.1. Matrix systems are distinguished by metallic atoms which construct
blocking layers or by atoms sandwiched by CuOs-layers.

In every case, we have a two-dimensional sheet consisting of CuO5 as
a unit. Thus we distinguish oxygen atoms which surround a Cu atom in
two ways; in-plane O and apical O. In Fig. 2.2, we show crystal struc-
tures of Las_,Sr,CuO4 (LSCO), Ndy—,—,Sr;Ce, CuO4 (NSCCO) [32], and
Ndj_,Ce,CuO4 (NCCO) [33] as having the most fundamental structures of
cuprates. They all have one CuOs-layres in each unit cell: CuOs-layers in
LSCO consist of CuOg octahedrons, in NSCCO CuOs-layers consist of CuOs
pyramids, and CuOs-layers in NCCO consist of CuO,4 square. These basic
structures are called T-phase, T*-phase, and T'-phase, respectively [33]. It is
noted that the first two phases only allow hole-doping while materials with
T’-phase allow electron-doping only. We also stress here that all cuprates that
have higher T than 30 K consist of at least one CuQOg-based or CuOs-based
CuOs-layer per periodicity.
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Fig. 2.1. Example of a cuprate family. Here, crystal structures of
BiaSroCay—1CuypOgq2nts with n = 1,2, 3 are shown. Oxygen atoms are not drawn
for simplicity
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Fig. 2.2. Schematic picture for basic elements of CuOz-layer in HTSC. (a) CuOs
octahedron, CuOs pyramid and CuQOy4 square. (b) Schematic picture of CuO2-layers
consisting of above mentioned elements. (c) Basic crystal structures of HT'SC
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As for “multi-layered” materials such as BisSraCay,—1CuyOgs0n45 (ab-
breviated as Bi22(n — 1)n) shown in Fig. 2.1, we observe that there are layers
of CuOs-pyramids face to face separated by metal oxygen (MO)-layers for
bi-layer materials like Bi2212. As for Bi2223, we have two layers of CuOjs
pyramids and one CuOs layer in a unit cell. There are various kinds of
cuprate families distinguished by constituent of metal atoms in the position
of blocking layers. Such cuprate families are denoted by those metal atoms,
namely LaSrCuO (=LSCO), YBaCuO (=YBCO), BiSrCaCuO (=BSCCO),
etc. Among the same families of cuprates, the maximum superconducting
transition temperature T, increases with the number of CuOs-layers in the
unit cell up to n = 3. For example, in BSCCO system shown in Fig. 2.1,
single-layered Bi2201 has the maximum 7T, about 40 K while three-layered
Bi2223 has maximum T, up to 120 K. Some materials allow more than three
layers but T, is found to lower by increasing the number of CuOs-layers.

As for the material dependence of the maximum T, it varies from 40 K for
LSCO to 80 K for HgCaCuO for single-layered systems. In addition, the c-axis
resistivity p. experiments [34] show that the strength of two-dimensionality
is not directly related to the maximum 7, of each materials.

2.1.2 Ability of Changing Carrier Concentration

As we mentioned above, we distinguish the matrix materials by the ele-
ments in blocking layers and elements which are sandwiched between CuOa-
layers. Typical matrix systems are given as follows: LasCuQy4, YBasCuszOgyy,
BigSrQCan_lCunO4+2n, TlgBaQCan_lCunO4+2n (TBCCO), and HgCanCun
O142n4s (with HgCaCuO, no stoichiometric structures are obtained), etc.
In any materials, hole carriers are mainly confined to CuQOs-layers, and the
insulating states correspond to the states where all Cu atoms in CuOs-
layers are Cu?t ions. A Cu?" ion takes 4s°3d° configuration with the total
spin of S = 1/2, and this situation is reflected in the experimental find-
ings that all the stoichiometric matrix materials with no hole carrier have
three-dimensional antiferromagnetic (3DAF) order whose magnetic transi-
tion temperatures Ty are around 240 K~300K [35, 36, 37].

All cuprate families allow non-stoichiometry. That is, we can change car-
rier hole concentration continuously by various methods without changing
crystalline structure. As for the LapCuQOy system, substituting La atoms with
Sr atoms from the stoichiometric LasCuQO4, we have Lag_,Sr,CuQOy.

2.2 Experimental Results of Cuprates

In this section we briefly discuss physical properties of superconducting
cuprates obtained from experiments. As we have noticed, a tremendous
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amount of experiments have been performed. Here we concentrate on de-
scribing just a few of them which are closely related to the topics of this
book.

2.2.1 The Phase Diagram of Cuprates

As we have just mentioned, we can vary the hole concentrations of super-
conducting cuprates by the substitution of metallic atoms, by adding excess
oxygen atoms or by reducing oxygen atoms. The range of the hole concen-
tration, which can be realized by the above-mentioned methods, varies with
matrix materials, but it is widely believed that all cuprates have the same
phase diagram schematically shown in Fig. 2.3.

T
electron-doped system \ hole-doped system
\ <. 99 41
\ pseudogap” transition
\/

Normal Metal Normal Metal
\ N A N high-energy pseudogap
’ S \
/ ~ \low-energy pseudogap
S
~
’ 3D|AF ~a

/
1 |SC sC

hole concentration x

-
/ xopt\
underdoped overdoped

Fig. 2.3. Phase diagram of cuprates. The dash lines in the electron-doped system
represent the electron-doping concentration dependence of the Néel temperature
T~ when oxygen is not reduced

Let us first discuss the phase diagram of hole-doped materials. When the
hole concentration = is very small, there exists a static three-dimensional
(3D) antiferromagnetic (AF) Néel order. Upon doping, this AF-structure is
destroyed rapidly and vanishes at about x ~ 0.05 for LSCO, and simulta-
neously superconductivity (SC) appears. By further doping, the supercon-
ducting transition temperature T. rises but it reaches a maximum value at
the concentration zopy ~ 0.15 for LSCO [35]. Then upon further doping, T,
decreases and finally it reaches 0 K. For other materials, zop¢ takes a larger
value, but if we estimate the number of holes per CuOs-layer p by exper-
iments and regard T. as a function of p, it is known that the optimum p.
where T;. takes the maximum value does not vary so much by materials [38].
As for the maximum value of T, it varies depending on matrix materials;
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from about 40K of the first-discovered LSCO to 164 K of the HgCaCuO at
31 GPa. We call the hole-concentration region where T, goes upward by the
increase of hole-concentration “underdoped region”, and the region where
T. goes downward, “overdoped” region. The hole-concentration at which T
reaches a maximum value is called “optimum doping”.

The characteristic feature of z-dependence of T, T.(x), is that it is bell-
shaped as schematically shown in Fig. 2.3. If the presence of the 3D AF-order
at low hole-concentration has a decisive effect on suppressing the occurrence
of superconductivity, the T.(z) curve is expected to rise steeply immediately
as the AF-order vanishes. But this is not the case for hole-doped cuprates,
because T.(x) increases gradually with increasing x. This means that the
AF-correlation has some role in superconducting properties.

In connection with the z-dependence of T., a phase diagram shown in
Fig. 2.3 has been suggested for hole-doped cuprates by various experimental
results such as NMR [39, 40, 41, 42], ARPES [43, 44, 45], tunneling [46, 47],
electronic transports and magnetism [48, 49], electronic specific heat [50, 51],
neutron scattering [52, 53|, optical properties [54, 55], etc. According to this
phase diagram, there are two kinds of “transition-lines” in addition to T¢(x),
which are often called “low-energy pseudogap” and “high-energy pseudogap”.
We will discuss their origins in Chap. 12.

As for electron-doped materials such as Nds_,Ce,CuQy4, 3D AF-order
remains for larger doping concentration as shown schematically in Fig. 2.3. If
electron-doped materials are not reduced by oxygen, it is known that no su-
perconductivity occurs at all. By the small reduction of oxygen, 3D AF-order
disappear more quickly by electron doping and superconductivity appears
immediately after 3D AF-order vanishes. Then it takes the maximum T, of
23 K at around electron concentration x ~ 0.18 for Ndy_,Ce,CuOy4_s and
T. becomes zero at around x ~ 0.22.

2.2.2 The Symmetry of the Gap

The high resolution of angle resolved photo-emission spectroscopy (ARPES)
achieved in the last decade enables us to investigate the k-dependence of
the gap function of superconducting cuprates. Many experiments suggested
that the amplitude of the gap function vanishes along the lines k, = *k,
[44, 56, 57]. Existence of “nodes” on the gap function has been strongly sug-
gested from various other experiments, too. For example, NMR relaxation
rate experiments showed that there are no Hebel-Slichter peaks on temper-
ature dependence of relaxation rates (Ty7)~! and (TyT)~! decreases with
temperature T in powers of T' [58, 59]. In the case of ordinary superconduc-
tors, it is known that (737)~! has a peak just below T, and then it decreases
with temperature T' decreasing as exp(—A/T), reflecting the non-vanishing
s-wave gap symmetry (see, for example, [60]). Strong evidence for d-wave
symmetry is also obtained from experiments such as penetration depth mea-
surement [61, 62, 63|, specific heat [64, 65, 66], Raman scattering [67, 68],
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Fig. 2.4. Schematic configuration of w-junction experiment. If HTSC has d-
symmetry, cancellation of phase factor causes zero current for zero flux modulo
quantum flux while maximum tunneling current is achieved for half quantum flux
modulo quantum flux

tunneling [69, 70], etc. These experimental results are naturally understood
if we adopt a picture of dg2_,2-symmetry for the symmetry of the super-
conducting gap. However, there is one more possibility for the anisotropy of
the gap function; the strongly anisotropic s-wave symmetry. We cannot deter-
mine either of the symmetry, d,2_,2-symmetry or the anisotropic s-symmetry
(extended s-symmetry), is true for HTSC from ARPES experiments alone.

Distinguishing the d,>_,2-symmetry from the anisotropic s-symmetry is
possible by experimental methods which can detect the phase of the gap
function directly. One such experimental method, which uses Josephson tun-
neling between cuprates and ordinary s-wave superconductors was proposed
by Sigrist and Rice [71]. Since it detects the sign change, i.e., the change of
phase by 7, it is called “m-junction experiment”. Schematic configuration of
the m-junction experiment is shown in Fig. 2.4. Similar kinds of experiments
were actually performed for hole-doped YBCO by Wollam et al. [72] and
by Tsuei et al. [73]. Their results support d-wave symmetry and now the
same kind of experiments have been done for various kinds of hole-doped
cuprates [74, 75]. As for electron-doped materials, early experimental re-
sults suggested s-symmetry but recently m-junction experiments were also
performed for electron-doped materials [76] and from these experimental re-
sults, it seems that cuprates always have d,2_,2-symmetry, although several
arguments have been made for the appearance of other symmetries. (see [77]
for example)

So far we have described experimental results which are directly related to
the contents of the present book. Experimental results which are specifically
related to the K-S model will be discussed in respective chapters.



3 Brief Review of Models of High-Temperature
Superconducting Cuprates

3.1 Introduction

In the present chapter we give a brief review of theories of high temperature
superconductivity (HTSC). A considerable number of theories have been pro-
posed since the discovery of HT'SC, but here we review just a few of them
which have a different nature. Roughly speaking, we can classify them into
two models: Theories that essentially rely on the Fermi liquid picture and
those which presume a much more exotic picture as the basic electronic struc-
ture of cuprates. Many theories adopt a view that strong electron-correlation
plays an important roll in determining the electronic structure of cuprates,
and since there is no standard method to treat strongly correlated electronic
systems, theories differ even in the understanding of the normal state of
HTSC. In the following we mainly discuss theories with strong electron-
correlation.

Before explaining theories of HTSC, let us first look at some basic features
of cuprates. As we mentioned, all cuprates have quasi-two dimensional struc-
tures with layers consisting of Cu and O, and there are three basic structures
for the CuOs-layer: one consisting of CuOg octahedrons, one consisting of
CuOs3 pyramids, and one consisting of CuOy4 planes, as shown in Fig. 3.1. In
every case, we have a two-dimensional sheet consisting of CuOs as a unit.
Thus we distinguish oxygen atoms which surround a Cu atom in two ways;
in-plane O and apical O.

Fig. 3.1. Schematic picture for basic elements of CuOs-layer in cuprates. (a) CuO4
plane, (b) CuOs pyramid, and (¢) CuOg octahedron
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It is known that in some cuprate materials, such as the first-discovered La-
system, undoped materials show no superconductivity and they are even
insulators with static antiferromagnetic order. Upon doping, they become
metallic and show superconductivity. From a naive point of view, since they
have odd numbers of electron per unit cell, they should be half-filled metals.
This discrepancy between the “naive” theoretical consideration and experi-
mental results can be easily understood if we take account of the effect of the
strong Coulomb repulsion. As shown in Fig. 3.2(a), electrons at each Cu-site
cannot be itinerant due to the strong on-site Coulomb repulsion U and also
due to the energy difference A of one-electron states between the Cu 3dg2_»
state and O 2p, state. This physical picture also enables us to explain why
such insulating materials show anti-ferromagnetism. Virtual processes shown
in Fig. 3.2(b) gives rise to an anti-ferromagnetic (AF) superexchange interac-
tion J between neighbouring localized electrons on Cu-sites via intervening
02~ ions.

Upon doping, the AF-transition temperature Ty falls quickly and systems
become metallic. And by further doping, superconductivity appears and the
transition temperature T, becomes higher and then reaches a maximum value.
By further doping, T, decreases and drops to 0 K. These features are already
shown in Fig. 2.3 in Chap. 2.

Now let us introduce various theories proposed for HTSC.

3dxy  2ps 3diiy? 3dxy?  2ps 3dxiy?
(@) Cu O Cu (b) Cu O Cu
Fig. 3.2. Schematic diagram of the electronic state of the insulating phase in copper
oxides. U denotes the on-site Coulomb repulsion (the Hubbard U), ¢ the transfer
integral between Cu 3d,2_,2 and O 2po orbitals, and A the difference of one-
electron energy between Cu 3d,2_,2 and O 2po orbitals. (a) Because of the large
value of U, electrons are localized on each Cu site. (b) Schematic picture showing
the origin of superexchange interaction J between two neighbouring Cu-site spins.
Successive virtual transfer of localized electrons shown in the perturbation processes
(4 to 1) apparently favors the antiferromagnetic configuration of the two electrons
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3.2 Brief Review of Theories for HTSC

3.2.1 Jahn—Teller Polarons and Bipolarons

A Cu?t ion in a crystal placed in surroundings of octahedral symmetry has
a ground state which is orbitally doubly-degenerate. As a result, it is subject
to the Jahn-Teller distortion according to the Jahn-Teller theorem [78]. As
described in a previous chapter, the crystal structure of undoped LayCuQy is
tetragonal at high temperatures. This lower symmetry of LagCuO4 has been
considered to be due to the Jahn—Teller distortion. Then, when hole-carriers
are introduced into LayCuQy4 by substituting Sr?* ions for La3* ions, api-
cal oxygen in a CuQOg octahedron in La;CuO4 tends to approach Cu ions
by the “anti-Jahn—Teller effect” so that a CuOg elongated octahedron in
Lay;CuQy4 deforms in such a way that the Cu-apical O distance is contracted
in Lag_,Sr,,CuOy4 (abbreviated as LSCO hereafter), as we described in a pre-
vious section. We call the former and the latter “elongated” and “deformed”
octahedrons, respectively. When these hole-carriers interact with distorted
CuOg octahedrons via electron-lattice interactions, they become polarons.
These polarons are called “Jahn-Teller (JT) polarons” [79, 80, 81, 82, 83, 84].
When the transfer integral of a hole-carrier ¢ is much smaller than the Jahn—
Teller stabilization energy EjT, a severely confined self-trapped state around
an octahedron site is produced. Such a state is called a “small polaron”. On
the other hand, when ¢ is much larger than Ejr, a hole-carrier can distort
CuOg octahedrons over many lattice distances. Such a hole-carrier is called
a “large polaron” [84, 85, 86].

When an electron—phonon coupling constant is large, Alexandrov and
Mott [87] argued a possible appearance of a bipolaronic charged Bose liquid.
They argued that two JT-polarons form a bounded pair in the real space
which they call a “bipolaron”, and the superconductivity of cuprates comes
from the Bose condensation of these bipolarons in cuprates. From the stand-
point that superconducting cuprates are heavily-doped ionic insulators with
local distortions, the formations of various types of bipolaron, such as small
bipolarons, large bipolarons, JT-bipolarons, etc. have been suggested as a
mechanism of high temperature superconductivity [20, 80, 81, 84, 86, 87, 88|.
In fact, Bednorz and Miiller [3] made a discovery of superconducting cuprates
by considering that materials with a strong JT effect may reveal superconduc-
tivity with high T¢. So far we have described a qualitative aspect of the bipo-
laron mechanism. From a quantitative perspective, there are various problems
to be clarified. In particular, recent Angle-Resolved-Photoemission (ARPES)
experiments by Yoshida and his coworkers [23, 24, 25] clearly showed the
existence of “Fermi arcs” for LSCO, which may be considered as the arc sec-
tion of a Fermi surface. These experimental results are not compatible with
bipolaron models in which hole-carriers form bosonic particles. Further, a
hopping process from deformed octahedrons to elongated octahedrons some-
times makes polarons localized, or makes the mass of a polaron heavier. As a
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result a superconducting transition temperature 7, may not be high enough
to produce high temperature superconductors. In this book, we will investi-
gate these problems quantitatively.

3.2.2 The Resonating Valence Bond (RVB) State
and Quasi-particle Excitations

Assuming that the hole-carriers itinerate in the CuOs planes, the RVB state
[89] is represented by the single-band Hubbard Hamiltonian,

H= Z t{ch o Cmo + hoc.} + Z Unpinng , (3.1

nmo

where ¢po (cg(),) denotes the annihilation (creation) operator of an electron
with spin o on the Cu 3d,2_,2 (hereafter d,2_,2) at the nth site of a CuO,-
layer, n,, the number operator with spin ¢ at the nth site, while ¢ denotes
the transfer between neighbouring Cu dg2_,2 sites, U the on-site Coulomb
repulsion, i.e., the Hubbard interaction between electrons on the same copper
site with different spins. As seen from the model Hamiltonian it only consid-
ers the highest occupied level of CuOs-layer, the Cu dg2_,2 level. If we start
from the half-filled state, i.e., the system with one hole per Cu atom, because
of the strong on-site Hubbard interaction U, the system is considered to be
an antiferromagnetic insulating system with the superexchange interaction
J = t2/U. Anderson considered that the ground state of the system is well
described by the so-called resonating valence bond (RVB) state, which was
first introduced by Anderson himself for other antiferromagnetic Heisenberg
spin systems [90]. The RVB state is expressed by the superposition of many
configurations of the local singlet pairs (spin singlet states consist of two
neighbouring Cu localized dg2_,» spins) as illustrated in Fig. 3.3. Reflecting
the low dimensionality of CuOs-layers, localized spins should have a strong
quantum fluctuation effect and Anderson proposed the RVB state as a can-
didate for the ground state of the single Hubbard model of two-dimensional
square lattice system at the half-filling. We readily see that the RVB state
has no long-range antiferromagnetic order from Fig. 3.3.

=

Ll L+ 1

IDs —

+etc., @—e singlet pair

Fig. 3.3. Schematic picture for the RVB ground state. Localized Cu spins form a
local singlet pair and the RVB ground state is expressed as the superposition of all
configurations of states like those illustrated in the figure
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Using the second quantization, the RVB state is written as follows.

N
JIRVB X PN (Z 6iuia"mcLTcInl> g’o 5 (32)
n,m
where ¢}, is the creation operator of an electron with spin o at the nth site

and Py is the projection operator to the fixed total number N state with no
doubly occupied states on each Cu atom sites. The u;s with ¢ = 1,2 denote
the unit vectors of the square lattice system, which connect neighbouring Cu
sites, and the summation for n and m is taken all over the lattice sites, 2N
being the number of Cu atoms in the system. The summation in (3.2) is taken
over all neighbouring Cu sites n and m. On the other hand, it is known that
the BCS ground state with N’-Cooper pairs can be written as [60]

Upcos < Py <Z g(n — m) CLTCInl)N,!po , (3.3)

n,m

where g(n) is a pair function of the BCS state and Py~ is the projection op-
erator to the fixed total number N’ state. One readily sees a strong analogy
in the form of two wave functions Yryp and ¥pcg. From this observation,
Anderson argued that the ground state of the hole-doped CuOs-layer be-
comes superconducting with the ground state wave function Yryg, which is
illustrated in Fig. 3.4.

holons

+etc.

Fig. 3.4. Schematic picture for the RVB ground state with a finite hole concentra-
tion. In this case, local singlet pairs are formed by all Cu sites except for vacant
sites as shown in the figure. In the figure we have two holons

As for the one-particle excitation, Anderson predicted a much more exotic
picture. If we introduce a hole in the half-filled RVB state, inevitably there
appears an unpaired electron spin and a vacant state with charge +e as seen
from Fig. 3.5. From the energetic point of view there is no need for the
unpaired spin and the vacant site to be bounded each other. Then Anderson
concluded that the unpaired spin and vacant site can itinerate independently
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Fig. 3.5. Schematic picture for spinon, holon excitations in the RVB model

with the aid of transfer integral ¢. As a result we have two kinds of quasi-
particle excitations in the RVB state. The neutral spin 1/2 excitation is called
“spinon” excitation and the 4e charged spin 0 excitation is called “holon”
excitation. The ground state of the RVB state for finite hole concentration z
(3.3) is then regarded as the Bose condensed state of holon excitations.

The effective Hamiltonian for low-energy phenomena is derived from the
single-band Hubbard Hamiltonian (3.1) by an appropriate canonical trans-
formation and it is written as follows.

Hrve = HPnchyCmoPm + hc} + Y Jsn - Sm (3.4)

nmoao nm

where Py, = 1 —nping is the projection operator at the nth site to exclude
the doubly occupied state and s,, denotes the spin operator at the nth Cu
site if there is just one electron on this site, otherwise the zero operator. The
RVB Hamiltonian, which has far less degrees of freedom compared with the
single Hubbard Hamiltonian, is still practically unsolvable. The reduction is
expressed by P, which has abstract, mathematical form, so that the treat-
ment of this term is a main difficulty in solving the problem. On the other
hand, the spinon—holon picture can be understood intuitively. That is, we
see some features of the model without solving the problem rigorously. As
we see from Fig. 3.6, a holon motion inevitably destroys local singlet cou-
pling of the RVB state. Then it is expected that the effective transfers for

holon unpaired spinon

. / holon transfer Jﬁ B
) m

— —

/| |

— —e—9

Fig. 3.6. Schematic diagram explaining the frustration effect of a holon motion. If
a holon transfers to the neighbouring Cu site, it inevitably destroys the local singlet
pair formed in that site, and as a result two unpaired spins appear
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holon-excitations are much reduced from the bare ¢ because of this frustra-
tion effect. Since the superconducting transition in the RVB state can be
treated as the Bose condensation of holons, the reduction of the transfer of
a holon, i.e., enhancement of the effective mass of a holon, suppresses the
superconducting transition temperature 7.

3.2.3 The d—p Model

From optical [91, 92] and X-ray absorption (XAS) [93, 94] experiments, it
is revealed that O 2p orbitals play significant roles in the electronic state of
hole-doped systems. Taking this fact into account, Emery [95] proposed a
model Hamiltonian which includes O 2p, orbitals in a CuOs-layer. Because
this model considers not only the Cu d,2_,2 orbitals but also in-plane O 2p,
orbitals, it is called the d—p model. A schematic picture of the d—p model
is given in Fig. 3.7. The figure is written from the hole picture so that the
“one electron” level of O 2p, orbital is higher than that of Cu d;2_,» and
all the O 2p, levels are empty at the half filling state. When we introduce
one hole in this system, it is accommodated in an O 2p, orbital or an upper
Hubbard level of Cu d,2_,2 as shown in Fig. 3.7(a). Then a hole becomes
itinerant by the mixing of these two levels, which form a band with typical
energy level between the O 2p, level and the upper Hubbard Cu dg2_ 2 level.
Emery and others who support the d—p model assigned this band to the
so-called “mid-gap state” found in optical and X-ray absorption experiments
of cuprates [91, 93]. The important point is that this “mid-gap state” energy

02py —1_ !
T
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(a) (b)

Fig. 3.7. Schematic diagram describing the d—p model in the hole picture. (a)
Schematic diagram for the Hubbard interaction U, difference of one-electron level
A between O 2p, and Cu d,2_,2, and the transfer integral ¢4, between O 2p,
and Cu dg 2_,2 in the d—p model. Solid arrows represent localized spins while a
dashed arrow represents a doped hole. UH denotes the upper Hubbard level and
LH the lower Hubbard level of Cu d,2_,2. Here, the hole picture is taken so that
empty orbitals of O 2p, levels correspond to the fully occupied state in the ordinary
picture. (b) Schematic picture of O 2p, orbitals and Cu d,2_,2 orbital, and the
transfer tq, between O 2p, and Cu d,2_,2, the transfer ¢,, between O 2p,s are
shown
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is much smaller than the estimated Hubbard U of Cu dy2_,2, U ~ 10eV,
and it is close to the estimated energy difference of Cu dy2_,2 and O 2p,, a
few eV. This suggests that doped holes have strong O 2p, character.

The d—p model itself does not concern the origin of the superconductivity
of cuprates. It explains the basic electronic structure of copper oxides. As
for the mechanisms of HTSC, there are two different approaches: One from
the standpoint of strongly correlated interaction and the other from, essen-
tially, the viewpoint of weakly correlated Fermi liquid. The former approaches
derive the effective Hamiltonians from the d—p model Hamiltonian, provided
that the ground state of the half-filled system of the d—p model is an insulat-
ing Heisenberg antiferromagnet. The latter approaches are essentially based
on the conventional Fermi liquid picture. They are based on the perturbation
expansion, i.e., treating the Hubbard term as the perturbed Hamiltonian.
These approaches are described in the subsequent subsections.

3.2.4 The t—J Model

As we have seen in the preceding subsection, if we introduce a hole in the
ground state of the d—p model at the half filling, we have a state which is
written as the superposition of O 2p, and upper Hubbard Cu d,>_,2. Zhang
and Rice [96] argued that this state is written as the superposition of local
singlet states; namely, a dopant hole around a Cu site form a singlet state
with a localized Cu hole spin, as illustrated in Fig. 3.8, and this singlet state
(Zhang-Rice singlet) itinerates in the CuOs-plane. They also showed that
the effective Hamiltonian of the model can be derived from the d—p model by
an appropriate approximation. The resultant effective Hamiltonian has the
following form:

Fig. 3.8. Schematic picture of Zhang—Rice singlet. A dopant hole in O 2p, orbitals
surrounding a Cu site forms a spin singlet with the localized spin on the Cu site
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where Sy, 5 +1Sn 4 = CL 1Cn |y Sz =A{nn 1 —nn | }/2.

Since this Hamiltonian consists of the transfer part H; and antiferromag-
netic interaction part Hy, it is called the t—J Hamiltonian, and a system
described by H;_; is called “t—J” model. The itinerancy of the Zhang—Rice
singlet state as a quasi-particle state can be described by the “t—J Hamil-
tonian”, H;_; in (3.5).

Since the t—J Hamiltonian is derived from the effective Hubbard Hamil-
tonian (3.5), the exotic picture of quasi-particle excitation of the RVB state
is inherited to the t—J model. Then there are two kinds of condensation
transition. Namely, BCS like spinon pairing condensation and the Bose con-
densation of the holon system. From the mean-field calculation for the t—J
model, the spinon pairing transition temperature Tg is found to decrease
with increasing hole concentration. On the other hand, the Bose condensa-
tion temperature T increases as the hole concentration increases [97]. The
superconducting transition is considered to be realized in the temperature
region where both Fermion (spinon) condensation and Boson (holon) con-
densation occur. As a result we obtain the “bell-shaped” character for the
T.(x)-curve from the ¢—J model.

Moreover, the t—J model can explain the pseudogap behaviour of observed
experiments by assigning a pseudogap transition to the Fermion condensation
line. The phase diagram shown in Fig. 3.9 looks consistent with experimental
results. These results are mainly obtained by the mean field approximation
to the spinon and holon excitations with the slave-boson or the slave-fermion

Normal Metal

Spinon-pair Condensation Ling,

Bose Condensation Line of Holons

“Spin-Gap” State

SC

hole concentration x

Fig. 3.9. Phase diagram of the t—J model obtained from the mean field approxi-
mation [97]
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method. However, there are critical opinions for using the simple mean-field
approximation to the exotic spinon—holon picture. In the mean-field approx-
imation for the slave-boson or slave-fermion method, for example, the sum
of the average numbers of spinons and holons must be one. From this, the
average number of spinons becomes large in the underdoped region of holons
which contribute to superconductivity. According to the RVB theory and
thus the ¢—J model, the spinons contribute to the formation of large Fermi
surfaces. Thus the appearance of a large Fermi surface is expected for the
underdoped region. However, recent ARPES experiments by Yoshida et al.
[23, 24, 25] clearly shows that this is not the case. In this context, the jus-
tification of the ¢t—J model by the mean-field approximation is questionable
unless one can obtain a direct experimental evidence for the existence of
spinon and holon excitation.

3.2.5 Spin Fluctuation Models

Starting from the single-band Hubbard model [98, 99, 100], the d—p model
[101], or an electron dispersion obtained from the “LDA-band calculations
plus Hubbard U” (the LDA+U band calculations) by treating in a semi-
empirical formalism [102], another model has been introduced as regards the
mechanism of high-T¢.

Near the half-filled level, strong Hubbard U repulsion between electrons
causes the enhanced g,w-dependent spin susceptibility x(q,w). It takes a
large value around Q = (7/a,7/a) where a denotes the lattice constant for
the CuO4 plane. This fact reflects the nearly antiferromagnetic nature of the
system. This large spin fluctuation causes an “overall” attractive interaction
between quasi-particles with different spins, thus leading to the supercon-
ducting transition. Theories depending on such mechanisms are called “spin
fluctuation” models. Here we use the word “overall” in the above sentence
because the interaction caused by the antiferromagnetic spin fluctuation has
both repulsive and attractive components and it appears that in the k-space
it is always positive, i.e., repulsive. From the perturbation theory, the dressed
electron-electron interaction Ve is written in terms of U and x(q, w), and its
g-dependence is similar to that of x(gq,w), i.e., it takes a small value around
g = 0, while it takes a very large value at ¢ = Q = (7/a,m/a). Together
with the shape of the Fermi surface which has a large partial density of states
around (7 /a,0) and (0,7 /a), we obtain d,2_,2-wave superconductivity which
is consistent to the experimental results.

There are various models starting from the above mentioned picture. In
other words, these theories identify the origin of Cooper pair interaction in
HTSC with a large anti-ferromagnetic spin fluctuation of the system, but
they differ in their detail; they differ in the approximation methods to solve
a similar type of model Hamiltonians. These theories can explain normal
state properties of cuprates such as magnetic properties or optical responses.
In most of the theories of this category, they rely on strong antiferromagnetic
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fluctuation effect so that 7. inevitably becomes larger as the hole concen-
tration decreases. This is apparently against the experimental results. One
idea to avoid this discrepancy between theories and experimental results is to
include terms in the perturbation expansion which we usually do not count
in a simple approximation, i.e., in the random phase approximation (RPA).
[100, 101]. In any case, some self-consistent conditions for the Geen’s function,
the proper self-energy part and the irreducible vertex part are derived, and to
solve equations for these many-body correlation functions with self-consistent
conditions is a main task in this field.

3.2.6 The Kamimura—Suwa Model
and Related Two-Component Mechanisms

3.2.6.1 On the Kamimura—Suwa (K—S) Model

Theories so far reviewed start by assuming that the hole-carriers move in
a CuO; plane, followed by a refinement which makes use of disposal para-
meters to fit experimental data. This procedure makes it difficult to assess
the predictive nature of the model, for example, how cuprates containing a
CuOg octahedron or a CuOjs pyramid may give rise to different features of
high T, superconductivity. In order to address this problem, Kamimura and
his coworkers have carried out a series of theoretical studies, beginning with
the calculations of the electronic structure of LSCO from first principles by
Kamimura and Eto [103, 104]. In these first principles calculations, Kamimura
and Eto took account of the local distortion of a CuQOg octahedron when Sr?*
ions are substituted for La3* ions in LSCO. That is, when La?* ions are re-
placed by Sr?™ ions, apical oxygen in CuQOg octahedrons tend to approach Cu
ions so as to gain the attractive electrostatic energy. Such a contraction effect
of the apical O—Cu distance in a CuOg octahedron by doping was predicted
theoretically by Shima and his coworkers in 1988 [106] and supported by var-
ious experimental groups by the neutron time of flight experiments in 1990s
[107, 108, 109]. As a result the octahedrons which were elongated along the
c-axis by the Jahn-Teller effect in the undoped LasCuQy4 shrink by doping
the divalent ions for the trivalent ions. We call this local distortion of CuOg
octahedrons “anti-Jahn—Teller effect”. A similar anti-Jahn—Teller effect also
occurs in other cuprates in which the hole-doping is caused by the excess
of oxygen in blocking layers. Thus CuQOg octahedrons or CuOs; pyramids in
cuprates are deformed in a form of contraction or elongation along the c-axis.

Kamimura and his coworkers have tried to solve the many-electron lowest
state called “multiplet” of a CuOg or a CuQOj cluster in cuprates as accurately
as possible by Multi-Configuration Self-Consistent Field Method with Config-
uration Interaction (MCSCF-CI), by taking account of the anti-Jahn-Teller
effect. It has been shown that the anti-JT effect plays an important role in
introducing two kinds of multiplets (or orbitals) which are very close in their
energies. The results of first-principles cluster calculations mentioned above
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have led to the Kamimura—Suwa model. Based on the results of MCSCF-
CI calculations, Kamimura and Suwa showed that the hole-carriers in the
underdoped regime of cuprates form a metallic state, by taking the Zhang—
Rice singlet and the Hund’s coupling triplet alternately in the presence of
the local AF order constructed by the localized spins in a CuOs plane. The
metallic state in cuprates constructed in the above-mentioned way is nowa-
days called the “Kamimura—Suwa model” which is abbreviated as the K-S
model. We may say that the K-S model was the onset of “two-component
theories” , whose various modifications are nowadays adopted by a number of
theoretical models.

Theoretically the result of the LDA + U band calculation by Anisimov,
Ezhov and Rice [110] has supported the K-S model, while experimental evi-
dence for the K-S model has been reported by Chen and coworkers [93] and by
Pellegrin and coworkers [94] independently by performing the experiments of
polarized X-ray absorption spectra for LSCO, and also by Merz and cowork-
ers [111] by the experiment of site-specific X-ray absorption spectroscopy for
Yl_mCazBagCugOLy.

In order to solve the K-S model quantitatively, Kamimura and Ushio
[112, 113] proposed the mean-field treatment for the exchange interaction
between the spins of hole-carriers and of the localized holes in the same
CuOg octahedron (or CuOs pyramid), which is a very important interaction
in the K-S model.

By applying the mean-field treatment to the K-S effective Hamiltonian,
the above exchange interaction can be expressed as a form of an effective
magnetic field acting on the carrier spins. In this way the carrier system and
the localized spin systems can be separated. As a result, the electronic struc-
ture of a hole-carrier system on the K-S model can be expressed in a form of
a single-electron-type band structure in the presence of AF order in the local-
ized hole-spin system, where the single-electron-type band structure includes
many-body effects such as the exchange interaction between the spins of a
hole-carrier and of a localized hole in the mean-field sense. Based on the mean-
field approximation for the localized spin system by Kamimura and Ushio,
the many-body-effect including energy band, Fermi surfaces and the density
of states can be calculated. Further thermal, transport and optical properties
of the underdoped cuprates can be calculated by the above-mentioned energy
bands and wavefunctions, and the calculated results are compared with ex-
perimental results. Summarizing the description of the K-S model, we can say
that the K-S model in the underdoped regime of cuprates has the following
two important features; (1) two-component scenario in a metallic state such
as the coexistence of Zhang—Rice singlet and Hund’s coupling triplet in the
presence of local AF order and (2) inhomogeneous superconducting state due
to inhomogeneous charge distribution in a metallic state. With respect to the
first feature, one may also say the coexistence of two kinds of orbital, the b4
bonding orbital consisting of mainly four oxygen p, orbitals in a CuO; plane



3.2 Brief Review of Theories for HTSC 27

and the a;; antibonding orbital consisting of mainly Cu d.2 orbital from the
standpoint of orbital characters. Similar two-component mechanisms have
been developed by several theoretical groups by considering both d,2_,2> and
d,2 orbitals [114, 115, 116, 117, 118]. In particular, Bussmann-Holder and her
coworkers [114, 116] have developed a two-component theory similar to the
K-S model by taking account of the orthorhombic distortions.

3.2.6.2 Is a Superconducting State
in Cuprates Homogeneous or Inhomogeneous?

As regards the second feature, a controversial question of whether the su-
perconducting state in cuprates is inhomogeneous or not has been recently
raised. Concerning this question, a number of international conferences on in-
homogeneity and stripes have been held in various places and a considerable
number of papers have been published. With regard to the K-S model, as we
shall describe later in this book, a metallic state is certainly inhomogeneous
in the sense that a metallic state is bounded by spin-flustration regions on
the boundary of an AF spin-correlated region. A superconducting as well as a
metallic state are extended by the spin-fluctuation effect in a two-dimensional
AF Heisenberg spin system like percolation. Thus this superconducting state
is surrounded by insulating regions. In this sense the superconducting state
on the K-S model may be said to behave like a dynamical stripe. Since Tran-
quada and his coworkers [119] reported in 1995 on the dynamical modulation
of spin and charge in LSCO, the static and/or dynamic charge and/or spin
stripes have been the subject of many theoretical and experimental studies.
Since the aim of this chapter is not to review these works, here it suffices to
mention references related to work on stripes and inhomogeneity. Here we will
mention only the name of conference proceedings which one of the present
authors attended, rather than mentioning a huge number of individual pa-
pers. Those are the first and third international conferences on stripes and
high T, superconductivity, which were held in Rome in 1996 [120] and 2000
[121], respectively. Further we would also like to mention papers published
in Sect. 3.8 entitled “Stripe Phase and Charge Ordering” in the proceedings
of the international conference on Materials and Mechanisms of Supercon-
ductivity High Temperature Superconductors VI, Part III, which was held in
Houston in 2000 [122].



4 Cluster Models
for Hole-Doped CuOg Octahedron
and CuOj5 Pyramid

4.1 Ligand Field Theory for the Electronic Structures
of a Single Cu?T Ion in a CuOg Octahedron

The crystal structure of LagCuQy is tetragonal at high temperatures and is
of a layer-type. In this crystal structure a CuOs unit forms a square planar
network in each layer (on z—y plane) perpendicular to the c-axis, as seen
in Fig. 4.1, where each Cu?* ion is surrounded by six O?~ ions nearly oc-
tahedrally. The many-electron ground state called “multiplet” for a Cu?*t
ion (3d%), placed in surroundings that are of octahedral symmetry, is *Eg,
orbitally doubly-degenerate with the basis functions d.» and d,>_,». Thus
it is subject to the Jahn—Teller distortion. As a result this CuQOg octahe-
dron is stretched along the c-axis, producing two long (2.41 A) and four short
(1.89 A) Cu-O lengths [123] by Jahn-Teller effect [78].

In a crystalline field with tetragonal symmetry, *E, state is further split
into 2A;, and ?Byg, where Ay, and By, are the irreducible representation
of the Dyy, group. In LagCuOy, a Cu?T ion in a CuOg octahedron is mainly
subject to a crystalline field with tetragonal symmetry, so that the five-fold
degenerate d orbitals of the Cu?* ion with 3d° electron configuration are split
into byg, a1g, bog and ez orbitals as shown in Fig. 4.2, where the behaviour of
the orbital splitting by the cubic field is also shown. Thus a hole occupies an

Fig. 4.1. A CuOx; plane which forms a planar network in each layer. The Cu d,2_,2
and d.» orbitals are drawn together
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Fig. 4.2. The energy splitting of Cu®* orbitals in spherical, cubic and tetragonal
symmetry

antibonding by, orbital, denoted by bj,, which is mainly constructed of the
Cu dg2_,2 orbital with the hybridization of surrounding four O p, orbitals
in a CuO4 plane.

4.2 Electronic Structures
of a Hole-Doped CuOg Octahedron

When dopant holes are introduced in LagCuQy, there are two possibilities for
orbitals to accommodate a dopant hole in CuQOg. One case is that a dopant
hole occupies an antibonding aj, orbital consisting of the Cu d.» orbital
and the surrounding six oxygen p, orbitals, and its spin becomes parallel
by Hund’s coupling with localized spin of S = 1/2 around a Cu site, which
occupies the by, orbital. This spin—triplet multiplet is called “Hund’s coupling
triplet”, denoted by 3B1g, as shown in Fig. 4.3(a). The other case is that a
dopant hole occupies a bonding by, orbital consisting of four in-plane oxygen
Po orbitals with a small Cu d,2_,» component, and its spin becomes anti-
parallel to the localized spin in the b}, orbital as shown in Fig. 4.3(b). This
multiplet is denoted by 'Aj,. Since the A, state corresponds to the spin—
singlet state proposed by Zhang and Rice, which is also a key constituent state
in the ¢—j model [96], we call the 'A;, multiplet the “Zhang-Rice singlet”.

4.3 Electronic Structure
of a Hole-Doped CuOj5 Pyramid

Like LSCO, when holes are doped in superconducting YBCO; with T, = 90K
or Bi2212 with § = 0.25 with T, = 80K, there are two possibilities for orbitals
to accommodate a dopant hole in a CuOj pyramid. One case is that a dopant
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Fig. 4.3. (a) Schematic view of 3Blg multiplet called the Hund’s coupling triplet in
a CuOg octahedron. A solid arrow represents a localized spin while an open arrow
the spin of a hole carrier which occupies an antibonding aj, orbital shown in the
figure. (b) Schematic view of ' A1, multiplet called the Zhang-Rice singlet, in which
a hole occupies a bonding b1, orbital shown in this figure
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Fig. 4.4. (a) Schematic view of ®B; multiplet, called the Hund’s coupling triplet,
in a CuOs pyramid. A solid arrow represents a localized spin while an open arrow
the spin of a hole carrier which occupies an antibonding a] orbital shown in the
figure. (b) Schematic view of *A; multiplet called the Zhang-Rice singlet, in which
a hole occupies a bonding by orbital shown in this figure

hole occupies an antibonding aj orbital consisting of a Cu d,2 orbital and five
surrounding oxygen p, orbitals, and its spin becomes parallel to a localized
spin of S = 1/2 around a Cu site, by Hund’s coupling. This multiplet is
the “Hund’s coupling triplet” denoted by ®Bj, as shown in Fig. 4.4(a). The
other case is that a dopant hole occupies a bonding by orbital consisting of
four in-plane oxygen p, orbitals with a small Cu d,2_,2» component, and its
spin becomes anti-parallel to the localized spin as shown in Fig. 4.4(b). This
multiplet is the “Zhang-Rice singlet” denoted by 1A;.

