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RESUME

Les systéemes a électrons f fortement corrélés sont souvent caractérisés par des états
électroniques nouveaux. Les degrés de liberté couplés par l'interaction spin-orbite peuvent
donner lieu a un ordre exotique, caché, des moments multipolaires. Un exemple bien connu
d’ordre caché est celui qui se développe a la transition de phase observée a 17,5 K dans
URu;Siy, qui constitue un mystére depuis sa découverte en 1985. Le caractére itinérant
des électrons 5f dans URu;Si; complique la description théorique de ce phénoméne. Nous
passons en revue les progres récents accomplis sur la base d'un traitement théorique ab
initio qui permet de décrire ce caractére itinérant. Nous montrons que, dans ce modéle,
les divergences des susceptibilités multipolaires indiquent une instabilité vers un ordre
triacontadipolaire, avec une symétrie de type E. Cet ordre multipolaire de type itinérant
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est compatible avec les principales caractéristiques de I'état d’ordre caché dans URu,Siy, y
compris une rupture de la symétrie de rotation d’'ordre 4 telle qu'observée dans le cadre
d’expériences récentes.

© 2014 Académie des sciences. Published by Elsevier Masson SAS. All rights reserved.

1. Introduction

The intermetallic compounds containing elements with 4f or 5f electrons are called heavy-fermion materials due to the
presence of electrons with a large effective mass, up to 1000 times the free-electron mass. In these f-electron systems,
strong electron correlations and high degeneracy of the f-electron multiplets can lead to novel electronic states, such as
complex magnetic/multipole order, quantum critical electronic matter, unconventional superconductivity, and so on. When
we investigate microscopically the origin of these phenomena, we are faced with the fact that the electronic band structure
in these materials is very complicated, and also that the electron correlation is very strong. The complicated band structure
is a serious problem, especially if an itinerant character of the f electrons is dominating in the intermediate correlation
regime. This is a bottleneck to understand the essence of various attractive phenomena in heavy-fermion materials from the
microscopic viewpoint. On the other hand, the complicated electronic structure is closely related to various kinds of novel
electronic states. Thus, it is indispensable to derive useful information from first-principles calculations of the electronic
structure. For this purpose, the development of suitable first-principles calculation approaches has been a central issue of
condensed-matter physics for the last decades.

Recently, in the first-principles calculations based on density-functional theory (DFT), the efficiency of several methods
for treating electron correlations has been settled. For instance, the DFT + U method can describe the strong correlation
limit of f electrons, whereas the DFT 4+ DMFT (dynamical mean-field theory) method [1,2] successfully interpolates between
weak and strong correlations. Moreover, a downfolding approach based on Wannier functions [3] makes it possible to
construct an effective multi-orbital model and analyze it with several efficient numerical calculations. Such progress on the
first-principles theoretical approach shed light on long-standing mysteries in heavy-fermion materials. The hidden order
in URu,Si, that we introduce in this review is one of the most difficult problems among them. Although this order is
characterized by a clear jump of the specific heat at Tyo = 17.5 K [4,5], its nature remains enigmatic three decades after its
discovery in 1985. In this article, we review the current stage of the first-principles theoretical approach for this problem
[6,7]. We show that the most divergent susceptibility in an itinerant f-electron model, which is constructed by the Wannier
technique from first-principles calculations, indicates an instability into a kind of multipole (triacontadipole) density wave.
This itinerant multipole order naturally provides comprehensive explanations of all key features in the hidden-order (HO)
phase, including anisotropic magnetic excitations, nearly degenerate antiferromagnetic (AFM) ordered state, and spontaneous
rotational symmetry breaking. Therefore it is a promising candidate for the HO parameter of URu;Si5.

In the following section, we provide a brief introduction on several physical properties of URu,Si, and on the present
status of first-principles modelling. Then, we describe our methodology in the Wannier-based approach and the obtained
multipole correlation functions in the antiferroic triacontadipole density-wave state. Finally, we summarize the current
status of our understanding of URu;Siy.

