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A B S T R A C T

We measured absorption spectra of transitions 5I8→ 5F2, 5F3 in Ho3+ ion in the HoFe3(BO3)4 single crystal at
temperature 2 K as a function of magnetic field 0–65 kOe directed along a and c axes. The spectra were de-
composed to the Lorentz shape components and magnetic field dependences of their parameters: position, in-
tensity and line width, were obtained. Substantial difference between dependences of the energy and intensity of
the transitions on magnetic field was revealed. So, the abrupt changes of the electron transition energies were
mainly observed at the reorientation magnetic phase transitions in the crystal. A number of singularities in the
magnetic field dependences of the electron transition intensities were revealed both at the reorientation tran-
sitions and outside of them. The singularities in the average intensities of transitions into multiplets at the
reorientation magnetic transitions are due to the changes of the odd part of the crystal field, responsible for the
allowance of f-f transitions, and also are due to the changes of the magnetic state. The singularities in behavior of
intensity of each separate transition are due to the local even distortions in the excited states, which mix the
electron states.

1. Introduction

Investigation of the local crystal properties in the vicinity of opti-
cally excited atoms becomes important in recent years, especially in
view of the possible applications in quantum information processing.
The electronic excitation can substantially change interaction of the
atom with the environment and so can change the local properties of
the crystal [1,2]. In this sense the optically excited atom is similar to an
impurity. Investigation of the parity-forbidden optical transitions, such
as f-f transitions in rare earth (RE) ions, can provide information about
the local structural distortions in crystals, as well as about variations of
the magnetic moments orientation. Recent studies of the optical prop-
erties of trigonal borates RFe3(BO3)4 (R is RE element) revealed a
number of phenomena related to the local changes of magnetic and
structural properties in the vicinity of optically excited states [3–8].

Holmium ferroborate HoFe3(BO3)4 is distinguished among the RE
ferroborates by well pronounced multiferroic effects [9–11], by a
number of phase transitions (magnetic and structural), by non-trivial
magnetic moments arrangement and by rather complicated energy
spectrum of RE ion. At high temperatures it has huntite-like trigonal
structure with the space group R32, and at about 360 K a structural
phase transition reducing the space symmetry to P3121 (D3

4) occurs

[12–15]. Ho3+ ions occupy a single type positions with the symmetry
D3 in the high-temperature phase and C2 in the low-temperature phase.
At TN=38–39 K antiferromagnetic ordering of the crystal takes place
[16–18]; strong polarization effect of the iron sublattice on the hol-
mium one leads to simultaneous ordering of both magnetic subsystems.
At lowering temperature to TSR=4.7 K, a spontaneous spin-reorienta-
tion phase transition from the easy-plane to the easy-axis state occurs in
the crystal as the result of competition of the different sign anisotropies
of Fe3+ and Ho3+ ions [17,18]. According to the neutron diffraction
and X-ray scattering data [17,19] the magnetic structure deviates
slightly from the collinear one in both magnetic phases. At T < TSR,
applying the external magnetic field both along the c axis and per-
pendicular to it leads to spin-reorientation phase transitions from the
easy-axis to easy-plane state [9,17,18]. The critical fields of the reor-
ientation transitions are about 5.7 kOe for H||c and about 9.2 kOe for
H⊥c at the temperature 2 K [18].

The spectroscopic study of f-f transitions in HoFe3(BO3)4 in the re-
gion of 8500–24,500 cm−1 in a wide temperature range was carried out
by the authors [20]. It was found out that in most of the absorption
bands the splitting of the Ho3+ states and change of the transitions
polarizations, corresponding to the symmetry reduction from the D3 to
C2, was not observed. Moreover, spectra of some transitions correspond
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to the cubic crystal field splitting. The studying of the spontaneous and
the field-induced spin-reorientation phase transitions revealed that the
changes of the absorption spectra in both cases are very similar [20,21].