4.4 Anti-Jahn—Teller Effect

As we have already described, a regular octahedron in LayCuQy is elongated
along the c-axis by the Jahn—Teller-effect. In order to investigate whether the
Jahn—Teller interaction still plays a role in the local distortion of the CuOg
octahedron in the case of hole-doped cuprates, Shima, Shiraishi, Nakayama,
Oshiyama and Kamimura calculated in 1987 the optimized Cu-apical O dis-
tance in the CuQOg octahedrons by minimizing the total energy of doped
Las_,Sr,CuQ4 as a function of hole-concentration z up to z = 1.0. The
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calculation was performed by the first-principles norm-conserving pseudopo-
tential method within the local density functional formalism (LDF) [106]. The
doping effect of Sr is treated by adopting the virtual crystal approximation
for disordered Las_,Sr,CuQOy4 crystal, in which the virtual atoms consisting
of La and Sr are placed with the mixing ratio of (2 — x) to = for La to Sr
atom on all the La sites. This approximation is expected to be reasonably
accurate for such alloy systems of La and Sr ions whose ionic radii are nearly
the same. As the lattice constants and the Cu-O(x,y) distance in the CuOq
plane changes little from those in pure LasCuQOy4 even in the case of Sr doped
Las_,Sr,CuQy, all the lattice parameters except the Cu—apical O distance
along the z axis are fixed to those values in pure LagCuQy; d(Cu-O(z,y)) =
1.89 A, d(Cu-La) = 4.78 A, and the distance of c-axis = 13.25 A.

In Fig. 4.5 the total energies thus minimized are plotted as a function
of Cu—O(z) distance for X = 0.0, 0.1, 0.3 and 0.5, which correspond to
x = 0.0, 0.2, 0.6 and 1.0 respectively, in the ordinary formula Las_,Sr, CuQy4.
Minimum positions are indicated by arrow for each X. In Fig. 4.6 the op-
timized Cu-O(z) distances as a function of X are presented. As shown in
this figure, the optimized Cu-O(z) distance is 2.41 A at X = 0 and 2.34 A at
X = 0.1. When the hole-concentration = increases beyond X = 0.3, the Cu—
O(z) distance begins to decrease rapidly, and when X is 0.5, at which all
Cu ions in LaSrCuQOy4 becomes Cu3*t, the Cu-apical O(z) distance becomes
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Fig. 4.5. The calculated total energy as a function of the Cu-apical O distance

for each value of Sr content x in Las_,Sr,CuOy4 (after Shima et al. [106]), where it
should be noted that X in the figure corresponds to /2
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Fig. 4.6. The optimized Cu—apical O distance as a function of Sr content x in
Lasz_;Sr,CuOy4 (after Shima et al. [106]), where it should be noted that X in the
figure corresponds to z/2

1.89 A which is the same value as the Cu-O(z,y) distance. The calculated
result of 241 A for X = 0.0 coincides well with the observed value of the
Cu—apical O distance in the undoped Lay;CuQy. Thus the calculated results
in Figs. 4.5 and 4.6 clearly indicate that the Cu—apical O distance in the
undoped LasCuOy is elongated up to 2.41 A by the Jahn-Teller interaction.
Then, when the hole-concentration x increases, all the Jahn—Teller elongated
CuOg octahedrons shrink by doping divalent Sr ions for trivalent La ions.
The calculated result by Shima et al. showed clearly that the contraction of
the Cu-apical O distance from the Jahn-Teller elongated value of 2.41 A oc-
curs so as to gain the attractive electrostatic energy in the presence of the
virtual atoms with character of (2 — x) La and x Sr. As a result the total
energy gained by the Jahn—Teller effect was reduced by the doping effect in
a virtual crystal of Lag_,Sr,CuQ4. From this fact we call the contraction
effect of the Cu—apical O distance due to doping the “anti-Jahn—Teller ef-
fect”. In the following chapter we will show by first-principles calculations
that the lowest energies of the Hund’s coupling triplet and the Zhang—Rice
singlet become nearly the same through the anti-Jahn—Teller effect. Thus the
two-component system such as the coexistence of the Hund’s coupling triplet
and the Zhang—Rice singlet becomes essentially important in forming a su-
perconducting state as well as a metallic state in superconducting cuprates.

4.5 Cluster Models and the Local Distortion
of a Cluster by Doping Carriers

In the following chapters we will calculate the lowest energies of the Hund’s
coupling triplet and the Zhang—Rice singlet by taking account of the anti-
Jahn—Teller effect. For this purpose we first have to develop a new method of
first-principles calculation for a cluster system. Simultaneously, it is necessary
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to set up a cluster model for first-principles calculations. As such a model for
cluster calculations, we adopt a CuOg cluster embedded in the LSCO com-
pound, and a CuOj cluster embedded in YBCO7; or Bi2212 compounds. We
label the oxygen in a CuO4 plane as O(1), and the apical oxygens as O(2). We
use the lattice constants reported in [124] for LSCO and in [125] for YBCOy.
The number of electrons is determined so that a formal charge of copper
is +2e and that of oxygen is —2e for an undoped case. Then we consider
hole-doped systems for LSCO and YBCO by subtracting one electron.

To include the effect of the Madelung potential from the exterior ions
outside a cluster under consideration, the point charges are placed at exterior
ion sites in a way of 4+2e for Cu and Ba, —2e for O, and +3e for La, Y and Bi.
The number of point charges considered in the first principle calculations is
168 for CuOg and 300 for CuOj5. These point charges determine the Madelung
potential at Cu, O(1) and O(2) sites within a cluster. Kondo [126] also pointed
out this important role of the Madelung potential,

In superconducting cuprates we take account of the effects of the local
distortions of a CuQOg octahedron or CuOs pyramid from its elongated form
by the anti-Jahn—Teller effect, which plays an important role in determining
the lowest state of a CuOg octahedron or CuOjs pyramid. Thus the con-
traction effect in the distance between the Cu atom and the apical oxygens,
which are located above (and below) the Cu atom in the CuOs planes, can
be taken into account seriously in our theoretical calculations for the present
two-component system. So far any model has not seriously considered such
distortion effect due to the anti-Jahn—Teller effect, except our calculations
[103, 104]. Recently a number of experimental results indicate that the dis-
tance between the apical O atom and the Cu atom is reduced when holes
are doped into superconducting cuprates such as LSCO [108, 123], YBCO
[107, 109] and Bi2212 with 6 = 0.25 [5, 127], supporting the theoretical pre-
diction by Shima et al.

In the case of a CuOg cluster in LSCO, Kamimura and Eto [104] varied the
Cu-—apical O(2) distance ¢, according to the experimental results by Boyce et
al. [123] and to the theoretical result by Shima et al. [106]. The distance c is
taken as 2.41 A, 2.35 A, 2.30 A and 2.24 A, depending on the Sr concentration
where 2.41 A and 2.30 A correspond to the value of ¢ in the cases of z = 0.0
(undoped) and of = = 0.2, respectively, in the Las_,Sr,CuQOy4 formula. In the
case of a CuOj cluster, on the other hand, the Cu(2)-apical O(2) distance is
taken as 2.47 A for insulating YBCOg and 2.29 A for superconducting YBCO7
with T, = 90 K following the experimental results by neutron [107] and X-ray
[109] diffraction measurements, where Cu(2) represents Cu ions in a CuOq
plane while Cu(1) represents Cu(1l) ions in a Cu-O chain. In the case of
superconducting Bi2212 with § = 0.25 (T, = 80 K), the distance between Cu
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and apical O in the CuOj pyramid is 2.15 A [127], and it is surprisingly short.
On the other hand, the distance between Cu and O(1) in a CuO; plane is
1.91 A, which is nearly equal to that of LaySrCuOy.

Since we have set up a cluster model for LSCO, YBCO and Bi2212, we are
going to proceed to first-principles calculations to calculate the lowest-state
energy of each cluster system in the following several chapters.



5 MCSCF-CI Method: Its Application
to a CuOg Octahedron Embedded in LSCO

5.1 Description of the Method

In order to calculate the lowest energy of a CuOg cluster or a CuOj5 pyra-
mid embedded in cuprates based on the cluster models for LSCO, YBCO
and Bi2212 set up in Chap. 4, we adopt a method of Multi-Configuration
Self-Consistent Field with Configuration Interaction (MCSCF-CI), which was
developed by Eto and Kamimura in 1987 [103, 104].

The MCSCF-CI method [128, 129, 130] is the most suitable variational
method to calculate the ground state of a strongly correlated cluster system.
Kamimura and Eto applied this method to LSCO to calculate the electronic
structure of a CuOg octahedron embedded in LSCO for the first time. Then,
by applying this method to CusO;; dimer in undoped Lay;CuQ,4, Eto and
Kamimura showed [103, 104] that the holes are localized around Cu sites and
these localized holes form a spin-singlet state corresponding to the Heitler—
London states in a Hy molecule. This result is consistent with the experimen-
tal results of Mott—Hubbard insulator for LasCuQOy.

Later Kamimura and Sano [131] and Tobita and Kamimura [132] applied
the MCSCF-CI method to YBCO and Bi2212, respectively, and calculated
the electronic structure of a CuO5 pyramid embedded in YBCO7 and Bi2212
with § = 0.25. In this section we give a brief review of how to use this method
for the calculations of the lowest state energies of the 'Aj, (or 'Ay) multiplet
in the case of a CuOg octahedron (or CuOj pyramid) and 3By, (or *By)
multiplet. A variational trial function for the Zhang-Rice singlet 'A;, (or
'A1) in the MCSCF-CI method is taken as,

Ds = Coltrap1 Bhaanya 3 - - - Py, B
+ Z Z Citl - im0 1 fipranhip1 B+ - - Yoo B, (5.1)

while that for the Hund’s coupling triplet 3B1g (or 2By) is chosen as,

S = Col|rah1B -+ - hn_10tpn 1 fYpanp,l
+ D CE g0t Bt B Pactbafpanigal , (5.2)
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where 2n is the number of the electrons in the clusters, and |- - - - - - | represents
a Slater determinant. For example, 2n = 86 for a CuOg octahedron cluster,
and 2n = 76 for a CuOs pyramid cluster. Orbitals ¢, and ¢, in (5.2) are
always singly occupied. In (5.1) and (5.2) all the two-electron configurations
are taken into account in the summation over ¢ and a so that the electron-
correlation effect is effectively included in this method. By varying ,;’s and
coefficients Cy and Cf*, the energy for each multiplet is minimized. The
one-electron orbitals are determined.

Next, the CI (configuration interaction) calculations are performed, by
using the MCSCF one-electron orbitals 1);’s determined above, as a basis set
and the lowest energy of each multiplet is obtained. Since a main part of
the electron-correlation effect has already been included in determining the
MCSCEF one-electron orbitals, a small number of the Slater determinants are
necessary in the CI calculations. Thus one can get a clear-cut-view of the
many-electron states by this MCSCF-CI method, even when the correlation
effect is strong. Thus the MCSCF-CI method is the most suitable variational
method for a strongly correlated cluster system [130].

In the MCSCF method all the orbitals consisting of the Cu 3d,2_,2, 3d.2,
4s and O 2p orbitals are taken into account in the summation over i and a
in (5.1) and (5.2). In the CI calculation, all the single-electron excitation
configurations among these orbitals are taken into account.

5.2 Choice of Basis Sets in the MCSCF-CI Calculations

We express the one-electron orbitals by linear combinations of atomic or-
bitals, where Cu 1s, 2s, 3s, 4s, 2p, 3p, 3d and O 1s, 2s, 2p orbitals are taken
into account as the atomic orbitals. Each atomic orbital is represented by a
linear combination of several Gaussian functions. For Cu 3d, 4s and O 2s, 2p
atomic orbitals, we prepare two basis functions called “double zeta” for each
orbital. Those are (12s6p4d)/[5s2p2d] for Cu [133] and (10s5p)/[3s2p] for O
[134].

As for the oxygen ions, the diffuse components are usually used by re-
searchers in the quantum chemistry. The diffuse components, however, cause
problems for the point charge approximation outside of the cluster when a
cluster is embedded in a crystal, because the diffuse components reach the
nearest neighbour sites with considerable amplitudes. Instead of using the
diffuse components for O?~, Eto and Kamimura [103, 104] used extended
O 2p basis functions which were originally prepared for a neutral atom, by
introducing a scaling factor of 0.93. Then they multiplied all the Gaussian
exponents in the double zeta base for the oxygen 2p orbitals by the same
scaling factor of 0.93. This value of the scaling factor was determined so that
the energy of an isolated O~ ion should coincide with that obtained by the
Hartree-Fock calculation.
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5.3 Calculated Results
of Hole-Doped CuQOg Octahedrons in LSCO

As a model for cluster calculation by the MCSCF-CI method, we first choose
a CuOg cluster in the LSCO compound as an object of study. Since the
behaviours of planar and apical oxygen in a CuQOg octahedrons in cuprates
are very different, we investigate them in detail by labeling the oxygen in a
CuO; plane as O(1) and the apical oxygen as O(2). As regards the lattice
constants, we use them, as reported in [124], for LSCO.

Now we discuss the calculated results of a CuOg octahedron by the
MCSCEF-CI method. In the MCSCF-CI calculation Kamimura and Eto con-
sidered both the 1Alg and 3B1g multiplets independently. Then they com-
pared the respective energies of both states to determine which is the ground
state, varying the Cu—O(2) distance reflecting the anti-Jahn—Teller effect. In
the following subsections we present the calculated results of *Aj, and 3By,
multiplets separately.

5.3.1 The *A;, Multiplet (the Zhang—Rice Singlet)

The many-electron wavefunctions of the 'A;, multiplet are listed in Fig.
5.1, as a function of Cu-O(2) distance c. The sketch of one-electron orbitals
which are obtained by the MCSCF method are shown in Fig. 5.2. As seen
in Fig. 5.1, the many-electron wavefunction mainly consists of three electron
configurations. In the first electron configuration at the left column in the fig-
ure, which has the largest coefficient, the Cu dg2_,2-O(1) p, antibonding by
orbital, ¥5, is unoccupied. In the second electron configuration at the center
in the figure, the bonding orbital, 14, is unoccupied while the antibonding

l{"s Cu 4s

¥ +—4 —— cud, (b))
v, 4+ A —— 0() p, (byy)
v, —+— +— +—— o r.@ay
v, —4+— —t +—— o) p, (ayy
\P1 f ¢ ? ¢ Cu d22

(a) 0.958 -0.248 -0.112

(b) 0.959 -0.246 -0.128

(c) 0.959 -0.243 -0.135

(d) 0.959 -0.241 -0.143

Fig. 5.1. The many-electron wavefunctions of ' A, state in the hole-doped CuOg
cluster. The Cu-O(2) distance, ¢, is (a) 2.41 A, (b) 2.35A, (c) 2.30 A and (d) 2.24 A,
respectively. The atomic orbital with the largest component in each MCSCF one-
electron orbital is attached in the right side
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Fig. 5.2. The MCSCF one-electron orbitals optimized for 1A1g state in the hole-
doped CuOg cluster (c = 2.41 A). The upper row shows the wavefunctions perpen-
dicular to the CuOs plane, while the lower row shows the wavefunctions in the
CuOg plane. The contour lines are drawn every 0.05 a.u.

orbital, 15, is doubly occupied. Thus the mixing between the first and the
second configurations indicates that the holes occupy both of the Cu dj2_,»2
and the O(1) p, orbitals of bi; symmetry and that a dopant hole forms a
spin-singlet pair with the localized hole which occupies an antibonding by,
orbital, bi,. This situation corresponds to the Zhang-Rice singlet multiplet
[96].

In the third electron configuration at the right column in Fig. 5.1, the
ajg orbital, 11, is unoccupied while the by, orbitals, 14 and 5, are dou-
bly occupied. The 1)1, shown in Fig. 5.2, is almost localized at Cu d,2. This
configuration appears for the following reason. When two holes are at a Cu
site, the on-site Coulomb repulsion, the so-called Hubbard U, raises the en-
ergy. The Coulomb repulsion is smaller when the holes occupy both the d,2
and the d>_,» orbitals than when they remain only in the d,»>_,» orbital.
Thus the mixing of the (d,2)? and the (d,2_,2)? electron configurations re-
duces the Hubbard U at the Cu site effectively, compared with the single
configuration (d,2_,2)?. This effect becomes larger as the Cu-O(2) distance
decreases, as shown in Fig. 5.1.

5.3.2 The 3B, Multiplet (the Hund’s Coupling Triplet)

The 3B1g many-electron wavefunction is shown in Fig. 5.3. The aj, orbital,
4, and the b, orbital, ¢, are singly occupied and the two electrons couple
to form a spin triplet by Hund’s coupling. In 15, dy2_,2 is mixed with O(1)
P, while 14 consists almost entirely of d,2, as shown in Fig. 5.4. The strength
of the on-site exchange energy, Hund’s coupling, can be estimated from the
energy difference between the 3B1g state and the excited lBlg state. The
estimated value is about 2.0eV.
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Fig. 5.3. The many-electron wavefunctions of *Bi, state in the hole-doped CuQOg
cluster (c = 2.41A)

Fig. 5.4. The MCSCF one-electron orbitals optimized for Big state in the hole-
doped CuOg cluster (c = 2.41 A). The upper row shows the wavefunctions perpen-
dicular to the CuO2 plane, while the lower row shows the wavefunctions in the
CuOa, plane. The contour lines are drawn every 0.05 a.u.

As the Cu-O(2) distance decreases and hence the CuOg cluster ap-
proaches a regular octahedron by doping, the !By, state becomes more stable.
This is because the energy difference between the bj, orbital and the aj, or-
bital becomes smaller, so that the Hund’s coupling becomes more effective.

5.4 Energy Difference between Zhang—Rice Singlet (*A;,)
and Hund’s Coupling Triplet (®*B;,) Multiplets

The calculated energy difference between the lAlg and the 3B1g states is
shown in Fig. 5.5, as a function of the Cu—-O(2) distance. The figure indicates
that the ground state of the CuOg cluster changes from the 'A;, state to
the 3Bj, state when the Cu-O(2) distance decreases. The distance at which
the transition occurs corresponds to the doping concentration  ~ 0.1 in the
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Fig. 5.5. The energy difference between the ®Bi, and the 'A;, multiplets, as a
function of the Cu—O(2) distance, ¢, in the hole-doped CuOg cluster. The Cu-O(1)
distance, a, is fixed at 1.889 A. The Cu-O(2) distance ¢ is (A) 2.41 A (undoped
case), (B) 2.35 A, (C) 2.30 A (Lai.sSrg.2Cu0y4) and (D) 2.24 A, respectively

Lag_,Sr,CuO4 formula. Although the ground state of a CuOg octahedron
embedded in LSCO changes from 'A;, to ®Bj, multiplet by the anti-Jahn-
Teller effect due to doping Sr?*t ions for La3T ions, the energy difference
between two multiplets in the underdoped hole-concentration regime is very
small, i.e., at most 0.1eV as seen in Fig. 5.5. Therefore, when the CuOg
octahedrons form a CuOs network in LSCO, the transfer interaction between
neighbouring octahedrons acts to mix two multiplets easily. This will lead to
the Kamimura—Suwa model, as will be seen in Chap. 8.



6 Calculated Results
of a Hole-Doped CuQO5 Pyramid
in YBagCu307_5

6.1 Introduction

In this chapter we discuss the results calculated with the MCSCF-CI method
for a hole-doped CuQOj pyramid in superconducting YBasCu3O7 (abbrevi-
ated as YBCO7) with T, = 90K and insulating YBayCu3Og (abbreviated as
YBCOg) performed by Kamimura and Sano [131]. The crystal structure of
YBCO7 is shown in Fig. 6.1(a). For comparison that of the insulating YBCOg
is also shown in Fig. 6.1(b). A remarkable difference in the crystal structures

(a) YB32CU307 (YBCO7) (b) YBa, CU306 (YBCOG)

Fig. 6.1. The crystal structures of YBCO7_s. (a) The orthorhombic structure of
superconducting YBCO~. (b) The tetragonal structure of insulating YBCOg
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of YBCO7 and YBCOg is that there exists a Cu—O chain in YBCO7. Like
LSCO, there are two orbitals, an antibonding a; orbital, aj, and a bonding
by orbital, by, as possible orbital states to accommodate dopant holes, where
a point group of CuOs pyramid is Cy,. The sketch on the spatial extension of
aj and by orbitals are shown in Fig. 4.4(a) and 4.4(b) in Chap. 4. As a result
one has to deal with the 'A; and 3B; multiplets independently following the
MCSCF-CI method. In doing so, we take into account the effect of Madelung
potential from exterior ions outside the cluster by placing the point charge,
+2 at Cu(2) in CuOs plane, +2 at Ba, +3 at Y, and —2 at O. As for the
charge of Cu in the Cu-O chain (Cu(1)), ¢, we have taken ¢ = +1 for insulat-
ing YBCOg from experimental (NMR) result [135]. This value is consistent
with a condition of charge neutrality. However, in superconducting YBCOy,
the value of ¢ is not clear. Thus Kamimura and Sano [131] calculated the
energy difference between the 'A; and >B; multiplets in the case of YBCO~
as a function of ¢ and then investigated the effect of inhomogeneous hole
distribution in the Cu-O chain on the electronic state.

6.2 Energy Difference between 'A; and 'B; Multiplets

The calculated energy difference between the 'A; and the B; multiplets
by Kamimura and Sano is shown in Fig. 6.2 as a function of the charge of
Cu(1), g. The value of ¢ and the existence of O~ ions in a Cu-O chain play
a crucial role in determining the Madelung energy at apical O site. There is
an energy difference of 1.3eV between >B; and 'A; multiplets in insulating
YBCOg, as seen in Fig. 6.2 (closed circle), where the distance between Cu(2)
and apical O, ¢, is taken as 2.47 A. Cava et al. [107] observed the change of
the apical O—Cu distance in YBCO as shown in Fig. 6.3 as a function of hole-
concentration, where the apical O—Cu distance is denoted as Cu2-O1. One
can see from this figure that the apical O—Cu distance in a CuQOs pyramid
in YBayCuO, decreases sharply from 2.44 A to 2.29 A as the oxygen content
x changes from 6.4 to 7.0, where YBCO,, shows the highest T, of 90 K with
xz="T7.0.

In the case of insulating YBCOg, the energy difference between B; and
!A; multiplets is 1.3eV, as shown by the closed circles in Fig. 6.2, where
the distance between Cu(2) and apical O ions is fixed at 2.47 A. In Fig. 6.2
the open circles show the energy difference for superconducting YBCO7 as a
function of ¢, where ¢ is fixed at 2.29 A and oxygen atoms are introduced into
a Cu-O chain. It is clear from this figure that, when the value of ¢ decreases,
the ground state of the CuOj5 pyramid in YBCO7 changes from the 'A; to 3B,
around the ¢ ~ 1.45. This is because, as the value of ¢ decreases and thus the
Maderung potential at the apical oxygen site decreases, the energy difference
between the a orbital which contains the p, orbital at apical oxygen site and
the by orbital becomes smaller, so that the role of Hund’s coupling becomes
more effective.



6.3 Effect of Change Density Wave (CDW) in a Cu—O Chain 45

2
s N o
3, 15[ YBa,Cuz0,
- ®
3
o 1 YBa,Cu;0,
g .
W 05F o ¢
.
0 1 ° 1 1
1 15 2 2.5
o Charge of Cu(1), q
-0.5

Fig. 6.2. The energy difference between the 3B; and the 'A; multiplets, as a
function of the charge of a Cu(1) ion in the Cu-O chain, ¢, in the hole-doped
CuOs cluster embedded in YBCOg and YBCO<7. The closed circle represents the
energy difference between the ®B; and the 'A; multiplets in insulating YBCOg
[136, 137]. The open circles represent the energy difference between the *B; and
the *A; multiplets in superconducting YBCO7 as a function of constant ¢ for all
Cu(1) ions, where c is fixed at 2.29 A. Further the solid diamonds represent the
calculated results in the case of CDW in a Cu-O chain

6.3 Effect of Change Density Wave (CDW)
in a Cu—O Chain

In a previous section we saw that in superconducting YBCO7 the calculated
lowest state energy is very sensitive to the charge of Cu(1) in the Cu-O chain,
q- In this section we discuss how the multiplets of a CuOs pyramid are affected
by the inhomogeneous hole distribution in a Cu—O chain, that is the charge
density wave (CDW), based on the calculated results by Kamimura and Sano
[131]. The existence of such CDW in a Cu—O chain in YBCO7 was reported by
various experimental groups. For example, a scanning tunneling microscopy
(STM) experiment [138], neutron inelastic scattering experiments [139] and
diffuse X-ray scattering [140] have reported on the existence of CDW in a
Cu-O chain in YBCOy. In this context Kamimura and Sano [131] tried to
clarify theoretically how the CDW in the Cu—O chains affect the electronic
structure of a hole-doped CuOs pyramid. This was the first theoretical study
on the CDW effect in a Cu—O chain on the electronic structure of a CuQOs
pyramid in YBCO7. Following Kamimura and Sano [131], let us explain how
the CDW in a Cu-O chain influences the electronic structure of a CuOs
pyramid.
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Suppose that the charge of a Cu(l), ¢, is +2.5 and that the states of
holes in a Cu-O chain are expressed by a one-dimensional energy band. This
means that there are 1.5 holes in a Cu—O chain and that three quarters
of the energy band for a Cu—O chain are filled by holes. In this case the
Fermi wavenumber kp is given by m/4a approximately, where a is a Cu(1)—
Cu(1) distance along the chain and it is 3.8 A for YBCO;. Thus the CDW
modulation-wavelength becomes 15.2 A, because the modulation wavelength
Acpw is given by Acpw = 27/2kr and it is nearly equal to 4a. This value is
consistent with the experimental results [138, 139], since the observed modu-
lation wavelength of CDW in a Cu—O chain takes a value between 13 ~ 16 A.
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In superconducting YBCO7 an oxygen introduced in a Cu—O chain produces
two holes in a unit cell consisting of a Cu—O chain and two CuO; planes.
Considering the charge of +3e for Y, +2e for Ba, +2e for Cu(2) and —2e
for O in CuOs plane, +1e for Cu(1l) and —2e for O in a Cu—O chain, and
further distributing the charge of dopant holes over both a Cu—O chain and
two CuOs planes in a unit cell, the following equation holds for a relation
between the number of holes in Cu—O chain, 7, and that of a CuOs plane, (,
in the unit cell from the condition of the charge neutrality;

n+20=2. (6.1)

Then the charge of Cu in a Cu—O chain, g, is related to 7 by the relation
q = 1 + n. Since the values of 7 and ¢ have not been determined experi-
mentally so far, Kamimura and Sano calculated the lowest energies of the
1A, and 3B; multiplets by varying a value of 7. In the case of the uniform
charge distribution for the charge of Cu(1) in a Cu—O chain, for example,
for ¢ = +2.5, n becomes 1.5 and thus ¢ is 0.25 from (6.1). This means that
one hole exists per four CuOs pyramids. Since a CuOs pyramid is embed-
ded in YBCOy7, one must take into account the effect of Madelung poten-
tial from exterior ions outside the pyramid by putting the point charge +2e
at Cu(2) in CuOs plane, +2e at Ba, +3e at Y, —2e at O. As to the charge
of Cu(1) in a Cu—O chain, one may place the point charges according to the
CDW modulation-wavelength, as shown on line A in Fig. 6.4. For example,
Cu(1)*175 ions are placed at the interval of every four Cu(1) sites along the
line of the Cu-O chain. This corresponds to the case that the Cu(1) right
above the CuOj5 pyramid under consideration has the charge of +1.75e, while
the charge of +2.75e is placed at remaining Cu(1) sites on the line A. Thus
the averaged charge of Cu(1) atoms on the line A is +2.5e. In the same way
one may put the charge of +3e at Cu(2) sites at the interval of four sites
with the same modulation as that of the Cu-O chain and put the charge of
+2e at the remaining Cu(2) sites on the line B as seen in Fig. 6.4. The line B
includes the CuOs pyramid under consideration. Thus the averaged charge of
the Cu(2) ions and the averaged hole concentration in a CuOs plane on the
line B becomes 2.25¢ and 0.25, respectively. As to the charges of all the Cu(2)
ions except those on the line B, one can take +2.25e as an averaged charge,
while as regards the charges of all the Cu(1) ions except the Cu(1) ions on
the line A, one can take +2.5e as an averaged charge, as shown in Fig. 6.4.
In this way the CDW-like hole distribution is formed under the condition in
which the charge neutrality is kept.

On the basis of the charge distribution shown in Fig. 6.4, Kamimura and
Sano have calculated the lowest energies of the ' A} and >B; multiplets by the
MCSCF-CI method. The calculated results are shown by solid diamonds in
Fig. 6.2, where the energy difference between the 'A; and 3B; multiplets is
shown on the vertical axis and g on the horizontal line represents the averaged
charge of Cu(1) ions in a Cu—O chain. For comparison, we also show by open
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Fig. 6.4. The charge distribution of Cu(1) ions in Cu—O chains and of Cu(2) ions
in CuO; planes for the case in which the charge of Cu(1) is modulated by the CDW
modulation wavelength and the average value of Cu(1)’s charge, g, is equal to 2.5.
The line A represents the Cu—O chain which includes the Cu(1) ion right above the
hatched CuOs pyramid under consideration. The electronic structure of a CuOs
pyramid marked by hatch on line B is calculated by the MCSCF-CI method in
the presence of the CDW charge distribution shown in this figure, whose effect is
considered as the Madelung potential in the MCSCF-CI calculations

circles the energy difference between the 'A; and *B; multiplets calculated
for the case of the constant charge distribution in a Cu—O chain as a function
of ¢ [136, 137].

As shown in Fig. 6.2, in the case of the constant charge distribution of
the Cu(1) ions in Cu-O chain, the energy difference between 'A; and 3B,
multiplets is larger than that in the case of CDW. For example, the former is
1.55eV for ¢ = +2.5. In the CDW case shown by solid diamonds in Fig. 6.2,
the calculated energy difference between the 'A; and the 3B; multiplets is
significantly reduced. For example, in the case of § = +2.5 it becomes 0.65eV.
Thus the electronic structure is strongly affected by the charge distribution in
a Cu—O chain caused by CDW. The decrease of the energy difference between
these two multiplets is reasonable because in this case the Madelung potential
at the apical O in a CuOs pyramid becomes lower for hole carriers. However,
since the holes in Cu—O chains occupy both Cu(1) and O sites, the charge
of Cu(1) in a Cu—O chain becomes lower than +2.5e. This favors the *B;
multiplet energetically, because the Madelung potential at the apical O site
becomes further lower for a hole carrier so that a probability of occupying
the apical O site increases for the hole carrier. In the case of YBCO, the 'A;
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multiplet is always lower in its ground state energy than the ®B; multiplet.
Thus we conclude that, when the averaged charge of Cu(1) ions takes a value
between 2.0 and 2.3, the energy difference between the *A; and >B; multiplets
becomes of the same order of magnitudes as transfer interaction between B
and 'A; multiplets at neighbouring CuOs pyramids, 0.4 eV, by the existence
of CDW in a Cu—O chain. In this context a hole carrier can hop between 1A
and ®B; multiplets on the neighbouring CuOs pyramids, when the CDW
exists on the Cu—O chains. This makes the existence of the Kamimura—Suwa
model possible.



7 Electronic Structure of a CuOs; Pyramid
in BizSI‘zC&CHzOg.HS

7.1 Introduction

In this chapter we discuss the calculated results for the electronic struc-
tures of a CuO5 pyramid embedded in BisSroCaCusOgis with use of the
MCSCF-CI method by Tobita and Kamimura [132]. The high 7. supercon-
ductors of the Bi-Sr—Ca—Cu—O materials system were discovered by Maeda
et al. in 1988 [5]. The composition of these materials is determined as
BisSroCay,—1Cuy, Oy yonts with n being 1, 2, and 3. To distinguish the values
of different n, these compounds are distinguished as Bi2201 (n = 1), Bi2212
(n = 2) and Bi2223 (n = 3), where T, of Bi2201, Bi2212 and Bi2223 are 20
and 80, 110 K, respectively. The number of the CuO5 planes increases with
increasing n. These compounds have the BioOs blocking layers. In the chem-
ical formula of “BisSroCaCusOgys”, d represents the excess of oxygen. When
excess oxygen does not exist, i.e. § = 0, this material is an insulator. When
excess oxygen is introduced, hole carriers are supplied into the CuO5 planes,
and this material shows superconductivity. When increasing the value of 9,
T, of Bi2212 rises. Thus many researchers regard the excess of oxygen as an
origin of carriers which are responsible for superconductivity.

7.2 Models for Calculations

Figures 7.1(a) and (b) show the crystal structures of Bi2212 for § = 0 and
0 = 0.25, respectively. In these structures, the distance between Cu and apical
O in the CuOs pyramid cluster is 2.15 A for 6 = 0.25 [127]. It is very short
compared with the distance in insulating Bi2212 with § = 0 which is 2.47 A.
Thus the local distortion of CuOs pyramids is expected to play an important
role in determining their electronic structure.

We consider that the case of § = 0.25 corresponds to the optimum doping
in Bi2212. In this section, we pay attention to the electronic structures of a
CuOj3 pyramid in the cases of 6 = 0 and § = 0.25. According to the obser-
vation by transmission electron microscope (TEM) [141], the Bio Oy blocking
layers are slightly distorted from the crystal structures shown in Figs. 7.1(a)
and (b), and undulation appears along the b axis. Thus, a real crystal struc-
ture of Bi2212 is more complex than the structures shown in Figs. 7.1(a) and
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Fig. 7.1. The crystal structures of BioSroCaCu20Os4s. Here, (a) and (b) represent
the structures for § = 0 [5] and 0.25, respectively

(b). The origin of this distorted structure may be considered for the follow-
ing reasons: The excess oxygen enters into the middle of the BioO5 blocking
layers. Depending on whether the BisOs blocking layers include the excess
oxygen or not, the BioO5 blocking layers show a slightly irregular structure.
However, the hole carriers cannot recognize such a slight change of the struc-
ture, because its mean free path is much longer than Cu-O-Cu distance. In
this context Tobita and Kamimura [132] used the average structures shown
in Figs. 7.1(a) and (b) for the calculation of electronic structures. Further,
in the case of § = 0.25, the excess oxygen of charge —0.5¢ are placed at four
sites in every middle region between the Bi;Os blocking layers, because the
hole carriers are subject to the average Madelung potential from the excess
oxygen of charge —2e, which are distributed randomly between the BizOq
blocking layers. We call the crystal structure shown in Fig. 7.1(b) a “virtual
crystal structure” in this respect.

In calculations by Tobita and Kamimura, 742 and 846 ions outside the
CuOs5 pyramid under consideration are treated as point charges to consider
the effect of Madelung potential for the case of § = 0 and § = 0.25, respec-
tively. Then they calculated the electric structures of a single CuOj5 pyramid
using the crystal structures shown in Figs. 7.1(a) and (b) for the case of § =0
and J = 0.25, respectively.

7.3 Calculated Results

The calculated energy difference between the 'A; and 3B; states is about
2.15¢eV for the case of § = 0. The energy of the ! A; state is lower than that of
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the ®B; state. Since the transfer interaction between neighbouring pyramids
is about 0.4 eV, a dopant hole is localized around a particular CuOg pyramid
in the case of § = 0. As a result Bi2212 with § = 0 is an insulator, consistent
with experimental results [5, 127].

For the case of § = 0.25, on the other hand, the energy difference between
the 'A; and 3B states is about 0.034 eV. The energy of the ' A; multiplet is
still lower than that of the 3B; multiplet. Since this energy difference is very
small compared with the transfer interaction between the b; and aj orbitals
in the neighbouring CuOg pyramids, which is about 0.4eV, two states are
mixed by the transfer interaction between the neighbouring CuOs pyramids,
and a coherent state is expected to be composed in a superconducting Bi2212
material, when the localized spin forms an antiferromagnetic order in a spin-
correlated region, as will be described in the following chapter.

A reason why the difference between the 'A; and B; states decreases is
the following: As the value of § increases, the Madelung potential at an apical
oxygen site decreases. As a result the energy difference between the energy
of the aj orbital, which contains the p, orbital at the apical oxygen site, and
that of the by orbital becomes smaller, so that the Hund’s coupling becomes
more effective. Thus, the energy difference between the 'A; and 3B; states
becomes smaller.

7.4 Remarks on Cuprates
in which the Cu—Apical O Distance is Large

As we have described in this chapter, in the case of Bi-Sr—Ca—Cu—O mate-
rials system, the dopant holes are provided from the excess oxygen in the
Bi;O2 blocking layers. A similar situation appears in other cuprates such
as T1BayCaCuy 07 (TI11212) with T, = 103 K [6] and HgBayCasCuzOs44
(Hg1223) T, = 135 K [8]. In these cases the blocking layers are negatively
charged after dopant holes are provided into the CuQOs layers. Thus an exis-
tence probability of hole-carriers at apical oxygen sites is not low, even when
the apical O-Cu distance is very large such as 2.76 A and 2.74 A in T11212
and Hgl1223, respectively, because the attractive electrostatic interaction fa-
vors the hopping of hole-carriers to the apical oxygen sites, which are close
to the blocking layers. Thus the Kamimura—Suwa model holds even when
the apical O—Cu distance is large, although the mixing ratio of the Hund’s
coupling triplet into the Zhang—Rice singlet is small, compared with the cases
of LSCO, YBCO7, Bi2212 materials, in which the apical O—Cu distance is
shorter than 2.41 A, the length between apical O and Cu ions in the Jahn-
Teller elongated octahedron or pyramid.

Further, in TI11212 and Hgl223, the length of the c-axis is much
longer than those of LSCO, YBCO7, Bi2212. This indicates that the two-
dimensional nature is stronger in T11212 and Hg1223, favoring the occurrence
of higher values of T, in superconductivity.



8 The Kamimura—Suwa (K—S) Model:
Electronic Structure of Underdoped Cuprates

8.1 Description of the Model

Now we construct the many-electron electronic structure of underdoped
cuprates, based on the calculated results of a CuOg octahedron embedded in
LSCO and of a CuOs pyramid in YBCO7 and Bi2212 described in Chaps.
4 to 7. Before presenting results, we briefly describe the theoretical treat-
ment made by Kamiumra and Suwa [15], which is now called the Kamimura—
Suwa (K—S) model. As an example, we choose LSCO here. According to the
Kamimura—Suwa model, there exist areas in each CuQOs layer in which the lo-
calized spins form the antiferromagnetic (AF) order. Here we call these areas
“spin-correlated regions”. The size of each spin-correlated region is character-
ized by the spin-correlation length. Then, following the results of Kamimura
and Eto [104], a dopant hole with up spin in a spin-correlated region occupies
an aj, orbital, ¢afg7 at CuOg’s with localized up-spins, because of an energy
gain of about 2eV due to the intra-atomic exchange interaction between the
spins of an aj, hole and of a localized hole in an antibonding b4 orbital (bj,)
(Hund’s coupling) within the same CuOg octahedron, as shown in Fig. 8.1(c).
As a result the spin-triplet 3B1g multiplet is created. Since Hund’s coupling
prevents a hole with up spin from occupying an aj, orbital in a CuOg octahe-
dron with a localized down-spin, a hole with up-spin in a CuQOg octahedron
with a localized up-spin can not hop into neighbouring aj, orbital. Instead,
it can enter into a bonding byg orbital, ¢y,,, in a neighbouring CuOg octa-
hedron with a localized down-spin without destroying the antiferromagnetic
order. In this case there is the energy gain of about 4.0eV due to the antifer-
romagnetic exchange interaction between holes in bonding and antibonding
by, orbitals, as shown in Fig. 8.1(c). This results in the Zhang-Rice singlet
state 1Aq,.

By taking account of the energy difference between the aj, and big
orbitals, the energy difference between the highest occupied states in the
3B1gand 1A1g multiplets becomes of the same order of magnitudes as a trans-
fer interaction between aj, and by orbitals in the neighbouring CuOg octa-
hedrons. In this way the dopant holes can move resonantly from a CuOg to
a neighbouring CuOg in a CuOq layer by the transfer interaction of about
0.3 eV without destroying the local antiferromagnetic (AF) order, as shown
in Figs. 8.1(a) and (b). Such coherent motion of the dopant holes is possible
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Fig. 8.1. Schematic view of the K-S model in LSCO, representing the coherent
motion of a dopant hole from *Bi, multiplet (aj, orbital state) to 'A1; multiplet
(b1g orbital state) in the presence of the AF ordering of the localized spin system.
Here (a) and (b) correspond to a coherent motion of up-spin and down-spin states
of dopant holes, respectively, where a dopant hole of a solid white arrow at the left-
hand side in (a) and (b) moves to positions of dotted white arrows in turn by the
transfer interactions. Figure (c) represents a coherent motion of an up-spin carrier
from ®Big to A1, multiplet. It should be noticed that the relative position of alg
and big levels changes according to the doping concentration. The energy levels in
this figure are obtained from the results of Kamimura and Eto ([104])

when the spin-correlation length is much larger than the distance between
neighbouring copper sites and the magnitudes of transfer interactions be-
tween neighbouring CuQOg octahedrons are comparable to the energy differ-
ence between the highest occupied orbital states in the Zhang-Rice singlet
and the Hund’s coupling triplet. As a result a metallic state is created due
to the delocalization effect of the dopant hole, and it simultaneously causes
d-wave superconductivity when the temperature is below T, as was shown by
Kamimura et al. [30]. We will describe d-wave superconductivity in Chap. 14.

Kamimura and Suwa [15] expressed the above coherent motion of dopant
holes with up and down spins in a metallic state with the following forms of
Bloch-type wave functions:

Vo (r)X = Y exp ik R) [Acbu;, (1 = R) + Budu,, (r — R—a)|ax
’ (8.1)
and
a(r)x = Y exp ik R) [Aubu;, (r = R~ a) + Budu,, (r — R)| fx

(8.2)
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where o and (3 represent the up- and down-spin states of a dopant hole,
respectively. Further, the spin function x represents the antiferromagnetic
ordering state of the Cu localized spins in a CuQOs layer, where the up and
down localized spins are assigned at R and R + a Cu sites, respectively.
Furthermore, a is a vector representing the distance between Cu sites with
localized up and down spins in an antiferromagnetic unit cell. The summation
over R is taken for the antiferromagnetic unit cells. In both (8.1) and (8.2),
the first and the second terms in the square brackets represent the Hund’s
coupling and Zhang—Rice multiplets, respectively. In the case of YBCO7, the
coherent motion of a dopant hole due to the alternate appearance of the 1A,
and 3B; multiplets is also possible when the CDW exists in a Cu-O chain as
described in Chap. 6, and in Bi2212 the coherent motion always occurs for
4 = 0.25, as shown in Chap. 7.

