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Abstract. Ground-state properties of the whole series of actinide metals available to make
bulk measurements, i.e. from Ra to Es, are investigated by means of total-energy calculations in
the local density approximation (LDA) using a fully relativistic muffin-tin orbital band structure
method. With experimental equilibrium volumes, quite good agreement is obtained from Ra
to a-Pu with the usual LDA scheme and from Am to Cf with unhybridized 5f electron states
calculations; an excellent agreement is found for Es with unhybridized 5f and 6d electron
states calculations and for tléePu phase with unhybridized 5§ electron states calculations.
Therefore it has been possible to take account of the partial localizations of electrons which
yield the gap between the densitiesoePu, §-Pu, Am and Es.

1. Introduction

The occupation of electron bands of different angular momenta (s, p.. d) fand their
degree of broadening contribute to the properties that differentiate between different metals.

It is known [1, 2] that the series of actinide metals, corresponding to the progressive
filling up of the 5f electronic subshell, must be split in two. In the first sub-series, from Pa
to Pu, the 5f electrons bind in the manner of d electrons in transition metals. In the other
sub-series, starting with Am, the 5f electrons are localized, similarly to electrons in deep
atomic layers, and like the 4f electrons of lanthanides do not take part in metallic bonding.

Previous calculations of the equilibrium volumes of actinide metals were performed
with semi-relativistic [3] and relativistic [4] linear muffin-tin orbital (LMTO) methods in a
face centred cubic (fcc) crystal structure. The agreement with experiment was satisfactory
up to U, but too small values were obtained for Np and Pu. The relativistic calculations,
however, improve the results significantly. More recently, full-potential LMTO calculations
with variational treatment of spin—orbit coupling has been performed in the real crystalline
structures; for Np [5] and-Pu [6] the agreement was not yet complete but the upturn of
the values of the equilibrium volume between them is reproduced.

The localization of 5f electrons in Am was obtained [3] by semi-relativistic and spin-
polarized calculations. In our opinion, however, this is not definitive as a final theory
should treat spin polarization simultaneously with spin—orbit coupling [7] and correct the
local density approximation (LDA) for the localization effect.

Here are results obtained with our fully relativistic muffin-tin orbital (MTO) band
calculation method [8]. We present a theoretical calculation of the equilibrium volumes of
the whole series of actinide metals available to make bulk measurements, i.e. from Ra to Es.
Completely localizing the 5f electrons or not, we have tried to reproduce the transitions in
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volume betweer-Pu (19.86 g cm®), §-Pu (15.92 g cm®) and Am (13.67 g cm®). Special
attention has been focused on finding the electronic structure of Es metal in accordance with
its low density (8.84 g cr).

An fcc structure is used for all the calculations instead of the, in some cases, much

more complex crystal structure: Ra is body centred cubic (bcc), Ac and Th are fcc, Pa
is body centred tetragonal, U and Np are orthorhombi€u is monoclinic,s-Pu is fcc,
Am, Cm, Bk and Cf are double hexagonal close packed and Es is fcc. To obtain reliable
theoretical equilibrium volumes in open structures such as orthorhombic or monoclinic it
is necessary to perform ‘full-potential’ calculations [5, 6]; this has not yet been done in a
fully relativistic treatment when the wave functions are solutions of the Dirac equation and
are expressed with the corresponding quantum numbers.

2. The relativistic MTO method. Treatment of localized electrons

The one-electron MTO wave functionfs in each unit cell are given by
W(k» E,, T) = Z ilBllKu(k)¢Kﬂ(En’ ’f'). (1)
Kk

Here, ¢, (E,, r) are the solutions of the Dirac equation for a spherical poteriidas, the
Brillouin zone wave vectorE, (k) is the energy and is the Dirac quantum number such
that

k<0 l=—(k+1 j=1+1
k>0 =« j=1-

where j and 1 are the quantum numbers for the total angular momentum! dod the
orbital angular momentum.