1.1. Brief introduction to URu;Si,

In 1985, it was found that URu;Sip, a compound crystallizing in the ThCr,Si-type body-centered tetragonal struc-
ture (I4/mmm), shows two phase transitions, at Tyo = 17.5 K and T¢ = 1.4 K [4,5], as shown in Fig. 1a. The enhanced
specific-heat Sommerfeld coefficient indicates that this material is an heavy fermion. It was immediately confirmed that the
low-temperature phase transition at T¢ = 1.4 K corresponds to the emergence of unconventional superconductivity, which is
also interesting due to a possible chiral d-wave state [8]. On the other hand, although the phase transition at Tyo = 17.5 K
shows a textbook example of the specific heat jump expected for a second-order transition in a mean-field approximation,
the precise nature of the associated order parameter remains unclear [6].

In the early stage, the observation by neutron scattering techniques of AFM order with a tiny moment (~0.03up) at-
tracted considerable attention [9]. However, later experiments suggested that the origin of the tiny moment could be related
to inhomogeneity or disorder at ambient pressure. On the other hand, an AFM state with a larger ordered moment is sta-
bilized upon compression [10,11]. Interestingly, in the pressure-temperature (P-T) phase diagram (Fig. 1b), the transition
temperature changes gradually with applying pressure, but the transition from the HO to the AFM state is first-order-like.
In addition, the Fermi surfaces in both ordered states are strikingly similar [12,13]. This indicates that a Fermi-surface re-
construction due to antiferroic folding occurs also in the HO state, as partially confirmed by angle-resolved photoemission
spectroscopy (ARPES) [14-16]. Such Fermi-surface gapping is consistent with the formation of a gap observed by scanning
tunneling microscopy [17,18] and with the dramatic decrease of carriers revealed below Tyo by Hall effect measurements
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Fig. 1. (Color online.) (a) Phase transitions in URu,Si, observed in resistivity o(T) and specific heat C(T)/T. A schematic view of the in-plane fourfold
rotational symmetry breaking is shown in the insets. A(T) denotes the HO parameter. (b) Schematic P-T phase diagram. The inset shows the crystal
structure and the spin configuration in the AFM state.

[8,19]. Closely related to these charge-gap formation, neutron inelastic scattering [9,20,21]| indicates a gap formation in the
magnetic excitation spectra at commensurate Qo = (0 0 1) and incommensurate Q; = (0.6 0 0) reciprocal space positions.
Furthermore, a breaking of the in-plane fourfold rotational symmetry has been advocated by magnetic torque measure-
ments [22], cyclotron resonance experiments [23], and high-resolution X-ray diffraction measurements [24,25]. In addition,
a cusp-like structure observed in the NMR Knight shift under in-plane field rotation provides microscopic evidence for
rotational symmetry breaking [26]. These new aspects restrict possible candidates for the HO parameter, which must be
compatible with a doubly degenerate E-type state [27]. So far, whenever new experimental results have been reported, new
theoretical models have been proposed [28-45]. Nevertheless, the nature of the HO transition remains unclear. In order
to elucidate its essence, a quantitative understanding is compulsory. In this regard, recent progress on the first-principles
approach gives us a chance to uncover the enigmatic HO transition completely.

1.2. Attempts based on first-principles calculations

Here, we briefly review several studies based on first-principles calculations. First of all, S. Elgazzar et al. [35] calculated
the large-moment AFM state based on the LSDA. From the similarity of the Fermi surface in both HO and AFM states,
they considered a dynamical AFM order. Although they did not clarify any genuine order parameter, it was suggested that
a folding of the Fermi surface by antiferroic order with a Qo = (1 0 0) propagation vector is important, even in the HO
phase. Furthermore, from the fact that the Fermi surface in a localized f-electron case is incompatible with experimental
results, Oppeneer et al. [46] have concluded that the f electrons in this material should be itinerant rather than localized.
Next, based on the LSDA + U method, Cricchio et al. [36] found that although the ordered magnetic dipole moment can
be small, a rank-5 multipole moment develops at the large U limit. Thus they suggested that the HO state is a rank-5
triacontadipole order, with the same irreducible representation (IR) A5 of the AFM order along the c-axis. Based on the
DFT+DMFT method, Haule and Kotliar [37] calculated the one-particle excitation spectra, and analyzed the crystalline electric
field (CEF) assuming almost localized f electrons. Based on the obtained CEF scheme, they suggested an antiferroic A;
hexdecapole order. This proposed order parameter, however, is inconsistent with recent reports of a fourfold symmetry
breaking [22-26]. In addition, it is not clear what would be the ground state over a wide range of the interaction parameters.
This is an interesting subject for future work.