A schematic picture of the K-S model in YBCO7 and Bi2212 representing
the coherent motion of a dopant hole with up and down spins in the presence
of local AF order is shown in Fig. 8.2. As mentioned in Sect. 4.4, the distance
between apical oxygen and Cu in CuOg octahedrons in LSCO [108, 123] or
CuOs pyramids in YBCO [107, 109] and Bi2212 [5, 127] becomes shorter due
to the anti-Jahn—Teller effect when the hole-concentration changes from an
insulating phase to a superconducting phase. In order for the K-S model to
hold, the effects of the local lattice distortions due to the anti-Jahn—Teller
effect are essentially important.
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Fig. 8.2. Schematic view of the K-S model in YBCO; and Bi2212, representing
the coherent motion of a dopant hole from ®B; multiplet (ajg orbital state) to A,
multiplet (b1 orbital state) in the presence of the AF ordering of the localized spin
system. Here (a) and (b) correspond to up-spin and down-spin states of dopant
holes, respectively, where a dopant hole of a solid white arrow at the left-hand side
in (a) and (b) moves to positions of dotted white arrows in turn by the transfer
interactions
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8.2 Experimental Evidence
in Support of the K-S Model

8.2.1 Existence of the Antiferromagnetic Spin Correlation
in the Underdoped Regime

In the Kamimura—Suwa model the spin-correlation length must increase in
the underdoped region when the hole concentration increases, in order for
every hole-carrier to move over a considerable distance without interacting
with each other. As the result of the delocalization effect of hole carriers,
a metallic state is created. As to the hole-concentration dependence of the
spin correlation length, Mason et al. [142], Yamada et al. [143] and Lee et al.
[63] reported that the spin-correlation length in the underdoped region of
Lag_,Sr;CuQy increases from x = 0.05, the onset of superconductivity, with
increase of hole concentration x and reaches a value of more than 50 A for
the optimum doping (z = 0.15). These experimental results support the
K-S model in which a metallic and superconducting state corresponds to a
coherent state characterized by the coexistence of the local AF ordering and
of the ordering with regard to the alternating appearance of the SBlg and
1A1g multiplets in the carrier system.

8.2.2 Coexistence of the lAlg and the 3B1g Multiplets

In order to investigate the coexistence of the 3B1g and 1A1g multiplets in
the underdoped regime, Chen et al. [93] performed polarization-dependent
X-ray absorption measurements for O K and Cu L edges in LSCO. For the
Cu L edge, they observed a doping-induced satellite peak (Lz’) for both
polarizations of the electric vector of the X-rays F, parallel and perpendicular
to the c-axis, in a shoulder area of the doping-independent Cu Lg line, with an
intensity ratio of about 1 to 9, where a main L3 line corresponds to transitions
from a Cu 2p core level to the upper Hubbard Cu d,2_,2 band, indicating the
existence of the localized spins. Since the former (E || ¢) and the latter (E Lc)
polarizations detect the Hund’s coupling triplet (°Bj,) and the Zhang-Rice
singlet (1A1g), respectively, the appearance of the doping-induced satellite
peak for both polarizations at the same energy suggests that the state of the
dopant holes must be a single coherent state consisting of the Hund’s coupling
triplet multiplet and the Zhang—Rice singlet multiplet. For TlysBasCaCusOg
and TlpBayCagCuzO3 as well as LSCO, Pellegrin et al. [94] also found the
polarization dependence similar to that found by Chen et al. for LSCO [93].

In 1989 Bianconi et al. [144] also reported that the peak energy separation
between transitions for polarizations parallel and perpendicular to the c-axis
in LSCO decreases towards zero when the Sr concentration increases from a
non-superconducting regime to a superconducting regime, consistent with the
above experimental results. The existence of localized spins on Cu indicated
by the observation of the Cu Lg line is also supported by neutron scattering
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experiments. For example, Birgeneau et al. [145] showed the coexistence of
the spin-correlation of localized spins in the AF order and superconductivity
in LSCO; that is, the spins of Cu dg2_,2 holes form a two-dimensional (2D)
local antiferromagnetic (AF) order even in the superconducting state.

Recently the site-specific X-ray absorption spectroscopy of YBasCusOg.91
with T, = 92K by Merz et al. [111] determined the hole distribution in a
CuOs plane, at an apical O site and in a Cu—O chain. According to this
result the experimental values of hole distribution in a CuOs plane, at an
apical O site and in a Cu-O chain are 0.40, 0.27 and 0.24, respectively. These
results are consistent with the theoretical values calculated by Kamimura
and Sano [131]. In particular, this experimental result clarified an important
role of an apical oxygen site in a CuO5 pyramid in the electronic structure of
superconducting YBCOg g1. This is an important experimental evidence for
the K-S model.

8.3 Hamiltonian for the Kamimura—Suwa Model
(The K-S Hamiltonian)

Kamimura and Suwa introduced the following effective Hamiltonian Hkg in
order to describe the K—S model. As seen below, it consists of five terms: the
effective one-electron Hamiltonian Heg for aj,(a]) and big(b1) orbital states,
the transfer interaction between neighbouring CuOg octahedrons (CuOs
pyramids) Hy,, the superexchange interaction between the Cu d,2_,2 local-
ized spins Hap, and the exchange interactions between the spins of dopant
holes and d,2_,2 localized holes within the same CuOg octahedron (CuOs
pyramid) Hey, and the repulsive interaction between dopant holes on aj,(a])
or big(b1) orbital within the same CuOg octahedron (CuOs pyramid) Hy.
Thus we have

HKS = Heff + Htr + HAF + Hex + HU
= > enClhusCimo+ > tmn (ChuaCino + 1)

i,m,o (3,5),m,n,0
+ J Z S; - Sj + ZKm Sim S; + Uzﬁi,m7Tﬁi,m7l R (83)
(i,7) i,m i,m

where €., (m = aj,(aj) or big(by)) represents the effective one-electron en-

ergy of the aj,(aj) and big(b1) orbitals, C!  and Cjne the creation and an-
nihilation operators of a dopant hole in m-type orbital with spin ¢ in the ith
CuOg octahedron or ¢th CuOs; pyramid, respectively, t,,, the effective trans-
fer integrals of a dopant hole between m-type and n-type orbitals of neigh-
bouring CuOg octahedrons (CuOj; pyramids), J the superexchange coupling
between the spins S; and S; of d,2_,2 localized holes in the by, (b}) orbital
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at the nearest neighbour Cu sites ¢ and j (J > 0 for AF interaction), K,, the
exchange integral between the spin of a dopant hole s; ., and a dg2_,2 local-
ized spin S; in the ith CuOg octahedron or ith CuOs pyramid (Ka’;g (Ka»l«)
< 0 for the Hund’s coupling spin triplet multiplet with aj,(aj) orbital state
and Ky, (Ky,) > 0 for the Zhang-Rice spin singlet multiplet with byz(by) or-
bital state), and U the Hubbard U-like interaction with ﬁi mo = =cf Cimeo,

mmao
where 7, » is @ number operator. Here s; ,,, = Z moaw/me/ with
Pauli matrices o,,. When the total number of dopant holes in a system
consisting of L sites is denoted as N, the following relation holds;

> (fima) =N . (8.4)

i,m,o

Hereafter we call the effective Hamiltonian of the K-S model (8.3) the K-S
Hamiltonian. The role of each term in the K-S Hamiltonian (8.3) is schemat-
ically shown in Fig. 8.3.

tp, blg

a1 ay, \\{\lg by, v

N

Fig. 8.3. Schematic explanation of the various interactions in the K-S Hamiltonian.
Black arrows represent the localized spin at Cu site, while white arrows represent
the spins of dopant holes

As regards the parameters in the K-S Hamiltonian (8.3), we adopt the
following values; J = 0.1 from the experiment of the magnetic Kerr rotation
[146] and also from the experiments by the neutron inelastic scattering[145],
tai«gal = 0. 2 tblgblg 0. 4 ta1 biy — \/m ~ 0. 28 Ea = 0
Eby, = 2.6, Ky ar, = -2.0, Ky,, = — 4.0 in units oféeV where the values of frund’s
coupling exchange constant K, and Zhang-Rice exchange constant Ky, , are
taken from the first principles cluster calculations for a CuOg octahedron in
LSCO [104], and the energy difference of the effective one-electron energies
between afg and byg orbital states, ep,, — €a;, = 2.6, is determined so as
to reproduce the energy difference between the 3B1g and 'A;, multiplets in
the MCSCF-CI cluster calculations [103]. On the other hand, the values of
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Fig. 8.4. Illustration of the two story house model and of how a hole carrier
with up-spin itinerates within a spin-correlated region. The lower story consists
of the Cu localized spins, which form the antiferromagnetic ordering in a spin-
correlated region. In the upper story, a carrier with up-spin enters into the Cu-
second-floor due to the Hund’s coupling effect with Cu localized up-spins in the
lower story (Hund’s coupling triplet) while it enters into the hybridized state of
O-bridge and Cu-third-floor at the Cu houses with localized down-spins due to the
antiferromagnetic interaction between the carrier’s and localized spins (Zhang—Rice
singlet)

ta;ga;g and 1y,,p,, are chosen so as to reproduce the antibonding a’{g and
bonding by, bands in the band structure of LagCuOy4 [106, 147, 148]. When
we solve the K-S Hamiltonian for the multiplets of the Hund’s coupling
triplet and of the Zhang—Rice singlet in a CuOg octahedron by using the
parameters determined above, we find that energy difference between the
highest occupied levels in the Hund’s coupling triplet and Zhang—Rice singlet
which include the effect of the exchange interaction Hey is 0.1eV. Thus the
highest levels of the Hund’s coupling triplet and Zhang—Rice singlet are mixed
by transfer interaction of tay b, (~ 0.28).

As a result a hole-carrier moves coherently by taking the *Bj, to 1A,
multiplets alternately in the presence of the local AF order. Thus the K-S
model holds.

8.4 Concluding Remarks

Originally the Kamimura—Suwa model was named by one of the present au-
thors (Kamimura) as “two-story house model’ [27], before HTSC researchers
called it the K-S model. That is, looking at Figs. 8.1, 8.2 and 8.3, Kamimura
called the K-S model and the K-S Hamiltonian in (8.3) the “two story house
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model”. According to him, the upper story corresponds to the carrier states
consisting of two kind of orbitals aj, and big, while the lower story corre-
sponds to the system of the localized spins, as shown in Fig. 8.4. Each house
represents a Cu house, in which the lower story corresponds to the b, orbital
while the upper story consists of the second and third floors with characters
of aj, and by orbitals, respectively. In the lower story a Cu d-hole with
dg2_,» character is localized with up spin or down spin. They form an AF
order by the superexchange interaction in the spin correlated region. As for
the upper story, the room is connected with the neighbouring Cu houses by
bridges of oxygen p, orbitals (the by, orbitals). As a result a hole carrier
in the upper story move from an aj, second floor room in a Cu house with
an up-localized spin (right-hand side of the figure) to a by, third floor room
in the neighbouring Cu house with down-localized spin through the O p,
bridge, etc. Thus a metallic state is created in the upper story for an area of
spin-correlated region while the lower story contributes a local AF order in
the spin-correlated region.



9 Exact Diagonalization Method
to Solve the K—S Hamiltonian

9.1 Introduction

In the previous chapter we described the essence of the K—S model. A prob-
lem with which we are now going to be concerned is how to solve the K-S
Hamiltonian Hkg in (8.3), which was described in detail in the Sect. 8.3. In
this chapter we try to solve the K-S Hamiltonian exactly for a system of a
finite size. Simultaneously we investigate the validity of the K-S model when
a single hole-carrier is doped into 1D chain and 2D square quantum spin
systems, and also when two hole-carriers are doped.

For the purpose of investigating the validity of the K-S model, we first
calculate the spin-correlation function and the orbital correlation function, by
diagonalizing the K-S Hamiltonian with the exact diagonalization method in
the cases of a single hole-carrier and two hole-carriers. The calculated results
for the K-S model are presented in Sects. 9.3, 9.4 and 9.5. In order to clarify
an important role of the coexistence of two kinds of orbitals, aj, and big
orbitals in the K-S model mentioned in Chap. 8, we investigate the case
where there is only a single orbital state by taking the energy difference
between two kinds of orbitals, Ae (= ep,, — €ay, ), in the K-S Hamiltonian to
be infinity. This corresponds to the case of the Zhang—Rice singlet.

Further we calculate the radial distribution function between two hole-
carriers, which is a characteristic quantity for a two-carrier system. The cal-
culated results are presented in Sect. 9.6.

9.2 Description of the Method: Lanczos Method

In this chapter we adopt the exact diagonalization method. In order to solve
the K-S Hamiltonian as accurately as possible, we have to adopt a model sys-
tem of finite size. As an object of study we consider a two-dimensional square
lattice with 4 x 4 sites shown in Figs. 9.1(a) and (b), because in cuprates a
CuOs plane which is similar to a 2D square lattice plays an important role.
We also consider a 1D chain lattice with L (4 < L < 20) sites in order to
investigate the effect of dimensionality.

The representations of the site numbers in the 2D square lattice and in
the 1D chain lattice are shown in Figs. 9.1(a) and (c), respectively. In the 2D
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Fig. 9.1. Schematic views of the model systems: (a) 2D square lattice; (b) the
numbered sites in the 2D square lattice, where equivalent sites are denoted by the
same number. (c¢) 1D chain lattice with numbering sites

square system the equivalent sites are chosen as shown in Fig. 9.1(b). The
S = 1/2 spins which are placed at each site represent the localized spins in
the K-S model. They are coupled by the superexchange interactions JS;- S,
the third term in (8.3), to form the AF order in the absence of dopant carriers.
Applying the Lanczos method to these systems with the periodic boundary
condition (PBC), we study the ground state for the K-S Hamiltonian in the
following two cases; (1) a single doped hole-carrier (N = 1) and (2) two doped
hole-carriers (N = 2).

In order to obtain the ground state based on the the K-S model, we
have to diagonalize the K-S Hamiltonian Hkg for a system of finite size.
If the size of a system is small enough to be diagonalized, all the matrix
elements of the K-S Hamiltonian, Hkg, are stored within the computational
memories at one time. However, if a system size exceeds around 10 sites for
the K-S model, it is difficult to diagonalize Hkg exactly due to the memory
limitations. The K-S model with a single dopant hole has 8 states per site,
because there appear two multiplets, 1A1g and SBlg, for either of the up and
down localized spins in the AF order. Thus a finite system of L sites has 8
states in principle, which is ~ 1.0 x 10° for L = 10. In this context we pay
attention to the ground state and the low-lying excited states. In this case,



9.2 Description of the Method: Lanczos Method 65

among the exact diagonalization methods, the Lanczos method [16, 149, 150]
is appropriate. Let us describe the algorithm of the Lanczos method below.

Suppose that the Hamiltonian H which we want to solve is transformed
to tridiagonal H'. When a transformation which transforms to tridiagonal
H' is denoted by P, we have the relation of P~'HP = H'. First the initial
vector |ug) in the Hilbert space of the model being study is selected. Then we
generate a new vector by applying the Hamiltonian H to the initial vector
|ug). Consequently we obtain

(uo| H |uo)

‘u1> = H|U0> - <U0|U0>

|uo) (9-1)

where (ug|ui) = 0 holds. Here (u| represents a transposed vector of a vector
|u). Further we are able to obtain a new vector |us) that is orthogonal to the
previous two vectors |ug) and |u;) as

(u1|H |uy)
(urlu)

It can be easily checked that (uj|us) = (ug|lug) = 0. This procedure can be
generalized by defining the nth orthogonal basis recursively as

) — Al (0.2)

lug) = Hluy) — (uoluo)

[un+1) = Hlun) — anltn) — Br-1ltin-1) , (9.3)
where n = 0,1,2,..., and the coefficients a,, and (3, are given by
n H n
oy = LnlHlun) (9.4)
Bp_1 = {tun |tin) (9.5)

<un71|un71> .
In this basis the tridiagonal Hamiltonian matrix H’ can be expressed as

Oéoﬁl 0 0 ...

ﬂ10&162 0 ...
H=|0phaf..|. (9.6)

00 ﬂgag...

In this way the tridiagonal H' is diagonalized easily with use of ordinary li-
brary subroutines such as the bisection method, etc. However, it is impossible
to completely diagonalize the K-S Hamiltonian, Hkg, because a number of
interactions equal to the size of Hilbert space are needed. In practice, this
would demand a considerable amount of CPU time. However, one of the ad-
vantages of this method is that adequately accurate information about the
ground state of Hgkg can be obtained after a small number of iterations. In
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the present case, we are able to diagonalize H' by a number of iterations of
the order of ~ 100.

In the present calculations the z-component of the total spins in the 2D
and 1D systems, S¢ ., is fixed to be a minimum value. For example, in the
case of a 2D system of 16 sites with a single dopant hole, the minimum value of
the z-component of the total spins is 1/2 (SZ,,; = 1/2) since the total number
of the spins of § = 1/2 in the AF order and in the hole-carrier system is 17.
In the case of a 2D system of 16 sites with two dopant holes, on the other
hand, the minimum value of the total spins is 0 since the number of spins in
this case is 18. All the bases which construct a wavefunction in the above two
cases satisfy a minimum value of the z-component of the total spins. Besides,
in the case of two dopant holes we have constructed a wavefunction so as to
satisfy the Pauli principle.

As regards the parameters in (8.3), we adopt the values described in
Chap. 8. These are J = 0.1, Ka;g = —2.0, Ky,, = 4.0, taiga’{g =0.2, ty by, =
0.4, ta»{gblg = \/m ~ 0.28, €aj, = 0, ép,, = 2.6 in units ofeV.

By using bases mentioned above and these parameters, we solve the ef-
fective Hamiltonian of the K-S model in (8.3).

9.3 Calculated Results
for the Spin-Correlation Functions

In discussing the calculated results, it is helpful to consider first a case without
spin fluctuations in the localized spin system in order to appreciate the nature
of the electronic state of a single dopant hole. For this purpose, let us suppose
that the complete antiferromagnetic (AF) ordering, i.e., Néel order, has been
established among the localized spins. In this case we have only to consider a
term of z-component S7S7 and s7,,S7 in the Heisenberg Hamiltonian Hap
and Hey in (8.3). Then the ground-state energy for the 2D square lattice of
L sites with a single dopant hole is obtained, in units of eV, as

1 1
B, = — 2L x5 = 1517, (9.7)

where L is the number of the localized spins, and z is the number of nearest
bond around a site. We obtained EJ, = —2.317eV in (9.7) with z = 4
and L = 16. In this case the wavefunction of a hole is extended over the
whole system and the numerical values for the squares of the components aj,
and by, orbital states in the wavefunction for a dopant hole with up-spin are
shown in Fig. 9.2. Although there is a tendency that a dopant hole alternately
occupies the two orbitals, aj, and byg, site by site [15] (a “zigzag” like state),
its wavefunction spills out due to a quantum-mechanical tunneling effect, so
that every orbital component has a finite amplitude at each site.

In order to fully take into account the spin fluctuation effect of the AF
order due to the localized hole spins, Hamada, Ishida, Kamimura, and Suwa
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Fig. 9.2. Numerical values for the squares of aj, and big orbital states in the
wavefunction of the hole with up-spin in the case where the spins of localized holes
form the AF order in the Néel state. The direction of the localized spins at A and
B sublattice is upwards and downwards, respectively

[151] carried out the exact diagonalization of the K-S Hamiltonian using
the Lanczos method for a 2D square lattice system with 16 (4x4) sites which
consists of 16 localized spins and a single itinerant hole, applying the periodic
boundary condition. We note that, for a 4 x 4 square lattice with a periodic
boundary condition, there are only six sites which are not equivalent. These
independent sites are numbered as shown in Fig. 9.1(b). The localized spins
at these sites are classified as A and B by two sublattices, depending on the
directions of up or down spins when there are no dopant holes. The calculated
ground-state energy of (8.3) with a single hole is E;" = —2.934¢eV. This is
lower than B! | (= —2.317eV) in (9.7) with 2 = 4 and L = 16. Hereafter we
omit the unit of energy eV. The difference of energy AE;h, which is defined
as AE;h = E;h — BY ., is —0.617. This means that the ground state in the
K-S Hamiltonian is more stable due to the spin fluctuation effect, compared
with that in the Néel order system.

On the other hand, we consider the case of a spin system without any
dopant hole (un-doped case). It is well known that the energy of ground
state for the antiferromagnetic Ising model is represented as —iJzL X %
This means that the ground state of the antiferromagnetic Ising spin system
is consistent with the Néel state. When the ground-state energy in the un-
doped case is denoted by EQ! . the calculated value of E  is —0.8 for
a 2D square lattice with 16 sites. If the spin fluctuation is introduced into
the antiferromagnetic Ising spin system, the antiferromagnetic Heisenberg
model is obtained where the ground-state energy for the latter is calculated
to be Egh = —1.123. The energy difference AEgh’, defined by AEgh = Egh —
EQ! . is —0.323. Further Hamada et al. [151] calculated the energy difference
between E* and EJ", AE}17° and that between EY | and EQL,, AEY.J.
These are AE}=0 = —1.811 and AEY,J = —1.517. Thus A = AE!-0 —
AE;I;COI = —0.294. From this fact and from the comparison between AE;h
and AEgh, we can say that the K-S model with a single dopant hole is more
stabilized not only by the spin fluctuation effect but also by the exchange



68 9 Exact Diagonalization Method to Solve the K-S Hamiltonian

0 T T T T

-0.05F —— Even
—— Odd

hLy /L
S
&

1
g9

E
=3
Y

-0.35 L L . .
0 005 01 015 02 025

1/L

Fig. 9.3. The dependence of the ground-state energy per lattice-site L, E;"(L)/L,
on the lattice-size L for a 1D chain lattice of L sites with a single dopant carrier.
The circles represent the ground-state energy per lattice-site in the case that L is
an even number. The squares correspond to the case when L takes an odd number

interaction between the spins of a dopant hole and a localized hole, H., in
(8.3).

Hamada et al. [151] also calculated the ground-state energy in a 1D chain
lattice with L sites. It is impossible to calculate when varying the size of
lattice in a 2D system due to the memory limitations. In a 1D chain system,
however, we are able to solve the K-S Hamiltonian within the range of 4 sites
to 20 sites. Let us denote the ground-state energy for L sites with a single
dopant carrier by E}"(L). The calculated result of E}" (L) is shown in Fig. 9.3.
In the case of the 1D Heisenberg model (un-doped case), generally there are
two curves for the size dependence of the ground-state energy corresponding
to the following two cases: (1) The lattice site number L is an odd number;
(2) that of L is an even number. The separation between two curves is large
due to the effect of the spin frustration effect in the AF order in the localized
spin system when a size of the system is small. On the other hand, in the
case of the K-S model in a 1D system, the system-size dependence of the
ground-state energy is quite different. There is no separation between two
curves corresponding to two cases where L is an odd number and an even
number, even though the system size is small. In fact, there is only a single
line in a relation of energy vs. system size, as shown in Fig. 9.3. This means
that a dopant hole which itinerates in a system can suppress the energy loss
due to the spin frustration in the AF order for the K-S model.

In this section, we investigate how much the AF order survives in the
localized spin system in the presence of dopant holes, by calculating the
spin-correlation function between the localized spins. When the number of
dopant holes in the system is N(> 1), the spin-correlation function between
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Fig. 9.4. The calculated results of the spin-correlation function 7, (r1;) and the
difference of spin-correlation function from that of the un-doped system An, (r1;)
along two paths of (a) 1-2-3-5-6 and (b) 1-2-4-5-6 in a 2D square lattice, as a
function of the distance between sites 1 and j

the localized spins is defined by

Ny (rig) = (Si - S;) , (9-8)

where 7;; is a position vector connecting sites ¢ and j, where r;; = r; — ;.
The calculated results of the spin-correlation function for the 2D and the 1D
systems with a single hole-carrier, 7, (r1;), are shown in Figs. 9.4(a) and (b)
and Fig. 9.5, respectively. These functions are as a function of the distance
between sites j and 1.

Then we compare the values of 7, (r1;) with the spin-correlation function
calculated for a 2D AF system with no dopant holes (un-doped case), which
is denoted by 7, (71;). The difference between 7, (r1;) and 7, (r1;), An, (r1;)
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Fig. 9.5. The calculated results of the spin-correlation function 7, (r1;) and the
difference of spin-correlation function from that of the un-doped system An, (7r1;)
in a 1D chain lattice of 16 sites, as a function of the distance between sites 1 and j.
Due to the periodic boundary condition, a horizontal axis is taken to j = L/2 + 1.
As a result the results from j =1 to 9 is shown

(= n,(r1j) — nu(rij)), is shown by dotted lines in Fig. 9.4 for the case of
i = 1. We note in Fig. 9.1(b) that there are two paths connecting sites 1
and 6, i.e., 1-2-3-5-6 and 1-2-4-5-6. These paths show that the sites on the
two sublattices appear alternately. The calculated results for the correlation
functions corresponding to the paths 1-2-3-5-6 and 1-2-4-5-6 are shown in
Fig. 9.4(a) and Fig. 9.4(b), respectively. From these results, it is concluded
that the AF ordering in the localized spin system is not destroyed even in
the presence of a dopant hole. In fact, |An, (71;)] is considerably smaller than
|7 (71;)] in the hole-doped system. In other words, this result means that a
dopant hole in a 4 x 4 2D lattice does not have a significant effect on the AF
order.

On other hand, the calculated results for the spin-correlation functions
7, (r1;) and the difference of the spin-correlation functions An, (rq;) in a 1D
system are shown in Fig. 9.5. It is seen from Fig. 9.5 that |An, (71;)] in a 1D
system approaches to |1, (71;)| as j becomes larger. Thus we can say that the
a dopant hole considerably affects a whole localized spin system in the case
of a 1D system.

From the above calculated results, we conclude that the AF order in the
localized spin system in the 2D system is not influenced by doping a single
hole-carrier while that in the 1D system is disturbed, as far as the K-S model
is concerned.

Now we proceed to investigate whether the AF order is influenced by
doping two hole-carriers for 1D and 2D systems, based on the K-S model.
For this purpose we calculate the spin-correlation function 7, (r;;) between
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Fig. 9.6. The calculated results of the spin-correlation function n,(r1;) and its
difference from that of the un-doped system An,(r1;) in a 2D square lattice of
4 x 4 sites with two hole-carriers (a) for the path 1-2-3-5-6 and (b) for the path
1-2-4-5-6. These quantities are shown as a function of the distance between sites 1
and j

the localized spins at sites r; and r; in the presence of two hole-carriers, and
the difference of spin-correlation functions between an un-doped case and a
two-hole case, An, (r;;), which has been defined in (9.8), where r;; = r; —r;.
Like the case of a single hole-carrier, we calculate these quantities for a 1D
chain lattice and a 2D square lattice system.

First the calculated results of 7,(71;) for a 2D square lattice are shown
in Figs. 9.6(a) and (b), as a function of the distance between sites j and 1.
Similarly to the case of a single hole-carrier, we show 7, (r1;) along the two-
paths 1-2-3-5-6 and 1-2-4-5-6 in Figs. 9.6(a) and (b), respectively. Then we
compare the calculated values of 7,(r1;) with the spin-correlation function
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Fig. 9.7. The calculated results of the spin-correlation function n,(r1;) and its
difference from that of the un-doped system Amn,(71;) in a 1D chain lattice of 16
sites with two hole-carriers, where these quantities are shown as a function of the
distance between sites 1 and j. Due to the periodic boundary condition, a horizontal
axis is taken to be j = L/2 + 1. Thus it is enough to show the result from j =1
to 9

for the 2D AF system with no holes (the un-doped case), the latter of which
is denoted by 7,(71;). The difference between 7, (r1;) and n,(r1;), An,(r1;)
(= n,(r1j) —nu(r1;)), is shown by dotted lines in Fig. 9.6. From these results,
it is concluded that the 2D AF order in the localized spin system is not
destroyed even in the presence of two dopant holes. This feature is similar
to the one obtained in the case of a single dopant hole in the localized spin
system.

Now the calculated results of n,(r1;) for a 1D chain lattice are shown
in Fig. 9.7, as a function of the distance between j and 1 along a chain.
Comparing the results in Fig. 9.7 with those in the Fig. 9.6, An, (r1;) for the
1D case is a little larger than An,(r1;) for the 2D case. This means that the
spin fluctuation effect in a 1D system is more remarkable than that in a 2D
system, as is well known. As a result the K—S model is a little disturbed in a
1D system.

In summary, we have presented the calculated results of 7(ri;) and
An(rq;) for a 1D chain lattice and a 2D square lattice in the two cases of a
single hole-carrier and two hole-carriers. In order to clarify an effect by hole-
carriers on the AF order in the localized spin system, we have investigated
the difference of the spin-correlation functions between an un-doped case and
an N-carrier case with N = 1 or 2 for a 1D chain system and a 2D square
system. By comparing the results in Fig. 9.8(a) with those in Fig. 9.8(b), we
can say that the AF order in the localized spin system is more disturbed by
the presence of carriers in the 1D chain system than in the 2D square system.
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Fig. 9.8. The calculated results derived from the difference of the spin-correlation
function from that of the un-doped system, An, (ri;), (a) in a 2D square sys-
tem and (b) in a 1D chain system. A perpendicular axis represents the value of
(=1~ Any, (r1;). Factor (—1)?~! is multiplied by An, (r1;) in order to clarify the
change of the spin-correlation function by doping the hole-carriers

Further we can see that the disturbance in the AF order is more remarkable
in a single carrier case than in the two-hole case. However, the AF order
around j = 2 in the 1D chain system is more disturbed in the two hole case
while the AF order in the single hole case is disturbed over a long distance
with zigzag behaviour. By comparing the results of the single hole case with
two hole case, we may conclude that the K-S model holds more favorably
when the carrier concentration increases.
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9.4 Calculated Results
for the Orbital Correlation Functions

Next we investigate whether a dopant hole is itinerant or not by examining
a behaviour of its wavefunction in 1D and 2D systems. Although complete
itinerancy can not be concluded from the calculated results of the present
systems, it is nevertheless possible to discuss whether there is the tendency
of the wavefunction of a dopant hole extending over the whole system. For
this purpose, we calculated the off-diagonal orbital correlation function for a
dopant hole defined by

Cmn(""ij) = Z<Clij+r,mac"'/”‘7> ’ (99)

’
T O

where (,p (7i;) represents the correlation between m-type orbital at the ith
site and n-type orbital at jth site. If a dopant hole were localized, this cor-
relation function would decay rapidly. We have calculated (., (7i;) for the
three cases; m = n = aj,, m = n = byg, and m = aj, and n = by, which we
denote by (aa(7i5), Coo(745) and (ap(7i5), respectively.

First, we investigate the dependence of an off-diagonal orbital correlation
function between the first nearest neighbour sites in a 2D system on the
energy difference between aj, and byg orbitals, Ae. If a dopant hole transfers
like a metallic state based on the K-S model, the value of (q4(r;;) between
the fist nearest neighbour sites should be at least larger than one of (qq(73;)
and (py(755) between the first nearest neighbour sites. The calculated results
of the Ae dependence of off-diagonal orbital correlation function in a 2D
system are shown in Fig. 9.9. From this figure we can see that, when the
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Fig. 9.9. The dependence of the off-diagonal orbital correlation functions between
first nearest neighbour sites on the energy difference between aj, and b4 orbitals,
Ae, for a 2D system with a single hole-carrier
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energy difference between two orbitals takes a value from 1.5eV to 2.6€V, it
is advantageous for a hole-carrier to move between two orbitals alternately.

Based on the results of the first-principles cluster calculation with the
MCSCEF-CI method for LSCO, Kamimura and Suwa obtained the value of
the energy difference between aj, and big orbitals, Ae in the K-S Hamil-
tonian, to be 2.6 €V. This value, derived from the results of the first-principles
calculation, lies within the energy range from 1.5eV to 2.6 eV suggested from
Fig. 9.9. This result supports the validity of the K-S model. But it is insuf-
ficient to discuss the itinerancy of a dopant hole only from the off-diagonal
orbital correlation function between the first nearest neighbour sites. Accord-
ingly, for Ae = 2.6eV in a 2D system with a single dopant hole, we investi-
gate the off-diagonal orbital correlation function for a distant site from j = 1.
Figures 9.10(a) and (b) show how (uq(71;), Cop(715) and (ap(r1;) vary with
site 7 along the paths 1-2-3-5-6 and 1-2-4-5-6, respectively, where site 7 is
taken to be 1. As seen in Fig. 9.10, Gyp(r1,) does not decay over the size of
the system, suggesting that a hole does not localize even in the presence of
AF order.

On the other hand, in the same procedure as the case of a 2D system,
the dependence of the off-diagonal orbital correlation function between the
first nearest neighbour sites for the case of a 1D system is shown in Fig. 9.11.
As shown in Fig. 9.11, the off-diagonal orbital correlation functions in a 1D
system are very sensitive to the change of the energy difference between two
orbitals, Ae. In contrast to the case of a 2D square lattice, the energy region
in which a dopant hole can hop between two orbitals is very narrow. We
can see from Fig. 9.11 that when Ae takes a value in the energy range from
2.3eV to 2.6 eV, the itinerant motion of a dopant hole becomes possible. Like
the case of a 2D system, the calculated results of the off-diagonal orbital
correlation function at a site far from a first nearest neighbour site in a 1D
chain lattice with a single dopant hole is shown in Fig. 9.12. As j increases,
Caa(T15), Can(r1;) and Cpp(r1;) decrease gradually. However, these values are
so small that a metallic state based on the K—S model is not possible in a 1D
system.

According to the present results for the Heisenberg spin Hamiltonian for
the localized spin system in (8.3), (aa(71;), Cop(715) and (up(r1j) show an
oscillating behaviour with changing site j. From this result we can say that
the spin fluctuation in the AF order assists the “zigzag”-like states. To be
more precise, an alternating behaviour of the increase and decrease in the
magnitudes of (qq(745), Con(7ij) and (up(7ij) appears when r;; connecting
two sites varies between different sublattices. This behaviour is due to the
aid of the spin fluctuation effect in the localized spin system.
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Fig. 9.10. The calculated results of the off-diagonal orbital correlation functions
for a dopant hole; (aa(715), Can(T15) and Gp(715): (a) for the path 1-2-3-5-6 and
(b) for the path 1-2-4-5-6. In these calculations the energy difference between aj,
and big orbitals is chosen to be 2.6eV

9.5 The Case of a Single Orbital State

In this section, we investigate the case where only a single orbital state exists
in the Hamiltonian (8.3) in order to understand the importance of the coex-
istence of the two kinds of orbital states aj, and big in the metallic state in
cuprates, especially in a 2D system. In particular, we pay a special attention
to the case where only the Zhang—Rice singlet state exists [96]. In order to
treat this special case the absolute value of },,, (e, < 0) in the K-S Hamil-
tonian (8.3) is taken to be very large, compared with €a, - As a result, only
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Fig. 9.11. The dependence of the off-diagonal orbital correlation functions between
first nearest neighbour sites on the energy difference between aj, and big orbitals,
Ae, for a 1D chain system with a single hole-carrier
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Fig. 9.12. The calculated results of the off-diagonal orbital correlation functions
in a 1D chain system with a dopant hole; (ua(715), Cab(r15) and (pp(r15), when the
energy difference between aj, and by, orbitals is 2.6 eV

the by, orbital state plays a role. The remaining parameters are taken as the
same as those in the case where the two orbitals aj, and byg coexist.

We call this case “one-orbital case”. Apparently the ground state in this
case consists of the Zhang—Rice singlets, where a dopant hole occupies only
the by, orbital. Figure 9.13 shows the calculated spin-correlation function
(n,(r1;)) and its difference from n,(r1;), i.e., An, (r1;) for the “one-orbital
case”. This result clearly shows that An, (rq;) is comparable to 7, (r1;)
and thus in the “one-orbital case” the AF order is destroyed. As for the
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Fig. 9.13. The calculated results of the spin-correlation function 7, (r1;) and the
difference of spin-correlation function from that of the un-doped system An, (71;)
for ey,,, = —100eV: (a) for the path 1-2-3-5-6 and (b) for the path 1-2-4-5-6

off-diagonal orbital correlation for a dopant hole, only (u,(71;) is considered.
The calculated result of (p,(7r1;) is shown in Fig. 9.14 as a function of the
distance between sites 1 and j. From this result we can say that a dopant
hole is localized within the space of several sites. This may correspond to a
situation similar to the case in which a localized spin-polaron is formed in a
single band system. Here, in order to check this inference, we calculated the
spin-correlation function between a spin of a dopant hole and a localized spin
in the underlying AF lattice. The calculated results are shown in Fig. 9.15.
From the results in Fig. 9.15 we may say that a spin polaron is formed around
J = 1. Consequently we conclude that the coexistence of two orbitals aj, and
big plays an important role in making a dopant hole itinerant in a cuprates
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Fig. 9.14. The calculated results of the off-diagonal orbital correlation function for
the dopant hole in the “Zhang—Rice case”, (y»( 71;), where we take Ebyy = —100eV:
(a) for the path 1-2-3-5-6 and (b) for the path 1-2-4-5-6

in the presence of AF order. Finally a remark is made on the t—J model [96].
In the t—J model the Zhang—Rice singlet is considered to be a quasi-particle
while in the present calculation the Zhang—Rice singlet has been treated as
one of the states in the ground state.

9.6 Calculated Results
of the Radial Distribution Function
for Two Hole-Carriers

The radial distribution function between two hole-carriers is introduced in
order to investigate a spatial correlation between two hole-carriers. The radial
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Fig. 9.15. The calculated results of the spin-correlation function between a spin
of a hole-carrier in the big orbital and localized spins in 2D AF order, (11, - Si),
for ey,,, = —100eV. An ith site is chosen along two paths of (a) 1-2-3-5-6 and (b)
1-2-4-5-6, respectively

distribution function is denoted as Py, (R) for the distance between two hole-
carriers, R = |r; — r;|. Py, (R) represents a spatial distribution of two hole-
carriers for the case where one hole-carrier is located at a place r; occupying
the m-type orbital and the other is located at a place r; occupying the n-
type orbital. By using the number operator 7 m (= 7. m,1 + Mim,| ), Pmn(R)
is defined as

Prn(R) =Y (Rimijn) - (9.10)

(3,9

Here 7;m,1 and 7., are the number operators for the holes in m-type
orbital at ith site with up-spin and down-spin, respectively. Further by taking
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Fig. 9.16. The calculated results of the distribution functions of two hole-carriers;
P,: ar (R), PaIgblg (R) and Py, b,,(R). Initial point of R is placed at O as shown

g lg
in the illustration of figure, where the first hole lies at O

summation over all the orbitals (m,n = aj, or b1g), Piotal(R) is defined as

Ptotal(R) = ZPmn(R) P (911)

where Piotal(R) is normalized to 1, that is [ Pyota(R) dR = 1. There are three
types of Pp,(R); m = n = aj,, m = aj, and n = by, and m = n = by,
which are denoted as Pay a; (R), Par b, (R) and Py, p,, (R), respectively.

The calculated radial distribution functions of the three types Py, (R) and
of Piota(R) are shown in Fig. 9.16 for various sites in the 2D square lattice,
A, B, C, D and E, where the first hole is located at O site and the second
hole moves from O site to A, B, C, D and E. From Fig. 9.16 we can see that
P (R) shows the zigzag-like behaviour. Further the following conclusions
emerge from the calculated results shown in Fig. 9.16, in particular from the
result for Piota1(R): (1) The case where two holes are located at O and C
sites is the highest probability and the case where two holes are located at
O and A sites appears with higher probability. This indicates the coulomb
repulsion between hole-carriers is not strong. In both cases the directions of
the localized spins in the AF order are opposite. The present calculated result
is in good agreement with the experimental results on the coherent length of
Cooper pair, which is 10 to 15 A, because the distance between O and A site
is nearly 10 A. (2) A reason why Paz by, (R = 0) has a finite value instead of
zero value is due to the fact that the two holes with opposite spins may come
to the same site even though the Hubbard-U interaction exists.



10 Mean-Field Approximation
for the K-S Hamiltonian

10.1 Introduction

In Chap. 9, we described one of the methods to solve the K-S Hamiltonian,
i.e., the exact diagonalization method. However, since this method is ap-
plicable only to a system of a finite size, we have to develop a new method
to solve the K-S Hamiltonian for a real cuprate material. For this purpose,
in this chapter we will develop a method of solving the K-S Hamiltonian in
an approximate way, which is called a mean-field approximation.

Let us now explain the mean-field approximation for the K-S Hamil-
tonian. In order to solve the K-S Hamiltonian (8.3) in Chap. 8, we tried
to separate a hole-carrier system and a system of the localized spins which
occupy the upper Hubbard bj, band and form the antiferromagnetic (AF)
ordering due to the superexchange interaction between the localized spins,
J in (8.3). For this aim we assume that a spin-correlated region is widely
spread, and we treat the the exchange interaction between the spins of a
dopant hole and a localized spin in (8.3), Zi’m K, 8im +S;, in the mean field
approximation by replacing the localized spins S;’s by its average value (S;).
This method was developed by Kamimura and Ushio, and numerical calcu-
lations have been performed by Ushio and Kamimura. In this method the
values of S; at T = 0 K are taken as the average values of (S;), that is +1
for A-site and —1 for B-site. Thus the effect of the localized spins is dealt
with like a molecular field acting on a dopant hole. This approximation is
called “mean-field approximation”.

In order to derive the effective one-electron-type Hamiltonian for the
dopant holes, we determine the “molecular field” of the localized spins so as
to reproduce the results of first-principles calculation for a CuQOg octahedron
by Kamimura and Eto [104]. In other words, we determine the effective-one-
electron type Hamiltonian in a periodic system so that the energy of 3By,
and 'A;, multiplets calculated by using the effective one-electron-type Hamil-
tonian coincides with that of first-principles cluster calculations by Kamimura
and Eto, and further assume that the lifetime broadening effect due to the
finite spin correlation length is neglected.