The energiesE, (k) and coefficientsB,,, (k) are solutions of a linear homogeneous
system involving logarithmic derivatives of wave functiopig, on the atomic sphere and
‘structure constantsSR,, .. (k) that only depend on the type of crystal lattice considered.
The MTO method [8] is therefore applied, and a relativistic generalization of the LMTO
method [9, 10] is only used to obtain approximate values for the one-electron energies
E, (k) in the region of fixed energy,. These approximate values are incorporated in the
MTO secular determinant to obtain the correct ones which are, then, totally independent
of the choice ofE,, and at the same time the unphysical ‘ghost bands’ [10] are reliably
eliminated. A new electronic density can be obtained from wave functions and a new
potential is provided by using the LDA.

We have obtained quite good agreement between MTO calculations and experimental
equilibrium volume from Ra tax-Pu [11]. We do have bonding 5f electrons upadtePu
and the band theory may be applied. In these calculations, 6g,&m 6p,, were treated
as band states and for the exchange—correlation terms the Kohn—Sham (KS) parametrization
[12] was taken. The expansion (1) of the wave function is infinite but best agreement was
obtained in [11] when it was stopped at a maximum valué, &f,. = 3 (f states).

From Am, 5f electrons become localized. It is well known that the LDA fails to describe
properties of systems with localized d and f electrons. In this case, LDA overestimates the
band character of electronic states.

Several different attempts (SIC-LDA [13-16], LDAU [17, 18], SRC [19]....) were
made to overcome these limitations and repair LDA by introducing some corrections for
localized states, but they proved not completely satisfactory and are difficult to use, specially
in the fully relativistic case. Moreover, we should point out thaPu, §-Pu and Am are
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all found experimentally to be non-magnetic and in the case of a paramagnetic regular
crystal the LDA+ U method ground-state energy should coincide with that in the LDA
approach [19]. The SIC-LDA method reproduces quite well the localized nature of the d
(or f) electrons in transition (or rare-earth) metal compounds, but SIC one-electron energies
are usually in strong disagreement with spectroscopy data (for example for transition metal
oxides occupied d bands ar¢l Ryd below the oxygen valence band) [18].

Here, we have chosen a simpler procedure which gave good results for the equilibrium
volume of the lanthanide metals [20]. Since LDA is known to overestimate the extent of the
localized orbitals and hence the effects of interatomic hybridization and overlap, we neglect
these terms in the matrix elements. We reproduce the localized character of electrons by
removing the coupling between their states and other angular momenta. To do this using the
MTO method, we only have to cancel the corresponding matrix elements in our ‘structure
constants’.

A more empirical approach has been previously used for the lanthanide metals, where
the 4f electrons were treated as part of the core and only s, p and d partial waves were
considered in the conduction band [21]: the results were not very different from [20].
Similarly the same treatment has been used for the 5f electrons in the calculation of the
equilibrium volumes of the last actinide metals Am, Cm, Bk and Cf [22]: the theoretical
atomic radii were respectively 1.1 and 3.2% higher than the experimental ones for Am and
for Cf.

3. Equilibrium properties

In figure 1, our calculated equilibrium Wigner—Seitz atomic radii are compared with the
experimental values obtained from the equilibrium density of the common isotope quoted in
[23, 24] and in [25] for Ra and [26] fo8-Pu. The agreement is good for MTO calculation
with delocalized 5f toa-Pu. The treatment with fully unhybridized 5f is obtained by
cancelling the matrix elements between f and angular momenta s, p and d and those between
the 5t,» and 5f,, states. When bonding begins to be caused by 5f electrons with Th, this
treatment fails.

Best agreement for Am, Cm, Bk and Cf is obtained by unhybridized 5f, where we cancel
the coupling of 5f states with the s, p and d but allow the coupling betwegndid 5%,
states. We also use the Hedin—Lundqvist (HL) [27] exchange—correlation instead of KS
[12]. For a given atomic radius the pressure is always lower with HL parametrization, so
the theoretical equilibrium volume is also lower with HL. For example, for the equilibrium
atomic radius of Ra, HL gives 4.60 au, KS 4.92 au; the experimental value is 4.95 au. For
Am, HL gives 3.62 au, KS 3.75 au and the experiment 3.61 au. This is why we have taken
KS for our calculations with delocalized 5f and HL for the calculations with localized states
(6-Pu and from Am to Es): this way we have the best agreement with experiment.