One of the optical transitions of the Ho3+ ion (5I8→ 5F5) in
HoFe3(BO3)4 was studied at applying external magnetic fields 0–60 kOe
along three main crystallographic directions at T=2K [21]. A number
of specific features which testify to changes of the local properties in the
Ho3+ excited states were found out. So, an appearance of non-equiva-
lent positions of the Ho3+ ion was found in some excited states that was
explained by the local decrease of the space symmetry to the C2 one. It
was revealed that in some excited states the Ho3+ ion is in the easy-
plane state while the total crystal is in the easy-axis state and vice versa.
This means that magnetic moment of the Ho3+ ion in such excited
states is perpendicular to the Fe3+ magnetic moment. Such phenom-
enon points out the existence of the antisymmetric Fe-Ho exchange
interaction in the Ho3+ excited states. The present paper is devoted to
the detailed study of the spectroscopic effects induced by the magnetic
field, which are related to changes of the local properties in some ex-
cited Ho3+ states.

2. Experimental details

HoFe3(BO3)4 single crystals were grown from a bismuth trimo-
libdate solution melt with a nonstoichiometric composition of the
crystal forming oxides (details see in Ref. [20]). The sample for optical
measurements was 85 µm thick plate cut parallel to the bc plane; so, the
light propagated along the crystallographic axis a (see Fig. 1). The
absorption spectra were measured using linearly polarized light with
the electric vector E parallel (the π spectrum) or perpendicular (the σ
spectrum) to the trigonal axis c. The spectra were registered using a
diffraction spectrometer DFS-13 with diffraction grating 600 lines/mm
and linear dispersion 0.4 nm/mm. The light intensity at the exit of the
spectrometer was measured by linear photodiode array of the optical
multichannel analyzer (OMA, model 1450A). The spectral resolution in
the studied spectral range was about 1.5 cm−1. Magnetic field was
applied along a and c axes of the crystal. It was created by a super-
conducting solenoid with the Helmholtz type coils. The super-
conducting solenoid with the sample was placed in the liquid helium
and all measurements in the magnetic field were fulfilled at T=2K.

3. Results and discussion

There are two main characteristics of f-f transitions: energy and
intensity (probability). The energies of 4f states are defined by the

eigenfunctions of the Hamiltonian [22]:

̂ ̂= −
→ →

+
→

H Ho H g μ J H λ M( ) ·( )i CF
i

J B i fd i (1)

Here i is the number of sublattice, ̂HCF
i

is the crystal field (CF)
Hamiltonian, whose form is determined by the symmetry of the local
environment of a Ho ion, gJ is the Landé factor and

→
Ji is the angular

momentum operator of the Ho ion, λfd < 0 is the molecular constant of
the antiferromagnetic interaction Ho-Fe,

→
Mi is the magnetic moment of

the Fe ion. The intensities of electron transitions are defined by non
diagonal matrix elements of the electric dipole operator between initial
and final states. Parity forbidden f-f transitions possess additional fea-
tures. They are allowed due to the mixing of 4f states with the states of
the opposite parity by the odd components of the CF, while energies of
4f states are mainly defined by the even part of the CF and also by the 4f
ion magnetic moment orientation. Thus, energies and intensities of f-f
transitions provide substantially different information about electron
states and about 4f ions environment. As a consequence, the reaction of
the energy and intensity of f-f transitions on the structural and magnetic
transformations in crystals can be substantially different. We decom-
posed the measured absorption spectra into the Lorentz-type compo-
nents and obtained their parameters (frequency, intensity and line-
width) in function of the magnetic field.

3.1. Transition 5I8→ 5F2 (G-band)

As mentioned in the introduction, the local symmetry of the Ho3+

ion in the crystal at low temperature is C2. However, in Ref. [20] it was
shown that in a first approximation, at least in the easy axis state, the
splitting of the Ho3+ ion states and the absorption lines polarizations
correspond to the D3 symmetry. At the conversion from a free atom to
that in octahedron and further to the D3 symmetry position, the 5F2
state of the Ho3+ ion is transformed in the following way:

= → + → + +J E T E A E2 ( ).2 1 (2)

It was shown [20] that in the D3 symmetry approximation the
ground state of Ho3+ ion has the E symmetry. The G1 line (Fig. 2) is
observed only in the σ-polarization. Then, according to polarization of
the rest of transitions presented in Fig. 2 and according to the selection
rules for D3 symmetry (Table 1), the G1-state is the singlet (A1) and the
G2 and G3 states are doublets (E) in the D3 approximation. Therefore,
the splitting of the G1 line observed even at H=0 (Fig. 2, inset) should
be referred to the existence of two non-equivalent absorbing centers in
the excited state, the same as it took place in the 5I8→ 5F5 transition

Fig. 1. Diagram of the experiment.