2. New trend on the first-principles approach

Generally speaking, a second-order transition is signaled by a divergence of a relevant susceptibility. Therefore, we can
find possible phase transitions by investigating the Q structure of the susceptibilities in the paramagnetic state. Indeed,
for d-electron systems, studying susceptibilities within random-phase approximation (RPA) is current practice. On the other
hand, for f-electron heavy-fermion systems, since the electronic band structure is much more complicated, this important
step of the study is not common. However, recent Wannier-based down-folding [47] based on first-principles calculations
provide us with low-energy effective models, i.e. multi-orbital tight-binding models, allowing us to take into account proper
material-dependent information theoretically. Indeed, such theoretical approach has been already applied to several multi-
orbital systems, such as the iron-pnictide superconductors [48]. In this review, we introduce the first application [7] to
itinerant f-electron systems with the spin-orbit coupling.

2.1. Construction of the effective model

First of all, relativistic electronic structure calculations are carried out by using the GGA-PBE exchange-correlation func-
tional and the augmented plane wave plus atomic orbitals method, as implemented in the WIEN2K package [49]. The
crystallographic parameters are taken from experiments [50]. The obtained band structure (Fig. 2a) is consistent with
previous studies [12,46]. Next, the down-folded tight-binding Hamiltonian is constructed using the WANNIER90 code [51]
via WIEN2WANNIER interface [47]. The localized Wannier functions are composed of U(5f), U(6d), Ru(4d) and Si(3p) states.
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Fig. 2. (Color online.) (a) Electronic band structure obtained by first-principles calculations (red lines) and its Wannier fit (blue dashed lines). (b) Partial
DOS. (c) j-Resolved Fermi surface in the paramagnetic state. Two outer Fermi surfaces are well nested with Qo =(0 0 1).

The obtained tight-binding model reproduces well the first-principles band structure. This real-space representation model
Hamiltonian facilitates the extraction of orbital-resolved information. For instance, orbital-resolved Fermi surfaces, as shown
below, reveal details that cannot be recognized by an examination of the total Fermi surface. The construction of the effec-
tive model has been completed by adding the Hubbard-type interaction,
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The obtained Anderson lattice model is a 56-orbital model [7]. Hereafter, we measure the interaction parameters in units
of 1/ps, where py =4.20(states/eV) is the f-electron density of states at the Fermi level.

2.2. Density of states, Fermi surface, and mass renormalization
Fig. 2b shows partial density of states (DOS),

pe@) = [uk |5 — ewo) (2)

nk

where €, and u’gn denote respectively the nth energy eigenvalue and its unitary matrix element with orbital label ¢.
Electronic states near the Fermi level are dominated by the total angular momentum multiplet j = 5/2 of U(5f). Two
f electrons occupy this state. On the other hand, the majority of the j = 7/2 multiplet is located at ~1 eV higher. Its
occupation number is 0.7. However, the inclusion of on-site interactions suppress this value. In practice, we can consider
the j =7/2 multiplet as unoccupied and we neglect hereafter its contribution.

Fig. 2c¢ depicts the Fermi surface colored by the weight of the j, component. One can see that each separated Fermi
surface is dominated by a specific j, component, except for the outer Fermi surface around the Z point. This orbital-resolved
Fermi surface is quite helpful in that we can capture valuable information about orbital characters on the Fermi-surface
nesting, which play an essential role for the HO transition. The outer electron Fermi surface around the I point is well
nested with the outer hole Fermi surface around the Z point with Qg = (0 0 1).

