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Phase transition and crystal structures of (NH4)2MgF4
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Instituto de Ciencia de Materiales de Aragón, CSIC-Universidad de Zaragoza, Facultad de
Ciencias, Plaza San Francisco, 50009-Zaragoza, Spain

Received 30 May 1996

Abstract. X-ray diffraction and differential scanning calorimetry experiments have made it
evident that(NH4)2MgF4 undergoes a first-order structural phase transition at 163± 1 K from
a K2NiF4-type structure (I4/mmm) at room temperature to a monoclinic cell (P 21/c) at low
temperatures. The transitionI4/mmm → P 21/c arises from coupled MgF6 tilts φ and θ

around [110] and [001] directions of the tetragonal unit cell and have been explained in the
framework of the Landau theory using an expansion of the free energy with two interacting
order parametersφ and θ , taking into account up to sixth-order terms. The large entropy
content of the transition has been explained assuming that the ammonium ion is free to rotate
around the fourfold crystallographic axis in the high-temperature phase.

1. Introduction

Structural studies in compounds with the layered perovskite K2NiF4 structure (space group,
I4/mmm; Z = 2) have regained interest in the last few years owing to the relationship with
the crystallographic properties of high-Tc superconductors and related oxides RE2MO4 type
(RE = rare earth; M= Cu, Ni or Co) [1]. This structure can be viewed as a stacking of
layers of corner-sharing NiF6 octahedra. Each layer is displaced with respect to the nearest
layers by (a0/2, b0/2, c0/2), wherea0, b0, c0 are the direct cell vectors. The K ions (or
rare earth ions in oxides) are located between two consecutive layers. Rotations of the
octahedra produce different phases at low temperatures with lower symmetry. These phases
have been classified according to the different modes of octahedra tilting [2, 3]. Some
RE2MO4 (RE = rare earth; M= Cu, Ni or Co) oxides undergo a sequence of structural
phase transitions [4, 5] from tetragonal (I4/mmm) to orthorhombic (Bmab; Z = 4) owing
to a small rotation of the MO6 octahedra around thea (or b) axis on decreasing the
temperature. The new base-centred cell has approximately the following lattice parameters:
a ≈ b ≈ √

2a0 and c ≈ c0. At lower temperatures a first-order phase transition from the
orthorhombic (Bmab) to tetragonal (P 42/ncm) phase (Z = 4) occurs. This phase can be
obtained from theI4/mmm phase by a rotation of one layer of MO6 octahedra around the
a0 axis and the other layer around theb0 axis. In this structure, the new lattice parameters
are alsoa ≈ b ≈ √

2a0 andc ≈ c0.
To our knowledge, these types of phase transition have not been described as yet for

tetrafluorides. Nevertheless the ammonium fluoride perovskites are special cases. The
aspherical symmetry of the NH+4 ion may induce other phases different from the typical
cases observed in oxides. In fact, the ammonium ordering in trifluoride perovskites gives
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rise to different crystal structures of non-ammonium isomorphous compounds. As an
example, RbMnF3 does not show any phase transition as a function of temperature while
structural transitions in KMnF3 [6] and KCdF3 [7] proceed in steps from the high-symmetry
phase (simple-cubic perovskite) through lower-symmetry phases down to the orthorhombic
(Pbnm; Z = 4) phase. Nevertheless, the low-temperature phases (Pbnm) in the ammonium
trifluorides NH4MnF3 [8] and NH4CdF3 [9] are reached in only one step owing to the
simultaneous tilts of MF6 (M = Mn or Cd) octahedra and ordering of the NH+

4 ions. As
we shall show in this work, the NH+4 ion is placed at the fourfold axis of the(NH4)2MgF4

tetragonal structure. As the NH+
4 ion does not have any fourfold symmetry axis, it must be

disordered at least between two orientations and, therefore, an ordering process is expected
at low temperatures.

(NH4)2MgF4 has been studied in the past [10] but its structural characterization at
different temperatures remains unsolved. The only available data indicate that it is
isostructural to K2NiF4 at room temperature. Therefore, the first aim of this work is to
obtain a deeper knowledge of the(NH4)2MgF4 structure and the possible phase transitions
produced by decreasing the temperature. Moreover,(NH4)2MgF4 is a good candidate for a
structural study, since the high hydrogen content makes it inadequate for a neutron diffraction
experiment, but the relatively low atomic numbers of N, F and Mg give good possibilities
of localizing the H atoms by a powder x-ray diffraction experiment.

2. Experimental details

The polycrystalline sample was prepared by heating a mixture of MgCO3 and NH4F at
473 K, for 3 d [10] in a Teflon sample holder. The excess of NH4F was removed
by annealing at 420 K in a gentle Ar flow. Differential scanning calorimetry (DSC)
measurements were performed between 100 K and room temperature (RT) in a Perkin–
Elmer DSC7 instrument. Data on the energy power versusT were converted to molar heat
capacityCp by calibration withα-Al 2O3.