To obtain the theoretical value férPu the coupling of the §f, states with s, p and
d states is allowed; the coupling of;5f with s, p and d is still forbidden. This yields the
exact experimental value of the equilibrium atomic radius. This is in accordance with the
recent x-ray and high-resolution UV photoemission study which found the localization of
8-Pu 5f electrons half-way between Am aaePu [28].

For Es we obtain excellent agreement with the experimental equilibrium volume if we
cancel the coupling of the 5f states with the s, p and d and the coupling of 6d states with
the s and p. In this case also the HL exchange—correlation was used.

In figure 2, the pressure is split on angular momenta. We see that metallic bonding is
due to d and f electrons and from PadePu the effect of f electrons dominates.
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Figure 1. A comparison of experimental and calculated (in fcc structure) equilibrium atomic
radii. +, experimental andD, calculated, with unhybridized 5% electron states, values for
§-Pu; x, calculated value for Es with unhybridized 5f and 6d electron states.

Also when we have large partial pressures, a small volume change can alter the total
pressure significantly, which results in a higher value of the theoretical bulk modulus,

dp
B=-V v (2)
as shown in figure 4 below.

In figure 2, in the partial pressures we have the contributions from the valence band
and the 6s, 6, and 6p,, semicore bands; in figure 3 we show their relative importances.

If the contribution of the 6s is always small, the contributions of thg6and 6p,» bands

are greater than that of the valence band for U, Np @ffeu. In addition, the semicore
bands contribute significantly to the partial pressures of all angular momenta and not only
to that of their angular momentum character.

When comparing theoretical and experimental [24] (andsfétu unpublished results
obtained as in [29]) bulk moduli in figure 4, we observe excellent agreement for Th, U
and Am and moderate agreement for Cm, Bk and Cf; however a noticeable discrepancy
is observed for Pa, Npg-Pu andé-Pu. These differences can be explained because
sometimes our calculations were not performed within the real crystalline structures, or
because theoretical and experimental volumes are different. This is not the casBupr
which has an fcc structure and for which we have found the exact equilibrium volume, but
we should point out that the fcc phase can only exist at ambient temperature when stabilized
with a small amount of Ga (or Al,..); we have not taken account of this effect in the
electronic structure.

It is also important to point out that the theoretical calculations of the bulk modulus
performed, by full-potential LMTO, in the real crystalline structure of Pa, U and Np [5] are
in strong disagreement with the experimental values too, specially for Np where 1700 kbar
was found in comparison with 740 kbar for the experiment [24].
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Figure 2. The splitting of pressure on angular momenta for the values of theoretical equilibrium
volumes. Delocalized treatment of 5f electron states from Ra-Ru; unhybridized 5f from
Am to Cf; unhybridized 5f and 6d for Esx, s, +, 55,2 and O, 5f7,> partial pressures faf-Pu

obtained with unhybridized 5f, electron states.
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Figure 3. A comparison of the contributions of the valence band and the semicore bands to the
pressure for the values of theoretical equilibrium volumes. Delocalized treatment of 5f electron
states from Ra te-Pu; unhybridized 5f from Am to Cf; unhybridized 5f and 6d for Es, 6s
band,x, 6py2 and O, 6ps/2 bands partial pressures f8#u obtained with unhybridized 5%

electron states.
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Figure 4. Experimental and theoretical bulk moduli at the values of the respective equilibrium
volumes. Delocalized treatment of 5f electron states from Ra-Ru; unhybridized 5f from

Am to Cf; unhybridized 5f and 6d for Est+, experimental an®, theoretical values fog-Pu
obtained with unhybridized 5f, electron states.