Before proceeding to the discussion of susceptibilities, we stress that our approach is based on the Fermi-liquid theory.
In heavy-fermion systems, the effective mass of quasi-particles is strongly enhanced due to renormalization effects. Experi-
mental results, such as the specific heat, give in this case a mass enhancement of around 10. Hereafter, by considering this
effect, the energy scale of the tight-binding hopping integrals is reduced by a factor of 10. This does not affect the Q struc-
ture of susceptibilities, but makes comparisons with the experiments straightforward. This assumption holds only when the
renormalized quasi-particles Fermi surface is not very different from the original Fermi surface. Recently reported ARPES
data [52] have indicated that the f-electron bands are dispersive, and an itinerant f-electron model based on first-principles
calculations is a good starting point.
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Fig. 3. (Color online.) (a) Magnetic correlations, ({(M;,M)) and ((gJ..gJu)), along high-symmetry lines, where M, = L, + 25, with u = (x,y,2).
(b) Orbital and spin contributions. The orbital contribution (red) is much larger than the spin contribution (green). The correlation between orbital and spin
(blue) is negative.

3. Two-body correlation functions
3.1. Magnetic susceptibilities
The generalized susceptibility in multi-orbital systems is evaluated as
Ximom @ = =T Y Gy (k+q, i0n) Gy (K, icwn) (3)
k,n
where w;, are Matsubara frequencies, and Gg,_,, (k, icwp) is the bare Green’s function,
k 5k *

u, u,
i n=¢n (4)
lwom — enk + U

GOy (k,iwm) =

n

For instance, in operators of total angular momentum,
]z(x) = Z (]z(x))imfi];fim (5)
m=+5/2,43/2,+1/2

J; and Jy are given by
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in the matrix form in the j=5/2 subspace, j, =(5/2,3/2,1/2,—1/2,-3/2,-5/2). In this case, as A(B) = ] ), the mag-
netic susceptibility between A and B is defined as:

(A.B)= > AmeXemom (@Ben (7)

o/'mm’

where Yom o (@) 1S Xl?m ¢m (@ 0 the unperturbed case, and in the RPA

@) = 2°@ + 2° @™ @q) (8)

where "0 is the Hubbard-type interaction in the matrix form. In Fig. 3a, we show magnetic susceptibilities for U = U’ ~ 2.3
and J = J' =0. A remarkable peak at Z (0 0 1) in the J,-], correlation corresponds to the Fermi-surface nesting, while
the in-plane Jx-Jx (Jy-Jy) correlation is inactive. It is very interesting that remarkable magnetic anisotropy appears in
an itinerant model. This anisotropy comes from different orbital components on the nested Fermi surface between the
outer sheets around I" and Z points. These Fermi surfaces are mainly constructed from £5/2 and F3/2 components, as
shown in Fig. 4. To connect these components, the angular momentum change of 4fi is a prerequisite. However, the angular
momentum change accompanied by Jx() is only 1h. Therefore, the in-plane susceptibility is not enhanced.

In Fig. 3b, magnetic susceptibilities are divided into several susceptibilities between spin and orbital moments. The orbital
correlation is much larger than the spin correlation, and the correlation between spin and orbital moments is negative. This
just corresponds to U(5f) being less than onehalf. Moreover, the magnetic M, correlation is almost the same as the gJ,
correlation with Landé g-factor g = 6/7. This means that the Van Vleck susceptibility into the j = 7/2 multiplet provides
only a small shift, independent of Q. For this reason, neglecting j =7/2 contributions is an acceptable approximation.



592 H. Ikeda et al. / C. R. Physique 15 (2014) 587-598

0.8

0.6

0.4

0.2

0.6
0.5
0.4
0.3
0.2

0.1

x(x*-3y%), y(3x°-y°)

Fig. 4. (Color online.) Fermi surfaces colored by orbital contributions.