Fig. 2. Absorption spectra of the 5I8→ 5F2 transition (G-band) in magnetic field
65 kOe parallel to a-axis of the crystal. Inset: spectra of G1a and G1b lines in the
zero field.
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[21]. Small hysteresis in HoFe3(BO3)4 magnetization [18] as well as in
absorption spectra [21] is observed only in the region of the reor-
ientation transitions. This means that there are no distinct magnetic
domains at other magnetic fields, and the splitting cannot be referred to
domains. Therefore we can suppose that in the excited state the space
symmetry locally decreases to C2 one. In this group the unit cell of the
huntite structure is twice as large and it has four RE ions in C1 sym-
metry positions and two RE ions in C2 symmetry positions [23,24].

The doublets G2 and G3 can be split (Fig. 2) due to the decrease of
the local symmetry of Ho3+ ion from the D3 to C2 one in the crystal, or
by the exchange interaction with the Fe sublattice, or due to the ap-
pearance of two absorbing centers in the G2 and G3 states or due to all
those together. Positions of G3a and G3b lines are different in π and σ
polarizations (Fig. 3). This is possible, if in the G3 state there are two
absorbing centers with C1 and C2 local symmetries, respectively, and if
in both of them the doublets are split due to the decrease of the local
symmetry or due to the exchange interaction with the Fe sublattice or
due to both of them. There are actually four lines in the G3 spectrum
(Fig. 3), but it is impossible to separate them totally. The splitting be-
tween G3a and G3b lines as a function of magnetic field does not
change below the reorientation transition and only slightly changes
after it and only in the π-polarization (Fig. 3). Consequently, orienta-
tion of the Ho3+ magnetic moment almost does not change in the
considered excited states as a function of the magnetic field (excluding
area of the reorientation transition). This testifies to the strong local
magnetic anisotropy, connected with the local CF of the low symmetry,
and therefore we can infer that the splitting of the G3 line is mainly due
to the existence of two absorbing centers in the G3 excited state and due
to the decrease of the local symmetry in both of them.

In contrast to the energy of lines, there is a strong changing of the
G3a and G3b absorption intensities with the magnetization (Fig. 4), that
testifies to a substantial changing of the 4f wave functions under the
influence of the local deformations. Largest local deformations occur at
the reorientation transition, but substantial deformations are also ob-
served outside the transition (Fig. 4). Properties of these deformations
will be discussed below.

Positions of the G2 lines in π and σ polarizations are identical in the

range of the experimental error (Fig. 3). Consequently, the splitting
between G2a and G2b lines can be either due to the exchange inter-
action with the Fe sublattice or due to the decrease of the local sym-
metry or due to both of them. However the latter cause is preferable by
the same reason as in the case of the G3 lines. Behavior of the G2 lines
intensities shows (Fig. 4) that the local CF changes in the G2a and G2b
states symmetrically in opposite directions. The largest local deforma-
tions in the G2 state also occur at the reorientation transition.

Behavior of the G2a, G2b, G3a and G3b lines positions and in-
tensities in the field H||c is similar to that in the field H||a. This testifies
that orientation of the Ho3+ magnetic moments in these cases is also
similar. In particular, it is almost independent of the magnetic field. The
weak influence of the external magnetic field on the states energy
shows that magnetic anisotropy connected with the crystal field is
strong in these states.

3.2. Transition 5I8→ 5F3 (F-band)

At the conversion from a free atom to that in octahedron and further
to the D3 symmetry position, the 5F3 state of the Ho3+ ion is trans-
formed like this:

= → + + → + + + +J A T T A A E A E3 ( ) ( ).2 1 2 2 2 1 (3)

The transition F1 (Fig. 5, inset) is mainly σ-polarized. Then ac-
cording to selection rules of Table 1, the F1 state is the singlet A2 in the

Table 1
Selection rules for electric dipole transitions in D3 symmetry.

A1 A2 E

A1 – π σ(α)
A2 π – σ(α)
E σ(α) σ(α) π, σ(α)

Fig. 3. Energies of π-polarized components of the 5I8→ 5F2 transition (G-band)
as a function of magnetic field H||a. Circles refer to σ-polarization.