X-ray diffraction was carried out with a D-max Rigaku diffractometer using a rotating-
anode generator as source. The generator was operated at 45 kV and 160 mA, and Cu Kα

(1.5418Å) radiation was selected using a graphite monochromator. A continuous-helium-
flow cryostat from Oxford Instruments was coupled to the goniometer for the measurements
at low temperatures. Temperature control was better than 0.1 K and the precision in absolute
temperature was checked at 107 K measuring the splitting of the diffraction peaks (200) and
(002) of NH4MgF3, which has a first-order structural transition from cubic to tetragonal at
107.5 ± 0.1 K [11]. This splitting was clearly detected at 107 K and undetected at 108 K.
Step-scanned diffractograms, using an aluminium plate as sample holder, were taken at
20 K from 2θ = 5◦ to 2θ = 120◦ in steps of 0.024◦ and a counting rate of 5 s/step. A
glass plate was used for RT measurements without the cryogenic system. The pattern was
collected between 10◦ and 80◦ every 0.024◦ with a counting rate of 8 s/step. Refinement
of the powder patterns was performed using theFULLPROF computer program [12].

3. Results

3.1. Room-temperature phase

The high-resolution x-ray powder diffractogram of(NH4)2MgF4 at RT is shown in figure 1.
The diffractogram is consistent with a K2NiF4-type structure (I4/mmm,), as previously
reported [10]. Neither thez coordinates of F and NH+4 nor the hydrogen atomic positions
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were reported. About 4 wt% NH4MgF3 was also detected. We have performed a Rietveld
refinement using a pseudo-Voigt profile function as peak diffraction shape without including
the hydrogen atoms; the Rietveld profile reliability wasRwp = 13.4% and the Bragg factor
RB = 10.4% [12]. Since the peaks are well separated, the integrated intensities were
used for the localization of the H atoms. The Fourier difference method gave only one
physically reasonable clear peak at the position (1/2, 1/2, 0.77), located 0.99Å from the
N atom along the shortest N–F path. Consequently, the NH+

4 ion has one N–H bond along
the fourfold axis of the tetragonal (I4/mmm) structure and the other three form a regular
triangle perpendicular to it. The orientation of the molecule can be fully specified given the
rotation angleω around the fourfold axis.

Figure 1. X-ray powder diffraction pattern (•) and best fit (——) of(NH4)2MgF4 at RT.
The bars denote the calculated Bragg reflections for(NH4)2MgF4 (first line) and for the small
impurity NH4MgF3 (second line). The difference between the calculated and experimental
diffractogram is plotted at the bottom.

In order to investigate the orientation of the ammonium ion, the potential energy as a
function of the angleω has been calculated. The electrostatic potential energy has been
computed considering only the nearest neighbours of the ammonium and assuming all ions
as point charges [13], i.e. F with−1e, Mg with+2e and an overall charge on NH+

4 of +1e.
No interaction between ammonium ions has been considered. The point charges reported
for H in ammonium group ranges from+0.18e to+0.5e [14]. We have taken a value of
+0.42e in this work for each H [13, 15], this was checked satisfactorily in previous neutron
diffraction work on a related compound [8]. Let the reference point beω = 0, when a
H atom is in the direction of thea0 axis of the tetragonal structure; taking into account that
the NH+

4 molecule has a threefold symmetry axis coincident with the fourfold symmetry
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axis of the tetragonal unit cell, the rotational potential can be written as

V (ω) = V0 + V1 cos(12ω) + V2 cos(24ω) + · · · (1)

which in a first-order approximation gives the equilibrium orientationsωeq = 0 (+2πn/12)
for V1 < 0, or ωeq = π/12(+2πn/12) for V1 > 0. The resultingV1 is of the order of a few
kelvins; soV (ω) is quasi-independent ofω. This result implies that a preferred orientation
of the ammonium ion does not exist and it is free to rotate around the fourfold axis at room
temperature.

The final fitting parameters are shown in table 1 and the relevant interatomic distances
are given in table 2. The best fit has been obtained by locating one H atom along the
fourfold axis, i.e. the 4e Wyckoff position. The other three H atoms are placed at the
32o(2H) and 16m(1H) positions with a 1/4 occupancy (ωeq = π/12). A fit with ωeq = 0
did not give a betterRB . The large thermal parameters obtained for these H are consistent
with a free rotation of these H atoms around the fourfold axis. In this structure, owing to
virtual absence of overlapping in the diffraction peaks, the most relevant reliability index
is RB calculated for the integrated intensities of the peaks. Some other possibilities of the
tetrahedral orientation (i.e. without one N–H bond along thec axis) have also been tested,
but they gave much poorer fits to the experimental diffractogram and energies of thousands
of kelvins higher than described above.

Table 1. Refined fractional atomic positions, thermal parametersB and unit-cell parameters
((NH4)2MgF4, 300 K; space group,I4/mmm; Z = 2; a = 4.0567(1) Å; c = 13.8354(6) Å;
Bragg reliability factorRB = 3.4%; Rietveld unweighted factorRP = 7.4%; Rietveld weighted
factor Rwp = 9.4%). The standard errors in parentheses refers to the least significant digit.
The coordinates of hydrogen atoms are constrained to form a regular tetrahedron centred in the
N atom. Each kind of atom has an unique isotropical thermal parameter.