Another characteristic feature is a hump structure at the incommensurate Q1 = (0.6 0 0) reciprocal space position. This
Q1 vector corresponds to the one at which an inelastic peak is observed in neutron scattering spectra [9,20,21]. Thus, it is
expected that two specific Q vectors are closely related to the Fermi surface topology.

3.2. Multipole moments

In multi-orbital systems, orbital fluctuations (such as quadrupole ones) can give rise to an angular momentum change
of 2h. In other words, this is rank 2. In the j =5/2 multiplet, the highest rank is 5, which corresponds to a transition
between +5/2 and F5/2. The j=5/2 subspace contains six orbitals from j, = +5/2 to —5/2. The degrees of freedom of
the particle-hole pair fiTZf,-m are 6 x 6 =36.

Table 1 represents the group-theoretical classification under tetragonal symmetry of these 36 multipole moments, except
for rank 0. Here, rank 1 denotes dipole, rank 2 quadrupole, rank 3 octupole, rank 4 hexadecapole, rank 5 triacontadipole.
These representation matrices can be straightforwardly calculated from the operator-equivalent method. For instance, rank-5
D4 and Dy are given by

—0.50i
0.00i 0.501
0.00i 0.00i
0.00i 0.0i0
0.50i 0.00i
—0.50i

D4 =
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Classification of multipoles except for rank 0 under tetragonal symmetry. & denotes the parity for time reversal. Dy(y) is defined by Dy(y) = (Dx(ya1 +
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Fig. 5. (Color online.) (a-e) Multipole susceptibilities along high-symmetry lines. (f) Temperature dependence of IR-resolved susceptibilities at the Z point.

0.02 0.11 0.65
0.02 —0.08 —0.08
D.— —0.08 0.11 0.11
*~ 1 o011 0.11 —0.08
—0.08 —0.08 0.02
0.65 0.11 0.02

where the norms are normalized by Y, [Agm|?> = 1.

3.3. Multipole susceptibilities

Now, let us calculate high-rank multipole correlations. The results are summarized in Fig. 5. Here, rank 1 corresponds
to the magnetic susceptibilities already discussed, although the magnitude is rescaled by 2/(35g%) due to normalization
of norms. Unexpectedly, some high-rank multipole correlations, such as hexadecapole and triacontadipole, are enhanced at
the Z point. In our itinerant model, these are some kind of density wave of multipoles, rather than localized multipoles.
Interestingly, in this case, these multipole fluctuations have been enhanced by only on-site Hubbard interactions. This is
different from the conventional study in the localized systems, where the interactions between high-rank multipoles need
to be introduced. Among the enhanced susceptibilities, the most divergent susceptibility implies a possible multipole order.
It should be noted that susceptibilities belonging to the same IR can mix with each other, even between different ranks.
This effect can be naturally taken into account by diagonalizing the generalized susceptibility ¥®(Qg). Fig. 5f depicts the
temperature dependence of various susceptibilities. The largest A, state, dominated by the dipole J, component, corre-
sponds to the large-momentum AFM state. Therefore candidates for the HO parameter are first the E~, A] triacontadipole,
and second the Et, B; hexadecapole. However, within the RPA this kind of order cannot be realized.
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Fig. 7. (a) Eigenvalue A of the Bethe-Salpeter equation as a function of J. (b) Phase diagram expected from nearly degenerate E~ and A, states, which
may account for the experimental P-T phase diagram. As the transition temperature increases, we also increase U with J.

3.4. Beyond RPA

3.4.1. Staggered electron-hole pairing mediated by RPA fluctuations

Generally speaking, the RPA enhances a magnetic channel too much. This is improved by including the mode-mode
coupling terms. To study such an effect, we consider here the possibility of a staggered electron-hole pair mediated by
the RPA susceptibilities, in analogy with unconventional superconductivity (see Fig. 6). This corresponds to the inclusion of
Maki-Thompson (MT) type vertex corrections. The relevant Bethe-Salpeter equation is given by