Fig. 4. Intensities of π-polarized components of the 5I8→ 5F2 transition (G-
band) as a function of magnetic field H||a.

Fig. 5. Absorption spectra of the 5I8→ 5F3 (F-band) in the zero magnetic field.
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D3 symmetry approximation, while other singlet states, which also
should be purely σ-polarized in the D3 symmetry, cannot be identified
in this symmetry approximation. Consequently, this symmetry ap-
proximation is not suitable for interpretation of the rest spectrum.
However the F2 and F3 manifolds (second and third terms in (3)) are
three fold degenerated and can be split into three states with the
symmetry decrease to the C2 one (Fig. 5).

For the beginning, we shall consider behavior of F2 and F3 bands in
magnetic fields H||a. The energies of multiplets F2 and F3 as a function
of the magnetic field H||a (Fig. 6) are identical in both polarizations
within the limit of the experimental error. Consequently, we can sup-
pose that the splitting are not connected with the different absorbing
centers. One of the components in F2 and F3 manifolds is
singlet already in the D3 symmetry. Another two components of F2 and
F3 manifolds are caused by the splitting of the E-type states due to the
decrease of the local symmetry or due to the exchange interaction with
the Fe-sublattice. In the C2 symmetry all transitions are active both in π
and σ polarizations according to the selection rules of Table 2 and ac-
cording to the transformation of the ground state: E→A1+A2 at the
decrease of the symmetry. (However the real splitting of the ground
state was not proved.) Thus, it is difficult to identify states, which were
singlet A1 and A2 in the D3 symmetry. With some probability it is
possible to suppose that they are F2c and F3c states, since their energies
almost have no features in dependence on the magnetic field (Fig. 6).
The F3e and F3f lines (Fig. 5) were earlier identified as vibrational
repetitions of the F2 electron transition [20]. Nature of the F3d tran-
sition is not clear. It is only possible to suppose that the F3d line is
connected with the low frequency vibrations appeared in the P3121
symmetry [25]. Its strong dependence on magnetization testifies to a
strong coupling between the lattice and magnetic degrees of freedom.
In particular, the F3d line disappears at the reorientation transition and
above it in the field H||a (Fig. 7).

In contrast to the energies of the transitions their intensities change
substantially and sometimes not monotonically as a function of mag-
netic field not only in the region of the reorientation transition, but in
the whole field interval (Figs. 7, 8). This testifies to the local distortions

as a function of magnetization. A strong singularity in the field de-
pendence of the F3a line intensity at 25 kOe (Fig. 7) testifies to the
singularity in the CF dependence in the corresponding excited state. In
the same magnetic field a small singularity is observed also in the F3a
and F3b energy dependences (Fig. 6). Pronounced field dependences of
the line widths are also observed (Fig. 9). These dependences rather
good correlate with those of the line intensities (Fig. 7), that testifies to
the mainly homogeneous broadening of the lines.

Positions and intensities of the lines as a function of magnetic field
H||c are shown in Figs. 10–12. There is a singularity in the field de-
pendence of intensity of the F2a and F2c lines at 20 kOe (Fig. 11). Only
a small feature is observed at this field in the dependence of the energy
of the F2a line (Fig. 10). The line F3d, which disappeared above the
reorientation transition, appeared again above 40 kOe (Fig. 12). Pro-
nounced features in the F3a, F3b and F3c intensities behavior are ob-
served in the region of 15 kOe (Fig. 12). Some features are observed in
the same field in the energy of the lines F3a and F3b, but not F3c
(Fig. 10). Most strong singularities are observed in the behavior of the
F3a and F3c lines intensity at 40 kOe (Fig. 12). Between 40 and 45 kOe
the abrupt change of the F3a line intensity occurs. The corresponding
abrupt change of the spectrum is demonstrated in Fig. 13. It is inter-
esting to note that the abrupt change of the energy is revealed in the
F3b line (Fig. 10), but not in the lines F3a and F3c, which demonstrate
the strong change of intensity. Apparently, the change of the energy is

Fig. 6. Energies of π-polarized components of the 5I8→ 5F3 transition (F-band)
as a function of magnetic field H||a.

Table 2
Selection rules for electric dipole transitions in C2 symmetry.
Polarizations are shown relative to the local C2 axis. Polarizations re-
lative to the trigonal axis of the crystal are shown in brackets.