Our model ofs-Pu is not definitive; we can only say that the 5f electrons are partially
localized [28]. Our model with unhybridized 55 states and HL exchange—correlation
gives an equilibrium atomic radius (3.426 au) in perfect agreement with the experimental
one (3.425 au) but a bulk modulus (711 kbar) twice the experimental value (350 kbar).
With an alternative model, with unhybridizedspf states and KS exchange—correlation, we
have obtained a theoretical equilibrium radius of 3.397 au and a bulk modulus of 577 kbar.

The description of the electronic structure®Pu is maybe beyond the scope of band
structure calculations as suggested in [30], where it has been proposeé-Rbats a
concentrated Kondo system: on each plutonium site a Kondo interaction tends to orient the
spin of valence electrons (7s, 6d) in a direction opposite to that of 5f localized electrons.
Nevertheless we plan to try some improvements of our models-Ru.

4. Electronic structure

In figure 5, we see the filling of the 5f shell in the actinide metal series. For Ra, there
are no 5f electrons yet. In figure 1, its theoretical equilibrium volume is the same with all
5f electron treatments. More exactly for Ra the very small occupation number of 5f states,
0.03 electrons, gives a 0.22% equilibrium radius difference between different treatments of
5f electrons; for Ac, 0.12 electrons in 5f states gives a 2.8% equilibrium radius difference;
for Th, 0.52 electrons in 5f states gives an 8.1% equilibrium radius difference; there is
no simple relation between the number of electrons in 5f states and the equilibrium radius
differences.

The filling of the 5/, shell is progressive and is almost complete (approximately six
electrons) at Am. From U, the 5 and 5%/, shells evolve differently. The decrease in the
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Figure 5. Calculated occupation numbers for the values of theoretical equilibrium volumes.
Delocalized treatment of 5f electron states from RatBu; unhybridized 5f from Am to Cf;
unhybridized 5f and 6d for Es.x, s, +, 5fs;> and O, 5f7/> occupation numbers fo8-Pu
obtained with unhybridized 5f, electron states.

number of 5¢,, electrons between-Pu and Am is due to their localization. All this can
be explained by examination of the position of thg,5and 5%, partial densities of states
relative to the Fermi energy in figure 6.

To obtain densities of states (DOS) with a small sampling of the Brillouin zone (19 points
in the irreducible wedge of the fcc Brillouin zone), we use Gaussian-smoothed DOS [31].

With Th, the two peaks of the 5 and 5%, partial DOS appear but they are well above
the Fermi level. Therefore, the metallic bonding for Ra, Ac and Th is due to 6d electrons,
but for Th a small part of the bonding is caused by 5f electrons; this is enough to yield,
in figure 1, a very noticeable difference in the values of equilibrium volumes obtained with
different treatments of 5f electrons. In [32] it is proposed that the 5f contribution to bonding
in Th is the cause of its fcc crystalline structure and, without it, Th would be bcc.

Going from Th to heavier actinides, thespfand 5%/, partial DOS move progressively
below the Fermi level. The 5f electrons have an itinerant behaviour and participate in the
bonding from Pa tax-Pu. 5f DOSs are broad when 5f are delocalized.

The bandwidths of the 5f partial DOS decrease witRu, where the coupling of the
5f7,, states with the s, p and d is cancelled.

The narrowness of the 5f partial DOS becomes more pronounced with Am, where the
5fs,» and 5f,» are uncoupled from the s, p and d. The 5f electrons no longer participate in
metallic bonding.

5. Conclusions

We have tried to explain the gap in densities betweeRu (19.86 g cmd), §-Pu
(15.92 g cn1®), Am (13.67 g cnm®) and Es (8.84 g cr?). Using our fully relativistic MTO
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Figure 6. DOSs for the values of theoretical equilibrium volumes. Delocalized treatment of
5f electron states from Ra to-Pu; unhybridized 5f from Am to Cf; unhybridized 5f and 6d for
Es; for 8-Pu unhybridized 5#> electron states. Energies are relative to the Fermi energy.

with unhybridized electron states, it was possible to take account of the partial localizations
of electrons ins-Pu, Am and Es which yield the differences in the equilibrium densities.
This is a first approach to correct the LDA for localized states in the case of non-magnetic,
highly relativistic metals.
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