Apem () =T Y VA, (k= D)GL,  (PYGry (P + Q0)berm (D) (10)
p

where ¢om(K) = ( flil firqym) is an order parameter for the staggered electron-hole pairs. In the same way, as for the
superconducting linearized-gap equation, the eigenvalue A =1 provides the transition temperature. Although the obtained
order parameter generally depends on the momentum Kk, in our calculations order parameters with large A are almost
independent of k. Fig. 7a shows the maximum eigenvalue A for each symmetry as a function of J, for U ~ 2.43 and
T =16 K. In this case rank-5 E~, which has the second largest eigenvalue in the RPA, is relatively enhanced. This rank-5
E™ state and the dipole A, state are nearly degenerate. Eigenvalues of these two states smoothly intersect as a function
of J. This fact allows one to explain the P-T phase diagram. Experimentally, the transition temperature changes smoothly
with applying pressure [10,11]. As shown in Fig. 7b, we can easily draw a very similar phase diagram indicating that the
rank-5 E~ state is a promising candidate for the HO. Indeed, this rank-5 E~ state is consistent with key features in the HO
state, including a breaking of the fourfold rotational symmetry observed in recent experiments [22-25]. On the other hand,
in-plane ordered dipole moments, which can be induced in this state, have not yet been observed. It is expected that their
magnitude will be very small, as inferred from the fact that the in-plane dipole susceptibility is inactive. The detection of
such tiny moments remains an issue for the future.

3.4.2. Higher-order corrections

In the previous section, we have shown that the rank-5 E~ state is a promising candidate for the HO by considering the
MT-type vertex corrections. However, in many cases, a higher-order Aslamasov-Larkin (AL) term is important. Let us examine
contributions of the AL term and the self-energy corrections (Fig. 8a). We compare here these correction terms in irreducible
diagrams. After very complicated calculations [7], we obtain the result in Fig. 8b. It indicates that the conclusion in the
previous section is not altered. The magnitude of the AL term is large, but it does not produce a relative difference between
the two states, E~ and A;. As the AL term can mediate two antiferroic fluctuations, it is crucial to ferroic correlations, but
not so important for antiferroic ones.
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Fig. 8. (a) Some vertex corrections, in order: the Maki-Thompson (MT) term, the self-energy correction term, and the Aslamasov-Larkin (AL) term. (b) Each
contribution as a function of T.

AFM

Fig. 9. (Color online.) HO and AFM states in terms of the pseudo-spin representation. The HO (AFM) state corresponds to the in-plane (c-axis) order of
pseudo-spins.

Fig. 10. (Color online.) (Left) the Fermi surface in the rank-5 E~ state, and (right) that in the AFM state. The two Fermi surfaces are very similar.

4. Ordered states

4.1. Rank-5 E~ state and Fermi surface in the ordered states

In this section, let us consider the physical picture of the rank-5 (triacontadipole) E~ state. The representation matrix
of this state is Dy or Dy, whilst that of the dipole A, state is J,. These matrices have a large value between j, = £5/2
components. On the other hand, the nested Fermi surface also has a large weight of +5/2 components. If we focus on these
jz components, (Dy, Dy, J;) can be described in the pseudo-spin space of j, =45/2 by three pseudo-spins (ox, oy, 07). In
this case, the in-plane (ox(y)) order denotes the HO state, while the c-axis o, order is the AFM state (Fig. 9). The first-order
transition from the HO to the AFM state corresponds to the pseudo-spin flop transition.

Which direction the in-plane pseudo-spin turns depends on the in-plane anisotropy. In our calculations, [110] and the
corresponding directions are easy axis, but the in-plane anisotropy is not strong. This makes the situation more complicated.

In the ordered states, I' and Z points are identical due to the Brillouin zone folding with Qg9 = (0 0 1). The outer
electron surface around I and the outer hole surface around Z overlap (Fig. 10). The most parts of carriers in the nested
Fermi surfaces vanish with the formation of a small gap ~4 meV below Typ. This can explain the behavior in the Hall
measurements [19]. Moreover, the Fermi surface in the HO state is very similar to that in the AFM state, which is consistent
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Table 2

Comparison of the proposed HO parameters. Multipoles show the main ingredient obtained in our calculations. T, Fourfold, and Mq represent time
reversal, in-plane fourfold symmetry, and induced dipole moments, respectively. References indicate works proposing order parameters belonging to the
listed IRs.