A1 A2

A1 π (σ) σ (π, σ)
A2 σ (π, σ) π (σ)

Fig. 7. Intensities of π-polarized components of the F3 manifold as a function of
magnetic field H||a.

Fig. 8. Intensities of π-polarized components of the F2 manifold as a function of
magnetic field H||a.
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connected with the change of the local magnetic state in the F3b
electron state.

Now it is necessary to pay attention to one feature which is common
for all transitions: average intensities of the G2, G3, F2 and F3 transi-
tions have steps only at the reorientation phase transitions (Figs. 4, 7, 8,
11, 12). Consequently, only in this moment the odd part of the CF,
responsible for the allowance of f-f transitions, abruptly changes due to
the magnetostriction. Additionally, the electron transition probability
can depend on the magnetic moment reorientation due to the magnetic
dichroism. Then the question arises: what is the nature of the observed
large changes of intensities of components of the G2, G3, F2 and F3
transitions in the magnetic fields outside the reorientation transitions?
The splitting of the considered states in the zero magnetic field are very

Fig. 9. Line widths of π-polarized components of the F3 manifold as a function
of magnetic field H||a.

Fig. 10. Energies of π-polarized components of the 5I8→ 5F3 transition (F-band)
as a function of magnetic field H||c.

Fig. 11. Intensities of π-polarized components of the F2 manifold as a function
of magnetic field H||c.

Fig. 12. Intensities of π-polarized components of the F3 manifold as a function
of magnetic field H||c.

Fig. 13. Absorption spectra of the F3 manifold in magnetic field H||c.
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small: 3–6 cm−1. Therefore a weak perturbation is enough for the
mixing of the close states and for the redistribution of probabilities of
the corresponding transitions. It is evident that such perturbation
should be even, since functions of the same parity are mixed. Already
the magnetic field itself could be such perturbation. However, the
magnetic field changes uniformly. Thus, we can infer that the structural
deformations due to the magneto-striction occur in the corresponding
excited states.

4. Summary

Absorption spectra of transitions 5I8→ 5F2, 5F3 in Ho3+ ion in the
HoFe3(BO3)4 single crystal were measured at temperature 2 K in mag-
netic fields 0–65 kOe directed along a and c axes. The spectra were
decomposed to the Lorentz shape components and magnetic field de-
pendences of their parameters: position, intensity and line width, were
obtained. Substantial difference between dependences of the energy
and intensity of the transitions on magnetic field was revealed. The
energies of 4f states are defined by the eigenfunctions of the Ho3+ ion
Hamiltonian. Crystal field is the main part of this Hamiltonian, but
changes of the states energy as a function of magnetic field are also due
to changes of magnetic system. So, the abrupt changes of the transitions
energy were observed at the reorientation transitions. However, the
abrupt change of the energy of one of the states in the 5F3 manifold was
also revealed in the field H||c between 40 and 45 kOe that testified to
the local change of the magnetic state in this electron state. A number of
singularities in the magnetic field dependences of the transition in-
tensities were revealed. The singularities in the average intensities of
transitions into multiplets at the reorientation magnetic transitions are
due to the changes of the odd part of the crystal field, responsible for
the allowance of f-f transitions, and also are due to the changes of the
magnetic state. The singularities in behavior of intensity of each sepa-
rate transition are due to the local even distortions in the excited states,
which mix the electron states.

Acknowledgements

A.V. Malakhovskii acknowledges the support from the Russian
Foundation for Basic Researches grant 16-02-00273 and from the
Project of Russian Academy of Science No. 0356-2017-0030.

References

[1] W.W. Holloway, E.W. Prohovsky, M. Kestigian, Magnetic ordering and the fluor-
escence of concentrated Mn, Systems, Phys. Rev. 139 A (1965) 954–961.

[2] A.V. Malakhovskii, I.S. Edelman, The role of the local magnetic mode in the optical
absorption spectra of antiferromagnets, Solid State Comm. 28 (1978) 475–479.

[3] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya,
A.L. Sukhachev, V.L. Temerov, Influence of magnetic ordering on electronic
structure of Tb3+ ion in TbFe3(BO3)4 crystal, Eur. Phys. J. B 80 (2011) 1–10.