In this context the calculation of the effective one-electron-type band
structure of the carrier system is performed by renormalizing the effects of
the exchange integral between the spins of a dopant hole and a localized spin



84 10 Mean-Field Approximation for the K-S Hamiltonian

into the carrier states. In doing so one should first note that the holes which
are accommodated in the antibonding bj, orbitals are localized at Cu site
by the strong U effect and the spins of localized holes in bj, orbitals are
coupled antiferromagnetically due to the superexchange interaction between
the localized spins, the third terms with J in the right hand side of (8.3).
Since the dopant holes move coherently over a long distance without de-
stroying the AF order, occupying from the high-spin SBlg multiplet to the
low-spin 1A1g multiplet and then to the high-spin 3B1g multiplet in the “mole-
cular field” of the localized spins, we take a unit cell so as to contain two
neighbouring CuQOg octahedrons with up- and down-localized spins called A-
and B-sites. Further, in order to realize the alternate appearance of bi; and
aj, orbitals through O p, orbitals, we take into account the CuOg network

structure explicitly and consider the 34 x 34 dimensional matrix (H(k)),
where 2p,, 2p, and 2p. atomic orbitals for each of eight oxygen atoms and
3dy., 3dyz, 3dzy, 3dg2_,2 and 3d,» atomic orbitals for each of two Cu atoms
in the unit cell are taken as the basis functions. This Hamiltonian matrix
H(k) consists of two parts; the one-electron part Hy(k), and the effective-
interaction part Hin (k), which comprises the many-body interactions such
as the exchange interaction between the spins of carriers and localized holes
in (8.3) and Hubbard U interaction for the localized holes in by, orbitals.

Then, in the case of a dopant hole with up-spin, the energy of bj, state in
a CuOg cluster with localized up-spin (A-site) is taken to be high so that the
bj, state at A-site is filled with holes even in undoped LayCuQOy, while the
energy of bj, state in a CuOg cluster with localized down-spin (B-site) is low
so that there are no holes in the by, state at B-site, i.e., the by, states at B-
sites are empty. The difference between the energy of bj, states at A-site and
B-site is due to the strong U effect. Further, the energy of aj, state at A-site
is taken to be higher than that at B-site by Hund’s coupling energy, while
the energy of by, state at B-site is taken to be higher than that at A-site by
the spin-singlet coupling in 'Aj, state, so as to reproduce the characteristic
electronic structure where up-spin carriers take the 3B1g state at A-site and
the 1A1g state at B-site. In this chapter the energy of bj,, big or aj, state
indicates the energy for a electron but not a hole.

In this way one can include the many-body interaction effects of the Hub-
bard U interaction for the localized holes in bj, orbital as well as of the
exchange interaction in the K-S Hamiltonian (8.3) in the the 34 x 34 di-
mensional effective-interaction part f[int (k). Further, all the matrix elements
related to the transfer interactions which appear in the one-electron part
of the 34 x 34 dimensional Hamiltonian matrix, Ho(k), can be estimated
from the Slater-Koster (SK) parameters. In the present calculation we use
the values of the SK parameters fitted to an APW band calculation [152]
by De Weert et al. [153] and thus the one-electron part of the Hamiltonian,
Hy(k), reproduces the APW bands well.
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In order to obtain Hiy (k), we first construct the eigenstates localized at
A-site or B-site by taking the linear combination of the doubly degenerated
eigenstates of Hy(ko), where vector kg indicates (35> 35, 0) with a being the
lattice constant in CuO; plane. The resultant eigenstates are ), cos(g-a; +
7o) Par and Y, sin(g-a; + 5-41)@ar, which we consider to be localized at
A-site and B-site respectively, where ¢, are the Wannier type eigenstates of
Ho(ko).

If we take these functions as a basis function, the effective-interaction part
fIint(k) is obtained, by choosing the energy of the bj, state at A-site, that of
b, state at B-site, that of by, state at B-site, that of aj, state at A-site and
that of aj, state at B-site so as to reproduce the energy difference between
multiplet g"”Blg and 'Aj, calculated by Kamimura and Eto [104]. Then by
a unitary transformation we can obtain the expression of ﬁim(ko) with the
ordinary basis of Wannier type atomic functions.

The method described above is similar in its idea to the (LDA+U) method
developed by Anisimov et al. [154] for copper oxides, but the interactions are
treated accurately in the present method, while Anisimov et al. treated U
as a disposal parameter. As described above, all the matrix elements in the
34 x 34 dimensional Hamiltonian matrix (H) become one-electron type, and
thus we can diagonalize it easily. In this way we can obtain a band structure
including the many-body effects in a molecular field approximation for LSCO.

10.2 Slater—Koster Method: Its Application to LSCO

The Slater—Koster method [155], in which the analytical form of the tight
binding (TB) Hamiltonian is fitted to the first-principles band calculation,
can be used to give insight into difficult problems which are intractable with
a standard first-principles calculation method. Therefore, it has been used
to consider the structural phase transition associated with a charge density
wave [156], the phonon spectra and the electron—phonon mediated supercon-
ductivity in high T, cuprates [157, 158]. In the present chapter we use the
Slater—Koster (SK) method as a starting point for a many-body calculation
of the electronic structure of LSCO. The SK method was first applied to
LSCO by De Weert et al. [153]. They determined the on-site matrix elements
and the overlap integrals so as to fit the analytical form of the tight bind-
ing Hamiltonian to the first-principles APW calculation. They performed the
augmented-plane-wave (APW) calculation to generate the eigenvalues E,, (k)
and the angular momentum components, @i, (k), which mean the fraction
of electronic charge in the nth band for the /th angular momentum compo-
nent of the mth basis atom. In the Slater—Koster fits they identify the angular
momentum components as the squares of the norms of the coefficients of TB
wave functions in terms of atomic-like orbitals. In order to generate the TB
band with a proper angular momentum character, they minimize the func-
tional F' = an[fn(k:)]z, where
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fn(k): |E;“?PW ESK ’+Z| ﬁlljr\LN nlm |/W

where the superscripts APW and SK denotes the first-principles calculated
values and the Slater—Koster values, respectively, and W is a weight used to
adjust the relative importance of E, (k) and Qnimn (k) in their fit. Thus the
SK method affords a basis for a “tight binding” Hamiltonian as a starting
point for many-body calculations. In this section we develop a formalism of
a “tight binding” Hamiltonian for the undistorted crystal structure by using
the Slater-Koster parameters.

In the tight-binding model, the Bloch functions are constructed from the
atomic orbitals ¢q(r — R;,) as

P g (r) WZel’“ Rig,(r—Ry) (10.1)

where R;, = R; + T, represents the position of the pth ion in the /th unit
cell, T, the position of the pth ion in the unit cell, NV the total number of
unit cells in the crystal, k a wave vector and a specifies an orbital.

Neglecting the overlap integrals, the energy eigenvalues and the wave
functions are obtained by solving the following equation,

Det|Ho(k) — E%,1| =0, (10.2)

where f{o(k) is the Hamiltonian matrix and 1 the unit matrix. The energy
cigenvalues E”; and the wave functions ¥%; (r) are represented by using the

transformation matrix U
Eo(k) = U~ (k)Ho(k)U (k) (10.3)
EDY Uua,n(k)ézak(r) , (10.4)

where Eo(k) = E’Ski- The matrix elements of the Hamiltonian ﬁo(k) is
defined by

HBaVb(k ) = <¢2ak ‘He|¢gbk > ) (105)

where H. represents the one-electron Hamiltonian which may be regarded to
include a part of electron correlation because the Slater—Koster (SK) para-
meters are determined so as to reproduce the electronic energy and the wave
functions of first-principles band calculation. This Hamiltonian matrix Hy(k)
is expressed by taking the atomic orbitals as bases in the following way,

Hgaub(k) = Zeiik.(RW7Rl/u)Hlual’Vb (106)
-

where
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Hloual’yb = <Q0a(7' - Rl[L)|H€|<)0b(T - Rl/y)> . (107)

Further, all the matrix elements related to the transfer interactions which
appear in the Hamiltonian matrix (Ho(k)) are expressed in terms of the
SK parameters, which represent the transfer integrals between two atomic
orbitals, ¢, at the origin and ¢/, at an arbitrary position R, where ¢ and
¢ represent s, p and d, and m denotes the magnetic quantum number of
the orbital angular momentum with respect to the direction of R. The SK
parameters are conventionally symbolized as t(cc'o), t(cc'w) and t(cc'd), cor-
responding to m = 0, 4+ 1 and £2, respectively.

In the present treatment we restrict the basis functions to include 2p,,
2py and 2p, atomic orbitals for each oxygen atom and 3dy., 3d., 3dzy,
3dg2_,2 and 3d,2 atomic orbitals for each Cu atom in the unit cell. Then the
Hamiltonian matrix is expressed by 17 SK parameters if we consider only
first neighbour interactions. They are listed in Table 10.1. In this table, for
instance, t(ddo) represents the transfer integrals between two neighbouring
Cu d orbitals with the magnetic quantum number m = 0 of the orbital
angular momentum with respect to the Cu—Cu direction.

The Hamiltonian matrix is shown in Table 10.2, and the detailed expres-
sions of its matrix elements are given in Sect. 10.5 “Appendix A” at the end
of this chapter.

10.3 Computation Method to Calculate
the Many-Electron Energy Bands:
Its Application to LSCO

High-energy neutron scattering studies have shown a persistence of 2D an-
tiferromagnetic spin correlation in the superconducting state of LSCO [159],
and the ARPES results by Aebi et al. [160] have proved the prediction of a
V2 x /2 antiferromagnetic local order. In this section we develop a computa-
tional method to calculate a new electronic structure in the superconducting
concentration region based on the K-S model, in which, if the localized spins
form AF ordering in a spin-correlated region, the carriers take the Bi, high-
spin multiplet state and the lAlg low-spin multiplet state alternately in this
spin-correlated region. In this respect a unit cell is taken so as to include
two neighbouring CuQOg octahedrons with localized up- and down-spins. This
unit cell is called “antiferromagnetic (AF) unit cell”, and two neighbouring
CuOg octahedrons are called A-site and B-site, respectively.

The Hamiltonian matrix H (k) consists of two parts; the one-electron part
Ho(k), and the effective-interaction part Hiy(k), as described in a previous
section. In the AF unit cell, the one-electron part Hamiltonian matrix ro(k)
is expressed by the following 34 x 34 matrix

7 () — | Laa(k) Hp (k)

Holk) =1 5o k) A5y (k) | - (10.8)
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Table 10.1. Slater—Koster parameters

On-site parameters
O(1): in plane|E,
O(2): apical |E7
Cu Edgcy
Ede_yQ =FE;.»

First-neighbor parameters
Cu—Cu t(ddo)
t(ddm)

Cu-0(1) t1(dpo
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Table 10.2. Matrix elements of H" (k)
om? 0(1)2 o(2)! 0(2)2 Cu

x y z x y z x y z x y z Ty yz zx  x? — y2 22

z[ By O 0 [ T1 T2 0 [ Ty 0 T5 [T,m 0 T;7[ 0 0 0 T13 T4

om! y Ey 0 |Ty, Ty 0] 0 Tg O 0 Tg" 0 |Ty5 0 0 0 0

z Ey | O 0 T3 TE; 0o Ty T?i 0 T* (} 0 Ty5 0 0

, ° By 0 o0 | T, o o [T} 0 o 17, o 0 0 0

o(1) y E; 0 0 T‘; T! 0 Té * T{; *| o 0 0 T{S T,

* * ’

z Ey| o T Tl | o TI*T] o T, 0 0 0

T Eg O 0 | Tg Thi09 7T11]| O 0 -7 0 0

o) y Ey 0 |Tyg Tg Tia| 0 -T;5 0 0 0
z Eo |T11 Ti12 Tog 0 0 0 0 -7

z Ey 0 0 | 0 0 Tie 0 0

02)2 y Eog 0 |0 T O 0 0

=z By | 0 0 0 0 Ty

zy Ez 0 0 0 0

vz Ey 0 0 0

Cu  za Ej 0 0

22 — 42 Ee T18

z2 Er

Table 10.3. The values of Slater-Koster parameters determined by De Weert et al.

o1t 0(1)2 o(2)! 0(2)2 Cu

@ Yy z x Yy z £ Yy z x Yy z Ty yz 2z x? —y? 22

elB; 0o o T T, o |Ty o T5|T, o TS | o0 0 0 Ti3  Tiga

omt y Ey o0 |Ty T, 0|0 T O 0o Ty 0 |Ty5 0 0 0 0
=z Ey| 0 o T3|T; o T |T, o T |0 0 Ti5 0 0

7 7= 7

, z Ey 0 o |T{ o o0 [T} /O /0 T, 0 0 0 0

! ! - — ’ !

om? y Ey o | o T T,| 0O TA; T§ 0 0 0 T, T,

! 7 - - ’

= By | o T 1| 0 T, T/ o T, 0 0 0

x Ey 0 0 | Tg Ti9 Ti11] 0 o -1,5 0 0

o)t gy Ey 0 |Tyg Tg Tip| 0 —T;5 0 0 0
= Ey | T11 Tia To | O 0 0 0 -T,-

T Ey O 0 0 0 Ti6 0 0

02)2 vy Ey O 0 Tig 0 0 0
z Ey | 0 0 0 0 Ty7

Ty Bz 0 0 0 0

yz Ey 0 0 0

Cu  za Eg 0 0
22 — 32 Ee Tis
22 Er

where HY , (k), HY ,(k), HY 5 (k) and H% 5 (k) are the 17x 17 matrices which
represent Hamiltonian matrix elements between A- and A-sites, B- and A-
sites, A- and B-sites, and B- and B-sites, respectively. These elements are
defined in Table 10.3, and the expressions of these matrix elements are given
in Sect. 10.5 “Appendix B” at the end of this chapter. In the present cal-
culation we have used the values of the SK parameters fitted to the APW
calculation [152] by De Weert et al. [153]. Those values are given in Table 10.4.

Now we take account of the many-body interaction terms of Hamiltonian
(8.3) in the 34 x 34 dimensional effective-interaction part Hiy (k). In order
to include the effects of the exchange integrals between the spin of a dopant
hole and localized spin, K and Kp,, in (8.3) and the Hubbard U-like para-
meter into the many-electron energy bands of a hole-carrier system, we first
construct the antibonding by, orbital at A-site and B-site, mainly from a Cu
dg2_,2 atomic orbital, the bonding byg orbital at A-site and B-site from the
O p, orbitals in a CuOz layer hybridized by a Cu d,2_,> atomic orbital, and
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Table 10.4. Matrix elements of HY ,(k), Hz(k), H% 4(k) and H%(k), where
T~ = T(—k.)

On-site parameters in Rydbergs

O(1): in plane|E; 0.2965
O(2): apical |E; 0.3333
Cu Eny 0.3506
Egp2_y2 Eg.2| 0.4375
First-neighbour parameters in Ry
Cu Cu t(ddo) 0.0048
t(ddr) ~0.0049
#(ddd) ~0.0058
Cu-O(1) t1(dpo) 0.0921
t1(dpr) 0.0631
Cu-0(2) ta(dpo) 0.0418
to(dpm) 0.0277
0(1)-0(1) t1(ppo) 0.0431
t1 (ppm) —0.0282
0(1)-0(2) ta(ppo) —0.0152
ta(ppm) —0.0144
0(2)-0(2) ts(ppo) 0.0126
ts(ppm) —0.0018

aj, orbital at A-site and B-site from Cu d.2 orbital and O p, orbitals in a
CuOq layer and O p, orbitals of apical oxygen. The antibonding bj, orbitals
at A-site and B-site accommodate up-spin and down-spin holes, respectively,
due to the Hubbard U interaction and the superexchange interaction. Then
the aj, orbital at A-site and the big orbital at B-site participate in forming
the 3Bj, high-spin multiplet and the 'A;, low-spin multiplet, respectively,
with the localized bj, holes.

We construct localized states at A-site and B-site by taking a linear com-
bination of the doubly degenerated eigenstates of the one-electron Hamil-
tonian lflo(ko) where vector kg indicates (57, 5-,0). This is possible because
the eigenstates |ko) and | — kg) are degenerate, reflecting the fact that the
difference between two wave vectors, ko and —kg, coincides with a recipro-
cal lattice vector. The resultant eigenstates are ), cos(5-2; + 5-41)Par and
> sin(gea; + 5-v1)@ar, respectively, where ¢q; are the Wannier type eigen-
states of Hy (ko), which are localized at the lth site and constructed with a
linear combination of atomic orbitals. Strictly speaking, these eigenstates are
not localized only at a particular site, but we consider these eigenstates as
those localized at A-site and B-site. Using the transformation matrix U (ko),
which yields such localized eigenstates, f[o(ko) is diagonalized;

U~ (ko)Ho(ko)U (ko) = Eo(ko) - (10.9)
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The eigenstates of E are expressed as linear combinations of atomic orbitals
localized at A-site or B-site, such as aj, orbital at A-site, aj, orbital at
B-site, bj, orbital at A-site, bj, orbital at B-site, and so on. In order to
construct, for example, aj, orbital at B-site, in numerical calculations we
take a linear combination of two degenerate aj, orbitals which correspond to
the eigenstates |kg) and | — ko) so that the component of Cu d,2 orbital at
A-site disappears.

If we include the effects of the exchange interaction between the spin
of a dopant hole and a localized spin, K in (8.3) into the carrier states,
then, in the case of a dopant hole with up-spin, the energy of an electron
occupying the aj, state at A-site is taken to be higher than that at B-site by
Hund’s coupling energy, which is 2eV [103]. On the other hand, as regards
the energy of an electron occupying the by, state at B-site, it is first taken
to be higher than that at A-site by the energy of the spin-singlet coupling
in 1A, multiplet which is 4eV [103]. Then we have to proceed to include
the effect of the crystalline potential in LSCO in the energy of by, state.
The effect corresponds to the energy difference between the By and *Aj,
multiplets due to the Madelung potential. According to the cluster calculation
by Kamimura and Eto [103], this energy difference is found to be 2eV. Thus
2eV should be added to the on-site energy of the by, orbital, while leaving the
on-site energy of the aj, orbital remains unchanged. As a result the energy
of byg state at B-site, which is the sum of the spin-singlet coupling energy,
4eV, and the on-site energy of by orbital, 2eV, becomes 6eV. Thus the
up-spin carriers take the 3B1g state at A-site and the 1A1g state at B-site in
the underdoped region. Lastly the energy of bj, state in a CuOg cluster with
localized up-spin (A-site) is taken to be higher than that in a CuOg cluster
with localized down-spin (B-site) by the Hubbard U parameter, which is
taken as 10eV in the present treatment. Thus the localized spin band by,
becomes separated from the hole carrier system.

Then the total Hamiltonian H (k) is constructed with the one-electron
part and the effective-interaction part, and the effective-interaction part has
the eigenvalue of the bj, state at A-site which is +10eV, that of bj, state at
B-site —10eV, that of biy state at B-site +6eV, that of aj, state at A-site
+1eV and that of aj, state at B-site —1eV. Here it should be noted that

H(k) is the Hamiltonian matrix for a electron but not a hole. Then the total
Hamiltonian H (k) should be transformed by transformation matrix U(ko),
as

U~ (ko)H (ko)U(ko) = Eo(ko) + Eint (ko) (10.10)

where
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+10 A-site bfg
-10 B-site bj,

Eing (ko) = +1 A-site aj,  (10.11)
-1 B-site aj,

+6 B-site b

with the energy being measured ineV. By inverse transformation we can
obtain, ﬁim(k:o) = U(ko)Eim(ko)U_l(ko). A similar calculation with respect
to ky=(5, —5-,0) gives Hine(k}) as well.

Then, using the approximation that the effective-interaction term Hing
has matrix elements only between nearest neighbour atomic orbitals, we can
represent the k dependence of the effective-interaction part of the Hamil-
tonian matrix, Hing (k), as is shown in Sect. 10.5 “Appendix C” at the end
of this chapter. Then we can determine (a|HS™|b) and (a| H23[b), where
“even” and “odd” mean that the interchanging of the two atomic orbitals,
a and b, produces +1 and —1 in sign, respectively. In this way we can in-
clude the exchange interaction terms of the K-S Hamiltonian (8.3) and the

Hubbard U interaction for the localized holes in bj, orbital in the the 34 x 34

dimensional effective-interaction part Hin (k). As for the value of the differ-
ence between €as, and e, in (8.3), it is taken so as to reproduce the energy

difference between multiplets ®Bj, and 'A;, calculated by Kamimura and
Eto [104].

As described above, all the matrix elements in the 34 x 34 dimensional
Hamiltonian matrix (H) become of one-electron type as the result of the
mean field approximation, and thus we can diagonalize it easily. In this way
we can obtain a band structure including the many-body effects, which is
treated as a molecular field acting on the dopant holes for LSCO. In the
following we will present the results of the many-body included energy band
for LSCO calculated by the computational method described in the present
chapter.

10.4 Computation Method Applied to YBCO Materials

So far we have described a method for deriving the energy bands including the
many-body effects based on the K-S model following Ushio and Kamimura,
and applied it to LSCO. In this section we will apply the present method
to YBCO7, following calculations by Nomura and Kamimura [105]. In the
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case of LSCO, Ushio and Kamimura expressed the first-principles augmented-
plane-wave (APW) or linearized-augmented-plane-wave (LAPW) band struc-
ture of LasCuOy in terms of a tight-binding (TB) band structure following
De Weert et al. [153], and calculated various physical properties such as
electron—phonon interaction, Hall coefficient, resistivity, etc.

Thus such TB parametrization is an important tool for calculating a num-
ber of physical properties. In this context Nomura and Kamimura performed
the TB parametrization for YBCO7. Although the TB parametrization was
already done by De Weert et al. for YBCO7, Nomura and Kamimura found
that wavefunctions corresponding to each TB energy band by De Weert et al.
are not consistent with those obtained by APW or LAPW band structure
calculated for YBCOy7. In this context Nomura and Kamimura performed
newly the TB parametrization for the energy bands numerically calculated
for YBCO+ to reproduce not only the energy band shape but also wavefunc-
tions for each band. In this section we describe their method with regard to
the Slater—Koster fits for YBayCuszO-.

As we described in previous sections, the Slater-Koster (SK) method
[155], which treats TB matrix elements and overlap integrals as disposable pa-
rameters to be determined by fitting the TB band structure to first-principles
calculated energy bands, can be used to give insight into difficult problems
which are intractable with a standard first-principles calculation method. In
the case of YBCO7, Krakauer et al. [161] performed LAPW calculations to
generate eigenvalues F, (k) and angular momentum components @, (k) of
an energy band. Here Qy,;,,, (k) means the fraction of electronic charge in the
nth band for the Ith angular momentum component of the mth basis atom.
This quantity is used to decompose the density of states. Then De Weert
et al. determined the SK parameters to reproduce the bands presented by
Krakauer et al. near the Fermi level.

They omitted Ba atoms and restricted the basis to Y-d, Cu-d, and O-p
states, obtaining a 41x41 secular equation. They considered first-, second-,
and third-neighbour hopping elements, so that the TB fit required 79 SK pa-
rameters. The CuOs planes consist of sites denoted Cu(2), O(2), and O(3),
and the chain atoms are denoted as Cu(1) and O(1). The O(4) sites lie be-
tween chain and plane copper atoms, but are much closer to the chain Cu(1)
sites. In this compound, none of the atoms sit at sites of local cubic or even
tetragonal symmetry. Thus, all the p and d bands have, in principle, crystal-
field splittings. This is particularly important for Cu(1), which has a very
asymmetric local environment. Consequently, De Weert et al. described the
O-p on-site energies with three distinct values, and the Cu-d on-site energies
with five distinct values. The coordinates of the atoms they used are given
in Table 10.5, and the neighbour distances they used are in Table 10.6. The
structure is orthorhombic, with 13 atoms per unit cell distributed among
eight distinct sites. The following lattice constants are adopted for YBCOy
[153], a = 7.2249 a.u., b = 1.01655 a.u., and ¢ = 3.05599 a.u.
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Table 10.5. Structure of YBaxCu3zO7. a = 7.2249 a.u., b = 1.01655a, ¢ = 3.05599a

Atom z(unit of a) y(unit of b) z(unit of ¢)

Y 0.500 0.500  0.500
Ba 0.500 0.500  0.1846
Ba 0.500 0.500  0.8154
Cu(1)  0.000 0.000 0.000 Chain
Cu(2)  0.000 0.000  0.3551 Plane
Cu(2)  0.000 0.000  0.6449 Plane
o(1) 0.000 0.500  0.000 Chain
0(2) 0.500 0.000  0.3781 Plane
0(2) 0.500 0.000  0.6219 Plane
0(3) 0.000 0.500  0.3779 Plane
0(3) 0.000 0.500  0.6221 Plane
0(4) 0.000 0.000  0.1579
0(4) 0.000 0.000  0.8421

Table 10.6. Yttrium, copper, and oxygen neighbours for YBa;Cu3O7 (units of
a = 7.2249a.u.). (x indicates that parameters for neighbours at b = 1.01655a were
the same as for this neighbour.)

First neighbours

Cu(l) Cu(2) O(1) O(2) O(3) O(4)

Y .-+ 0.8393 .-~ 0.6301 0.6305

Cu(1) 1.000* --- 05083 ---  --- 0.4825
Cu(2) 0.8856 --- 0.5049 0.5048 0.6026
0(1) 1.000* -+ ... 0.7006
0(2) 0.7463 0.7130 0.8384
0(3) 0.7463 0.8427
0(4) 0.9651

Second neighbours

Cu(2) 0(2) O(3) O(4)

Cu(2) 1.000* 0.9564 0.9613

0(2) 1.000*

0(3) 1.000*

0(4) 1.000*

Third neighbours
0(2) 0O(3)

Cu(2) 1.1350 1.1239
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Fig. 10.1. The energy bands in YBa2CuszO7 near the Fermi level

The shape of the bands presented by De Weert et al. [153] shows excellent
agreement near the Fermi level compared with that presented by Krakauer
et al. by LAPW calculations. However, by calculating the character of wave-
functions for several energy bands at and just below the Fermi level, Nomura
and Kamimura found that the characters of wavefunctions in the energy
bands by De Weert et al. are completely different from the results calcu-
lated by Yu et al. [148], Andersen et al. [162], and so on. Figure 10.1 shows
the energy bands for YBCO7 near the Fermi level. According to Yu et al.
or Andersen et al., the number 1 band, enclosed with a circle in Fig. 10.1,
consists mainly of Cu(1)dy2_,2-O(1)p,-O(4)p. orbitals, the number 2 and 3
bands consist mainly of Cu(2)d,z2_,2-O(2)p,-O(3)p, orbitals, and the num-
ber 4 band consists mainly of Cu(1)d,,-O(1)p.-O(4)p, orbitals, while ac-
cording to the TB bands presented by De Weert et al., the number 1 band
in Fig. 10.1 consists mainly of Cu(1)d,,-O(1)p,-O(4)p, orbitals, the number
2 and 3 bands consist mainly of Cu(2)ds,-O(2)p,-O(3)p, orbitals, and the
number 4 band consists mainly of Cu(1)d,,-O(1)p, orbitals. Thus, we have
to say that the SK parameters in YBCO7 determined by De Weert et al. are
not appropriate. In this context, Nomura and Kamimura redetermined the
SK parameters for YBCO7 in such a way as to fit the character of wavefunc-
tions to that estimated by Yu et al. [148], Andersen et al. [162], and so on,
as well as the shape of the present TB bands to that presented by Krakauer
et al. near the Fermi level.

In the calculation of the TB bands by SK method, Nomura and Kam-
mimura omitted Y and Ba atoms, and restricted the bases only to Cu-d
and O-p states. As a result, a 36x36 secular equation for the TB Hamil-
tonian is obtained. In their calculation they considered first-, second-, and
third-neighbour hopping elements, so that the fit of the TB bands to the
bands numerically calculated by Krakauer et al. required 71 SK parameters.
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Fig. 10.2. The bands for YBa;Cu3zO7 by using the SK parameters determined
by us

The coordinates of the atoms they used are given in Table 10.5, and the
neighbour distances they used are given in Table 10.6. The SK parameters
determined by them are given in Table 10.7, and the fitted bands are shown
in Fig. 10.2. The Fermi level lies at 0.442 Ry, which is almost exactly equal to
the LAPW value, 0.442 Ry [161]. The number 1 band, corresponding to the
number enclosed with a circle in Fig. 10.1, consists mainly of Cu(1)d2_,e-
Cu(1)d,=-O(1)p,-O(4)p, orbitals, the number 2 and 3 bands consist mainly of
Cu(2)dy2_,2-0(2)p,-O(3)py orbitals, and the number 4 band consists mainly
of Cu(1)d,,-O(1)p,-O(4)p, orbitals. These are consistent with the results
obtained by Yu et al., Andersen et al., and others.

Let us explain in more detail about what is the most serious difference
between the SK parameters determined by Nomura and Kamimura and those
presented by De Weert et al. In the SK parameters of De Weert et al.,
the on-site parameters for Cu(1)d,., O(2)p, and O(3)p, which are 0.3956,
0.2909, 0.3420 Ry, respectively, and the first neighbour parameters for Cu(1)-
O(1)pdmr, Cu(2)-O(2)pdr and Cu(2)-O(3)pdm, which are 0.1035, 0.0842 and
0.0565 Ry in absolute values, respectively, are much larger than those listed
in Table 10.7. In particular, as to the SK parameters which lead to the energy
bands at and above the Fermi level, those related to m character are larger
than those related to o character in De Weert et al.’s paper, just opposite to
the trend in this chapter. This is a reason why the wavefunctions of energy
bands numbered 1, 2, 3 and 4 calculated by the SK parameters of De Weert
et al. are different from those of Yu et al., of Anderson et al. and also of
Nomura and Kamimura.

By the SK method, Nomura and Kamimumra determined 71 SK parame-
ters by fitting the TB bands to both numerically-calculated energy bands and
wavefunctions. In their calculation they also showed that the SK parameters
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Table 10.7. The SK parameters for YBasCuszO7

Cu(1):

Cu(2):

Cu(1)-Cu(1):

Cu(2)-Cu(2):

Cu(1)-0(1):
Cu(1)-0(4):
Cu(2)-0(2):
Cu(2)-0(3):

Cu(2)-0(4):

Cu(2)—Cu(2):

Cu(2)-0(2):

Cu(2)-0(3):

On-site parameters

0.2169  O(1):
0.3082
0.3349
0.3525  O(2):
0.3516
0.2500
0.3124  O(3):
0.2737
0.2500
0.3100  O(4):
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First-neighbour parameters

ddo  -0.0200 O(1)-O(1):
ddm 0.0008
ddé  -0.0020 O(1)-O(4):
ddo  -0.0060
ddm 0.0035 O(2)-0(2):
ddd -0.0030
pdo  -0.1173  0O(2)-0O(3):
pdm 0.0615
pdo  -0.0500 O(2)-0(4):
pdm 0.0353
pdo -0.0800 O(3)-0O(3):
pdm 0.0150
pdo  -0.0750 O(3)-0(4):
pdm 0.0150
pdo  -0.0300 O(4)-0(4):
pdm 0.0140

Second-neighbour parameters

ddo  -0.0020 O(2)-0(2):
ddm 0.0012
dds  -0.0002 O(3)-0(3):
pdo  -0.0100
pdm 0.0045 O(4)-0O(4):
pdo  -0.0100
pdm 0.0045

Third-neighbour parameters

: pdo  -0.0025 Cu(2)-0(3):

pdm 0.0010

Py
Pz
yoz
Py
D=z
Pz
Py
D=z
Pz
Py
D=z

ppo
ppm
ppo
ppm
ppo
ppo
ppo
ppm
ppo
ppm
ppo
ppT
ppo
ppm
ppo
ppm

ppo
ppm
ppo
ppm
ppo
ppm

pdo
pdm

0.2530
0.3071
0.2878
0.2700
0.2000
0.2700
0.2000
0.2700
0.2700
0.1931
0.3268
0.2494

0.0254
0.0119
0.0123
0.0341
0.0350
-0.0145
0.0830
-0.0330
0.0200
-0.0100
0.0250
-0.0145
0.0300
-0.0150
0.0300
-0.0050

0.0100
-0.0050
0.0100
-0.0050
0.0080
-0.0150

-0.0025
0.0010

97
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previously determined by De Weert et al. do not reproduce the wavefunctions
of the bands near the Fermi level so that their values for the SK parameters
are not appropriate. In this respect we would like to make a further remark
as to the SK parameters by De Weert et al..

Following Kamimura and Ushio and using the results of the cluster calcu-
lations by the Kamimura and Sano, Nomura and Kamimumra calculated the
many-electron energy bands, the Fermi surfaces and density of states on the
basis of the K-S Hamiltonian for the Kamimura—Suwa model. Here we would
like to point out that the Fermi surfaces calculated by the SK parameters of
De Weert et al. do not have closed surfaces for carriers originated from CuQO4
planes and are extremely different from those observed by experiments, while
the Fermi surfaces obtained by other groups are closed shapes although there
is difference in their size, small and large.

10.5 Appendix

In this section the detailed expressions of the matrix elements in Tables 10.2,
10.3 and Hjy in Sect. 10.3 are given in Appendices A, B and C, respectively.

Appendix A

The matrix elements of the Hamiltonian matrix shown in Table 10.2, are
expressed with 17 SK parameters as

Ey =E)

Ey=E;

Es = Eqgy + 2 t(ddm)(cos kga + cos kya)

Ey = Eqgy + 2 t(ddm) cos kya + 2 t(ddd) cos kga
E5 = Eqgy + 2 t(ddr) cos kya + 2 t(ddd) cos kya

Eg = Egp2_ 2 + [ g t(ddo) + % t(ddd) ] (cos kga + cos kya)
E7 = Egp2_ o + [ % t(ddo) + g t(ddd) ] (coskza + cos kya)
T, =2 [ t1(ppo) + t1(ppm) | cos % cos %

Ty = —2[ti(ppo) — t1(ppm) | sin I%TG sin %

T3 =4 ty(ppr) cos % cos kyTa



10.5 Appendix 99

kea
Ty =213 ta(ppo) + (1 — 12) ty(ppm) | cos —=-g? 0-364k=c/2
kea
Ts =i 2iny | ta(ppo) — ta(ppr) | sin —=—e 0-364k=c/2
kea
Ty =2 to(ppr) cos 2l 0-364k=c/2
kya
Tr =2 [n? ta(ppo) + (1 — n?) ta(ppr) | cos —=—gt 0-364k=c/2
kya
T, =2[12 ta(ppo) + (1 —13) to(ppr) | cos —4— . oi 0-364k.c/2
kya
TY =i 2yny | ta(ppo) — ta(ppr) | sin ==t 0-364k=c/2
kya
Té = 2 to(ppm) cos ~L- el 0.364k.c/2
kya
T, =2 [0} ta(ppo) + (1 —n}) ta(ppr) | cos —L=g! 0-304k=c/2
2 2 kea  kya i oo72k.c/2
Ts =4[5 ts(ppo) + (1 —=13) ts(ppr) ] cos —5 cos — e
2 2 kza kya ;09721 c/2
Ty =4 [n; ts(ppo) + (1 —n3) ts(ppm) | cos - cos —— 5 e
ky ky
T = —413 [ tg(ppa) — t3(pp7r) ] sin TQ sin ¥~ a et 0-272k.c/2
ky kya
T11 =i 4lang [ t3(ppo) — ts(ppm) | sin TG cos ¥¢ 61 0.272k.c/2
ky kya
T12 =1 4[277,2 [ t3(pp0’) — t3(ppﬂ') } cos TCL sin -2~ ez 0.272k.c/2
k
Tiz =i V3 ti(pdo)sin %a
k
Ty = —i t1(pdo)sin %a
k
Ti5 =1 2 ty(pdr)sin %a
k
Tl =—i V3 t1(pdo) sin %a
k
T/, = —i t1(pdo) sin %a
k
Tis =i 2 ti(pdr) sin%a
Ty = tg(pdﬂ')ei 0.364k.c/2
Ty; = t2(pd0'>6i 0.364k.c/2
V3
Tig = 5 [ —t(ddo) + t(ddd) | (cos kya — cos kya) (10.12)
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0.5a
V/(0.5a)2 + (0.364c¢/2)?
0.364c/2
V/(0.5a)2 + (0.364c/2)2
0.5a
v/2(0.5a)% + (0.272¢/2)?
0.272¢/2

~ /2005a) + (0.272¢/2)? (10-13)

hh =

ny =

Iy =

T2

Appendix B

The matrix elements in Table 10.3 are expressed with SK parameters as
follows. The on-site elements of HY ,(k) and H% ;(k) are given below;

Ey =E)
Ey=E;
E; = Edry
E, = Edacy
Es = Ed;ry
FEg = dezfyz
Er = dez_yz s
(10.14)
The diagonal elements of HY (k) and HY ,(k) are given below;
E1 == 0
Ey,=0
E3 = 42 t(ddm)(cos kya + cos kya)
E4 = +2 t(ddr) cos kya + 2 t(ddd) cos kga
E5 =42 t(ddm) cos kya + 2 t(ddé) cos kya
3 1
Es =+ [ 3 t(ddo) + 3 t(ddd) ] (coskza + coskya)
1 3
E; =+ [ 5 t(ddo) + 3 t(ddod) ] (cos kga + coskya) ,
(10.15)

Finally the off-diagonal elements of HY ,(k) and H% (k) are given below;

ckgpa ckya ckga kya

1 == % —i—E= i
Ti =5 [talppo) +ta(ppm) ] (€7 772 e 2 e 27)
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1 jkea _ kya _jkza Eya

> == gltilppo) —ta(ppm) [ ("2 e 2 + e 2 et 2)
ikza L kya _jkza Fya
Ts =ti(ppr)(e' 2 e 72 +e "2 e72)

kga

Ty =13 ta(ppo) + (1 —13) ta(ppr) | e " 2 ¢ 0-304k=c/2

—ikea ol 0-364kzc/2

&
[

—lina [ t2(ppo) — t2(ppm) | e

i’“;—'“ei 0.364kc/2

=
[

ta(ppm)e”
T, =] n? ta(ppo) + (1 — n%) to(ppm) ] e

—ikra ol 0:364kzc/2

ckya
Iy = [ l% t2(ppo) + (1 — l%) ta(ppr) | o5 gt 0:364kzc/2
L kya .
Ty = —lina [ t2(ppo) — ta(ppr) | eTiTE gt 0-364kzc/2

k
L“ei 0.364k.c/2

L)

T = ta(ppm)e”
Ty =[ni ta(ppo) + (1= ni) t2(ppm) | e~

jkxa ,iﬂ ,ikri“ Zﬂ
Ts =[15 t3(ppo) + (1 —13) t3(ppm) ("2 e T e e e

Lkya .
z%ez 0.364k,c/2

i 0.272k,c/2

ckgpa Lkya ckpa kya .
To = [ nits(ppo) + (1 — n2) ta(ppr) | (€ 5 e "8 4 e i 5 i h )t 0:272k=c/2
. kga ckya ckga kya .
Ty = —12 [ ts(ppo) — ts(ppm) | (elTe_l% +e T2 e 3 )e' 0.-272kz /2
. kya L kya ckya .kya .
T = lang [ ts(ppo) — ta(ppm) | (elTe_Z% —e 72 e’%)el 0-272kzc/2
. kya L kya ckya .kya .
Ty = l2n2 [tg(ppa) _ t3(pp71') ] (_ezTefz% + e ez%)ez 0.272k,c/2
3 _jkza
T3 =— % tl(pda)e ‘T2
1 77;7‘-7”7«‘1
Ty = itl(pdd)e 2
kga
T15 = — tl(pdﬁ)e_lT
3 _ijkya
Tis = % t1(pdo)e™" 3

T, = %tl(pda)efig

Tis = — tl(pdﬁ)efikyTa

Tis = to(pdr)e’ 0-364=c/2

Tiz = to(pdo)e 0-364=</2

Tis =0, (10.16)

and for the off-diagonal elements of HY (k) and HY , (k)

1 ikza ik'ya 72.701'(1 71.’@704
Ti =5 [talppo) +ta(ppm) | (€7 ™2 e 72 e 727)
1 im ,L'kyJ ,ikﬂﬁi‘l 77;19:,470.
Tr =5 [talppo) —ta(ppm) | (72 €2 +e "2 e 27)
kI ikza ik.a 77;m 7ik:.a
15 :tl(ppﬂ')COSTa(e el pe i el )
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kpa -
Ty =15 ta(ppo) + (1 —13) ta(ppm) | €' 2 ¢ O-304k=e/2

kpa
Ts = liny [ ta(ppo) — ta(ppm) | &' 2 ' O-30%k=¢/2
kga

Ts = tg(ppﬂ)ezTel 0.364k.c/2
Tr =[n3 t2(ppo) + (1 —n3) ta(ppm) | €

L kya
Ty = [ 13 ta(ppo) + (1 — 13) t2(ppm) | €5 e

. kgpa
ik

5% oi 0-364kzc/2

i 0.364k,c/2

ikye c
T5 =l [ ta(ppo) — ta(pprr) | €72 ' O304k=¢/2

ckya .
Té _ tg(ppﬂ)e’%el 0.364k,c/2

ckya o
T = [nf ta(ppo) + (1 —ni) ta(ppm) | ' % ¢! #2008/
Eya jkza

jkza —i _iu
Ty =[15 ts(ppo) + (1 —13) ta(ppr) ] (e 2 €' T e E e )e

i 0.364k,c/2

jkza kya _ik
Ty =[n3 ts(ppo) + (1 —n3) ts(ppr) ] (2 €72 +e

ko
gt iyt )i 0-272k=c/2

kga . kya kga Ckya
Tio =15 [ ta(ppo) — ts(ppm) | (75 /5 4o E e el 02T/

ckya ckgpa ckya

Tiy = lns [ t5(ppo) — ts(ppm) ] (€ B el 8 — 71 TITH ot 027202
Tiz = lamg [ ta(ppo) — ta(ppm) | (€5 €/ — 75" 70747l 0272k
T3 = ? tl(pda)ei%a

1 ckga
Ty = —5151(pd0)elT
T15 = tl(pdﬂ')elkga
Ty =— ? t1(pdo)e' 2
14 —t1(pdo)e' 2

kya
Tis =ti(pdm)e’ 2
Tie =0
Ty7 =0
V3

Tis = > [ —t(ddo) + t(ddd) ] (cos kea — cos kya) , (10.17)
where

I 0.5a

' /(05a)2 + (0.364c/2)2

. 0.364c/2

' /(05a)2 + (0.364c/2)2
I — 0.5a
27 /2(050)2 + (0.272¢/2)2
0.272¢/2
e = ¢/ (10.18)

V2(0.50)? + (0.272¢/2)2
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Appendix C

By using the approximation that the effective-interaction term FIM has non-
vanishing matrix elements only for those between nearest neighbour atomic
orbitals, we can represent the k dependence of the effective-interaction part
of the Hamiltonian matrix, lffint(k), as follows;

For on-site elements of HY ,(k) and HY (),

Ey =E}
Ey=E;
Es = Ed:ry
E4 = Edzy
Es = Edacy
EG - Edm27y2
E; = Edz2fy2 R
(10.19)
for the diagonal elements of H (k) and HY ,(k),
E,i=0
Ey=0
E3 = 42 t(ddm)(cos kga + cos kya)
E; = +2 t(ddm) cos kya + 2 t(ddd) cos kza
E5 = +2 t(ddm) cos kya + 2 t(ddd) cos kya
1
Eg =+ { ; t(ddo) + 3 t(ddod) ] (cos kga + cos kya)
1 3
E;=+ { 3 t(ddo) + 5 t(ddo) ] (cos kga + coskya) ,
(10.20)

for the off-diagonal elements of HY (k) and H% (k)

1 im ,im ,ikw“ Zm
o =5 [talppo) +tappr) | (72 e 2 +e7 2 e ™2T)
1 i@ ,i’“yJ ,ikﬂ:a ikyJ
> =— gltilppo) —ta(ppm) [ ("2 e 2 e 2 et 2)
i kza _iM _ijkza iky"’
Ts =ti(ppm)(e"™ 2 e "2 +e "2 e72)

. kgpa i c
Ty = [ 1 ta(ppo) + (1 — 13) ta(pprr) | e 175 ' 030420/

kgpa
T5 — _llnl [ tz(ppa) _ tz(ppﬂ) } e—lTel 0.364k,c/2

kpa )
Ty = tz(ppw)eﬂTel 0.364k,c/2

ihra o 0:364kzc/2

T: = ni ta(ppo) + (1 —ni) ta(ppm) | e~
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Ty

T10

and for the off-diagonal elements of HY

T1
T
T3
Ty
Ts
Ts
T7
Ty
T3
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k
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where a and b denote 2p,, 2p, and 2p. atomic orbitals for each of eight
oxygen atoms and 3dy, 3d;z, 3dgy, 3dy2_y2 and 3d.» atomic orbitals for
each of two Cu atoms in the antiferromagnetic unit cell.