IRs Multipoles T Fourfold Mq References
AT Hy preserved preserved none
A Hz preserved preserved none [37,39]
BT 02 preserved preserved none
B;r Hy preserved preserved none [31,38]
ET (0yz, 02) preserved lost none [27,41-43]
AT Dy lost preserved none [7]
Ay Dza1(2) lost preserved large (|| ¢) [36]
By Tryz lost preserved none [28,32]
By Dzp lost preserved none [28,32]
E- (Dx, Dy) lost lost tiny but finite (L c) [7,33,27,44,45]
(@) RPA (b) with vertex corrections
3 T . . . . 5 T T . . .
4} 1
2t /e Jc

0 00 200 300 0020 40 60 S0 100

T (K) T (K)

Fig. 11. (Color online.) Uniform susceptibilities within the RPA (a), and with the vertex corrections (b). Vertex corrections enhance the magnetic anisotropy.

with the pressure dependence of the quantum oscillation measurements [12,13]. However, the broken fourfold symmetry in
the HO state appears as a slight difference between X and X’ lines. This is compatible with the twofold symmetry observed
in recent cyclotron and X-ray diffraction measurements [23-25].

We summarize the proposed theoretical candidates for the HO parameter in Table 2. From this group theoretical classi-
fication, we can see what kind of symmetry is preserved or lost in each IR. It will be helpful for future works.

5. Itinerant or localized

Finally, let us comment whether the f electrons in URu;Si, are itinerant or localized. The uniform susceptibility exhibits
a large magnetic anisotropy [4,53]. Generally, a large anisotropy is considered to provide evidence for f electron localization.
However, clear CEF splittings have not been observed so far. Rather, several experimental results, such as the resistivity and
ARPES measurements [52], implies that the f electrons are itinerant. Thus, it is important to investigate whether the large
magnetic anisotropy can be explained on the base of an itinerant model. Fig. 11 illustrates uniform susceptibilities calculated
in our model, (a) within the RPA and (b) with the vertex corrections. From the comparison between (a) and (b), we recognize
that the effect of vertex corrections, i.e. electron correlations, enhances the magnetic anisotropy. The latter case reproduces
well the Ising-like feature observed in experiments [4,53]. It is surprising that such a large anisotropy can be obtained in
the framework of an itinerant model. However, a hump structure at around 30 K in the c-axis susceptibility calculated with
vertex corrections is attributed to the hybridization gap structure of the DOS, not to the Kondo effect. Actually, both this
band effect and the Kondo effect should contribute to the temperature dependence of the uniform susceptibilities. This is
an interesting future work.

6. Summary and perspective

We have reviewed the current status of our understanding of URu,Si, based on an itinerant f-electron model. From
such a point of view, the promising candidate for the HO parameter is an antiferroic order of a rank-5 (triacontadipole)
E~ state. This state is consistent with the recently reported breaking of the fourfold-symmetry, the experimental evidence
of which is rapidly increasing. Quite recently, high-resolution X-ray diffraction measurements in ultra clean samples have
revealed two-fold orthorhombic lattice distortion in the HO state [24,25]. In such measurements, the sample quality is very
important. This may be related to the small anisotropy energy of the in-plane pseudo-spins in the rank-5 E~ state. Further
studies are required to clarify the genuine order parameter.

In this study, we have developed a first-principles theoretical approach to clarify several missing link in the heavy-
fermion systems, such as, multipole correlations and magnetic anisotropy in the itinerant f-electron systems. These are the
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first step to microscopically understand the heavy-fermion systems. To take a step further, we need to consider the effect of
electron correlations, for instance, by the DFT+DMFT method [54,55]. It is an interesting future work. Our advanced theo-
retical approach and its development can provide a powerful tool to unveil many long-standing problems in heavy-fermion
materials [56,57].
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