[4] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya,
A.L. Sukhachev, I.A. Gudim, Optical and magneto-optical properties of
Nd0.5Gd0.5Fe3(BO3)4 single crystal in the near IR spectral region, J. Alloys Compd.
542 (2012) 157–163.

[5] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya,
A.L. Sukhachev, A.E. Sokolov, A.Ya. Strokova, A.V. Kartashev, V.L. Temerov,

Spectroscopic manifestations of local crystal distortions in excited 4f states in
crystals of huntite structure, Crystallogr. Rep. 58 (2013) 135–138.

[6] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya,
A.L. Sukhachev, V.L. Temerov, Local magnetic properties of multiferroic
Nd0.5Gd0.5Fe3(BO3)4 in the excited states of Nd3+ ion, J. Magn. Magn. Mater. 375
(2015) 153–163.

[7] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya, V.L. Temerov,
Changes of the local magnetic properties of the optically excited Nd3+ ions and
their manifestation in the near IR spectra of the Nd0.5Gd0.5Fe3(BO3)4 crystal, Opt.
Mater. 52 (2016) 126–133.

[8] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya, V.L. Temerov,
Peculiarities of magnetic properties of Nd3+ ions in the Nd0.5Gd0.5Fe3(BO3)4 crystal
in the optically excited states 4(F7/2+S3/2) and (4G9/2+2K13/2+4G7/2), J. Alloys
Compd. 680 (2016) 87–94.

[9] R.P. Chaudhury, F. Yen, B. Lorenz, Y.Y. Sun, L.N. Bezmaternykh, V.L. Temerov,
C.W. Chu, Magnetoelectric effect and spontaneous polarization in HoFe3(BO3)4 and
Ho0.5Nd0.5Fe3(BO3)4, Phys. Rev. B 80 (2009) 104424-1–104424-11.

[10] A.M. Kadomtseva, YuF. Popov, G.P. Vorob'ev, A.P. Pyatakov, S.S. Krotov,
P.I. Kamilov, V.Yu. Ivanov, A.A. Mukhin, A.K. Zvezdin, L.N. Bezmaternykh,
I.A. Gudim, V.L. Temerov, Magnetoelectric and magnetoelastic properties of rare-
earth ferroborates, Fiz. Nizk. Temp. 36 (2010) 640–653 [Low Temp. Phys. 36
(2010) 511–521].

[11] A.M. Kadomtseva, G.P. Vorob’ev, Yu.F. Popov, A.P. Pyatakov, A.A. Mukhin,
V.Yu. Ivanov, A.K. Zvezdin, I.A. Gudim, V.L. Temerov, L.N. Bezmaternykh,
Magnetoelectric and magnetoelastic properties of easy-plane ferroborates with a
small ionic radius, ZhETF 141 (2012) 930–938 [JETP 114 (2012) 810–817].

[12] Y. Hinatsu, Y. Doi, K. Ito, M. Wakeshima, A. Alemi, Magnetic and calorimetric
studies on rare-earth iron borates LnFe3(BO3)4 (Ln=Y, La–Nd, Sm–Ho), J. Solid
State Chem. 172 (2003) 438–445.

[13] V.I. Zinenko, M.S. Pavlovskii, A.S. Krylov, I.A. Gudim, E.V. Eremin, Vibrational
spectra and elastic, piezoelectric, and magnetoelectric properties of HoFe3(BO3)4
and HoAl3(BO3)4 crystals, ZhETF 144 (2013) 1174–1183 [J. Exp. Theor. Phys. 117
(2013) 1032–1041].

[14] A.S. Krylov, S.N. Sofronova, I.A. Gudim, A.N. Vtyurin, Magnetoelastic interactions
in Raman spectra of Ho1−xNdxFe3(BO3)4 crystals, Solid State Commun. 174 (2013)
26–29.

[15] D.A. Erofeev, E.P. Chukalina, L.N. Bezmaternykh, I.A. Gudim, M.N. Popova, High-
resolution spectroscopy of HoFe3(BO3)4 crystal: a study of phase transitions, Optika
i Spektroskopiya 120 (2016) 59–66 [Optics and Spectroscopy 120 (2016) 558–565].