11 Calculated Results
of Many-Electrons Band Structures
and Fermi Surfaces

11.1 Introduction

In Chap. 10, for one of the approximation methods to solve the K-S Hamil-
tonian, we described a method of the mean-field approximation for treating
a system of localized spins in the local antiferromagnetic (AF) order. By ap-
plying the mean-field approximation to the K-S Hamiltonian, the exchange
interaction Hgy in the K-S Hamiltonian can be expressed in the form of an
effective magnetic field acting on the spins of the hole-carriers in a carrier
system.

As a result, the electronic structure of a hole-carrier system on the K-S
model can be expressed in the form of a single-electron-type band structure
in the presence of AF order in the localized spin system, where the exchange
interaction between the spins of a hole-carrier and of a localized hole is in-
cluded in a single-electron type energy band in the mean-field sense.

In this chapter we describe the results of the effective one-electron-type
band structure and Fermi surface calculated by the method described in the
previous chapter.

11.2 Calculated Band Structure Including
the Exchange Interaction between the Spins
of Hole-Carriers and Localized Holes

In a previous chapter, we showed that all the matrix elements in the 34 x 34
dimensional Hamiltonian matrix H (k) are expressed as one-electron type
quantities due to the mean-field approximation. By diagonalizing it, we ob-
tained a one-electron type band structure including the many-electron effects
such as the exchange interaction between the spins of a dopant hole and lo-
calized spin in the K-S Hamiltonian. In the effective one-electron type band
structure thus obtained, the antibonding by, orbitals which have a main char-
acter of Cu d2_,» atomic orbital are separated from a hole-carrier system.
These bj, orbitals are localized at Cu site by the strong U effect and the
spins of localized holes in bj, orbitals are coupled antiferromagnetically by
the effect of the superexchange interaction between the localized spins.
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Fig. 11.1. The many-body-effect included band-structure for up-spin dopant holes,
obtained by solving the effective one-electron-type 34 x 34 dimensional Hamiltonian
matrix H for an antiferromagnetic unit cell. The highest occupied band is marked
by the #1 band. The A-point corresponds to (m/2a,w/2a,0), while the G1-point
to (m/a,0,0). In this figure the Cu—O-Cu distance, a, is taken to be unity

In Fig. 11.1, the band structure for up-spin dopant holes calculated by
Ushio and Kamimura for LSCO is shown for various values of wave-vector
k and symmetry points in the antiferromagnetic (AF) Brillouin zone, where
the AF Brillouin zone is also shown in the left hand side of the figure. The
same band structure shape is also obtained for down-spin dopant holes. Here
one should note that the energy in this figure is taken to be electron-energy
but not hole-energy, and the Hubbard bands for localized bj, holes do not
appear in this figure.

In the undoped LayCuOQy, all the bands except for the upper Hubbard by,
band are occupied by electrons so that LasCuQy is an insulator, consistent
with experimental results. In this respect the present band structure is com-
pletely different from the ordinary energy band of the Fermi-liquid picture
calculated by the local density approximation (LDA). The localized holes are
accommodated in the upper Hubbard by, band, which consists mainly of Cu
dy2_,2 orbitals, leading to the formation of the AF spin ordering, while the
dopant holes in the highest band in Fig. 11.1, marked by #1, have mainly O
po character. Thus the present theory shows that LayCuQOy is a mixed type
of charge transfer insulator and Mott—Hubbard insulator, consistent with the
experimental result [10, 163].

Now let us dope holes into this undoped LasCuO4. When Sr are doped,
holes begin to occupy the top of the highest band in Fig. 11.1 marked by #1
(referred as the conduction band hereafter) at A point which corresponds
to (m/2a,m/2a,0). At the onset concentration of superconductivity, z., the
Fermi level Ef is located at the energy of E = 9.04eV just below the top of
the #1 band at A, which is also a little higher than that of the Gy point. Here
the Gy point in the AF Brillouin zone lies at (7/a, 0, 0), and corresponds to a
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saddle point of the van Hove singularity as seen in Fig. 11.1. The characteristic
feature of the #1 conduction band is the existence of the flat band along
the line from G; to A. This feature is consistent with the ARPES data by
Shen et al. [56] and Desseau et al. [164], who observed an extended region of
flat band very near Ep around M point, which corresponds, in the present
notation, to Gy in the AF Brillouin zone, (7/a,0,0).

The wave function of the conduction band for up-spin holes consists of
aj, orbitals at A-site and by, orbitals at B-site, as will be shown in Fig. 11.9
in Sect 11.4. Besides the localized bj, holes in the upper Hubbard bands,
ai‘g orbitals at A-site and by, orbitals at B-site form the 3B1g multiplet and
'A1; multiplet, respectively. Thus the present calculated results realize the
electronic structure of the K-S model, where the hole-carriers take 3B1g and
1A, alternately in the spin-correlated region of the local AF order.

In the present calculation we have assumed the long range Néel order,
while the results of neutron inelastic scattering experiments [145] suggest that
the localized spins in a two-dimensional (2D) CuO; plane are fluctuating and
there is no long range Néel order in the superconducting regime, although
the local AF order has been observed. Thus it is necessary to discuss how the
spin fluctuation of localized spins in the 2D Heisenberg AF order affects the
electronic and magnetic properties of LSCO. Let \s be a characteristic length
of the spin-correlated region, in which the coherent motion of a dopant hole
is retained due to the existence of the local AF order.

In this spin-correlated region, the frustrated spins on its boundary change
their directions by the fluctuation effect in the 2D Heisenberg AF spin system
during the time of 75 defined by 7, = %/J, with J being the superexchange
interaction (~0.1eV) [146]. In this case the hole-carriers at the Fermi level
may move coherently much longer than the observed spin-correlation length,
when the traveling time of a hole-carrier at the Fermi level over an area of
the spin-correlation length, which is given by 7= = As/vr, is longer than 75,
where v is the Fermi velocity of a hole-carrier at the Fermi level. This is the
case for underdoped LSCO, because 75 is of the order of 107! sec while 7 is
of the order of 10! sec for the underdoped region of = 0.10 to = 0.15 in
LSCO. In this way the region of a metallic state becomes much wider than the
spin-correlation length so as to reduce the increase of the kinetic energy due
to the confinement of hole-carriers in the spin-correlated region. A behaviour
of coherent motion of a hole-carrier across the boundary of a spin-correlated
region thus described is schematically shown in Fig. 11.2. The length of a
wider metallic region is denoted by ¢y. This ¢y is much wider than As. The
electronic, thermal and magnetic properties of cuprates are determined by
the hole-carriers in a metallic region of /.
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Fig. 11.2. Schematic picture of a hole-carrier motion across the boundary of a
spin-correlated region Ag, by the 2D spin-fluctuation effect. By choosing a system
of 11 localized spins along one direction, this picture shows schematically why a
metallic region is wider than that of the local AF region

11.3 Calculated Fermi Surface
and Comparison with Experiments

Now we construct the Fermi surfaces (FS), based on the calculated conduc-
tion band shown in Fig. 11.1. This Fermi surface is also completely different
from that of an ordinary Fermi liquid picture calculated by the local density
approximation (LDA), as already pointed out in a previous section, because
the conduction band in the present result is fully occupied by electrons in the
undoped case while the LDA band always yields a metallic state. Further, a
carrier system with up or down spin has a respective Fermi surface, although
their shape and their position in k-space are the same. The Fermi surface is
constructed by connecting the points in the k-space at which the Fermi distri-
bution function shows discontinuity. In Fig. 11.3 the Fermi surface structure
thus obtained for = 0.15 is shown as an example, where one Fermi surface
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Fig. 11.3. The Fermi surface for z = 0.15 calculated for the #1 band. Here two
kinds of Brillouin zones are also shown. One at the outermost part is the ordinary
Brillouin zone corresponding to an ordinary unit cell consisting of a single CuOs
octahedron and the inner part is the folded Brillouin zone for the AF unit cell
in LSCO. Here the k, axis is taken along I'Gi, corresponding to the x-axis (the
Cu—O—Cu direction) in a real space

consists of two pairs of extremely flat tubes. Two Fermi surfaces of each
pair face each other along bisectors between k.- and ky-axes. These Fermi
surfaces in each pair are separated by the reciprocal lattice vectors in the
AF Brillouin zone; Qapq = (7/a,7/a,0) or Qapy = (—7/a,7/a,0), i.e., AF
reciprocal unit vectors. The cross-section of each Fermi surface is very small
as seen in Fig. 11.3. This unique feature of the Fermi surface structure is con-
sistent with recent experimental results of the angle-resolved photoemission
(ARPES) by various experimental groups.

In order to compare with the experimental results of ARPES for LSCO,
we have calculated the Fermi surface of in Las_,Sr, CuQy4 for the following
hole-concentrations x = 0.025, x = 0.05, z = 0.075, x = 0.1, x = 0.125, and
xz = 0.15. These Fermi surfaces are projected on the k, — k, plane of the
two-dimensional AF Brillouin zone. These are shown in Figs. 11.4(a), (b),
(c), (d), (e) and (f). As seen in these figures, the calculated Fermi surfaces
are small. However, because of the finite life time of carriers due to the finite
size of a metallic region in which the K-S model can be applied, a part of
Fermi surfaces in the second AF Brillouin zone is not observed definitely.
Recently the Fermi arcs in the first AF Brillouin zone are observed clearly
by the ARPES experiment for Lay_,Sr, CuOy4 by Yoshida et al. [23, 24, 25].
For example, the experimental results of Fermi arcs for Las_,Sr,CuQOy4 from
z = 0.03 to 0.15 are shown in Fig. 11.5, where points in the central parts of
bow-shape strips in the figure correspond to the Fermi arcs.

In Fig. 11.6, the calculated results shown in Figs. 11.4(a), (b), (c), (d),
(e) and (f) are superposed on the experimental results by Yoshida et al. [25].
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Fig. 11.4. The calculated Fermi surface (FS) of LSCO for (a) z = 0.025,
(b) z =0.05, (c) z =0.075, (d) z = 0.1, () x = 0.125, and (f) z = 0.15 based on
K-S model, drawn in the two dimensional AF Brillouin zone for the convenience
of comparison with the results observed by ARPES. Inner edges of FS which cor-
respond to the so-called Fermi arcs are shown by solid lines while the outer edges
are represented by dotted lines due to vagueness from the lifetime broadening

0.5

0.0 § 0.0 0.5 0.0
k, (n/a)
Fig. 11.5. Doping dependence of Fermi surfaces of Las_,Sr;CuO4 from z = 0.03

to 0.15, observed in ARPES by T. Yoshida et al. after [25] and [23]. Points in the
central parts of bow-shape strips represent Fermi arcs

As seen in Fig. 11.6, the agreement between the calculated results and the
observed ones is surprisingly good. Thus we can say that recent ARPES
experiments by Yoshida et al. provide clear experimental evidence for the
K-S model.

As regards other cuprates such as superconducting BisSrg 97Prp.03CuOg45
(Bi2201) compounds which includes a single CuO4 layer in a unit cell like
LSCO [165], the observed Fermi surface structure is very similar to the present
theoretical results. Fermi surface structures for BigSroCaCusOg, s (Bi2212)
determined by angle-resolved photoemission [56, 160, 164, 166] are also very
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Fig. 11.6. Observed doping dependence of Fermi surfaces of Las_,Sr;CuQOy4 from
z = 0.03 to 0.15, observed in ARPES by T. Yoshida et al. The calculated results

based on the K-S model for x = 0.05 and z = 0.15 shown by thin curves are
superimposed on the experimental results obtained by Yoshida et al.

similar to the present result, although the Fermi surface structure for Bi2212
is more complicated due to the existence of two CuQOs layers in a unit cell.
Shen et al. [56] and Desseau et al. [164] mapped out the near-Ey electronic
structure and Fermi surface of Bi2212 by angle-resolved photoemission. They
observed an extended region of the flat CuOg derived bands very near Ep
around M point, which is the G; point in our notation, and also the strong
tendency of the nesting of the Fermi surface along the nesting vectors Q,
or Q,. Further, Aebi et al. [160, 166] found a c¢(2 x 2) superstructure on
the Fermi surface, suggesting the short range antiferromagnetic correlation,
consistent with the prediction by Ushio and Kamimura. Further, Marshall et
al. [43] also observed a small Fermi surface structure for the underdoped Dy
concentration of BisSryCay_, Dy, CusOgys with T, = 65K, consistent with
the prediction of a small Fermi surface by Kamimura and Ushio.

Although the present calculation is based on a periodic system with the
antiferromagnetic order, in a real system the spin correlation length is finite so
that the appearance of the small Fermi surface structure has a finite lifetime.
As a result, various phenomena based on the present small Fermi surface
structure are expected to have lifetime broadening effects. For example, the
outer edge of each section in the Fermi surface structure shown by dotted
lines in Fig. 11.4(a)—(e) is not sharp compared with its inner edge in the
first AF Brillouin zone due to the above lifetime broadening effect, so that it
might be very difficult to see both edges of each section in the Fermi surface
clearly in the angle-resolved photoemission experiments. This is one of the
reasons why the angle-resolved photoemission experiments can not clearly
determine whether the Fermi surfaces are large or small. When the spin-
correlation length becomes smaller with increasing hole-concentration, the
regions of antiferromagnetic ordering become comparable to the mean-free
path of carriers from the over-doped to the well over-doped region. Thus the
K-S model does not hold in these hole concentration region. In particular,
the superexchange interaction between localized spin via intervening O~ ions
is destroyed when the hole-concentration increases in the overdoped region.
As a result small Fermi surfaces change into a large Fermi surface. This
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may explain the “cross-over phenomena” observed in various normal state
transport properties. For example, the spin susceptibility change from a 2D
AF characteristic to a Pauli-like behaviour, and the high-energy pseudogap
appears.

In connection with the appearance of the small Fermi surface one might
question whether the Fermi surface should include the contribution from
the localized spin or not in connection with Luttinger’s theorem [167]. The
present small Fermi surface does not include the contribution from localized
spins. However, this does not contradict the Luttinger theorem because the
antiferromagnetic order coexists locally in the present case.

Finally a brief remark is made on the origin of the incommensurate peak
observed in the inelastic neutron scattering experiment [168, 169]. A possible
explanation for the origin of the incommensurate peaks is given by the unique
shape of the Fermi surface structure based on the K-S model. As we have
already pointed out, there is a possibility of nesting between Fermi surfaces
with different spins along the nesting wave vectors of @, with v = 1 and
2, which are deviated from an AF reciprocal unit vector Qap1 = (7, 7,0)
by (=d7,0,0) and (0, —dm,0), or along the nesting wave vectors of Q. with
v = 3 and 4, which are deviated from another AF reciprocal unit vector
Qar2 = (—m,m,0) by (6m,0,0) and (0, —d7,0). The latter case is shown in
Fig. 11.7. This nesting may be related to the appearance of incommensurate
peaks in the spin excitation spectra of LSCO observed by neutron diffraction
experiments [168, 169]. The incommensurability § observed in neutron dif-
fraction experiments for LSCO is compared with the calculated values of §
which are determined from the position of the nesting wave vector Q. for the
calculated Fermi surfaces. The calculated results are plotted with open circles
in Fig. 11.8, for various Sr concentrations. It shows non-linearity, consistent
with the experimental results by Endoh et al. [170] and Thurston et al. [171].

k,

Y

Oy
QAF

Fig. 11.7. The Fermi surface in the k;-k, plane for x = 0.1 in the AF Brillouin
zone of LSCO, and schematic view of the nesting vectors Q- with v = 3 or 4 and
the AF reciprocal unit vector Qar2 = (—m,,0)
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Fig. 11.8. Incommensurability § in reciprocal lattice unit (r.l.u.). The open circles
are the calculated results, while daggers and stars represent experimental results
by Mason et al. [168] and Endoh et al. [170] respectively

As regards small Fermi surfaces, we should mention that Wen and Lee also
obtained theoretically small Fermi pockets at low doping, which continuously
evolve into a large Fermi surface at high doping concentrations [172].

11.4 Wavefunctions of a Hole-Carrier
with Particular k Vectors and the Tight Binding (TB)
Functional Form of the #1 Conduction Band

In Fig. 11.9 the wave functions of an up-spin carrier in the antiferromagnetic
(AF) unit cell are shown for A and G points in the AF Brillouin zone, where
the right hand side of the figure corresponds to a CuOg cluster with localized
up-spin (A-site) while the left hand side corresponds to a CuQOg cluster with
localized down-spin (B-site) in the AF unit cell. In this figure a main orbital
component at each site is shown for A and B sites.

The calculated values for the mixing ratio of the in-plane Op,, apical Op,,
Cu dg2_,2 and d» orbitals in the wave function for five k values along the
line from G; to A in the AF Brillouin zone are shown in Table 11.1, where
the probability of finding a hole in each atomic orbital is shown. One can
see from Fig. 11.9 and Table 11.1 that, in a certain concentration below the
onset of superconductivity in which the Fermi level Ex crosses the #1 band
at kg in Table 11.1, the holes with up-spin are accommodated in byg orbital
constructed mainly from the oxygen p, orbitals in a CuOs plane, consistent
with the result of the cluster calculation by Kamimura and Eto[104], while in
the superconducting concentration region, which corresponds to ks and k4
in Table 11.1, the holes move coherently from aj, orbital at the A-site to big
orbital at the B-site.
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B-Site A-Site

Fig. 11.9. The wave functions at A and G; points. Here, the right hand side of
the figure corresponds to a CuOg cluster with localized up-spin (A-site) and the
left hand side to a CuOg cluster with localized down-spin (B-site)

Table 11.1. The mixing ratio of the in-plane Op,, apical Op., Cu d,2_,2 and Cu
d,2 orbitals in the wave functions for five k values in the AF Brillouin zone along
the line G1 to A

k (kz,ky,kz) in-plane Op, apical Op. Cud,2_,2 Cud,
ki (3w, 3m,0) 061 0.0 0.39 0.0
ky (3w 2m,0) 058 0.003 0.37 0.05
ks (3w, 37,0) 049 0.01 0.33 0.17
ki (im, Im0) 041 0.02 0.29 0.28
ks (0,7,0) 0.38 0.02 0.28 0.32

The calculated result in Table 11.1 shows that the mixing ratio of the ' A,
state to the 3Big state at the ko value of (37/8,57/8,0) in the underdoped
regime of LSCO is 7 to 1. Thus, although the alternating appearance of the
Zhang-Rice singlet 1A1g and the Hund’s coupling triplet 3B1g is a charac-
teristic feature of the K-S model in the underdoped superconducting regime
of LSCO, the result of Table 11.1 indicates that the weight of the 'A;, state
in the many-electron wave function of the K-S model is about seven times
larger than that of the 3B1g. This result is consistent with the experimental
one obtained the polarized X-ray absorption spectra (XAS) by C. T. Chen
et al. [93].
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Reflecting the alternate appearance of aj, and big orbitals among A and
B sites, the top of the conduction band (#1 band) in Fig. 11.1 appears at the
A point in the AF Brillouin zone, where the A point corresponds to (7/2a,
7/2a, 0). The conduction band is approximately expressed in the following
tight binding (TB) form;

€, = A [cos(ak, + aky) + cos(—ak, + ak,)]

+ B cos(aky + aky) cos(—ak, + ak,)

+ C cos(aky + aky) cos(—ak, + ak,) cos %k‘w Cos %ky cos gkz
+ D [cos(ak, + ak,) + cos(—ak, + aky)] cos %k‘m cos gky cos gkz
+E, . (11.1)

Here a and c¢ are the lattice constants of the tetragonal unit cell, where
a =378 A and ¢ = 13.25 A. The values of coefficient A to Ep in (11.1) are
determined so as to reproduce the numerically calculated conduction band
by Ushio and Kamimura [112]. The values of A to Ey thus determined are
A = -0.3311eV, B = —0.3936¢eV, C = —0.0006eV, D = —0.0047eV and
Ey = 8.647¢eV. The lower energy region of the conduction band below 8.0eV
in Fig. 11.1 does not fit well to the one calculated numerically. However,
this disagreement does not influence the calculated results in the underdoped
region because only the higher energy region of the conduction band above
E > 8.9¢eV contributes to the electronic structure for the hole concentration
region of x < 0.4.

11.5 Calculated Density of States

We have also calculated the density of states of the conduction band (#1
band) in LSCO. The calculated density of states is shown as a function of
energy in Fig. 11.10, where the origin of the energy is taken at the top of the
conduction band (# 1 band) at the A point. The density of states for the
conduction band has a sharp peak at Er corresponding to x ~ 0.3 in Las_,
Sr;CuQ4. The appearance of this sharp peak is due to a modified type of
a saddle point singularity at G; point, as described below. The energy of
the conduction band near the G; point increases towards the A point (along
the direction of a point (+%,+%,0)), while it decreases towards the I" point
(along the direction of a point (+7,0,0) or a point (0,47Z,0)). Thus the Gy
point corresponds to the van-Hove singularity of the saddle-point type.
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Fig. 11.10. The density of states of LSCO as a function of energy. The solid
lines are those calculated from the #1 band in the renormalized band structure
[113, 173]. The energy is measured from the top of the band. Holes enter from the
top of the band at energy = 0

11.6 Remarks on the Simple Folding
of the Fermi Surface into the AF Brillouin Zone

In this section we would like to remark that the appearance of the center
of the Fermi surfaces at the A point is due to the alternant appearance
of lAlg and 3B1g multiplets among A and B sites, but not the result of a
simple folding of the ordinary Brillouin zone into the AF Brillouin zone. Thus
the presence of Fermi surfaces in the underdoped region is a characteristic
feature of the K-S model with a two-component scenario. In this respect let
us assume now a simple folding of a by, band in the presence of the AF order.
Then the dopant holes are accommodated from the top of the upper branch of
the folded by band at I-point, which corresponds to the k value of (0,0,0),
since the undoped Lay;CuQy, is the mixture of Mott—Hubbard type- and of
charge-transfer type-insulator, and both the upper and the lower branches
of the folded by bands are fully occupied by electrons in the undoped case.
Therefore the center of the Fermi surface is at I'-point in this case. On the
other hand, according to the present calculation, the by, and aj, bands split
into four bands in the presence of AF order. The upper two bands among
the four bands correspond to a character consisting of aj, orbitals at A-site
and by orbitals at B-site while the character of lower two bands consist
of aj, orbitals at B-site and byy orbitals at A-site. Since both the biy and
the aj, bands are fully occupied by electrons in the undoped LasCuQy, the
dopant holes are accommodated from the top of the conduction band (#1
band), and thus the character of the highest band is not pure by, orbitals,
but the mixture of two kinds of orbitals, aj, and byg. Therefore, the result
of the present calculation that the A-point is the top of this highest band is
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not obtained by a simple folding of an energy band due to the presence of
the AF order. Thus, in order to obtain the present Fermi surface structure,
it is essential to take account of the alternating appearance of by and aj,
orbitals for a dopant hole in addition to bj, orbital for a localized spin. Thus
the present Fermi structure of the underdoped region shown in Fig. 11.3 and
11.4 is characteristic of the K-S model.
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12.1 Introduction

In Chap. 10 we described the mean-field approximation as one of approx-
imate methods to solve the K-S Hamiltonian of (11.1). Perhaps the most
important consequence of this approximation is that, having dealt with the
strong exchange interactions between the spins of hole-carriers and the lo-
calized spins in the fourth term of the K-S Hamiltonian in the mean field
approximation, the transport, thermal and paramagnetic properties of the
underdoped cuprates can be calculated within the framework similar to a
single particle band structure. In this case, an assumption of a large size of
an AF lattice is made, but the exchange interactions between the spins of
dopant and localized holes are included in the form of an effective magnetic
field in the present first principles calculations of the many-body energy band
structures for a carrier system, as we showed in Chaps. 10 and 11. Hence,
as we described in Chap. 11, the hole-carriers are to be found in the many-
body energy bands consisting mainly of the characters of copper d,2 (a*{g)and
oxygen py(big) orbitals, which are full in the un-doped state, leading to the
Mott—Hubbard insulator, and the dopant holes can move relatively freely in
the CuO; plane by taking the character of a Zhang—Rice singlet and Hund’s
coupling triplet alternately between neighbouring sites in the presence of the
AF order due to the localized spins. The carrier is thus mobile while the un-
derlying AF ordering is preserved, resulting in a metallic state with itinerant
holes.

In this chapter we will calculate various normal state properties such
as the electrical resistivity, Hall effect, electronic entropy, etc., by using the
many-body included energy bands, the density of states and Fermi surfaces
obtained in the mean-field approximation for the K-S Hamiltonian. We will
show in this chapter that observed anomalous behaviours of various normal
state properties in the underdoped region of cuprates can be explained suc-
cessfully by the K-S model without introducing disposal parameters. Finally
we will also discuss how the observed “high-energy-pseudogap” can be ex-
plained on the basis of the K-S model.
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12.2 Resistivity

We begin with discussing the anomalous behaviour of electrical resistivity of
underdoped cuprates by choosing LSCO as an example of the present study.
As regards the electrical resistivity of Lag_,Sr,CuQO4 (sometimes abbrevi-
ated as LSCO), Nakamura and Uchida [174] measured the temperature de-
pendence of the in-plane and out-of-plane resistivity with regard to the CuOq
plane of a single crystal of LSCO. Their result is shown in Fig. 12.1, where
the upper and lower panels show, respectively, the in-plane- and out-of-plane-
resistivity of LSCO for various hole concentrations (x). These experimental
results show a remarkable difference in the temperature dependence of the
underdoped regime between the in-plane-resistivity p,, and out-of-plane re-
sistivity pc. In other words, (1) as regards p,p, it shows a linear temperature-
dependent metallic conductivity in a wide temperature range from high tem-
peratures above room temperature down to T¢, as already shown by Takagi
and his coworkers for epitaxial films [10, 175], while (2) p. is two orders of
magnitude larger in its values than those of p,, for every x and it shows
a striking feature of non-metallic behaviour in its temperature dependence
for underdoped hole concentrations. Those anomalous behaviours of p,p, and
pc mentioned above can be explained naturally by the K-S model from a
qualitative point of view, as seen below: Since the Fermi surfaces in the K-S
model for the underdoped regime are small, the electron—phonon scatter-
ings with small momentum transfer are possible. As a result the resistivity
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Fig. 12.1. Temperature dependence of the in-plane (upper panel) and out-of-plane
(lower panel) resistivity for single crystals with various concentration of LSCO
(After Nakamura and Uchida [174])
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depends on temperature linearly down to very low temperatures near 7.
Thus the linear temperature dependence of p,, can be explained by the or-
dinary mechanism of electron—phonon scattering for resistivity, based on the
K-S model. On the other hand, one can explain the non-metallic behaviour
of p. in the underdoped regime by the characteristic feature of the K-S model
that the metallic regions in a CuOs plane are distributed inhomogeneously.
In other words, since the inhomogeneous distribution of metallic regions over
the CuO; planes are different for every CuOs plane, the magnitudes of the
transfer interactions of a hole-carrier between inter-planes in the underdoped
region is random and small, depending on the way of distribution of metal-
lic regions on two neighbouring CuOs planes. As a result, the conduction
mechanism along the c-axis is due to hopping rather than a coherent transfer
for the underdoped region. In this context we predict that the temperature-
and concentration-dependence of the c-axis conduction in a cuprate has a
semiconducting feature. Now we will calculate the temperature dependence
of the in-plane resistivity along the ab plane p,,. The Fermi surface struc-
ture of the K-S model in the k,—k, plane of the AF Brillouin zone is very
similar to that of the higher-stage graphite intercalation compounds (GICs),
in which the Fermi surface consists of four pockets of small area. In calcu-
lating the in-plane resistivity of higher-stage GICs, Inoshita and Kamimura
found that the resistivity is proportional to T in the low temperature region
due to the intra-pocket scattering and to T? in the high temperature region
due to the inter-pocket scattering [176]. Following their method we will cal-
culate the temperature dependence of the in-plane resistivity by adopting a
simplified model of small Fermi surfaces(SF) shown in Fig. 11.3 of Chap. 11.
For this purpose the phonon-limited resistivity in LSCO is calculated from
the well-known variational expression for the resistivity of metals [177]. The
resistivity formula due to collisions of the hole-carriers with lattice phonons
is given below [176, 177],

(T)—i//w 2 foosn (12} 4]
P = e ksT a |9k K knT

X [(vp — vi) - u)? %d;i" , (12.1)
with .
A= U/(vk u) (v - w)(vg -vK)‘i“df;] , (12.2)

where gi, g is the electron—phonon matrix element between the states of the
wave vectors k and K of an electron which interacts with a phonon of the
wave vector g and the frequency wq with ¢ = K — k, vj the group velocity
of an electron in the state k, which is given by vy, = 0E)/0k, hwq the
phonon energy, w the unit vector in the direction of the external electric field
which is parallel to the z-axis, and f dSk denotes an integration over the
Fermi surface. Since the Fermi surface section in the k,—k, plane is small
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Fig. 12.2. The calculated temperature dependence of the resistivity in the ab
plane, pap, of LSCO for various hole concentrations

in the K-S model, the phonons of small wave vectors are involved in the
mechanism of causing resistivity. Thus gg k is expressed by the following
form: |gr kx|> = (N/2Muwg) - (C - )%, with C being a coupling constant
whose dimension is energy. Further, the phonon dispersion along the c-axis
is small, so that one can express the phonon dispersion in a two-dimensional

g space as fiwg = Vs - q1L = Vs - /G2 + qg, with the sound velocity vs, where

vs is 5 x10° em/s for LSCO [178].

The calculated results of resistivity in the ab plane of LSCO are shown
in Fig. 12.2 as a function of temperature T for x = 0.05, 0.1 and 0.15 in
Lag_;Sr,CuQ4. Because the resistivity in the underdoped region of LSCO is
governed by the electron—phonon scattering with small momentum trans-
fer inside the same Fermi surface of small area, a linear temperature-
dependence of the resistivity appears even in a low temperature region, such
as below 150K, consistent with the observed resistivity in normal state of
Lag_;Sr,CuO4 by Nakamura and Uchida [174] and Takagi et al. [175]. The
calculated concentration dependence of p,p is also consistent with experi-
mental results by Nakamura and Uchida [174] and Takagi et al. [175]. For the
values of = above 0.18, the observed temperature dependence in resistivity
deviates upward from the linear dependence in a low temperature region.
Since the K-S model does not hold in the well-overdoped region and Fermi
surfaces change from small ones to a larger one, the above mentioned devi-
ation from T-linear resistivity in the low-temperature region may be due to
this effect.

According to Inoshita and Kamimura, the electron—phonon scattering
between the neighbouring FS pockets becomes dominant above 150 K, and
this gives rise to T2 temperature dependence in p,p,. In the higher tempera-
ture region, however, the electron—phonon scattering within a large F'S will
contribute to the T-linear temperature dependence to p,,. When temperature
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increases, the slope of T-linear dependence becomes different, from that in
the low-T region, because the K—S model will not hold in higher temperature
region so that small Fermi surfaces will change to a large FS, as will be seen
later in Sects. 12.5 and 12.6.

12.3 Hall Effect

The observed Hall coefficient of LSCO, Ry, has also shown an anomalous
behaviour. The Hall data for LSCO show a drop in Ry by two orders of
magnitude as z increases from x = 0.1 to 0.3. Then a sign change of Ry
from a hole-like to an electron-like character occurs at around = = 0.3 [10,
179]. In this section we will show that these anomalous behaviours of the
Hall coefficient can be explained by the K-S model without introducing any
adjustable parameters.

For this purpose we use the formula derived by Schimizu and Kamimura
[180], by substituting — 72— for the J-function in their formula. The formula
for the Hall coefficient RH ‘thus obtained is given as follows:

dkaEk [aEk 0%Ey, B O0Ey 0°Ey } (_ af )
473 Ok, | Ok, Ok Oky 0k,0k OF)
ec 2
L)
BZ Ok dEy,

where E), represents the energy dispersion of a hole-carrier, and f(Ej, p) the
Fermi distribution function at energy Ej and chemical potential p. By using
the effective one-electron type energy band for the hole-carriers derived by
Ushio and Kamimura for LSCO which was presented in Chap. 11 [112], we
have calculated both the hole-concentration- and temperature- dependences
of Ry. The calculated results of Ry in Lao_,Sr,CuQO,4 for T = 80K and
300K are shown as a function of x in Fig. 12.3, where the experimental
results of Ry by Takagi et al. [10] are also shown for comparison. It is seen
from this figure that the calculated results of Ry decrease like 1/x in very low
concentrations. Then in underdoped to overdoped region it decreases more
rapidly than the 1/z behaviour and at around x ~ 0.3 the Hall coefficient
changes its sign from positive (hole-like) to a negative one (electron-like). This
behaviour in the x dependence of Ry coincides well with the experimental
results by Takagi et al. [10]. According to the present theoretical result, the
reason for the sign change of Ry is due to the fact that, in the region of

0.3 > z, the four small pockets of Fermi surface change into a large Fermi
surface as shown in Figs. 12.4 and 12.5 and that, on the large Fermi surface

, (12.3)

the second derivatives of the energy dispersion such as 882k2’“ change their

sign over a dominant region of the Fermi surface. This leads to the negative
Hall coefficient Ry at T = 0K in the well overdoped concentration region.
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Fig. 12.3. The calculated concentration dependence of the Hall coefficient Ry for
T =80K and T' = 300 K based on the K-S model, together with the experimental
results by Takagi et al. [10]

Fig. 12.4. The Fermi surface for x = 0.15 based on K-S model. Here two kinds of
Brillouin zones are also shown. One at the outermost part is the ordinary Brillouin
zone and the inner part is the folded Brillouin zone for the antiferromagnetic unit
cell in LSCO. Here the k; axis is taken along I'G1, corresponding to the z-axis (the
Cu—O—Cu direction) in a real space, where I' = (0,0,0) and G1 = (7/a,0,0)

When temperature increases, the holes with higher energy than Fermi energy
contribute more to the Hall coefficient of a negative sign. In other words, at
temperatures higher than 300K, the dominant number of holes lie on the
states for which the second derivatives of the energy dispersion is negative.
As a result the Hall coefficient becomes negative at higher temperatures. In
this way the K-S model can explain the anomalous behaviour of the observed
Hall effect without introducing any disposal parameter.
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Fig. 12.5. The Fermi surface for z = 0.35 based on K-S model. Here two kinds of
Brillouin zones are also shown. One at the outermost part is the ordinary Brillouin
zone and the inner part is the folded Brillouin zone for the antiferromagnetic unit
cell in LSCO. Here the k, axis is taken along "G, corresponding to the z-axis (the
Cu-O-Cu direction) in a real space

As regards the temperature dependence of the Hall effect, we can also
calculate the Hall angle 6, as a function of temperature, where the Hall
angle 0, is defined by tan™!(o4,/04,). Since cot 0, is given by

1

cot, = ——— s
" UMURHH

(12.4)
where H is an external magnetic field, we have calculated the temperature-
dependence of cotf,, by using the calculated results of (12.1), (12.2) and
(12.3) for LSCO for several values of z in the underdoped region. We find
that cot f,is proportional to T2. This is consistent with recent experiments
of LSCO by Ando and his coworkers [181].

They have ascribed the peculiar T-dependence of cot 8, to the flat band
near G; point. The flat band, however, is apart from Fermi energy in the
underdoped region of LSCO and it is not probable that the peculiar 7T-
dependence of cot 6, is due to the flat band near G; point. As will be de-
scribed in the following section based on K-S model, however, the heavy mass
band in the LF-phase contributes to the peculiar T-dependence of cotf,,.

Thus the peculiar T-dependence of cot §,, observed by Ando and his cowork-
ers also supports the K-S model.

12.4 Electronic Entropy

Electronic entropy also exhibits an anomalous behaviour in its unusual doping
dependence in Lag_,Sr, CuO4(abbreviated as LSCO), as observed by Loram
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et al. [182]. According to their experimental results, when the hole concen-
tration (x) increases, the electronic entropy increases and takes a maximum
around z = 0.25. Then a question arises how one can explain the appearance
of the maximum. Since the electronic entropy depends crucially on the density
of states, it contains important information on the metallic state of cuprates.
When we adopt the mean-field approximation for the K-S Hamiltonian, we
can calculate the electronic entropy as functions of hole-concentration (x)
and temperature (7') from the following well-known formula

oo

S(@.a)= ko [ (7 fe.n

— 00

+{1-flem}m{l-fe,m}] pe) de,  (125)

where p(e) is the density of states function and f(e, 1) the Fermi distribution
function at energy € and chemical potential p.

In this context, Kamimura, Hamada and Ushio [183] calculated the x
and T dependences of the electronic entropy S(7T',z) of LSCO for T = 100 K
and 200K, by inserting p,(¢) into p(e) in (12.5), where p,(€) represents
the density of states for the highest occupied band in LSCO calculated by
Ushio and Kamimura [112], which was given as the #1 band in Fig. 11.1 in
Chap. 11. The calculated electronic entropy functions of LSCO at T'= 100 K
and 200K, S, (100, z) and S,4(200, z), are shown by solid curves in Fig. 12.6,
along with the measured values by Loram et al. [182] shown by filled squares
for comparison. Reflecting the appearance of a saddle point singularity in
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Fig. 12.6. The calculated electronic entropies of LSCO at T' = 100K and T =
200K, Sks(100,z), Sks(200,2), based on the K-S model (solid curves), and that
of the “LDA state” at 7' = 100K, S, ,, (100, x), based on LDA density of states
(thin solid line). The experimental results of Loram et al. [182] are also shown
by closed squares for comparison. Note that both the calculated values and the
experimental data for the 200 K entropy have been shifted to aid clarity
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Pys(€) at = 0.3 shown in Fig. 11.10, the electronic entropy increases up to
around z = 0.25, where both the calculated and measured entropy reach a
broad maximum. The agreement between the calculated entropy functions at
100K and 200K, S,(100,z) and S,(200, ), and the experimental results
by Loram et al. [182] are a strong vindication of the theoretical treatment of
the K-S model. Here it should be emphasized that there are no adjustable
parameters in this calculation, and the doping dependence of the chemical
potential u, i.e., pu(z), has also been explicitly taken into account. For com-
parison we have also calculated the entropy function using the density of
states function, p, ., (¢), obtained from the conduction band calculated by
Shima et al. [106] in the local density approximation (LDA). By repeating
the calculation, inserting p, ., (¢) for p(e) in (12.5), we have generated the
LDA entropy function, S, , (100, z). The calculated S, ,, (100, ) is shown
as a thin solid line in Fig. 12.6 as a function of hole concentration = at
T = 100K. It is clearly seen that the calculated entropy function based on
the LDA band is too small, and has no maximum, exposing the inadequacy of
the electronic band structure based on the LDA band, even in the overdoped
region. The lack of agreement between experimental results and the LDA en-
tropy function on the one hand, and the rather good agreement between the
experimental results and the K-S entropy function on the other, confirms the
importance of including the electron correlation and local lattice distortion
of CuOg octahedrons in any computational models for the cuprates. These
many-body and lattice distortion coupled effects have been taken into ac-
count in the K-S model but not in LDA. Here we call the latter LDA band
the “LDA state”. The present results also suggest a significant mass enhance-
ment of the hole-carriers. We can estimate that the effective mass of itinerant
holes is about six times the free electron mass. Since this mass enhancement
of hole-carriers is partly due to the effects of local lattice distortion based
on the anti-Jahn—Teller distortion, we expect a large isotope effect in super-
conductivity, such as that observed in HgBa;CuO40g and Laj g4Sr(.06CuOy4
reported by Miilller [184], which we will describe in Chap. 14. The agreement
between the K-S entropy function and experiments leads us to conclude that
the metallic state described by the K-S model is appropriate for the cuprates
in the normal state.

As we have described a number of times so far, the metallic regions on
the K—S model are inhomogeneous, because the spin-correlated regions which
trigger the metallic regions are distributed randomly over the CuOq planes.
Further, the metallic regions are widely expanded by the dynamical effects
of the 2D spin-fluctuation in the 2D AF Heisenberg spin system, compared
with the length of the spin-correlated regions, as we described in detail in
Sect. 11.2. Further we may say that the hole-carriers in the metallic state in
the overdoped region have partly the nature of a large polaron with the six
times heavier effective mass of a free electron mass.
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12.5 Validity of the K—S Model
in the Overdoped Region and Magnetic Properties

When the hole-carrier concentration increases in the overdoped region be-
yond the optimum doping concentration, the occupation rate of hole-carriers
at the oxygen sites in a CuQOs plane also increases. As a result, the number
of 02~ closed shell configurations in a CuO, plane decreases. This means
that superexchange interaction between localized spins via intervening O%~
ions in a CuOs plane is partly destroyed, and the effective superexchange
interactions between the localized spins at Cu sites become weak. In this cir-
cumstance the local AF order in the underdoped region diminishes beyond
the optimum doping and disappears at a certain hole concentration x. in the
overdoped region. In this context we may say that a kind of Néel tempera-
ture related to the local AF order in a spin-correlated region is dependent
on the hole-concentration z, and thus we denote it by (). Since Tx(z)
decreases with increasing x in the overdoped region beyond the optimum
doping Zopt, it vanishes at x.. Thus the K-S model does not hold in the hole
concentration beyond x.. In order to investigate the magnetic behaviour in
the normal state, detailed experimental investigations for the temperature-
and hole-concentration dependences of the spin susceptibility have been car-
ried out by various experimental groups [10, 185, 186, 187, 188, 189] for
the normal state of LSCO. According to these experimental results, the ob-
served spin susceptibility y,, shows the anomalous temperature dependence
in the underdoped region in such a way that x., exhibits a broad maximum
as a certain temperature Tyax, indicating a two-dimensional (2D) antiferro-
magnetic (AF) behaviour due to the localized spins around Cu sites below
Tnax- Miyashita [190], and Okabe and Kikuchi [191] obtained such anomalous
temperature dependence theoretically by performing quantum Monte Carlo
simulation for the S = 1/2 2D AF Heisenberg spin system on the square lat-
tice of a finite size. Experimentally, however, this maximum disappears in the
overdoped region beyond z = 0.2(= z.), suggesting the suppression of the
in-plane Cu—Cu superexchange interaction in a CuOs plane. This behaviour
is consistent with the prediction by the K-S model that the superexchange
interaction via the intervening O?~ ions becomes ineffective at z. when the
hole concentration increases in the overdoped region. As a result the shape
of the Fermi surfaces changes from small ones to a larger one with a heavy
effective mass, and the K-S model does not hold in the overdoped region
beyond z.. Thus the spin susceptibility changes from 2D antiferromagnetic
behaviour to Pauli-like behaviour. Here we should remark that the existence
of a flat band of the heavy effective mass with a large F'S may be an origin of
the T2 dependence of cot f observed by Ando et al. [181], as we mentioned
in Sect. 12.3.