[16] T.N. Stanislavchuk, E.P. Chukalina, M.N. Popova, L.N. Bezmaternykh, I.A. Gudim,
Investigation of the iron borates DyFe3(BO3)4 and HoFe3(BO3)4 by the method of
Er3+ spectroscopic probe, Phys. Lett. A 368 (2007) 408–411.

[17] C. Ritter, A. Vorotynov, A. Pankrats, G. Petrakovskii, V. Temerov, I. Gudim,
R. Szymczak, Magnetic structure in iron borates RFe3(BO3)4 (R = Y, Ho): a neutron
diffraction and magnetization study, J. Phys.: Condens. Matter 20 (2008) 365209-
1–365209-9.

[18] A. Pankrats, G. Petrakovskii, A. Kartashev, E. Eremin, V. Temerov, Low-temperature
magnetic phase diagram of HoFe3(BO3)4 holmium ferroborate: a magnetic and heat
capacity study, J. Phys.: Condens. Matter 21 (2009) 436001-1–436001-5.

[19] D.K. Shukla, S. Francoual, A. Skaugen, M.V. Zimmermann, H.C. Walker,
L.N. Bezmaternykh, I.A. Gudim, V.L. Temerov, J. Strempfer, Ho and Fe magnetic
ordering in multiferroic HoFe3(BO3)4, Phys.Rev. B 86 (2012) 224421-1–224421-15.

[20] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya, I.A. Gudim,
Low-temperature absorption spectra and electron structure of HoFe3(BO3)4 single
crystal, Fiz. Nizk. Temp. 43 (2017) 764–771 [Low Temp. Phys. 43 (2017) 610-616].

[21] A.V. Malakhovskii, S.L. Gnatchenko, I.S. Kachur, V.G. Piryatinskaya, I.A. Gudim,
Transformation of the HoFe3(BO3)4 absorption spectra at reorientation magnetic
transitions and local properties in the excited 5F5 states of the Ho3+ ion, Phys. Rev.
B 96 (2017) 224430 (1–10).

[22] A.A. Demidov, D.V. Volkov, Magnetic properties of HoFe3(BO3)4, Fizika Tverdogo
Tela 53 (2011) 926–935 [Physics of the Solid State 53 (2011) 985–996].

[23] B.J. Campbell, H.T. Stokes, D.E. Tanner, D.M. Hatch, ISODISPLACE: a web-based
tool for exploring structural distortions, J. Appl. Crystallogr. 39 (2006) 607–614.

[24] P.A. Plachinda, E.L. Belokoneva, High temperature synthesis and crystal structure
of new representatives of the huntite family, Cryst. Res. Technol. 43 (2008)
157–165.

[25] Daniele Fausti, Agung A. Nugroho, Paul H.M. van Loosdrecht, Sergei A. Klimin,
Marina N. Popova, Leonard N. Bezmaternykh, Raman scattering from phonons and
magnons in RFe3(BO3)4, Phys. Rev. B 74 (2006) 024403 (1–12).

A.V. Malakhovskii et al. Journal of Magnetism and Magnetic Materials 476 (2019) 177–182

182

http://refhub.elsevier.com/S0304-8853(18)33114-7/h0005
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0005
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0010
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0010
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0015
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0015
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0015
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0020
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0020
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0020
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0020
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0025
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0025
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0025
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0025
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0030
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0030
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0030
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0030
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0035
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0035
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0035
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0035
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0040
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0040
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0040
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0040
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0045
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0045
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0045
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0050
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0050
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0050
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0050
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0050
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0055
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0055
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0055
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0055
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0060
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0060
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0060
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0065
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0065
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0065
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0065
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0070
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0070
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0070
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0075
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0075
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0075
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0080
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0080
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0080
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0085
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0085
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0085
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0085
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0090
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0090
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0090
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0095
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0095
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0095
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0100
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0100
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0100
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0105
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0105
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0105
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0105
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0110
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0110
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0115
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0115
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0120
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0120
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0120
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0125
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0125
http://refhub.elsevier.com/S0304-8853(18)33114-7/h0125

	Magnetic field induced local structural transformations in the optically excited states 5F2 and 5F3 of HoFe3(BO3)4 single crystal
	Introduction
	Experimental details
	Results and discussion
	Transition 5I8 → 5F2 (G-band)
	Transition 5I8 → 5F3 (F-band)

	Summary
	Acknowledgements
	References