A similar situation also appears even in the underdoped region when
the temperature increases for a fixed hole concentration in the underdoped
region. In other words, when the temperature increases for a certain hole
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concentration xg in the underdoped region in which the K-S model holds,
the Fermi surfaces change from small ones to a larger one when temperature T'
exceeds TN({,C()), at which the local AF order disappears. As a result, the spin
susceptibility is expected to change from a 2D AF behaviour to a Pauli-like
behaviour. Based on this argument, we can define the high energy pseudogap
from the standpoint of the K-S model. In the following section we will discuss
an origin of the high-energy pseudogap based on the K-S model not only from
a qualitative standpoint but also from a quantitative standpoint.

12.6 The Origin of the High-Energy Pseudogap

12.6.1 Introduction

In connection with the anomalous hole-concentration dependences of the elec-
tronic entropy and of static spin susceptibility described in Sects. 12.3 and
12.4, Loram and his coworkers [182] proposed the concept of the “pseudogap”
from the standpoint of the Fermi liquid picture, by attributing the anomalous
behaviours to the reduction of the density of states near the Fermi energy,
called the pseudogap. On the other hand, Nakano and his coworkers [192]
found from their measurements of magnetic susceptibility and electrical re-
sistivity for LSCO that there are two crossover lines, Tinax(z) and T%(x) (T,
< T* < Thax), in the T-z phase diagram of cuprates with a superconduct-
ing transition temperature 7., both of which decrease monotonically with
increasing hole concentration x, as shown in Fig. 12.7. The upper crossover
line Ti.x Tepresents the temperature below which the magnetic susceptibility
exhibits a broad peak, arising from the gradual development of 2D antifer-
romagnetic spin correlation, while the lower crossover line T* represents the
temperature below which a spin gap may open up in the magnetic excitation
spectrum around ¢ = (7, 7). Now Tinax and T are called the “high-energy”
and “low-energy” pseudogaps, respectively.

In this section we will discuss the origin of the high-energy pseudogap
on the basis of the K-S model. In the course of calculating the high-energy
pseudogap, we will discuss again the electronic entropy. Although we have
shown in Sect. 12.4 that the anomalous concentration dependence of the
electronic entropy can be explained successfully by the K-S model over the
wide range of hole-concentration from underdoped to well-overdoped region
without introducing any adjustable parameters, the argument in Sect. 12.4
has clarified that the K-S model does not hold in the concentration beyond
Z¢, where the shape of the Fermi surface changes from small ones to a large
one due to the disappearance of local AF order. Thus we have to reinvestigate
the behaviour of the electronic entropy in the overdoped region beyond z.. We
will show on the basis of the K-S model that the origins of both T3, and the
strange hole-concentration-dependence of the electronic entropy are explained
by a unified mechanism of phase change between the phase consisting of small
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Fig. 12.7. The phase diagram of temperature 7" and hole concentration z for LSCO,
showing the “high-energy” pseudogap Tmax and the “low-energy” pseudogap T*.
Superconducting transition temperature T is also shown (After [49])

Fermi surfaces (abbreviated as “SF-phase”) and the phase consisting of a
large Fermi surface (abbreviated as “LF-phase”).

12.6.2 Calculation of Free Energies of the SF- and LF-Phases

According to the description mentioned in Sect. 12.4, the electronic structure
of LSCO changes from the SF-phase to the LF-phase at z. in the overdoped
region when z increases. Similarly, when the temperature increases for a
fixed hole concentration in the underdoped regime, the local AF order is
destroyed so that the SF-phase is considered to change to the LF-phase at a
certain temperature Ty. We consider that Ty may correspond to Tyax in the
experiments by Nakano et al. [192].

When we write the difference between the free energies per Cu ion of the
LF- and SF-phases as

AF(T, 33) == FLF(T7 .’13) - FSF(T, LU) , (126)

Tmax and the critical concentration x. are defined as AF(Tihax,z) = 0 and
AF(T =0,z.) = 0, respectively. First the internal energy in the SF-phase is
expressed in the following way;

Esp(T, ) = Esp(0,0) + ESY(T, 2) — EEP(0,0) (12.7)

where Esp(0,0) and El(ﬂsf )(T ,x) represent, respectively, the internal energy
per Cu ion in a system of the local antiferromagnetic ordering with 7' = 0K
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and x = 0 and the kinetic energy per Cu ion in a hole-carrier system with
concentration = at T. Since Egp(0,0) includes the kinetic energy, we have

to subtract ESf ) (0,0) from El((?f )(T, x) in order to avoid the double count-
ing. By using the density of states per Cu ion for the highest energy band
calculated by Ushio and Kamimura [112], p,(¢), and the Fermi distribution

function f(e, u(x)), El(dSnF)(T, x) can be expressed as

o0

SF
BV () = [ ¢ pale) Sleuto)) de (12.8
where we consider explicitly the x-dependence of the chemical potential y as
p(z). The entropy per Cu ion in the SF-phase is calculated by a well-known
formula

o0

Ssr(Tya) = —kw [ [fle @) In f(e. )

{1 = fle p@) {1 = f(e, u(@)} ] pes(e) de . (12.9)
Thus the free energy per Cu ion is calculated by the formula,
Fsp(T,z) = Esp(T,z) — TSsp (T, ) . (12.10)

Similarly we denote the internal energy per Cu ion in the LF-phase by
Err(T,z). In the LF-phase the local antiferromagnetic ordering does not
exist so that we first assume that the electronic system may be treated by
an ordinary band theory by the local density approximation (LDA) with the
(1 + ) hole concentration. Thus Epr(T,z) can be expressed as

Evp(T,z) = Evr(0,0) + BT, 2) — ESD(0,0) (12.11)
where a conduction band corresponds to a b, energy band with the main
character of Cu d,2_,2 orbital in the LDA band [147]. The Err(0,0) rep-
resents the internal energy per Cu ion in the LF-phase with T' = 0K and
x = 0, in which the b7, energy band is half-filled. The entropy per Cu ion in
the LF-phase is calculated by

(oo}

Sur(To) =~k [ [ nfen(o)

— 00

+ {1 = fe, (@)} In{1 — f(e, u(x))}} prpa(e) de, (12.12)

where prpa(g) is the density of states for a system with (1 + z) hole con-
centration of the bj, energy band. Then the free energy per Cu ion in the
LF-phase is given by

FLF(Ta J}) = ECLF(T‘7 J,‘) - TSLF(T, .’IJ) . (1213)
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The calculated results of Ssp(T = 100K, z) and Ssp(T = 200K, z),
which have been calculated using p,.(¢) for the K-S model, have been al-
ready shown in Fig. 12.6. In this figure we have also shown Spr(100,z)
as Sppa(100,z) for “LDA state”. Since we have seen in Fig. 12.6 that
SLr(100, ) is very small compared with experimental results shown by the
solid squares, we have concluded that the electronic state in the overdoped
region beyond z. = 0.25 can not be expressed by the “LDA state” repre-
sented by the ordinary LDA bands. In this context, we have modified the
density of states of the LDA b7, band so as to reproduce the experimental
values of electronic entropy in the overdoped region above x.. The density
of states calculated by Ushio and Kamimura in the SF-phase, p.(¢), and
the modified density of states in the LF-phase which we denote p{p, (€) are
shown in Figs. 12.8(a) and (b), respectively. The modified density of states
at a van Hove singularity which lies at the center of the band is about 6
times larger than that of the LDA band. We call the new state the “modi-
fied LDA state”. Since the observed maxima in the z-dependence of entropy
in LSCO appear around = = 0.25 both for 7" = 100K and 200K, we adopt
xc = 0.25 [14]. By using the modified density of states pf p (€) for pLpa(e) in
(12.12), we have recalculated the electronic entropies for 7' = 100 K and 200 K
for the concentration region beyond x., which are denoted by Sfp, (100, z)
and Sfpa (200, ), respectively. The calculated results of Sfp, (100, z) and

ipa(200,2) for > x, are shown in Fig. 12.9 together with Skg(100, )
and Sks(200,z). Experimental results by Loram et al. are also shown by
closed squares in Fig. 12.9. As seen in this figure, we can explain successfully
the observed z-dependence of the electronic entropies both in the under-
doped and overdoped region, by defining the effective mass of a dopant hole
in the overdoped region to be six times heavier than the free electron mass.
Although the discontinuity appears around z. in Fig. 12.9, this should be

/_’J £.4(0) half filled

— exs(0)

exs(Xc)

€Lpa(Xc)

Prs(E) PLoA(E)
(a) SF-phase (b) LF-phase

Fig. 12.8. (a) The density of states calculated by Ushio-Kamimura py(g) in the
SF-phase. (b) The modified density of states for the b7, band pipa(e) in the LF-
phase, so as to reproduce the observed electronic entropy by Loram et al. [193]
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Fig. 12.9. The calculated electronic entropies of LSCO at T = 100K and T =
200K, Sy (100, z), Sis (200, z), based on the K-S model , and that of the “modified
LDA state” at T'= 100K and 200K, S, (100, z) and S, , (200, z), based on LDA

LDA LDA
density of states. The experimental results of Loram et al. [182] are also shown

by closed squares for comparison. Note that both the calculated values and the
experimental data for the 200 K entropy have been shifted to aid clarity

smeared out by taking account of the broadening effect of Fermi surfaces in
the SF-phase. From this result we conclude that the appearance of the maxi-
mum in the observed entropy may be considered as an experimental evidence
for a phase change from the SF-phase to the LF-phase at z.. Further, from
the modified density of states pf pu (¢) for the “modified LDA state”, we con-
clude that the effective mass of hole carriers are about 6 times heavier than
the free electron mass in the overdoped region. Since the effective mass of the
hole carriers in the highest occupied (#1) band in the underdoped region in
Fig. 11.1 is about ten times heavier than the free electron mass [112], we may
say that the hole carriers in the superconducting cuprates behave like large
polarons with heavy mass.

12.6.3 Origin of the “High-Energy” Pseudogap

By using the density of states of the highest occupied (#1) band [112], p,(€),
for the underdoped to overdoped region below z. and the modified density
of states for the b7, band in the “modified LDA state”, pfp,(e), for the
overdoped region above x., Thax is calculated from the following equations;

AF (Tpax,2) =0, (12.14)

where
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AF(T,z) = F{p(T,z) — Fsp(T, x)
= {Efp(T,x) = TS{p(T,z)} — {Esp(T,x) — T'Ssp(T, )}
= Eip(0,0) — Esp(0,0) + {Egly ™ (T, 2) — By (0,0)}
—{BS(T,2) - BEY (0,00} = T{Sip(T,2) - Ssr(T, )}

00 eLpA(0)
—Bxe+ [ pioae) fen) de= [ e pipale) de
oo €xs (0)
{] e sen@ - [T e pele)
— T{Sip(T,z) — Ssp(T,z)} . (12.15)

Here Ear = Efg(0,0) — Egp(0,0). Further £,,(0) and eLpa(0) repre-
sent the band energies of the highest occupied (#1) [112] band and of the
“modified b7, band” for z = 0, respectively, as shown in Figs. 12.8(a) and (b).
Tinax is calculated from (12.14) and (12.15) as a function of . In doing so, the
value of Far is found to be 0.043 €V by inserting Ti,.x = 1000K at z = 0 into
(12.14) and (12.15), where Tipax = 1000 K at x = 0 is obtained by extrapolat-
ing the experimental data by Nakano and his coworkers [188, 192] to z = 0.
The Ear thus determined corresponds to the energy change from the half-
filled band in the LF-phase to a Mott—Hubbard insulator in the SF-phase.
Furthermore, information about the energy difference, erpa(0) — ,4(0), is
necessary. We determine it by requiring that AF(T = 0K, x) vanishes at
Ze. As for x., 0.25 is chosen from the concentration at which the entropy
shows a maximum in the experimental data by Loram et al. [182]. Then we
have determined e1,pa (0) — £,4(0) to be 0.12eV. Using Ear = 0.043 eV and
eLpa(0) — e4s(0) = 0.12eV, we have calculated the az-dependence of Tiax
from (12.14) and (12.15) quantitatively. The calculated result is shown in
Fig. 12.10. When the calculated z-dependence of Ty« is compared with that
observed for LSCO by Nakano et al. [192], shown in the inset of Fig. 12.10,
we find that the agreement is fairly good. Thus, from the standpoint of the
K-S model one may say that the phase change between the SF- and LF-
phases corresponds to the “high-energy” pseudogap, Tiax- As shown in the
phase diagram of Fig. 12.7, we may call a region below the curve of T .x
the “pseudogap region”, where SF- and LF-phases coexist. Because of this
coexistence of two phases, we expect that the temperature dependences of
spin susceptibility and Fermi surface are conspicuous.

In this section we have shown from the calculations of the electronic en-
tropies in the SF- and LF-phases and also from the calculated free energy
difference between the SF- and LF-phases based on the K-S model that both
the observed peculiar z-dependences of entropy by Loram et al. and of the
observed Ty,.x by Nakano et al. can be explained by a unified mechanism of
a phase change between the SF- and LF-phases in the K-S model. Further,
by fitting the calculated z-dependence of the electronic entropy to the one
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Fig. 12.10. The calculated results for the hole concentration dependence of T ax
in LSCO. The experimental data for Tmax by Nakano et al. [192] are also shown,
together with the sketch of the x dependence of T¢ in the inset

observed in the overdoped region beyond x. = 0.25, we may understand that
the hole carriers in cuprates behave like large polarons with an effective mass
of about six times heavier than the free electron mass. We can say that the
origin of the heavy effective mass is due to the interplay between the electron
correlation and the local lattice distortion of CuQOg octahedrons. Finally we
would like to make brief comments on the origin of “low-energy pseudogap”
T* shown in Fig. 12.7. According to the K-S model, T* corresponds to the
spin-excitation-energy in the metallic region of a finite size. We can estimate
this energy from the spin-wave excitation spectrum around the edge of the AF
Brillouin zone calculated by Suzuki and Kamimura for the magnon spectra
in K5NiFy [194].



13 Electron—Phonon Interaction
and Electron—Phonon Spectral Functions

13.1 Introduction

In 1996, by choosing LSCO as an object of study, Kamimura, Matsuno, Suwa
and Ushio [30] showed quantitatively on the basis of the K-S model that the
electron—phonon interactions in cuprates are very strong and that the in-
terplay between the electron—phonon interaction and local antiferromagnetic
(AF) order gives rise to the Cooper pairs of d,2_,2 symmetry. This result was
the first theoretical support for the original idea by Bednorz and Miiller in
their discovery of high temperature superconductivity, that strong electron—
phonon interactions in oxides may lead to the invention of new supercon-
ducting materials which can go beyond the superconductors governed by the
BCS theory. In 2001 Lanzara and her coworkers [195] presented experimental
evidence for strong electron—phonon coupling in cuprates by investigating the
electronic quasiparticle dispersions in three different families of Bi2212 with
use of the angle-resolved photoemission spectroscopy (ARPES). In this con-
text, we will describe in detail in this chapter the method of how to calculate
the electron—phonon interactions and the electron—phonon spectral functions
in the K—S model following the theory of high temperature superconductivity
developed by Kamimura and his coworkers [26, 30].

13.2 Calculation of the Electron—Phonon Coupling
Constants for the Phonon Modes in LSCO

All relevant properties of the electron—phonon systems, including supercon-
ductivity, are derived from the electron—phonon spectral functions o2 F, which
are defined as follows,

VTW(kv k/)vTv(fkv *k/)

QPP (92,k, k') = p(Er) Y 27 02 —wy, ), (13.1)
ol
V] (k, KV (—k, —K)
0’ Py (2, k, k') = p(Fr) Y L 25)71 6(2-wj, ). (132)
v

Here o® Fy1 (2, k, k') and o> F; | (12, k, k') are the spectral functions which are
related to the processes of virtual emission and absorption of various modes
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of phonons by the interaction with a single electron and to the scattering
processes of a pair of electrons from a pair state (k 7,—k |) to a different
pair state (k' T,—k" |), respectively. Further, p(Er) is the density of states
at the Fermi energy FEr. The electron—phonon interaction matrix element
between the k and k' states with spin o, V7 (k, k'), is defined as follows:

VY (k, k') | -
He—p = Z Tcko_cklg (bq.y -+ blq,y> 5k,k/+q+K y (133)
Kik g Ned

where bg, is an annihilation operator of phonon mode v with momentum g,
w;} the phonon frequency of the wave vector q in the AF Brillouin zone, N
the total number of AF unit cells in a crystal, and oy, g +q+ K takes the value

1 only when k — k' — q coincides with a reciprocal lattice vector in the AF
Brillouin zone, K, and 0 for other cases. The spectral function o?Fy1(£2, k, k')
causes a mass enhancement of an electron near the Fermi surface due to
the electron—phonon interaction and a finite lifetime of quasi-particle states.
On the other hand, the spectral function o?F;|(£2,k, k") contributes to the
formation of the Cooper-pair with spin-singlet. These two kinds of spectral
functions in (13.1) and (13.2) are different from each other in the present case
due to the fact that the wave function for up-spin carriers differs from that
for down-spin carriers, although they are the same in the ordinary BCS case.
Frequently this electron—phonon spectral function is averaged over either one
of k and k' or over both of the k and k' values in the electron states (k, k')
on the Fermi surface, as is shown below,

A?Fy (2,k) = p( Zoﬁz:” (2,k,k")6(EY, — Er) , (13.4)
k:I

a?F(2) = p( E 3" a?Fyy(2,k,K)S(EY, — Er)(EY, — Er) . (13.5)
Kk’

Here we pay attention to the spectral function for a spin—singlet defined
on the Fermi surface and averaged over k.-axis. Such a spectral function is
denoted by o?Fy|(£2,6,0"), which is defined as follows,

1 9 ,
—_— Fy (02,k, k
,O(EF)ZN Z @ Tl( ) vy )

kk'q
0
X(Sk,k’+q+K6(Ek EF) (Ek/ — EF)
1 Ky ky

p YY5(0" — tan™! E) . (13.6)

042F”(Q, 9,9/) =

x (0 — tan™

8

Here p(Er) and EY are the density of states of hole carriers at the Fermi
energy and the energy of the many-body-effect included band dispersion at a
wave-vector k, respectively, both of which have been calculated in Chap. 11.
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Following the method of Motizuki, Suzuki and Shirai [156, 157, 158], we will
derive the expression of a spectral function in the tight binding form in the
next section.

In this section we describe the formalisms of how to calculate the spectral
functions, based on the many-body-effect included tight binding Hamiltonian
(11.1) given in Chap. 11. With the use of the electron—phonon coupling con-
stant V7 (k, k') defined in (13.3), the momentum-dependent spectral function
for a singlet Cooper pair, a®F; | (£2,0,60'), is expressed as follows,

(kK] (—k, —K')

2F“(Q 6,6 SN
kk q q
><(Sk’]<:'Jr(1+_[{(5(E"OC —EF)(S(E](::/ —EF)(S(.Q wk/ k)
1 k Ky
X6 <0 —tan~! k'Z) 5 <9’ —tan~! kZ) . (13.7)

Now we calculate the momentum-dependent spectral function by aver-
aging it with respect to phonon frequency wZI; in other words by replacing
62— wk, k:) by the phonon density of states P({2). The obtained expression
is the following:

(V) (kK )V (—k — k' ))ao
20

a’Fy((£2,0,0') = p(Ep)N Y “P(R2) . (13.8)

~

Here (---)qy. means the average over k, and &, on the Fermi surfaces, where
ky/ky = tan® and k; [k}, = tan6’.

In order to obtain the electron—phonon interaction, we calculate the
change of the energy bands when the ions are displaced by a small amount
0Ry, from their equilibrium positions R;,. Following the method of Motizuki
et al. [156, 157, 158], we adopt the Frohlich approach, in which one assumes
that the atomic wave functions are not changed when the ions are displaced
by a small amount. Thus we use the atomic wave functions which move rigidly
with ions, in calculating the energy bands for a displaced structure. There-
fore, the basis function in the displaced structure becomes @, (1 — Ry, —0Ry,,)
and the Bloch function in the displaced structure is constructed as follows:

@Wk;( r) = N Zelk Rl” o(r — Ry, —0Ry,) , (13.9)

where R;,, = R; + T, represents the position of the uth ion in the lth unit
cell, 7, the position of the yth ion within the unit cell, IV the total number of
the unit cells in a crystal, k a wave vector, and a specifies an atomic orbital.
Then the matrix elements of the Hamiltonian are defined by

H#aVb(k 7k/) = <¢;mk ‘He|¢ybk ’> ’ (1310)
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where H. represents the effective one-electron Hamiltonian derived in
Chap. 11. This Hamiltonian matrix is expressed by inserting (13.9) into
(13.10) as follows;

Hpaz/b(ky k?/) — Ze_ik.Rlueik/ARl/VHlua,l’l/b ; (1311)
-

where
Hlua,l’ub = (gpa(’r — Rlu — 5Rlu)|He|<Pb(7' — Rl’u — 6Rl'z/)> . (13.12)

The matrix element Hy,, 17,5 is a function of R which is the difference between
the position vectors of the two ions. In the following we calculate the many-
body-effect included energy bands and expand them in terms of the atomic
displacements 6 R, or their Fourier transformations ug, defined by,

o 1 1 [e%
ORG, = = YRy, (13.13)
q

where « indicates x, y and z. By expanding the energy bands up to the
first order in 6 R}, or ug,, the Hamiltonian matrix element H,q.1(k, k') is
expressed as

Hyuaun(kK') = HY, 0 (R)opgy + > > T (nak, vbk')ug,,. 6, qk - (13.14)
q po

0
Here H b

(k) is the Hamiltonian matrix element for an undistorted struc-
ture and T;f (pak,vbk') is a quantity related to the derivative of a transfer
interaction or of an on-site energy with regard to a displacement. The defin-

ition of T/f‘, (pak,vbk') is given as follows;

e / 1 /
TIJ« (/J,/akl//bk ) = ﬁ[(sﬂﬂ’Tu a, V’b(k ) 0 V’T;L a, v’ (k)] for Mlaf 75 v'b )
o / 1 «@ /
T (W akV'bE') = ﬁT;C (K — k) for p'a =1'b, (13.15)
where
g, vv(k) = Ze_ik'(R‘“"Rl’"/)iFli/a, Vb s (13.16)
=
T;g ,b(k;) = Ze—ik'(Rlu—Rw /)T‘lp,c Fu'h s (1317)
=
by 4 ——H
lu'a, l/l//b 8R0¢ lﬂ a, 'y /b|R R Rl, , (1318)
0
zjl;Ac7 U'p'a (,Lt) = WHl’u’a, U a|R R R (1319)

(e T
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Then the electron—phonon interaction in (13.3) is calculated on a tight bind-
ing model as follows;

V(k, k- q)g, (kk —q) , (13.20)

q Z \/76’}/#(1
glt kk/ Z Z m/, a (kk )],U/CL, u/b[A(k/)]u’bn’ 67 ) (1321)

np'an’v'b

where
€y,= 1 .. for the process where pseudo-momentum K—k+qg=0
=—1 ... for the process where pseudo-momentum k' —k+q=K .
(13.22)

n (13.20) and (13.21), [A(k")],pns is the (¢/bn’)-th element of the transfor-
mation matrix in the undistorted structure, €4, (q) the polarization vector of
puth atom for a phonon mode v with a = z, vy, z, and K the reciprocal lattice
vector in the AF Brillouin zone. The detailed expressions of the electron—
phonon matrix elements at the u-th atom between k and k' states are given
in the appendix at the end of this chapter.

In carrying out calculations of the spectral function for LSCO in the
following chapter, one can see a reason why the electron—phonon interactions
which scatter a pair of electrons from one pair state (k T, —k |) to a different
pair state (k' T,—k’ |) are repulsive for some combinations of (k, k') while
attractive for others for the K-S model.

13.3 Calculation of the Spectral Functions
for s-, p- and d-waves

Following the method of Motizuki et al. [156, 157, 158], we will express the
band structure numerically calculated in Chap. 11 in a tight binding analyti-
cal form, and calculate the spectral function a?F; | (£2,6,6’), by using the ex-
pressions of g (k, k') and V7 (k, k') based on the tight binding model, which
are given in the appendix of this chapter. In the present theory, for the origins
of the electron—phonon interactions gﬁ(k:, k'), we consider the change of both
the transfer interactions and the on-site energies due to the displacement of
atoms for each phonon mode [178, 196]. The change of the on-site energies has
not been taken into account in the treatment of Motizuki et al. In the present
theory, the derivatives of transfer integrals between Cu and O in CuOs plane
are taken into account through the derivatives of the Slater Koster parame-
ter, 1 (dpo) = dt;(dpo)/dR = 2.6 VA~ calculated by DeWeert et al. [153].
(With regard to the Slater—Koster parameters, readers should read Chap.
10.) As for the effect of the displacement of atoms upon the on-site energies
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in the tight binding band, we calculate the change of the energies of the Ay,
and 3B, multiplets, dEa,,/dR and dEg,, /dR, by using the calculated re-
sults of energy difference with respect to the distance of Cu and apical O by
Kamimura and Eto [104]. From the result of Kamimura and Eto we find that
Eg,, = dEg,,/dR=28¢VA~! and E) = dEa,,/dR=2.2eV A", where
Eg,, and Ej,, denote the on-site energy of 3B1g and 1A1g , respectively, as
we already described in Chap. 5.

As an example of the calculated results, we present the calculated re-
sults of the 6 and 0’ dependence of the electron—phonon spectral functions
a?F;((92,0,0") for an A, phonon mode in Figs. 13.1-13.4, that for an E,
phonon mode in Figs. 13.5-13.8 and the calculated results of the 6 and ¢’
dependence of a?F}1(2,0,0') for an A;, phonon mode in Figs. 13.9-13.12
for Las_,Sr,CuQOy4. For convenience of readers, all the figures from Fig. 13.1
to Fig. 13.16 are placed at the end of this section.

The 6-dependence of the spectral functions may be more easily understood
from Fig. 13.13 and Fig. 13.14, where the calculated results of the spectral
functions o®F}| are shown, respectively, as a function of 6 for fixed values of
2 and ¢’ for an A, phonon mode in which the apical oxygens move vertically

o(2)?

-

Fig. 13.1. The # and 0’ dependence of the momentum-dependent spectral function
a®F;((£2,0,0') calculated for an A1, phonon mode shown in the inset of the figure
for fixed values of 2 and ¢’, in LSCO with tetragonal symmetry. The spectral
function o®F;((£2,0,6") is shown for 0 < § < /2 and 0 < ¢ < 7/2. Here Cu-O—
Cu distance a is taken as unity
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Fig. 13.2. The 0 and 6’ dependence of the momentum-dependent spectral function
a?F;1(02,6,0') calculated for an A, phonon mode shown in the inset of the figure
for fixed values of 2 and #’, in LSCO with tetragonal symmetry. The spectral
function o?F;|(£2,6,0') is shown for 7/2 < 0 < 7 and 0 < ¢’ < 7/2. Here Cu-O-
Cu distance a is taken as unity

Fig. 13.3. The 0 and 6’ dependence of the momentum-dependent spectral function
a?F;((22,6,0') calculated for an A, phonon mode shown in the inset of the figure
for fixed values of 2 and #’, in LSCO with tetragonal symmetry. The spectral
function o®F | (£2,6,0’) is shown for 7 < 6 < 37/2 and 0 < ¢’ < 7/2. Here Cu-O—
Cu distance a is taken as unity
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Fig. 13.4. The 0 and 0’ dependence of the momentum-dependent spectral function
&?F;((£2,0,0') calculated for an A, phonon mode shown in the inset of the figure
for fixed values of {2 and #’, in LSCO with tetragonal symmetry. The spectral
function o?F;|(£2,0,0') is shown for 37/2 < 0 < 27 and 0 < ¢ < 7/2. Here
Cu—O—Cu distance a is taken as unity

Fig. 13.5. The # and 0’ dependence of the momentum-dependent spectral function
a®F;(£2,0,0') calculated for an E, phonon mode shown in the inset of the figure.
The spectral function o?F;|(£2,0,6’) is shown for fixed values of £ and @', in
LSCO with tetragonal symmetry. The spectral function o®F;|(£2,6,0’) is shown
for 0 <0 <7/2and 0 < ¢ < 7/2. Here Cu—O—Cu distance a is taken as unity
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(u]

Fig. 13.6. The 0 and 6’ dependence of the momentum-dependent spectral function
a®F;((2,0,0') calculated for an E, phonon mode shown in the inset of the figure.
The spectral function o®F;|(£2,6,6") is shown for fixed values of £ and @', in
LSCO with tetragonal symmetry. The spectral function o?Fy(£2,6,6’) is shown
for 0 <0 <7/2 and 0 < 0" < /2. Here Cu—O-Cu distance a is taken as unity

(u]

Fig. 13.7. The 6 and 0’ dependence of the momentum-dependent spectral function
a’F11(£2,6,0') calculated for an E, phonon mode shown in the inset of the figure.
The spectral function o?F;|(£2,6,6’) is shown for fixed values of 2 and €', in
LSCO with tetragonal symmetry. The spectral function o®F;(£2,6,60’) is shown
for 0 <6 <7/2 and 0 < ' < /2. Here Cu—O-Cu distance a is taken as unity
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Fig. 13.8. The 6 and 6" dependence of the momentum-dependent spectral function
o?F;((£2,0,0) calculated for an E, phonon mode shown in the inset of the figure for
fixed values of £2 and €', in LSCO with tetragonal symmetry. The spectral function
a’F;((£2,0,0) is shown for 0 < 8 < /2 and 0 < 6’ < /2. Here Cu-O-Cu distance
a is taken as unity
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Fig. 13.9. The 6 and 6’ dependence of the momentum-dependent spectral function
a?Fy1(£2,0,0) calculated for an E, phonon mode shown in the inset of this figure,
for fixed values of £2. The spectral function o’ Fy1(£2,6,0’) is shown for 0 < 6 < 7/2
and 0 < 0" < 7/2. Here Cu—O—Cu distance a is taken as unity
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Fig. 13.10. The 0 and 6’ dependence of the momentum-dependent spectral func-
tion o®Fy1(£2,0,0") calculated for an E, phonon mode shown in the inset of this
figure, for fixed values of 2. The spectral function o®Fy1(2,0,0') is shown for
m/2 <60 <mand 0<6 <nr/2. Here Cu—O—Cu distance a is taken as unity

Fig. 13.11. The 6 and ¢’ dependence of the momentum-dependent spectral func-
tion o®Fy1(£2,0,0) calculated for an E, phonon mode shown in the inset of this
figure, for fixed values of §2. The spectral function o®Fy;(£2,0,60') is shown for
m<60<3r/2and 0 <0 < n/2. Here Cu-O-Cu distance a is taken as unity
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(w,0)

Fig. 13.12. The 6 and ¢’ dependence of the momentum-dependent spectral func-
tion o®Fy1(£2,0,0) calculated for an E, phonon mode shown in the inset of this
figure, for fixed values of 2. The spectral function o®F;1(2,6,6’) is shown for
37/2 <0 <27 and 0 <6 < 7/2. Here Cu—O-Cu distance a is taken as unity

for a CuO4 plane (Fig. 13.13) and for an E,, phonon mode in which the oxygen
ions move within a CuO; plane (Fig. 13.14).

As seen in Figs. 13.1-13.8, the momentum-dependent spectral functions
for a singlet Cooper pair, a?F;|(£2,60,0'), shows a sharp k-dependence. Its
k-dependence follows d,2_,» symmetry. The sharp peaks of the spectral func-
tion near Gy points, (£7/a,0,0) and (0, £7/a,0), are due to the appearance
of the van Hove singularity in the density of states (DOS) at G; points. Sum-
marizing the calculated results of a?Fy|(£2,0,0") for LSCO, we can say that
the s-component almost vanishes while the d-component is conspicuous.

Then, by summing up the contributions from all the phonon modes shown
in Table 13.1 at the end of this chapter to the spectral function, we have

calculated the s-wave component of spectral function aQFT(?)(Q) and its d-

wave component o FT(T) (£2), which are defined from o Fy| (2,6, 0") as follows:

oo

1
Q’F;((2,0,0') = 5 Z QQFT(T)(Q) cosnb cosnd’ . (13.23)
T

n=0

As will be explained in the next chapter, the d-wave component onFT(f)(Q)
contributes to the appearance of d-wave superconductivity. As a result we
find that, for phonon modes in which oxygen and copper ions vibrate within
a CuOs plane such as a breathing mode, the d-wave component in the spectral
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Fig. 13.13. The 6 dependence of the momentum-dependent spectral function
a®F11(02,6,0') calculated for an A;, phonon mode shown at the bottom of this
figure for fixed values of {2 and ¢’. In this case ¢’ is taken a value near G point,
i.e., (7/a,0,0). Here Cu—O—Cu distance a is taken as unity

function is negative (repulsive) and the s-wave component is very small. Thus
the in-plane modes do not contribute to the formation of Cooper pairs. On
the other hand, for the phonon modes in which the apical oxygen ions and La
ions move vertically for CuOs plane, the d-wave component of the spectral
function, aQFT(f)(Q), has a positive (attractive) sign, and the s wave compo-
nent is very small. In Fig. 13.15 we show the calculated results of the total
contribution for the d-wave components of the spectral function, azFT(f)(Q),
from all the phonon modes of LSCO.

We can obtain the value of electron—phonon coupling constant for d-wave
pairing, Ay by integrating the positive part of the calculated d-wave compo-
nents of the spectral function azFT(f)(.Q) over the phonon frequency {2, as
shown in the following expression.

oo 1052F(2) 02
Ag = 2/ wd(). (13.24)
0 Q
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Fig. 13.14. The 6 dependence of the momentum-dependent spectral function
&®F;1(92,0,0') calculated for an E, phonon mode shown at the bottom of this
figure for fixed values of 2 and ¢’. In this case ¢’ is taken a value near G point,
ie., (7/a,0,0). Here Cu—O—Cu distance a is taken as unity

The value of A4 thus calculated for x = 0.15 is 1.96. From this result we
can say that LSCO is the superconductor of a strong coupling. In Fig. 13.16
we also give the calculated results of the total contribution to the spectral
function a?F;1(£2). In this case only the s-component azFT(?)(Q) appears.
This causes a mass enhancement of the electronic states.

In the electron— and spin—structures of the K-S model characterized by
the alternant appearance of the aj, and the big orbitals and by the differ-
ent spatial distribution of Bloch wave functions for up-spin and down-spin
dopant holes, the electron—phonon interaction matrix element for an up-spin
hole-carrier, VTA’ (k, k'), becomes different from that for a down-spin carrier,
Vi (K, k') and thus, o®F; | (£2,0,0') changes its sign. This situation makes the
k dependence of a?F;|(£2,60,60") much more conspicuous and stronger than
in the case of an ordinary BCS case. We can say that the present results
of aQFT(?(Q) are probably the first quantitative calculation of the electron—
phonon spectral function for a d-wave superconductivity in real materials.
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Fig. 13.15. The d-wave component of the spectral function, oz2FT(f) (£2), calculated
for LSCO with x = 0.15, due to the contribution from all the phonon modes in

LSCO
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Fig. 13.16. The spectral function, which contributes to mass enhancement,
azF;?)(Q), calculated for LSCO with z = 0.15, due to the contribution from all
the phonon modes in LSCO
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Table 13.1. Normal modes corresponding to A-line, (0,0)—(m,0), for LSCO. The
mass ratio to satisfy the orthogonality relation are omitted in the table. See S. Mase
et al., Phonon Dispersion Curves of High T, Superconductors I. (Laj—_;Srs;)2CuQy,
J. Phys. Soc. Jpn. 57 (1988) 607

La' | La® | Cu [O(1)'O(1)*[0(2)'] O(2)* [mode

La (100) | (100) [(100)] (100)[(100) [(100)| (100) | E,
(010)| (010) [(010)| (010) [ (010) [(010)| (010) | E,

(001) ] (001) [(001)[(001)[(001)](001)| (001) | Az

(100)| (1 00) (100) [ (1 00)| E,
(010)[(0 T 0) (010)[(0 T 0)] E,
(001)[(00 1) (001)[(00 1 )] Ay

Cu  [(200)| (200) [(100)|(100) | (100)|(300)| (200) | E.,
(030)| (030) [(010)[(010)|(010) |(030)| (030) | E.

(00%)] (00%) [(001)] (001) | (001) [(00F)] (00%) | Az

0(1) s (100) | (100) E.
(010) [(010) E.

o(1) b (200)[ (100) [ (100) E.
(020)[(010) | (010) E.

(002)[(001) ] (001) Ay

(001) [ (00T) Ba.

0O(2) s[(001)[ (001) (001) | (001) | Az
(001)| (00T) (00T) | (001) | Aqq

O(2) b[(100)] (100) (100) | (100) | E.
(010) ] (010) (010)| (010) | E,

(100) | (100) (100) | (100) | E,

(010)| (010) (070) | (010) | E,

In the following chapter we will show that this characteristic k depen-
dence produces a large d-wave component of the spectral function. In the
ordinary BCS case, a d-wave component is always small because of the posi-
tive definite k dependence of o> Fy| (2,6, 6’). Thus the present electron— and
spin—structures in the K-S model are the key factors in creating d-wave pair-
ing in the phonon mechanism [30].

In the following chapter we will calculate various superconducting prop-
erties of cuprates, such as the hole-concentration dependence of T, isotope
effects, etc.

13.4 Appendix

Appendix D. The Explicit Forms
of the Electron—Phonon Interaction

In this appendix the explicit forms of the electron-phonon interaction g;; (kK"
are given for p = Cu, O(1)}, O(1)%, O(2)* and O(2)? which are the copper
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atom, the oxygen atoms in CuOs plane and the apical oxygen atoms, respec-
tively.

1

gzcu(kk/) = N

[AS (R)16 AR )T 16(K) + A (k)1 As(K)16TY 16 (k)
+A (k)17 AR WY 17 (R)" + A " (k)1 45 (K')17TY 17 (R)]

x ’ 1 * ’ x / * / x *
9oy (kE) = + Wi [ AJ(R)1A(R)16TY 16(k) + A (k)16 As (k)1 Ty 16(k)
+A (k)1 AR )17TY 7 (k') + A " (k)17 As (R )1 TV 17 ()],

1

Y N —
9o (kE) =
cu(kk) N

[ A (k)16 AR )sTY 15(K)" + A " (k)5 As(K)16TY 15 (k)

ﬂ

+A (k)17 AR )sTY 17 (k)" + A "(k)s As (k)17 TE (k) T,
1 * * *
gyo(l)z(kk/) = + Wici [ A (k)5 AR )16TY 15(K') + A " (k)16 As (k)5 T 1 (k)
+A (R)s Ak )17 TE 7 (k') + A (k)17 As (K')sTY 17(R)" ]
1

ngu(kk/) = N

[ A (R)17 AR )oTg 17(K)" + A " (K)o A (k)17 Ty 17 (k)
+A (k)17 A(K 12Ty 17 (B)" + A " (k)1245 (K )17T55 17 (k) |,
z 1 * z * z *
g 0(2)1(kk/) = + Vi [ A (k)9 AR )17T5 17 (k') + A " (k)17 As (K)o T5 17 (k)
+ A (k)17 AR ) 17T5 (7 (k' — k) + A% (k)16 A(K') 16Ty 56 (K — k)],
1 . . .
I omez(kE) = + Wi [ A (R)12A(K )17T75 17 (k) + A " (k)17 As (k) 12775 17 (k)
+AL (k)17 AR ) 17Ty 5 17 (K —k)+ AL (k)16 A(K )16 Ty5 16 (K" — k)]
(13.25)

where A(k); is the ith element of the transformation matrix and Ag(k); is
defined as,

As(k); = —A(k); when ~ is 2nd-mode and 4 is B-site
A(k); otherwise .
(13.26)

The matrix elements of the transfer interactions in (8.10), between an A-site

and another A-site or between a B-site and another B-site, T, (k), are
expressed as follows,
T x \/g 7im T *
T 1,16("’) = TO(l)lx Cux2—y2(k) = 9 ti(pdo)e™" 2 = *T16,1(k) )
T T 1 —jkza x *
T 17(k) = T°o(1)1a cu2(k) = — B ti(pdo)e" = *T17,1(k) )
V3 _ikve .
T?{’),IG(k) = Tyo(l)zy Cua?—y? (k) = - 7 tll(pdg)e 2= _T1y6,5(k) y
1 _ikya X
T%17(k) =T ()2 cuse(B) = — 515/1 (pdo)e™" > =T 5(k)",
z9,17(k) = TZO(2)1Z Cuz? (k) = t/Z(pdo—)e_i k20.364c/2 — _Tf7,9*(k) ’

Tf2,17(k) = TzO(2)2z Cuz? (k) = té(pda)ez k:0.364c/2 _T1z7,1;(k) )
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Tg,zlfi(k) = T*Oz(Z)lz Cuz?—y? (k) = EIA1 e k<0.364c/2 — Tl*QZ:;G(k) )
T5ir(k) = T80 cun(k) = Ep, et M09 (k)
(13.27)

where ¢} (pdo) is the derivative of transfer integral between a Cu d orbital and
a neighbouring O p orbital. The transfer integral ¢;(pdo) have been defined
in Sect. 3.2. For the matrix elements between A-site and B-site, those are
expressed as

x x \/g ik’”a x *
1,16(k) = TO(I)la: cuxL;ﬂ(k) = 9 ti(PdU)e = _TIG,I(k) ,

1 kya .
Tz1,17(k) = Txou)lx Cuz? (k) = - ) ti(PdU)ez 2 = —Tf7,1(k) )
Tys,w(k) = Tyo(1)2y cux2_y2(k) - T ti(pdo)e’ ™ = _leﬁ,5(k) )

1 ke
T%17(k) = Ty cune (k) = =5 tilpdo)e™ = =T (k)"
Tz9,17(k> = TZO(Z)lm Cuz? (k) =0 T17 o (k)
le2,17(k) = TZO(2)2m cuz2 (k) =0 = _T17 12 (k) -

(13.28)

Appendix E. Repulsive Electron—Phonon Interaction
between Up- and Down-Spin Carriers
with Different Wave Function

As we mentioned in Chap. 8, the wave function for up-spin carriers is different
from that for down-spin carriers, which makes the electron—phonon coupling
constant for up-spin carriers different from that for down-spin carriers. Now
we will explain why V7 (k, k') is different from V) (K, k’). Any phonon mode
in the ordinary Brillouin zone develops two branches, as a result of folding
it into the AF Brillouin zone. One branch corresponds to “acoustic type
mode” in which the motion of the two neighbouring CuOg octahedra with
localized up- and down-spins is the same except for the phase factor exp(iq -
a), while the other corresponds to “optic type mode” in which the motion of
the two neighbouring CuOg octahedra is opposite except for the phase factor
exp(ig - a). If we denote the positions of two atoms in the [th AF unit cell
whose distance is separated by a, the translation vector from one Cu atom
to a neighbouring Cu atom, by R;,; and Ry, then Ry, = R, + a. The
displacement of the atom at R;,2, 0R;,2, is related to that at Ry, 0By,
as

dRy,2 = £exp(iqa)diRy, , (13.29)
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where the sign + and — correspond to “acoustic type phonon mode” and
“optic type phonon mode” respectively. Here it should be noted that a is a
non-primitive translation vector in the AF unit cell, though it is a primitive
translation vector in the ordinary unit cell. By using Bloch theorem, the wave
functions for up- and down-spin carriers are written as

U, (r) = exp(ikr)ug, (r) (13.30)
U, (r) = exp(ikr)ug, (r) (13.31)
where ug,(r) and ug (r) have the periodicity of the lattice of the AF unit
cell. In the present model, the effective Hamiltonian for up- and down-spin
carriers, Hemr(r) and Heg) (1), satisfy the relation Heg) (7 + a) = Hemt(r),

and ug, (r) and uy, (r) satisfy the relation:
ug, (r+a) =ug,(r). (13.32)

This leads to the relation

U (r + a) = exp(ika) ¥, (r) (13.33)

From (6.3), (13.29) and (13.33) it is clear that V" (k, k') and V" (k, k') satisfy
the following relation;

V) (k, k') = £ exp(iK - a)V] (k. k') , (13.34)

where K = k — k' — q and @ = (a,0,0). The vector K takes a value of
mQ, + nQy = (7/a,m/a,0)m+(—n/a,n/a,0)n, with m and n being integers.
And exp(iK -a) takes a value of +1 or —1, depending on whether a scattering
process is normal or umklapp.

For the electron—phonon interaction matrix element in the case of an
ordinary unit cell without the AF order, V7 (k, k), we have

~ ~ - 2
V) (h, KV} (ke —K) = |77 (K, K

(13.35)

and in this case the spectral function aZFTl(Q, 0,0') is always positive, i.e.,
attractive, for any combination of k and k’. In the case of the AF unit cell
which we are considering in this paper, however, we have

2
VY (k, K)V) (~k, —K') = £ exp(iK - a) ‘Vﬂ(la %)

(13.36)

and o®F;|(£2,0,0") changes its sign according to the sign of +exp(iK - a).

Appendix F. D-wave Component of a Spectral Function
and D-wave Superconductivity

In order to study the possibility of the occurrence of d-wave superconductiv-
ity, we have to solve the k-dependent Eliashberg equation. Let a set of func-
tions, F;(k)’s, be complete and orthonormal when integrated on the Fermi
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surfaces. It is clear that Fj(k)’s reflect the symmetry of the band structure.
In terms of this set of functions we can write

k)= Asw)F;(k) (13.37)
k) = XJ:ZJ(W)FJ(k) (13.38)
o Fi1(02,k, k) Za Fi100/(2)F;(k)Fy (K (13.39)
Q?Fp (02, k, k) jz;a Fy 170/ () Fs(k)Fy (K . (13.40)

With the use of these expansion coefficients of the gap function A(w, k), the
renormalization function Z(w, k) and the spectral functions o> Fy o (12, k, k'),
we obtain the following linearized Eliashberg equation for anisotropic super-
conductivity.

-2, w)]w*Z/ dw/ a0 "(”Z )) Q®Fpp (D I(w,w/,2)  (13.41)

[AW)Z(w)], = — Z/ dw/ a0 MaQF””,(Q)I(WM’,Q)AJ’(IWI)

(Er) w
(13.42)
where
by L= fW) fW')
I(w,w,!?)—w_g_w,+w+9_w/ (13.43)
flw) = 1 (13.44)

1+ exp(w’/kT)

Here p(w) is the renormalized density of states of the hole carrier at energy
w. As we have already noted in Chap. 6, the spectral function which appears
in the formula for the renormalization function (13.41), must be a2 Fyq 75/ (£2)
because this term contains the processes of virtual emissions and absorptions
of various modes of phonons by a single electron, while the spectral function
in (13.42) is &®F}7(£2), which contains scattering processes of a pair of
electrons from one pair state (k T, —k |) to a different state (k' T, —k" |).

From the two dimensional properties of LSCO, it seems to be an ade-
quate approximation to take cosnf’s as the complete and orthonormal set of
functions, F;(k)’s, where § = tan™!(k,/k;). Then the linearized Eliashberg
equation becomes,

- Zn (w)]wfz/ dw/ an ”(‘“Z )) Oy (D) I(w,w',2)  (13.45)

[ Z("-’ Z/ dw/ dn MQ2FTlnn/(Q)I(W,w/,Q)An,(/w/)

w
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where

Z Cr A, (w) cos(nh) (13.47)

Z(w,0,0") ZC Zn(w) cos(nh) (13.48)
A’ Fy((2,0,0') = chcn’a Fynn (2) cosnb cosnb’ . (13.49)

nn’

where C,, = 1/+/27 for n = 0 and C,, = 1//7 for n # 0. In Chap. 6 we have
calculated the spectral function and shown that among the components of the
spectral function, o2 Fyq,n (£2)’s and o Fy s (£2)’s, all terms are small and
negligible except for a?Fy19,0(£2) and a®Fy |2 2(82). Following the expressions
in Chap. 6, we include the normalization factor C), in the expressions of
a?F and for simplicity we use the notation azFT(?(Q) and %aQFT(f)(Q) for
a®Fr100(£2) and o?Fy22(£2) respectively. Hereafter we use this notation.
Then we obtain the following equation,

[17Z0(w)]w:/jo dw’/ooo 4 AZW) 2P (2)I(w,w', Q) (13.50)

p(EF)
* e BACH a2FP (0 o'
K@) =~ [ w [ ae P<pé§ )>> 12( >I(w7w,,Q)A2¢5/>
(13.51)

Note that the component of the spectral function which connects the s- and
d-wave symmetry, a?F}|2.0(§2), vanishes from C, symmetry, and that the d-

wave component of the spectral function aQFT(f) (£2) is large while the s-wave
component azFT(f)(Q) is negligibly small, as we have seen in Chap. 6. The d-

wave component o2 F. T(f) (£2) contributes to the formation of d-wave pairing as
is known from (13.51). These results establish the appearance of the d-wave
superconductivity in LSCO system.



14 Mechanism
of High Temperature Superconductivity

In this chapter we explain how superconductivity occurs within the frame-
work of the K-S model and clarify the key factors for determining the super-
conducting transition temperature T, [28].

After an instructive discussion, we show that a characteristic electronic
structure of the K-S model described in preceding chapters causes an anom-
alous effective electron—electron interaction between holes with different
spins. One can see that the effective pairing interaction caused from the
electron—phonon interaction on the K-S model becomes repulsive or attrac-
tive, in contrast to ordinary BCS cases in which the effective interaction
is always attractive. In the following section we consider a simplified model
derived from the electron—phonon interaction on the K-S model as an in-
structive method, and explain that d-wave symmetry is favored compared
with s-wave symmetry in some parameter range for the K-S model.

We then discuss the effect of a finite spin-correlation length in the under-
lying AF-localized spin system. The finite size of the AF-correlation length
observed in experiments suppresses the occurrence of superconductivity, and
hence the interplay between the strong electron—phonon interaction and the
local AF order in a finite size determines a superconducting transition tem-
perature.

Because the present system has strong electron—phonon interaction, we
have to go beyond the weak coupling calculation not to overestimate T.. For
this purpose, we employ a strong coupling treatment similar to McMillan’s
[197]. After the formalism is described briefly, we show the numerical results
for hole concentration z-dependences of T, and isotope effect « in the final
section.

Since a considerable part of this chapter is devoted to the description
of theoretical formulation, if readers have interests mainly in how the K-S
model heads to d-wave pairing and in the calculated results of T, and the
isotope effect o in LSCO as a function of hole-concentration x, we suggest
they read Sects. 14.1, 14.2 and 14.6.
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14.1 Introduction

One might consider that the electron—phonon interaction can explain the
high temperature superconductivity in the cuprates, like conventional super-
conducting systems. However a simple Cooper-pairing picture derived from
the traditional point of view can hardly explain the d-wave symmetry ob-
served in real cuprates since the Cooper pair interaction derived from the
electron—phonon interaction always favors the formation of the s-wave sym-
metry. As seen in the calculation of the momentum-dependent spectral func-
tion a?F;|(£2,60,6') in Chap. 13, however, in the K-S model the spatial dif-
ference of up- and down-spin wave functions due to the local AF order causes
the d-wave pairing even for the electron—phonon interaction. In this chapter
we will prove it rigorously.

Now let us describe why the traditional BCS pairing favors the s-wave
pairing. In a usual metal, the effective electron—electron interaction derived
from electron—phonon interaction is written as,

2wq

V(k,8) =g*(k,0)g(k,£) (14.1)

(Ek - 84)2 - wg ’
where, € is the kinetic energy of a carrier hole with momentum k. The
process mentioned above corresponds to the scattering of electrons with mo-
mentum k and —k to momentum £ and —£ by the virtual emission and
simultaneous absorption of a phonon with momentum q = £ — k, as illus-
trated in Fig. 14.1 (for the derivation of (14.1), see [60] for example). The
factors g(k,£) and g*(k,£) correspond to the emission and absorption of a
phonon, respectively. Since the term ¢*(k, £)g(k,£) is always positive, the
effective interaction between a Cooper pair with relative momenta 2k and
20, with k and £ both being near the Fermi surface, is always attractive. It
is readily understood from the BCS equation that no sign change in the gap
near the Fermi surface is favored. Thus the s-symmetry is realized.

t g

b )

Fig. 14.1. Schematic picture of the effective electron—electron interaction derived
from the electron—phonon interaction. The black circle represents the coupling con-
stant between up-spin particles and phonons while the white circle, down-spin par-
ticles
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14.2 Appearance
of Repulsive Phonon-Exchange Interaction
in the K—S Model

As described in the preceding section, the effective pairing interaction which is
derived from electron—phonon interaction has a factor which takes the form of
(absorption process of a phonon) x (emission process of a phonon). Because of
the time-reversal symmetry of a system, the former term (absorption process)
is generally the complex conjugate of the latter term (emission process).

From this fact it seems that the realization of d-wave pairing within the
electron—phonon interaction scheme is hopeless. But if we examine closely
how the coupling constant g of electron—phonon interaction was derived,
we see that the explicit form of electron wave function plays an important
role. Namely, if the spatial distributions of the wave function for up-spin
carrier and down-spin carrier differ, there is no need for the relation (ab-
sorption process)* = (emission process) to be satisfied for scattering inter-
actions of Cooper pairs. Indeed, for the electronic structure in the present
K-S model, we shall find that the (absorption process) term is not simply the
complex conjugate of the (emission process), but differs by a sign + accord-
ing to the momentum transfer gq. Once the relation (absorption process) * =
— (emission process) is established for a particular momentum transfer q,
then the effective interaction derived from this process gives rise to a re-
pulsive term, which favors the sign change of the gap function during the
scattering process caused by the virtual exchange of a particular momentum
q phonon mentioned above. This is the scenario of the present theory. In
the next subsection we derive the selection rule for what kind of exchange
process yields the minus factor. Then in the following section, we will show
that the interplay of such interaction and the Fermi surface structure of the
K-S model really favors the d-wave symmetry.

14.2.1 The Selection Rule

In this subsection we show that the electron—phonon coupling constant de-
pends on the spin of the carrier and the phonon momentum g within the
framework of the K-S model. In general, the electron—phonon interaction
comes from displacement of atoms from their equilibrium positions. It is well
known that the scattering of a hole-carrier due to the displacement of atoms
can generally be written as follows;

e K) = [ drog(ryvis (7)), (14.2)

where vg(7) denotes the scattering interaction term and v, ,(r) represents

the normalized Bloch wavefunction with wavenumber k(). Note that this
is the most general expression for electron—phonon interaction. By Bloch’s
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theorem, we can write vg(r) = €9 uq(r), with ug(r) having the periodicity

of a normal unit cell while ¢, ,(r) = eik! )"’¢k</)7a(r), where ¢, (r) has
the periodicity of an AF wunit cell. Then using the AF periodicity, we can
rewrite the integral (14.2) as follows.

gk, K)o =" /A dre'® "Ry (r — Ry (7 — Ro)tno(r — Ry)
R7L

= etk [ gy g, ()6 (r).
R, A 7

(14.3)

Here R,’s run through all the AF-unit-vectors and A denotes the inte-
gral over the AF-unit cell. The sum } 5 e!(k—K'+a) Rn vields the term
Ok—k/ , which means the conservation of pseudo-momentum with the
Q +q9 Q
AF-periodicity during scattering processes, where @Q’s represent the recipro-
cal vectors of the AF-periodicity. Then (14.3) becomes

k k/ Zék k'+q Q/ dre (k—k'+q)r ( )¢k o( )¢k7g(r). (144)

Now we show that the electron—phonon coupling constants g(k,k'); and
g(k,k'), are spin-dependent based on the K-S model. First, let us estab-
lish the relation between ¢ | () and ¢, 1 (7).

In the preceding chapter we obtained the following equality (see (13.33)
in Appendix E, Chap. 13) for the Bloch functions in the K-S model:

Uty —o (1) = €* oy L (r — ) . (14.5)
Hence we have
¢k<'>,_g(7') = ?bk(/),g(r —u) . (14.6)
Noticing that uq(r) has the periodicity of a normal unit cell, the integral for
the g(k,k')_, is now written as,

K)o =D dekraq [ are s )0, (r)o - (r)
= Z5kfk/+q Q
Q

X /A drei(k_kl'*'q)'ruq(r)qbz,’U(T — U1)Pk,o (T — U1)

= Z Okt pq @€' FH HD)m
Q

x/ dre!F=Fra)ry (p )0y o (1) Pk, (T)
A+uq

= !k R D g (g k), (14.7)
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Here, on going from the second row to the third row in (14.7), we have
changed an integral variable from 7 to r + w7 and have used the normal unit
cell periodicity for the function ug(r), where u; is a vector connecting with
Cu-O—Cu distance. On going from the third row to the last row in (14.7),
we have used the fact that integrals of periodic functions over the periodicity
are unique and do not depend on the choice of a region of periodicity.

From the pseudo-momentum conservation we obtain k — k' +q = K,
with K being a reciprocal vector in the AF Brillouin zone. That is, K =
(nw/a,mn/a), where n, m are integers which satisfy the condition n + m
being even. Since u; = (a,0), one can derive the following relation from
(14.7);

gk, k) —y = (~1)"g(k. K )y - (14.8)

Note that both n and m take even numbers or odd numbers at the same
time, so that (14.8) preserves the tetragonal symmetry. On the derivation of
(14.8), we have only used (14.6). Then one may wonder if the same conclusion
is drawn for systems with the normal periodicity by formally folding a system
to the AF-periodicity. Equation (14.8) itself surely holds for the system with
the normal periodicity. But from the pseudo-momentum conservation law,
we have

k-K+q=K. (14.9)

Thus no peculiar thing occurs in the case of the normal periodicity, pseudo-
momentum conservation requires that K'’s appearing in (14.9) must be the
reciprocal vectors of the normal periodicity. Hence the factor (—1)™ in (14.8)
is always equal to unity. On the other hand, (14.8) yields the non-trivial result
of having opposite sign between g(k,k’); and g(k,k’); for some k, k' and
q in any systems with AF-periodicity and the different spatial distributions
between up- and down-spin electrons, such as spin density wave (SDW) states.
But SDW states are of course insulating so that we do not have much interest
in the context of the superconductivity.

Based on the K-S model, we have shown that the electron-coupling con-
stants of different spin carriers can really differ by a sign, but there is still
an ambiguity for the expression of (14.8). The ambiguity comes from the
fact that k’s have the AF-periodicity, while g’s have the normal periodicity.
This ambiguity is taken away by requiring that k’s are confined to the first
AF-Brillouin zone (AF-BZ), while g’s are confined to the first Brillouin zone
of the normal periodicity (normal BZ). For the scattering from momentum
L-state to k-state, we have two kinds of process for the same phonon branch,
reflecting the fact that phonons have the normal unit cell periodicity while
carriers have the AF-unit cell periodicity.

In the two processes the pseudo-momenta k — £ + g differ from the zero
vector by the reciprocal lattice vector Q1 with Q1 = (7/a,7/a), £Q2 with
Q> = (—7/a,m/a) or £Q1 + Q> (or, equal to the zero vector). Then we have
sign change of the electron-phonon interaction g, (€, k) and g¢;(¥, k) which
occurs for the case where the difference of pseudo-momentum equals to =Q
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or £Q2. Because of the pillar-type structures of Fermi surfaces on the K-S
electronic model obtained in Chap. 11 (see Fig. 11.3, Fig. 11.4), in most of
scattering processes which are important for the formation of Cooper pairs,
the sign change occurs.

As seen from the figure, two processes corresponding to the same pseudo-
momentum transfer k—£ in the AF-periodicity always have different signs for
dominant interactions in Cooper pairing. For this sign change we can derive
a more simple rule from Fig. 14.2. Let us say that a wave vector belongs
to A-Brillouin zone when it can be placed in the first AF Brillouin zone
by the translation of AF-reciprocal lattice vector K = nQi + mQs with
n+m being an even number while it belongs to B-Brillouin zone when n+m
is an odd number. Then we see from the figure that for each momentum
transfer k — £, the momenta of phonons involved in the two processes may be
placed in the A- or the B-Brillouin zone. If we call the process with phonon
momentum in the A-Brillouin zone a “Normal ”-process N and the other
“Umklapp”-process U, we can say that the above two contributions create the
sign change in the electron—phonon interaction, such as g(k, £)on — g(k, £)ou
or g(k,€),u — g(k,£),n, which varies when £ changes with k being fixed.

B,
7B\, A N

: Al ‘

K normal BZ

Fig. 14.2. Schematic picture for the selection rule, where a scattering process from
the point A to B is chosen as an example. Note that there are two phonon processes
(dashed and dotted arrows) within the same phonon branch. Under the antiferro-
magnetic periodicity, B:1 and B2 points are equivalent to point B. Vectors Q1 and
Q1 — Q2 in the figure correspond to K vector in the text (see 14.9). As a conse-
quence, the scattering process represented by the dashed arrow gives an attractive
interaction while the dotted arrow yields a repulsive interaction in this case. Thus
there exist two contributions to the scattering A to B, which have different sign.
Competition between two processes A—B;—B and A—B2—DB determines the sign
of attractive or repulsive interaction. Note that if the momentum of phonon g, is
in the first AF-Brillouin zone, then the other g, is not
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Then we readily see from the figure that the effective interaction has a strong
£ dependence, leading to the sign change of the effective interaction.

14.2.2 Occurrence of the d-wave Symmetry

In this subsection we describe how the d,2_,2-symmetry pairing observed in
experiments [56, 59, 72, 75] occurs in the present model within the framework
of the weak coupling, i.e., within the second order perturbation theory. More
realistic strong coupling treatment will be given in the following section, but it
is instructive to understand the mechanism intuitively in the present section.
For readers who have interests in the calculated results of superconducting
properties in real cuprates and in the comparison between theoretical and
experimental results, they may jump to Sect. 14.6, by skipping from this
subsection to Sect. 14.5.

In the present model, we show that the occurrence of the d2_2-symmetry
pairing depends on two factors. One is the appearance of effective repulsive
interactions due to phonon-exchange as described in the preceding subsection
and the other is the characteristic shape of the Fermi-surface derived by
Kamimura and Ushio [112, 113], which consists of four sections of small,
elongated ellipsoidal form as illustrated in Fig. 11.3 in Chap. 11. We also
note that the van Hove singularity point is placed at the G; point (7/a,0),
where the bent parts of the Fermi surface have a large value of the partial
density of the states. As a result, scattering from these bent regions of the
Fermi surface to other bent regions, is a main contribution to the formation
of a Cooper pair. Then for the d,>_,»-wave pairing, the sign change of the
effective interaction V' (k,£) is favored depending on placements of the two
vectors such as shown in Fig. 14.3.

To see this, let us consider the following weak coupling-equation for the
k-dependent gap function A(k,T') at temperature T'.

Ak, T) ZV (k, ) Qg(g) tanh[BE(£)/ 2] , (14.10)
\/5 24 Ak, T)?, B=1/T.

Here, £(k) is the kinetic energy of a carrier hole with momentum k measured
from the chemical potential p and V(k,£) represents the effective interac-
tion. From Fig. 14.3 and (14.10) we easily see that if V(k,£) in Fig. 14.3 is
attractive and V(K', £) is repulsive, d,2_,2-gap is really favored.

Now let us investigate what kind of symmetry is favored by various types
of effective interactions V’s by simplified weak coupling model calculations.
The V(k, £) term and A(£€) term are of course continuous functions of £, but
for simplicity we smear out its momentum dependence by taking the sum
over the regions around the Fermi surface as shown in Fig. 14.4, i.e., we set



168

G

k'

14 Mechanism of High Temperature Superconductivity

G

Fig. 14.3. Schematic picture of scattering from £ to k' by the pairing interaction.
These two processes mainly contribute to the formation of the superconducting
gap. If the scattering from £ to k is attractive and the one £ to k' is repulsive, the
formation of the d,2_,2-gap is favored together with the sign change of d,2_,2-gap
symmetry. Amplitude and sign of the d,2_,2-gap function is shown schematically

G,
T, Y,
X, X,
o
- \
X3 X4
Y; Y,

Fig. 14.4. Intuitive illustration of the averaging of the pairing interaction described
in the text. For d,2_,2-symmetry, the gap function is positive in the dark-coloured
regions and negative in the light-coloured regions. Pair interaction is effective in
these thin ellipsoidal regions
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Am:/ dk Ak, T)/S
X1

A, = /Y dkA(k,T)/S
Vi = Z/ de dk;Vke)/52

Vo= Z/ dﬁ/ dkV (k,£)/S?, where, S is given as
— [y X

S:/ dEZ/df,
X; Y;

where the integral regions X;_4 and Y7 _4 are shown in the figure. The regions
X714 correspond to the parts of thin shells around the Fermi surface of
thickness 2w, (w, being the Debye frequency) defined by [£(k)| < w, where
the gap function takes a positive value, while Y;’s correspond to the part
where the gap is negative in the case of dz? — y?-symmetry. This means that
we reduce the problem to a problem of solving the averaged value of gap
amplitude by averaging the interactions. From the tetragonal symmetry of

the system we have,
A, = %A, . (14.11)

Here, the plus sign corresponds to s-symmetry, while the minus corresponds
to daz? — y?-symmetry. Simply writing the absolute values of A, and Ay as
A, now the gap equation is reduced to

1= —pF(vlivz)/ ag OB/ 2

0 B¢
E(§) = V& +A(T)?

where wy is the Debye frequency and p, is the density of the states at the
Fermi level. By introducing non-dimensional quantities

(14.12)

/\1 == —pF‘/l, )\2 = _pFVYQ, )\i = )\1 i)\g 5 (14.13)
Equation (14.12) becomes
tanh[BE(€)/ 2]
1=2X\ / de TS A 14.14

which coincides with the form of the ordinary BCS equation. Thus we can
immediately obtain the transition temperature 7, as follows

T = 113w e /A= (14.15)

where the sign + corresponds to s- or d-symmetry. Here we should stress that
the gap (14.14) has a solution only when AL > 0. This means that the overall
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interaction must be attractive. When both A and A_ take positive values,
the criterion of whether s- or d-gap occurs is given as follows. Namely, if
T.(H) >T.(7) is satisfied, we have the s-symmetry; if T,(f) <T.(7) is satisfied,
we have the d-symmetry.

As we have noted, the largest contributions for the formation of the gap
function comes from regions nearby the G; point at which the band disper-
sion takes the van-Hove singularity. Then the averaged interactions Vi o’s
are roughly estimated from values of V(k(),£)’s in Fig. 14.3. If the value
V(K',£)s in Fig. 14.3 is negative, i.e., the interaction is attractive, we have
V1 < 0, while if V' (k, £)’s is positive, i.e., repulsive interaction, we have Vo > 0.
Then we have

A1>0, A2 <0, (1416)
and as a result
Ao > A, A=A+ >0, (14.17)
so that
T > T (14.18)

This shows stability of d-symmetry compared with s-symmetry in the above
mentioned parameter region. In the present simplified model, clearly the Ay =
0 line corresponds to the boundary separating the regions where s-symmetry
or d-symmetry is preferred.

By directly solving the gap (14.10) numerically, we obtain essentially the
same result. The result of numerical calculations for the ground state is shown
in Fig. 14.5. In the numerical calculation we adopt a simplified form for the
effective interaction. That is,

V(’C,E) = —AN, or — AU . (1419)

non-super

& parameter range

for LSCO

Fig. 14.5. Numerical result for simplified pair interaction with coupling constants
Ax and Ay. Here, positive values of A’s correspond to attractive interactions
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Here, the selection of Ay or Ay depends on the momentum transfer ¢ = k—£.
Subscript N represents normal scattering and U represents Umklapp scatter-
ing in the AF Brillouin zone. Signs of A’s are given to coincide with the
conventional notation, i.e., a positive value of A corresponds to the attractive
interaction. From Fig. 14.5 we readily see that the result of the much sim-
plified treatment of (14.14) is reproduced. One exception is the occurrence
of strongly anisotropic s-wave solution (extended s-wave), which has almost
0-gap amplitude around A points (+7/a,+/a) [28].

In this way the problem of whether we can explain dgz_,2-symmetry
within the present model is reduced to calculating A’s from realistic electron—
phonon interaction model. The calculation has been done by Ushio and
Kamimura using a semi-empirical method developed by Motizuki et al. [198],
and they found that A; and Ao almost have the same magnitude with opposite
sign, where Ay is negative [112]. Thus we conclude that in the present model,
superconductivity with d2_,2-gap symmetry appears. As is well known, the
effective pairing interaction derived from the electron—phonon interaction in
conventional metallic systems is always attractive, the sign change of the ef-
fective interaction really reflects the unique feature of electronic states of the
K-S model.

As we have already mentioned, in the numerical calculation we used a
much simplified form for the effective interaction instead of the form derived
from the second order perturbation shown in (14.1). We did not use this in-
teraction in the present calculation because it is known that such a treatment
overestimates the Cooper pair coupling formation. A proper treatment should
include effects which tend to suppress superconductivity, and in general we
have to take account of the electron—phonon interaction up to the infinite
order of the perturbation expansion.

14.3 Suppression of Superconductivity by Finiteness
of the Anti-Ferromagnetic Correlation Length

So far we have investigated whether superconductivity occurs by the electron—
phonon interaction based on the K-S model. In the preceding section we
assumed the existence of static anti-ferromagnetic order, but in a realistic
system such a long-range static order is not observed, reflecting the low-
dimensionality of copper-oxide systems. Instead, the spin-correlation length
As is finite, and thus we have to consider the finite-size effect of a metallic
state due to the finite anti-ferromagnetic spin correlation length. This causes a
finite lifetime effect on a hole-carrier excitation. In addition to a finite lifetime
effect due to the inelastic interaction between quasi-particle excitations, a
quasi-particle excitation has a finite lifetime due to the dynamical 2D-AF
fluctuation in the localized spin system, as we described in detail in Fig. 11.2
in Sect. 11.2.
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14.3.1 Influence of the Lack of the Static, Long-Ranged AF-Order
on the Electronic Structure

As mentioned in Sect. 8.2.1, it is known from neutron scattering experi-
ments that two-dimensional anti-ferromagnetic correlation exists throughout
the carrier concentration region where the superconducting transition oc-
curs [159, 171, 199]. The result of neutron inelastic scattering experiments
indicates that each CuOs-layer consists of regions of average size Ag X Ag
within which the AF-order due to the localized spins exists. Boundaries of
AF-ordered regions are not of classical form and they fluctuate in the sense
of quantum mechanics. The scale of AF-ordered region Ag can be estimated
from neutron inelastic scattering experiments as an inverse of the half width
of the anti-ferromagnetic incommensurate peaks, which corresponds to the
AF-correlation length [37, 53, 142]. Because of the finiteness of AF-ordered
range, we can no longer consider that Bloch functions discussed in the pre-
ceding chapter are well defined over a whole CuOs-layer. However, we can
still draw a quasi-particle excitation picture by recognizing that the hole-
carrier excitation has a considerably long lifetime due to the fluctuation
of the AF-background even in low temperatures (see Fig. 11.2, Fig. 14.6).
Namely, the quasi-particle-excitation is well defined in one AF-ordered re-
gion in which a hole-carrier can move freely. In other words, it has a much
longer “mean free path” than the spin-correlation length, i.e., {5 > As. Then
letting v = ||vp||, vp = Vp&(k) be the velocity of the hole-carrier, the
lifetime 73, of the excitation is determined from the relation,

VTh = g(] . (1420)

In calculating T, of cuprates based on the K-S model, we have to take this
finite lifetime effect into account.

3Bl

g

Fig. 14.6. Schematic diagram of AF-fluctuation effect. A quasi-particle excitation
is well defined in the region of size £y X o
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14.3.2 Suppression of Superconductivity
Due to the Finite Lifetime Effect

Let us recall the form of the effective interaction derived from electron—
phonon interaction in (14.1). This term comes from a exchange process of
a virtual phonon, and it has retardation effect, i.e., the interaction is not
instantaneous. And without any disturbance, this virtual process is effective
to infinite time range. Namely, the interaction is attractive when the condi-
tion |e(k) — e(k')| < wq is satisfied and from the energy-time uncertainty this
means that the interaction which occurs in the time range T' > 7, = 1/wy,
is always attractive. But in the present model, because of the finite lifetime
effect mentioned in the preceding subsection, we no longer have effective
pairing interaction of infinite time range. That is, interaction of a time range
longer than 7,,, = {y/vr between two quasi-particles with the Fermi velocity
vr, is ineffective because of the finite correlation length of the localized AF-
spin system, causes changes of the electronic structure of hole-carrier states.
Hence two hole-carriers are not able to couple beyond the time 7, ..

Let us apply this finite lifetime effect. We require any virtual phonon
exchange process in the present model must be completed within the time
range At = 7,.. Then the gap (14.14) is rewritten as

1= /WD dgm}l[gé(f)m : (14.21)

“hr

where w,, = 1/ 7, represents the lower cut-off parameter which comes from
the finite lifetime effect, and for the T.-equation we have

1= A /wD dgtanh[gcg/z], where 8. = 1/T, . (14.22)

The velocity of a hole-carrier varies with its momentum, and the cut-off con-
stant w, . depends on the momentum of the hole-carrier in general. But what
we are studying now is the simplified (14.22), so we will treat w,, as a para-
meter and ignore its momentum dependence. In the numerical calculation we
have treated the velocity of hole-carriers to be a constant Fermi-velocity vy,
which is the averaged value of velocities over the Fermi surface for the hole
concentration z = 0.15, and we treated the mean free path of hole-carriers £
discussed in the preceding section as a parameter. Then w, ., which is given
by w,, = v/ o, was treated as a parameter in the calculation for Fig. 14.7.

The result of numerical calculations of (14.22) is given in Fig. 14.7. Here
the electron—phonon coupling constant A_ is also treated as a parameter. It is
seen from the figure that the rate of decrease of the transition temperature 7¢
with decreasing ¢, is slow when ¢, is large enough. Then when ¢, decreases
to a certain value (depending on the coupling constant A_) T. begins to
drop rapidly. The value of w,, at which T; vanishes is determined from the
following equation.

“hE
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Te (K) @, = 50meV
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Fig. 14.7. Calculated result of 7. for three values of electron—phonon coupling
constant A_ for simplified interaction with the finite AF-correlation length effect.
Loy gives the lower cut-off parameter w, . by w,, = v, /o (see the text)

1= /WD el [“’D} . (14.23)

Wyp g th

From this, we obtain

W, =wye VA (14.24)

The result is rather a trivial one. If the pairing coupling constant is small,
then Tt vanishes for a small w,., while in the A_ — oo limit, 7. does not
vanish unless w, , reaches w, [27].

14.4 Strong Coupling Treatment
of Conventional Superconducting System

In this section we describe briefly the Green’s function method which is used
for conventional strong coupling systems (for detailed treatment, see [200,
201]). As is well known, this method enables us to calculate various physical
quantities without calculating eigenfunctions of the system: We can compute
physical quantities including the effect of interaction Hamiltonian up to the
infinite order of perturbation, without dropping the most important parts
of perturbation series. First, we discuss the Green’s function method in the
normal state of a usual metallic system. Then we show how the method is
applied to a conventional superconducting system.

14.4.1 Green’s Function Method in the Normal State

In the Heisenberg picture, the one-body Green’s function of a carrier system
is defined as
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—i L Yo (x, )} (2/,0) > ift >0

G(m,m',t)_{ i < @ O (e t) > <0 (14.25)

where, 1, (x, t) is the field operator of the spin o carrier system and < - => de-
notes the thermal average, namely, <As>=Tr{Ae #(H=1N)} /Tp{e=AH-1N)Y,
Here, we used the grand-canonical ensemble of the system for convenience.
We also introduce the non-perturbed Green’s function Gy by

i< 1/)H0(ac t)wHO(:c 0)> ift>0

S 1/}Ho (x,0)m, (x,t) > ift<0 (14.26)

Go(z,x' 1) —{

where Hy is the Hamiltonian for the free carrier system and vy, (x,t) means
that the field operator is evolving by the non-perturbed Hy. We dropped
spin indices just for simplicity. Then the equation for G (the Feynman—Dyson
equation) in the normal state is given as

G(z,x' t) = Go(z,x’, 1)

////Gw ZTa,t — tg)dtadas

XE(:I:l, :c2,t2 — tl)dtld.’BlGo(ﬁcl,:]},,tl) y
(14.27)

where the Y-term represents the so-called irreducible self-energy part. Once
the X-term is known, it is quite easy to determine G. To understand this,
let us express the above equation in the (w, k) space, i.e., the Fourier trans-
formed space. Then the equation is written as,

G(w, k) = Go(w, k) + Go(w, k) X (w, k)G(w, k) (14.28)

By dividing both sides of the equation by G(w,k)Go(w, k), the equation

reduces to
1 1

Glw, k) Golw k)

so that computing the X (w, k) term becomes a main task in this formalism.
The irreducible self energy part X'(k,w) is formally written as perturbation
expansion by the interaction Hamiltonian. Every term in this expansion series
has one-to-one correspondence to graphical representation, well known as
Feynman graphs, and with the aid of Feynman graph expansion, we can
discuss the Feynman—Dyson equation more intuitively (see Fig. 14.8). The
wavy line contained in each graph represents the phonon Green’s function
D(zx,x’,t) which is defined as

Z(w, k), (14.29)

—; o, (x',0) >  ift>0
b rpy o i <en (=, o(Z7, : 14.
a®,@1) { § < o (@ Opmy (@) > itr<o (1430

where ¢4 (x,t) is the phonon’s field operator in Heisenberg picture and «
denotes the phonon branch. We have to construct the Feynman equation for
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Fig. 14.8. The Feynman diagram for the carrier system. The thick line represents
the complete Green’s function and the thin line denotes the non-perturbed Green’s
function, while the wavy line represents the phonon Green’s function
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Fig. 14.9. (a) The Feynman diagram for the phonon system. (b) The bubble
diagram

phonons as well as that of hole carriers. It is known that in the Feynman
equation for phonons, the processes expressed in Fig. 14.9(a) have the most
important contributions to the perturbation expansions. So we just omit other
diagrams. Then the Feynman equation in the Fourier transformed space is

reduced to
1 1

D(w.k) ~ Do(w,k)

— ¢*Iy(w, k), (14.31)

where g is the electron—phonon coupling constant and Dy(w, q) is the non-
perturbed phonon Green’s function, and ITy(w, k), the so called bubble dia-
gram expressed in Fig. 14.9(b), is defined as

dq

o(w, k) = —2i/ s /%G(w’,q)G(w+w’,k+q). (14.32)
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Here, D denotes the dimension of the system. Thus in the case of high-
temperature superconductivity, we set D = 2.

It is known that the ITo(w, k)-term contributes to a shift of phonon fre-
quency and introduces finite lifetime for a phonon excitation. The former
effect can dramatically change the phonon’s real Green’s function from the
non-perturbed one, which appears in the case of charge density wave (CDW)
instability, known as the Kohn anomaly. On the other hand, the latter effect is
generally harmless in the present treatment. Since experimental results show
that there is no CDW instability except for the very special value of hole
concentration ratio x = 0.125, for simplicity we omit not only finite lifetime
effects but also treat phonon dispersions as renormalized in the following nu-
merical calculation, i.e., the effects of shift of phonon frequencies are already
included in the expression of dispersion relations. We note that this method
is widely used in past theoretical studies for strong-coupled superconductors
[197, 201]. Then within the present approximation, the perturbed phonon
Green’s functions have the same form as the non-perturbed ones.

Let us return to the carrier system. Graphically, the irreducible self-energy
term X' is expressed by all the graphs, each of which represents consequent
virtual emission and absorption of phonons. But such graphs that are uncon-
nected or can be separated into two parts by cutting the graph at a point
on a line which represents carrier’s Green’s function must be omitted. These
properties are the reason we call the term irreducible (see Fig. 14.10). Intro-
ducing just one more term called the irreducible vertex part I', we can then
rewrite the irreducible self energy term in terms of the carrier and phonon
Green’s functions and the irreducible vertex part as follows.

A

(a)

AT

(b)

(a) (b)

Fig. 14.10. (a) Graphical explanation of the irreducible self energy part and the
irreducible vertex part and (b) reducible parts. If we cut the graphs of (b) at points
marked by crosses, these graphs become unconnected
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(14.33)
where g, , is the coupling constant of electron-phonon interaction. As seen
from Fig. 14.10(b), the irreducible vertex part is regarded as the completely
dressed interaction term. The above expression means that the irreducible
self-energy term X' (w, k), which includes all the effects of the electron—phonon
interaction, is given by the same form as that of the second order perturbation
theory, if we use the complete Green’s function G instead of the bare Green’s
function G and use the completely dressed interaction I instead of the bare
interaction go,q appearing in the formula of the second order perturbation
theory.

Now we can proceed to the next step. In almost any case we cannot solve
the Feynman equation rigorously, so we must make some approximations to
the equation. As for electron—phonon coupled system, there is a crude but
efficient approximation first pointed out by Migdal [202]. That is, use the bare
electron—phonon interaction g, 4 instead of the vertex part I'(w’,q) in the
equation for the self energy part just described above. This approximation is
justified under certain kinds of conditions: 1. Phonon momentum q should not
be small. 2. The Fermi surface should not be small. Clearly, the contribution
of phonon modes with small momentum q ¢s small compared with all the
contributions, so that we do not have to worry about the first condition.
But the second condition seems really annoying if we want to apply Migdal’s
approximation to the K-S model, since the Fermi surface shown in Chap. 11
is indeed small in usual sense. Ushio and Kamimura have derived this small
surface by assuming the existence of static AF-structure, but as we mentioned
in this chapter, in a real system the AF-structure is fluctuating dynamically
and it has only finite correlation length. This fact means that, though the
Fermi surfaces in the K-S model are small geometrically, it is large in the sense
of electron—phonon interaction because for the phonon scattering processes,
the wave vectors of hole-carriers must be confined in the first Brillouin zone,
as we have seen in Chap. 11. Thus Migdal’s treatment is valid for the present
case.

Adopting Migdal’s approximation, the Feynman equation is now reduced
to the following equation

dq dw’ |
Y(w, k) suma/w/%gmqDa(w’,q)gqu(w(,,_/,k;q). (14.34)

Note that the Green’s function in the right hand side of the equation contains
the self-energy part implicitly through (14.29), so that the above equation
should be solved self-consistently. This fact means that the equation includes
an infinite order of perturbations, if not all of them.



14.4 Strong Coupling Treatment of Conventional Superconducting System 179

14.4.2 Application of the Green’s Function Method
to a Superconducting State

So far we have discussed the Green’s function method in the normal state of
a usual metallic system. Now we apply the Green’s function method to the
superconducting state first derived by Eliashberg [203]. First, we introduce
the anomalous Green’s function F'(x,x’,t) [204] by

—i < Py(z, ) (2',0) > ift>0

F(@,a',t) = { i << (@,0)(m,t) > ift<0. (14.35)

Then the equation for the superconducting state is written in terms of G,
and F in a compact form as first derived by Nambu [205]. Since the Nambu
notation is purely a mathematical one, in the present chapter we describe
the method just briefly and we leave the detailed discussion to the references
already mentioned ([200, 201]). In the Fourier transformed-space, the Green’s
function for momentum k frequency w and spin T and its complex conjugate
for momentum —k frequency w and spin | together with the anomalous
Green’s function (and its complex conjugate) form a single 2 X 2 matrix-
formed Green’s function G as follows.

Gw, k) Flo, k:)) .

G(w, k) = (F*(w,k) Gl k) (14.36)

Then, introducing the matrix-formed self-energy part X(w, k), the follow-
ing relation holds as in the case of normal state (c.f. (14.29)),

G Hw,k) =Gyl (w, k) — Z(w, k), (14.37)

where A~! denotes the inverse of matrix A, and Go(w, k) represents the
non-interacting Green’s function, i.e.,

Go(w, k) = <G°(6”k) G’g(g,k)) . (14.38)

It is well known that any 2 x 2 matrix is always written as a linear superpo-
sition of the unit matrix 79 = I and the Pauli matrices 7;, i = 1 — 3. Explicit
forms of 7 matrices are given by

10 01 0—1 10
7'0:(01), 7'12(10>7 T2:<i O), T3=(0_1> . (1439)

Using this notation, the matrix-formed self-energy term X'(w, k) appearing
in (14.37) can generally be written as

Y(w, k) =w(l - Z(w, k)10 + x(w, k)3 + ¢1(w, k)11 + d2(w, k)12, (14.40)

where 79 denotes the unit matrix and functions Z, x, ¢1 and ¢ can be
arbitrary functions of k and w at this stage. From this point of view, solving
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the Feynman—Dyson equation is the same as determining the form of four
functions Z, x, ¢1 and ¢o. The form of the coefficient of the unit matrix
To given in the above equation is for later convenience; we could have just
written the coefficient of 7 such as X (w, k). Since X (w, k) is known to be
the odd function of w from general argument, Z(w, k) is the even function of
w, where Z =1 corresponds to the non-perturbed case. Note that X' = 0 in
the non-perturbed case.

The factor Z in (14.40) is called the renormalization factor, and it is
known to lower the transition temperature, and it does not appear in the
second-order perturbation theory. This is the main reason we have adopted
the Green’s function method. Without the renormalization factor Z, there
arises a risk of overestimating T, which we must avoid. Other functions ¥,
¢1 and ¢2 have physical significance too. Roughly speaking, x corresponds
to the Hatree—Fock term in the second order perturbation theory, and in the
later calculations we neglect it since we can include this effect in one-electron
energy dispersion and it does not affect the superconductivity of the sys-
tem. ¢ and ¢o correspond to the gap function of the superconductor. More
precisely the function A(w, k) = \/(¢1(w, k) /Z(w, k)% + (2 (w, k) /Z(w, k))?
corresponds to the frequency-dependent gap function of the system (for ex-
ample, see [200]). And we also note here that the gauge invariance of the
present system enables us to set ¢ = 0. Namely, the total Hamiltonian of
the system does not change under the gauge transformation 7'(6),

H=T@O)HT®), (14.41)

where T'(8) = exp[ifT3] is the (global) gauge transformation. Then if X (w, k)
gives the irreducible self energy of the system, T'(0)X(w, k)T(6)! can also
be the solution of the Feynman—Dyson equation and we can eliminate the
To-term in X(w, k) from any solution by choosing the appropriate value of 6.
So hereafter let us consider the self energy term which has no mo-term. Then
the self-energy part is determined from the Feynman equation as in the case
of normal state, and it is given as follows.

X(w, k) :Z/(Qd;;D/du)/g(a,q)*TgDa(w',q)G(w—w’,k—q)g(mq)Tg.

27

(14.42)
Here, D,, is the phonon Green’s function for the phonon mode « as before, and
the Migdal’s approximation has already been made in deriving the (14.42).
That is, in the present treatment the irreducible vertex part is simply sub-
stituted by the bare vertex term g(«, g)73 instead of the complete one. The
Green’s function in the right hand side of (14.42) depends on the self-energy
part X through (14.37), and hence basically, we are able to solve the equation
for X in (14.42) self-consistently, once the phonon Green’s functions D, and
the electron—phonon coupling constants g,,q are given.
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14.4.3 Inclusion of Coulomb Repulsion

So far we have not discussed the effect of Coulomb repulsion between hole-
carriers, which of course must be included in the calculation of Tt.. The bare
Coulomb interaction is instantaneous and long-ranged, but after we take into
account the screening effect it is no more instantaneous nor long-ranged.
Inclusion of Coulomb interaction has a long history for conventional super-
conducting metals (see [201], for example). Most of them are based on the
free electron model, with sufficiently large electron density, either of which of
course does not hold in the present case, where the electronic structure has
a highly tight binding character with low carrier density. But because of this
fact we can get rid of the somewhat complicated arguments made in refer-
ences mentioned above. Using the tight-binding structure from the beginning
means that much of the Coulomb interaction is already included in the deter-
mination of many-body-effect including band structures in the K-S model.
That is, in the K-S model hole-carriers with up and down spins occupy dif-
ferent orbitals of aj, and bjg symmetry inside the same CuOg octahedron.
Further, owing to the low density of hole-carriers, two hole-carriers with oppo-
site spins are well separated. In fact, the results of the exact-diagonalization
study of the K-S model described in Chap. 9 has shown that the calculated
radial distribution function reveal the highest probability when two holes are
separated by 8.7 A, which is close to the experimental results on the coher-
ent length of a Cooper pair. Thus we conclude that the Coulomb interaction
is small enough in the electronic states of the K-S model, and hence we
can reasonably neglect the Coulomb repulsion parameter p. in the present
calculation.

14.4.4 T.-Equation in the Strong Coupling Model

An application of the Green’s function method in conventional supercon-
ductors was first discussed in detail by McMillan [197]. In his treatment he
reduced the Feynman equation (14.42) with four variables w and k to the
equation with one variable w. We will follow his argument but there is one
important difference in the present treatment. In other words, we have to treat
d-wave symmetry instead of s-wave symmetry, which McMillan had consid-
ered. It appears that the extension of McMillan’s treatment to the (14.42)
for arbitrary temperature is difficult but applicable to the T.-equation, as
we shall discuss in the following. Thus we concentrate on the application of
McMillan’s method to the T.-equation. In the following, we derive the general
form of a T.-determining equation first.

If the temperature T included implicitly in (14.42) is close enough to the
superconducting transition temperature T¢, then the amplitude of anomalous
Green’s function F(w, k) is small. In the limit T —7T¢, the equation is reduced
to the linear equation with respect to the anomalous Green’s function, which
corresponds to the off-diagonal part of the matrix-formed Green’s function
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G. The linearized equation is then given as follows. We first write the form
of the self-energy part X

Y(w,k)=w(l—Z(w, k)0 — xX(w, k)13 — dp(w, k)71 , (14.43)

where §¢ is infinitesimal quantity around 7' ~T; and since x and Z functions
are continuous function of temperature T, they can be set to those of T.T.
From (14.37), we have

G(w,k) = (Gy ' (w, k) — Z(w, k). (14.44)

Recalling the form of the non-perturbed Green’s function Gy in (14.38) and
the from of the self-energy part X in (14.43), the linearized Green’s function
G! (w, k) which have §¢ function up to the first order is easily obtained as

w, k)70 + (§ + x(w, k)73 4 do(w, k)T
wzzQ(ka) - (£k+X(ka))2+i5 ’

Gl(w k) = 22 (14.45)

where ¢ denotes a positive infinitesimal. Then the linearized Feynman—Dyson
equation becomes

dq dw’ 1 2 ’ 1 ’
X = —_— Na*F (S D(w — L0 .
(w, k) / om)D / o7 b dRa*F(2,k, ) D(w — W', 2) 713G (W', £) T3
(14.46)

Here p, denotes the density of states of the carrier system at the Fermi level,
and the o? F-term in the above equation comes from all the contributions of
the phonon modes, and is defined as

QPP (2,k,0) = p, Y 0(2 — wa(k — £))g5(k, £)ga (k. £) , (14.47)

where p, denotes the density of the states at the Fermi level. As we have
seen, the electron—phonon coupling constant g depends on the spin of the
hole-carrier in the K-S model. At present, we neglect that fact for simplicity.
After the final form of the T, equation is obtained, we give the prescription
for the spin-dependent case. If one wishes to treat the problem properly,
an interaction term proportional to the unit matrix 7y also appears. The
coefficient corresponds to the case g = —g1, and the proper treatment leads
us to precisely the same form of T,-equation we give in the following.

Now let us proceed. The function D(w, §2) in (14.46) has the same form
as the Green’s function of phonon with frequency f2. It is easy to see that
the delta function in the definition of the a? F-term reproduces (14.42), when
a’F(02,k,£) is integrated over (2.

Following McMillan, we change the integral variables for the £ integration.
First, we consider the x(w, £) part. It is known that in general this term does
not have remarkable w-dependence. Therefore, comparing the coefficient of
the 73-term for the bare Green’s function with that of the complete Green’s



14.5 Application of McMillan’s Method to the K-S Model 183

function, we understand the effect of x-term as a deviation of the carrier-
energy-dispersion from the bare one. (Change of {(k) to {(k) + x(*, k).) We
include this effect in the dispersion relation from the beginning; we need
not consider the x-term anymore. Hereafter we denote (k) the renormalized
carrier hole energy measured from the chemical potential. Then the volume
element d€/(2m)P can be written as p(€)dédS(€), where p(€) denotes the
density of the states over an equal-energy surface defined by £(£) = &, and
dS(€) is an area element on this surface. As a result (14.46) is now expressed
by changing of variables described above as follows.

w(l—Z(w,& k) 0—5¢>(w£k)ﬁ

- [ dg"” / 5(0) [ aga*F(2.6 kg0

o ( 35/7 )TO +6¢(w;£/7£)7-1
XD(W w ’Q)T3 w’QZQ(w’,f’,E) —§/2+i5

73 . (14.48)

For the case of an isotropic s-wave which McMillan had treated, the &'-
integration in (14.48) can be made analytically with several assumptions. In
the present K-S model we have d-wave symmetry which is of course highly
anisotropic and we cannot ignore £-dependence appearing in the right-hand
side of (14.48). Hence we have to modify somewhat the original McMillan’s
treatment. We shall discuss this in the following section.

14.5 Application of McMillan’s Method
to the K—S Model

In order to apply McMillan’s method to highly anisotropic cases, follow-
ing Allen [201, 206], we introduce a set of basis functions {f,(¢, k), n =

2,---, &(k) = &} that are orthogonal and complete on the equal energy
surface £(k) = € in the sense

Lo 6 R (E RIASE) = b0 (14.49)
D (& k) ful€,8) = Se(k — £) . (14.50)

Here the subscript attached to the delta function means that it is the delta
function for the equal energy surface. Allen [206] introduced these functions
in analogy with spherical harmonics Yy, (£)/(47)'/?, and called them “Fermi
surface harmonics”. But we note here that there is no need to require that
functions f,(£,£), n = 1,2,--- satisfy some special kind of condition com-
ing from the geometric structure of equal energy surfaces, e.g., to be the
eigenfunctions of the Laplace-Beltrami operator on an equal energy sur-
faces £(£) = £. We just need the ortho-normality of the set of functions



184 14 Mechanism of High Temperature Superconductivity

{fn(&,€), n=1,2,---}. Now the terms appearing in (14.46) can be expanded
by fn’s using the orthonormal relation (14.49) and (14.50). Namely,

Z(w, & ZE w, &) fn(£,0) (14.51)
Z(w, &£ ZZ W, &) fn(£,0) (14.52)
3w, £(£) Xﬁmwsn@@ (14.53)

1 1
F(02,0,q) = Zaan’m(ng5/)f§(§»€)fm(£’,q’) (14.55)

Now (14.46) is written as follows.

X5 e

X / dRa?Fy, 1 (2,6,8)D(w — W', Q)G (W, )3,

(14.56)
(OJ g) = (/.)(50” - Z (w7§))7—0 - 6¢n(w7§)7—1 ) (1457)
m(@', &) = ZD & )midw' Z;(&, €)7o — 665(w,€)m ),
1
X (w’2Z(w/,§/)2 _ 5/2 + Z(g>k
(14.58)
Here, Dy i’s are the constants which are defined as

Fi (€. €) fr(€.€) Zijkfm £,8) (14.59)

and we took fy to be constant on each equal energy surface, i.e., totally
isotropic function with respect to the shape of equal energy surface £(£) = €.

Equation (14.58) is now linearized in terms of the pair function d¢, but
it still has complicated form which clearly comes from f,,-expansion. If the
renormalization factor Z(w, £(£)) is totally isotropic, i.e., if it does not depend
on points on the surface £ = £(€) then the equation is reduced to a simple
form as we shall see in the following and we adopt this assumption. As we
have mentioned, we can take any set of functions {f,} as long as f,,’s satisfy
(14.49) and (14.50). The main assumption here is that the Z-term is totally
isotropic in terms of the equal-energy surface. Then, as we mentioned, if we
take fo = k to be constant on the same surface we have
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Z(w,&(8) = kZo(w, &) , (14.60)

with fo being constant on & = £(€). Then the function 1/(w?Z(w,£(£))? —
£(€)% + id) appearing in (14.54) is also totally isotropic so that it is also
proportional to fy, i.e.,

1 1
= 14.61
e s (wmeerern), 10
Then (14.58) becomes
!/ !/
ZD & )mjo{w’ % 5070 — 0¢;(w’, &) 71}
1 1
— . 14.62
X RWw?2Z2(w € —E2 + i (14.62)
By the definition of D(€), i in (14.59) we readily see
Dpjo = KOmy - (14.63)
Now (14.62) becomes
U1 ey Z(W'E) _ 1ot 1
G ( 75)_{"‘) K dmoTo 6¢m(w’5)Tl}WIQZQ(w/,£/)7€/2+7:5 :
(14.64)

Inserting the above expression for Gin appearing in (14.56) we finally have
the equation,

o(w,6) = Z/ /dé’p ) [a00F, (2.6.6)D0 - . 2)

xAw'Z(W', € )0mo) I — 6 (W', €)1}

1
w/2z(w/7 f/)g _ 5,2 + ’L.(S’ (1465)
= w(l = Z(w,8)dnol —6¢n(w, )71, (14.66)

which corresponds to anisotropic version of McMillan’s equation. Since it is
known that the w-dependence of the Z-term, particularly its value at w = 0,
has the most important effect on suppression of superconductivity [197], the
above mentioned approximation to ignore the k-dependence of the Z-term
makes sense and hereafter we will concentrate on solving (14.65).

Now the form of (14.65) allows us to follow McMillan’s method, that
is to perform the &’-integral first and reduce the problem of solving a one
variable w-dependent equation. On performing the ¢’-integral in (14.65), we
use the fact that, in general, the o F-term in (14.65) does not have significant
£, &-dependence so that we can set the a® F-term to be constant as regards to
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variables € and &’. This means that the left hand side of (14.65) has no longer
¢-dependence. That is, both the Z-term and §¢ are no longer ¢é-dependent.
We also ignore the w-dependence of the Z-term. It is an even function of w
and has its largest value at w = 0, and in the limit w — oo it approaches
unity (for example, see [207]). So, substituting Z(w) by Z(0) nearby w ~ 0
does not affect the result much. When w > 0, other terms appearing in the
right hand side of (14.65) become very small so that even in the region w > 0
where Z(w) and Z(0) should differ, the substitution Z(0) — Z(w) to all w-
interval is not expected to change the quantitative results of (14.65). (For
similar kinds of treatments, see [208], for example.)

Then the left hand side of (14.65) now depends only on w and the &'-
integral of the right hand side can be done analytically just the same as
McMillan’s treatment and given as

(14.67)
Here the function I(w, £2,w’) is defined by

n_ N@2)+1-f(W) | N2+ fw)
Tw, 2,0 = wHid - —-w  wHid+ 2 -’

(14.68)

where N(§2) denotes Bose distribution function N(£2) = 1/(e?# — 1) and
f(w’) denotes the Fermi distribution function f(w’) = 1/(1+e+"). Since we
are now considering the T, equation, we set 3. = 1/T in the above expression.
The derivation of (14.67) from (14.65) by &'-integral is a purely mathematical
one, and it is the same for conventional strong-coupling treatments. (For
details, see [201], Sect. 12. As seen from the reference, we need one more
mathematical step for the derivation of (14.67) from (14.65), namely the
spectral representation of the G'-term. Then the origin of the temperature-
dependent term I in (14.67) becomes clear.)

Now we divide the gap equation into two parts. One for the determination
of the renormalized factor Z(0) and the other for the determination of the
infinitesimal gap function d¢,,. Namely,

(1-2(0))w = Z/dw'm /anQFO,m(Q)I(w, Q,w')ﬁi , (14.69)

S (w Z/d P20 /dQ 2 ()T (w,Q,w’)%.

(14.70)

As we have mentioned, we can adopt any kind of basis function set f, as
long as it satisfies the ortho-normal condition, and we have already set fy
to be the totally isotropic function, i.e., to be constant on each equal energy
surface £(£) = £. Now, as for fo, we assume that it is proportional to d¢(£),
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which has d-symmetry and is of course orthogonal to fy. (f1 corresponds
to p-symmetric function which is out of scope in the present book). Then
(14.69)—(14.70) are written as

(Z(0)w')

(1-Z(0)w = /dw/p ) /anszo(Q)I(u}, Q,w/)r::', (14.71)
Z(0)6 As(w) = / dw’p(ZsM / 4202 Fya () (w, Q,W')Mﬁﬁ“")
(14.72)

Here the superconducting gap function A is defined as A = ¢/Z. (Remark:
This definition is valid to all temperature 7" <7, and it is known that the
energy of a hole-carrier excitation is given as F(k) = \/£(k)? + A(k)2.)
Lastly, let us remember the two effects unique to the K-S model: (1) the
electron—phonon coupling constant depends on spin, and (2) the electron—
phonon interaction is ineffective for frequencies lower than w,,. The a®Fp
in (14.71) comes from the exchange processes by the same hole carrier while
a?Fy 5 represents the effect of phonon exchange between carriers with differ-
ent spins. To show the spin-dependencies, let us write the o? F-terms explic-
itly with spin indices, which appear through w, .. As for the effect of w,,,
we insert w?/(w'? + w? ) in (14.71) and (14.72) instead of the simple cut-off
which we introduced in the preceding chapter to avoid undesirable singular
behaviour caused by the step function cut-off in the refined strong coupling
treatment. Then the final form of the T.-equation for the K-S model is

(1-Z(0)w = / dw’w/zw/ p(Z(0))

twi Pe
CL)/
></an2F07J7Q,O(Q)I(w,Q,w’)m ,
(14.73)
12 /
_ ,w? p(Z(0)w)
Z(0)0Ag(w) = /dw R
!
></dQOﬂFmLQ’Q(Q)I(w,Q,wl)(mf(/(r).
w
(14.74)

14.6 Calculated Results

of the Superconducting Transition Temperature
and the Isotope Effects

14.6.1 Introduction

In solving (14.73) and (14.74), we make further approximations. First, even
for high-T, systems, T is low enough compared with typical phonon frequency
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such as the Debye frequency w, i.e., w, > T,. Thus we neglect the Bose
function N(£2) which appeared in the expression of the I-function in (14.68).
We also adopt the same approximation method as that treated by McMillan
in [197]. Then, defining the non-dimensional coupling constant Aq and non-
dimensional self-energy interaction constant \g, respectively, by

A’ Fp,12(02)
A = /omT , (14.75)
and
QQFO',U:O,O(Q)

we finally obtain the following equations to calculate T, which we call the
“Te.-equation”:

Lo [P e ZO0) o ZO)] (21
0 w

+ w2, Pe 2w’ ’
(14.77)
e 12(0)) + p(—w' Z(0
20— [ IO IO oy
T, a @+ )
(14.78)

where p(w) is the energy-dependent density of states, w,, the Debye frequency

of the system and
/ Ad

-~ Z(0)
From the definition of Z-term by (14.78), Z(0) is always larger than unity
and therefore it is readily known that the effective coupling constant A’ be-
comes smaller than the “bare” coupling constant Aq. In numerical calculations
we adopt o F({2)-functions calculated numerically by Ushio and Kamimura
[112] for LSCO, which was given in Fig. 13.15 in Sect. 13.3. As for the spatial
dependence of the gap function § Ay (w, k) in the k-space, we have set

(14.79)

0A(w, k) = 6Ap(w) cos[20(k)] , (14.80)

where 0(k) is an angle between k and the z-axis. This is equivalent to setting
the function f5, which appeared in the preceding section, as

Fok) = Kz cos[20(k)] , (14.81)

where £ is a normalization factor. Then, reexpressing the a?F} .0 2(£2) in
1(1t4.g5) by aF\7(£2) in (13.23) in Chap. 13, o®F(})(£2) in (14.75) is calcu-
ated as
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Q?FP(92) = / / LAk Fy | (2,€,k) f2(£) fo(k) . (14.82)
£(€)=0 J£(k)=0

Here we use the wave-vectors £ and k instead of § and 6’ in (13.23) and neglect
the &-dependence of the o F since it is a slowly varying function of £, one-
electron energy measured from the Fermi energy. As for the Debye frequency
we put hw, = 50 meV, and for the non-dimensional coupling constant Aq,
we have obtained the value of \q = 1.96 [28, 112] in (13.24) in Chap. 13.

In the preceding chapter we treated w,, to be directly derived from the
AF-correlation of the system, i.e., w, . = v, /lo, where {; is an average length
of a metallic region, which is much longer than the spin-correlation length in
the local AF order \g, due to the AF-fluctuation, as we described in detail in
Fig. 11.2 in Chap. 11. In other words, if a “boundary” between two “distinct”
AF-regions are static, then £y, becomes equal to A4, but in the present spin-
fluctuating system in the 2D Heisenberg AF spin system, the fluctuation
is dynamic, and so we do not have distinct boundaries. Itinerancy of a hole-
carrier in the K-S model is acquired by taking an alternate multiplet structure
of 1Ay, and 3B, from site to site without destroying the underlying AF-
order. Since this physical picture is a quantum-mechanical one, in general a
hole-carrier can itinerate over a distance much longer than A, itself. At the
present, we do not have the relation between £g and As. Thus in the present
numerical calculations, we treat the mean free path of a hole-carrier ¢y to
be a parameter which is proportional to the AF correlation length A4 in its
hole-concentration dependence.

14.6.2 The Hole-Concentration Dependence of T,

We now show the results of numerical calculations. We have calculated the
hole concentration (z)-dependencies of transition temperature T.(z) and
isotope effect a(x) [26]. We first show the calculated results of T.(z) in
Fig. 14.11. The existence of the lower cut-off parameter w,, described in
Chap. 13 plays an important role together with the spin-dependent electron—
phonon coupling. As we have seen, w,, is written as

Wy = (14.83)

where v(k) denotes the group velocity of a hole-carrier with momentum k
and (), the “mean free path” of a hole-carrier in the metallic region at hole
concentration x. Thus w,_, has k-dependence but in the present calculation
we neglect it for simplicity. For v(k), we adopt the averaged Fermi velocity
v, () on the Fermi surface which corresponds to the hole concentration z and
thus w,, has the z-dependence. Since we can easily show that v, (z)Zv(k)
with k nearby the Fermi-surface which has a main contribution to the gap
formation, this simplification has no effect of overestimating T.. Now we have
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Tc (K) M, = 50meV, /4(x) = ghy(x)
40l e, |
30 | - 300
20 1 ' 4 200
10 : -1 100
ot

0.0 0.1 02 0.3
hole concentration x

Fig. 14.11. The calculated z-dependence of T¢ for LSCO. The thick solid line repre-
sents the calculated T¢(z) curve and the thin solid line represents the x-dependence
of “mean free length” ¢y of hole-carriers. Experimental data are taken from [35].
lo(x) is fitted to reproduce the experimental results for T¢(z), and z-dependence of
fo is taken so as to be consistent with neutron scattering experiments. For detail,
see the text

_ v (x)
Wy (T) = AOR (14.84)

To calculate T, (x), we have to determine the x-dependence of ¢y(z), but up
to the present we do not have a reliable method of calculating ¢p(z) from
the K-S effective Hamiltonian directly. Then, as we have seen in Sect. 11.2
it is quite natural to assume that the “mean free path” of a hole-carrier g is
proportional to the antiferromagnetic (AF) correlation length of the localized
spin system, that is

lo(x) = yAs(z) | (14.85)

where As(z) is the AF-correlation length at the hole concentration x. As
regards the z-dependence of A (x), we use the experimental results of As(x)
reported by Yamada et al. [143] and Lee et al. [53] up to the optimum doping
(x = 0.15). Beyond = = 0.15, there are no available experimental data at
present. Here we assume that Ag(x) decreases monotonically from z = 0.15 to
x. = 0.25, at which the AF order disappears, as we described in Sect. 12.5. For
the very low hole-concentration region of x < 0.05 we adopt A\; = 3.8 A/ NG
following the experimental results by Birgeneau et al. [36, 145]. Using the
above-mentioned z-dependence of A(x) and using a relation of £y = v\ (x),
we have calculated T, as a function of x. In doing so we have determined
a value of constant v to be 5, so as to reproduce the experimental value of
T. = 40K at optimum doping z. = 0.15 [35], by using the experimental value
of A\s(z = 0.15) = 50 A [53, 143] and the density of states of the K-S model
Pys (€) calculated in Sect. 11.5 (see Fig. 11.5). As seen from Fig. 14.11, we can
successfully reproduce the observed bell shaped z-dependence of T... From the
result we can say that the increase of T, with increasing x in the underdoped
region is due to the increase of the density of states with increasing the energy
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in p, () while the decrease of T, in the overdoped region with increasing x is
due to the pair-breaking effect related to the decrease of the local AF order by
the destruction of effective superexchange interactions in the AF-correlated
region.

From the empirical value of v = 5, we can say that a metallic region is
spread over 25nm for the optimum doping of LSCO. This means that the
superconducting regions are inhomogeneous in cuprates, at least for LSCO.
Recently Lang et al. [209] reported the granular structure of high-T. super-
conductivity in underdoped Bi2212 by using scanning tunneling microscopy
(STM). Their STM studies have revealed an apparent segregation of the elec-
tronic structure into superconducting domains that are ~ 3nm in size. Since
STM studies concern with a much higher energy region over the Fermi en-
ergy, the discrepancy between the size of an empirically-determined metallic
region and the size determined by STM might be due to the difference in the
time scales caused from the different energy regions with which the present
theory and STM experiments are concerned.

14.6.3 Isotope Effects

Next we show the calculated result of the isotope effect in Fig. 14.12 [26].
The isotope effect is measured by a constant a which is defined by

dInT,

TV (14.86)

o=

where M denotes the mass of constituent atoms. In the BCS theory, T, is
just proportional to the Debye frequency w,, and since w, generally has
M-dependence of w, o M~%5 thus we have a = 0.5 for weak coupled
superconductors. But in the strong coupling regime, we do not have such

T(K) Isotope effect o
40

30

20

10

0 L 1 o ol o | 0
0 0.1 0.2 0.3

hole concentration x
Fig. 14.12. The calculated z-dependence a(x) of the isotope effect. Here, the solid

line represents a(x). The dashed line represents the calculated T, (z), shown for
reference
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a simple relation, even in the conventional superconductors. In the present
calculation we also use w, o M~%° with regard to the M-dependence of
T.. The calculated results are shown in Fig. 14.12. As seen from the figure,
the isotope effect o becomes very large when x is small, while around the
optimally doped region « is 0.39, which is slightly smaller than that of the
BCS value, 0.5. In the present calculation, however, the mass of all constituent
atoms has been changed by the ratio of the mass of *O to that of 6O.
Therefore, the calculated value of 0.39 is overestimated.

As we have seen, in Tc-equation (14.77), T, depends on the density of
states p through the factor p = p(Z(0)w) where Z(0) > 1. Since the den-
sity of the states (DOS) of the K-S model pks(e) has a significant energy-
dependence, the isotope effect becomes dependent on the hole-concentration
x critically. In particular o becomes large in a low-concentration region where
pks is small and thus T is also small. This peculiar z-dependence of isotope
effect is one of the characteristic features of the isotope effect, obtained from
the K-S model. In Fig. 14.2, the calculated results are compared with ex-
perimental results of LSCO by Crawford et al. [210, 211], who made the
substitution of 0 for °0 in LSCO. In the figure the experimental results
are shown by solid squares and diamonds. We can see that there are good
agreement between the calculated results of the K-S model and the experi-
mental results shown by the solid squares in the underdoped and overdoped
region below 0.2 (z < 0.2), where the K-S model holds.

14.7 Final Remarks

Recently a number of papers related to the phonon mechanism have been
published. Although the phonon mechanisms in these papers are different
from the mechanisms of superconductivity due to the K-S model with two-
component scenario described in Chap. 13 and the present chapter, in closing
this chapter we would like to mention some of the papers as references [212,
213, 214, 215, 216, 217, 218, 219, 220].
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Cu localized spins 61
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Cu-chain 43
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CuOsg Octahedron Embedded in LSCO
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cuprates 1

cut-off parameter 189

1D chain 68, 72

1D chain lattice 63,64

1D chain system 73
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2D AF order 80
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2D square 64
2D square lattice 63,67, 71
2D square system 72,73
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dy2_,2 orbital 3
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d,2 orbital 27,31

dz2,y2—gap 167

dg2_,2-gap symmetry 171

d,2_,2-symmetry pairing 167

d,2_,2-wave pairing 167
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d,2_,2-wave superconductivity 24

d—-p model 21,22

d-symmetry 169, 170, 187

d-wave 13,170
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d-wave component in the spectral
function 151
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function, oa?F{} () 153

d-wave pairing in the phonon
mechanism 154

d-wave symmetry 6
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density of states 5,117,128, 134, 188,
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density of states for the highest
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density of states of hole carriers 140

derivatives of the Slater Koster
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derivatives of transfer integrals 143

difference of one-electron level A
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diffuse X-ray scattering 45

Doping dependence of Fermi surfaces of
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charge in LSCO 27
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E, phonon 148

E, phonon mode 146-150, 152

effect of Coulomb repulsion between
hole-carriers 181



208 Index
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effective Hubbard Hamiltonian 23

effective mass 137

effective one-electron-type band
structure 83, 107

effects of the exchange integral 83

electrical resistivity 5,131

electrical resistivity of Lag_,Sr,CuQOy4
122

electron configurations 39

electron—phonon coupling constant
17,176, 187

electron—phonon coupling constant for
d-wave pairing, A\g 151

electron—phonon coupling constants
164

Electron—Phonon Coupling Constants
for the Phonon Modes in LSCO
139

electron—phonon interaction 139, 140,
143,162,163, 166, 171,173,178

electron—phonon interaction matrix
element 140, 152, 157

electron—phonon scattering between the
neighbouring FS pockets 124

electron—phonon spectral functions 6,
139, 144

electron-correlation 15

electron-correlation effect 38

electron-coupling constants of different
spin carriers 165

electron-doped materials 14

electron-doped system 12

electron-lattice interaction 6

electronic entropy 5,127,128, 131

Electronic Structure of a Hole-Doped
CuOs Pyramid 30

electronic structure of cuprates 15

electronic structure of LSCO 85

electronic structure of the K-S model
109

electronic structures 3

Electronic Structures of a Hole-Doped
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Emery 21

energy bands 5

energy difference 41,44, 52

Energy Difference between *A; and
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energy difference between the *Bi, and
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energy difference between the 3By and
the 'A; multiplets 45

entropy 133

Exact Diagonalization Method 63
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exchange interaction between the spin
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spin 91

exchange interaction between the spins
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spin 83

exchange interaction between the
spins of hole-carriers and of the
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existence of static anti-ferromagnetic
order 171

Existence of the Antiferromagnetic
Spin Correlation 58

Experimental Evidence in Support of
the K-S Model 58

Explicit Forms of the Electron—Phonon
Interaction 154

explicit forms of the electron—phonon
interaction g (kk') 154

expression of a spectral function in the
tight binding form 141

extended s-wave 170

failure of the application of one-electron
band theory 3

Fermi arcs 17,111

Fermi liquid 22

Fermi liquid picture 15,131
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173

Fermi surface structure 110,123

Fermi surfaces 5,107,122, 141

Fermi-velocity 109,173

Fermion condensation 23

Feynman equation 178

Feynman graph expansion 175

Feynman-Dyson equation 175,180

finite lifetime due to the dynamical
2D-AF fluctuation 171

finite lifetime effect 172

finite size of a metallic region 111

finite size of the AF-correlation length
161

finite spin-correlation length 161

finite-size effect of a metallic state 171

finiteness of AF-ordered range 172

first-principles band calculation 85

first-principles calculation 33, 83

first-principles calculations 4

first-principles cluster calculation 75

first-principles cluster calculations 25

first-principles norm-conserving
pseudopotential method 32

17,110, 111, 126, 127,

flat band 109, 127
flat band of the heavy effective mass
130

formation of Cooper pairs 166
formation of the Cooper-pair 140
formula for the Hall coefficient 125
free energies 132

Free Energies of the SF- and LF-Phases

132
G1 point 108,113
gap 173

gap function 158,187,188

gap function of the superconductor
180

Gaussian functions 38

George Bednorz and Karl Alex Miiller
1

granular structure of high-T, supercon-
ductivity 191

graphite intercalation compounds
(GICs) 123

Green’s function method 174
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Green’s Function Method in the
Normal State 174

half width of the anti-ferromagnetic
incommensurate peaks 172

half-filled metals 16

Hall angle 127

Hall coefficient of LSCO 125

Hall effect 5,125

Heisenberg spin Hamiltonian 75

Heitler-London states 37

high temperature superconductivity
(HTSC) 1

“high-energy” and “low-energy”
pseudogaps 131

“high-energy” pseudogap 136

high-energy pseudogap 13,114,121

historical development of critical
temperatures 2

hole-concentration dependence of the
spin correlation length 58

hole-concentration dependences of the
spin susceptibility 130
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Hole-Doped CuOs Pyramid in
YBazCu307_5 43

Hole-Doped CuOg Octahedrons in
LSCO 39

hole-doped system 12

holon 19, 20, 23

HTSC 15

Hubbard 16

Hubbard bands 108

Hubbard interaction 21

Hubbard-U interaction 81,84

Hund’s coupling 44, 53, 55,61

Hund’s coupling energy 91

Hund’s coupling exchange constant
60

Hund’s coupling spin-triplet 5

Hund’s coupling spin-triplet multiplet
5

Hund’s coupling triplet
56, 58, 61,121

26, 30, 31, 40,

important role of strong electron
correlation 3
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in-plane-resistivity 122

inadequacy of the electronic band
structure based on the LDA band
129
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114,115

114

incommensurate peaks in the spin
excitation spectra of LSCO
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114

inhomogeneous distribution of metallic
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inhomogeneous hole distribution in the
Cu-O chain 44

inhomogeneous superconducting state
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inter-pocket scattering 123

interplay between the electron cor-
relation and the local lattice
distortion 137

intra-pocket scattering 123

Intuitive illustration of the averaging of
the pairing interaction 168

177

irreducible self-energy part 175

irreducible vertex 177

irreducible vertex part

isotope effect 129,161

isotope effects 191

irreducible self-energy

177

Jahn—Teller (JT) polarons 17
Jahn-Teller distortion 3,17,29
Jahn—Teller effect 4,25, 29
Jahn—Teller interaction 3
Jahn—Teller theorem 17
Jahn—Teller-effect 31
JT-polarons 17

KoNiF, 137
K-S entropy function 129
K-S Hamiltonian 59, 63, 83, 107

K-S model 4, 25,26, 63, 64,68, 73, 74,
113,114, 119, 122, 123, 126, 127,
129,152, 161, 171, 189, 190, 192

Kamerlingh Onnes 1

Kamimura-Suwa (K—S) Model: Elec-
tronic Structure of Underdoped
Cuprates 55

Kamimura—Suwa model 25, 26, 55

L edges 58

L3 line 58

Lanczos method 63, 65

large Fermi surface 113,132

large FS 130

large polaron 4,17

large polarons 137

LDA + U band calculation 26

LDA band 110

LDA density of states 128

LDA entropy function 129

LDA+U band calculations 24

LDA+U 85

length of a metallic region 189

length of a wider metallic region

LF-phase 132

LF-phases 136

life time of carriers 111

lifetime broadening effects 113

lifetime effect 171

Ligand Field Theory 29

linear temperature-dependence of the
resistivity 124

linear temperature-dependent metallic
conductivity 122

linearized Eliashberg equation 158

linearized Feynman-Dyson equation
182

linearized-augmented-plane-wave
(LAPW) band 93

local AF order 6,26,57,109,130, 161,
189

local antiferromagnetic (AF) order
55,107,139

local antiferromagnetic ordering 133

local density approximation (LDA)
110, 133

local density functional formalism
(LDF) 32

localized spin system 171

localized spin-polaron 78

localized spins 55, 64, 83

long range Néel order 109

low-energy pseudogap 13,137

109
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LSCO 139,153
Luttinger’s theorem 114

M point 109,113
Madelung potential
53,91
magnetic excitation spectrum 131
Magnetic Properties 130
magnetic susceptibility 131
many-body effects 26
many-body interactions 84
many-body-effect including energy
band 26
Many-Electron Energy Bands 87
many-electron states 38
many-electron wave function 116
Many-Electrons Band Structures 107
mass enhancement of the hole-carriers

34,44, 47, 48, 52,

129
material dependence of the maximum
T. 11

McMillan’s equation 185
McMillan’s method 183
McMillan’s method to the T¢-equation

181
McMillan’s treatment 181
MCSCF-CI 5

MCSCF-CI calculations 48

MCSCF-CI cluster calculations 60

MCSCF-CI method 37,44, 51

mean field approximation 23

“mean free path” of a hole-carrier 190

mean-field approximation 83,107,121

mean-field approximation for the K-S
Hamiltonian 83

mean-field calculation 23

mean-field treatment 26

mean-free path of carriers 113

Mechanism of High Temperature
Superconductivity 161

mid-gap state 21

Migdal’s approximation 178

Models of High-Temperature Supercon-
ducting Cuprates 15

modified density of states for the b7,
band 134

modified LDA state 134,135

Index 211

“molecular field” of the localized spins
84

momentum-dependent spectral function
141, 144-152

Mott-Hubbard insulator 108

Multi-Configuration Self-Consistent
Field Method with Configuration
Interaction (MCSCF-CI) 25

multi-configuration self-consitent
field method with configuration
interaction 5,37

“multi-layered materials 11

multiplet 29

multiplets 5

Néel order 12,66

Néel temperature 2,130

nesting vectors 114

nesting wave vectors 114

neutron inelastic scattering experiments
109

neutron scattering 58

neutron scattering experiment 114

neutron time of flight experiments 25

NMR relaxation rate experiments 13

non-dimensional coupling constant
188

non-dimensional self-energy interaction
constant 188

“Normal”-process 166

Normal modes 154

normal periodicity 165

normal state properties 121

O 2p orbitals 38

Observed doping dependence of Fermi
surfaces of Lag_,Sr,CuOs 113

Occurrence of the d-wave Symmetry
167

octahedral symmetry 29

off-diagonal orbital correlation function

74,79
off-diagonal orbital correlation
functions 76,77

on-site Coulomb repulsion 16

on-site Hubbard interaction 18

on-site energies due to the displacement
of atoms 143

on-site energy 142
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one-body Green’s function of a carrier
system 174

one-electron-type Hamiltonian 83

one-orbital case 77

optimized Cu-apical O distance 33

optimum doping 13,130

Orbital Correlation Functions 74

ordinary Brillouin zone 127

origin of the T2 dependence of cot Og
130

Origin of the High-Energy Pseudogap
131,135

out-of-plane resistivity 122

overdoped 13

overdoped region 130

po orbital 3

2ps orbitals 21

pair-breaking effect 191

parameters in the K-S Hamiltonian
60

Pauli-like behaviour 114,130

penetration depth measurement 13

perturbation expansion 22

phase diagram 12

Phase Diagram of Cuprates 12

Phase diagram of the —J model 23

Phillip Anderson 3

phonon Green’s function 175

m-junction experiment 14

point charges 34

polarization-dependent X-ray absorp-
tion measurements 58

polarized X-ray absorption spectra 26

polarized X-ray absorption spectra
(XAS) 116

potential 44

pseudo-momentum conservation 165

pseudogap 131

pseudogap transition 23

Pyramid in BiaSr2CaCu20s4s 51

quasi-particle excitation 23
Quasi-particle Excitations 18

radial distribution function 79, 80
Radial Distribution Function for Two
Hole-Carriers 79

radial distribution functions 81

Raman scattering 13

reciprocal lattice 115

reciprocal lattice vector in the AF
Brillouin zone 143

renormalization factor 180

renormalization function 158

renormalized factor 186

Repulsive Electron-Phonon Interaction
between Up- and Down-Spin
Carriers with Different Wave
Function 156

Resistivity 122

resistivity formula due to collisions
of the hole-carriers with lattice
phonons 123

Resonating Valence Bond (RVB) 18

resonating valence bond (RVB) state
18

Rice 22

RVB state 18,19

s-symmetry 170

s-wave 13,170

s-wave component of spectral function
o?F{P(02) 150

s-wave symmetry 181

saddle point of the van Hove singularity
109

saddle point singularity 128

saddle-point type 117

scanning tunneling microscopy (STM)
45

Schematic picture for the selection rule
166

Schematic picture of scattering 168

Schematic view of the K-S model in
LSCO 56

Schematic view of the K-S model in
YBCO7 and Bi2212 57

second order perturbation theory 167

selection rule 163

SF-phase 132

SF-phases 136

Simple Folding of the Fermi Surface
into the AF Brillouin Zone 118

single doped hole-carrier 64

single Hubbard model 18

Single Orbital State 76
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SK parameters 87
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Slater—Koster method 85

slave-boson 23
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small Fermi surface 113

small Fermi surfaces 113,132
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specific heat 13

spectral function 140

spectral function, which contributes to
mass enhancement 153

spin fluctuation 24

spin fluctuation effect 67

spin fluctuation effect in a 1D system
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Spin Fluctuation Models 24

spin frustration effect in the AF order
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spin susceptibility 114

spin susceptibility x(q,w) 24
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109

spin-correlated regions 129

spin-correlation function 68-73,78, 80

Spin-Correlation Functions 66

spin-correlation length 6, 55, 56, 58,
109,171, 189
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spin-fluctuation 6

spin-fluctuation effect 27
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spinon pairing condensation 23
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strong U effect 107
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Strong Coupling Treatment of Conven-
tional Superconducting System
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strong electron—phonon interaction
161

strong electron-lattice interactions 3

strong quantum fluctuation effect 18
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substitution of 0 for %0 in LSCO
192

superconducting transition 23
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superexchange interactions 64

Suppression of Superconductivity
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Suppression of Superconductivity Due
to the Finite Lifetime Effect 173
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T.-Equation in the Strong Coupling
Model 181
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t—J Hamiltonian 23

T-linear temperature dependence 124

temperature dependence of the Hall
effect 127

temperature dependence of the in-plane
resistivity 123

temperature- and concentration-
dependence of the c-axis
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126

The calculated temperature dependence
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T. 189

the K-S model 128
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the sign change of the effective
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three-dimensional AF ordering 2

tight binding (TB) form 117

Tight Binding (TB) Functional Form
115

tight binding (TB) Hamiltonian 85

tight binding Hamiltonian 141

tight binding model 143

transfer integral 16,21

transfer interaction 142
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transfer interactions 84

transition temperature

transition-lines 13

traveling time of a hole-carrier 109

two dimensional AF Brillouin zone
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two-component mechanisms 25
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two-component theory 27
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two-dimensional (2D) antiferromagnetic
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system 27

“Umklapp-process 166
underdoped regime 122
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Validity of the K-S Model in the
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van Hove singularity 117,150, 167

variational method 37
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velocity of a hole-carrier 173

virtual crystal approximation 32

virtual crystal structure 52

virtual phonon exchange process 173

wave functions of an up-spin carrier
115

Wavefunctions of a Hole-Carrier

weak coupling-equation 167

115

z-dependences of entropy 136

Zhang 22
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