Atom Position x y z B (Å2) Occupancy

N 4e 1/2 1/2 0.8412(2) 3.7(1) 1
H(1) 4e 1/2 1/2 0.7675 9.1(9) 1
H(2) 32o 0.7289 0.5613 0.8659 9.1(9) 0.25
H(3) 16m 0.3324 0.6675 0.8659 9.1(9) 0.25
Mg 2a 0 0 0 3.9(1) 1
F(1) 4e 0 0 0.1444(2) 4.0(1) 1
F(2) 4c 1/2 0 0 4.0(1) 1

3.2. Low-temperature phase

The x-ray powder pattern of(NH4)2MgF4 at 20 K is shown in figure 2. New diffraction
peaks appear and some peaks of the high-temperature phase are split in the low-temperature
diagram. All attempts to index the pattern following the computational methods of trial and
error were unsuccessful in giving physically acceptable solutions. Therefore, a different
procedure was used, taking information not only from the position of the lines but also
from their intensity. It is expected that the low-temperature structure will arise from the
RT phase by small tilts of the MgF6 octahedra, which would produce splittings of the RT
diffraction lines (substructure lines) due to the distortion of the tetragonal cell, with only
slight changes in the intensities of the single lines. The new weak reflections (superstructure
lines) would indicate a larger unit cell than at RT. The first step was to find the distortion
of the subcell. Dividing the integrated intensities of the RT phase by their multiplicity, we
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Table 2. Characteristic interatomic distances and angles at 300 K with their standard deviations.

MgF6 octahedra N environment

Atoms Distance (̊A) Atoms Distance (̊A)

Mg–F(1) 1.997(3) N–F(1)(i)b 2.724(4)
Mg–F(1)(i)a 1.997(3) N–F(1)(ii)b 2.875(1)
Mg–F(2) 2.028(1) N–F(1)(iii)b 2.875(1)
Mg–F(2)(ii)a 2.028(1) N–F(1)(iv)b 2.875(1)
Mg–F(2)(iii)a 2.028(1) N–F(1)(v)b 2.875(1)
Mg–F(2)(iv)a 2.028(1) N–F(2)(vi)b 2.989(2)
〈Mg–F〉 2.018 N–F(2)(vii)b 2.989(2)

N–F(2)(viii)b 2.989(2)
N–F(2)(ix)b 2.989(2)

a Symmetry codes: (i)x, y,−z; (ii) x − 1, y, z; (iii) −y, x, z; (iv) −y, x − 1, z.
b Symmetry codes: (i)x+0.5, y+0.5, z+0.5; (ii) x, y, 1−z; (iii) x, y+1, 1−z; (iv) x+1, y, 1−z;
(v) x +1, y +1, 1−z; (vi) x, y, z +1; (vii) x, y +1, z +1; (viii) −y, x, z +1; (ix) 1−y, x, z +1.

Figure 2. X-ray diffraction pattern at 20 K of(NH4)2MgF4 (•) and calculated profile (——).
The bars denote the calculated Bragg reflections for(NH4)2MgF4 (first row), small impurities
from the aluminium sample holder (second row) and NH4MgF3 (third row). The difference
between experimental and calculated patterns is shown at the bottom.

get a collection of indexed substructure reflections with approximate values of intensity.
A calculated diffraction pattern may be made assuming the same width as at RT for the
reflections, for any choice ofa, b, c, α, β andγ subcell parameters. The possible structures
given by Aleksandrovet al [2] were taken as a guide in order of descending symmetry
from theI4/mmm structure. Going on with this procedure it is clear that no orthorhombic
structure can explain the observed splitting of the (101) line of theI4/mmm structure, which
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would give (111) and (1̄11). A more careful analysis, by fittinga, b, c andβ, showed the
structure number 16 in table 1 of Aleksandrovet al [2] as the only physically acceptable
possibility. This result implies the following tilts of the MgF6 octahedra: an alternate
rotation around thec0 axis +θ and −θ in alternate layers, and simultaneous rotations of
the alternate layers by an angleφ, around thea0 or b0 axes, respectively. That gives a new
cell with approximate lattice parametersa ≈ b ≈ √

2a0 andc ≈ c0 and a new monoclinic
space groupP 21/c, with Z = 4.

The anglesφ andθ were the only atomic positional fitting parameters in the first trials of
the refinement by the Rietveld method. In the next steps all non-hydrogen atomic positions
and thermal parameters as well as the unit-cell and instrumental parameters were refined,
giving a finalRB = 15.3%. Finally the position of hydrogen atoms were deduced assuming
the NH+

4 to be a rigid regular tetrahedron, and refining the three angles which define the
orientation of each molecule with respect to the crystal lattice. The orientation found is
physically reasonable and coincides with the minimum electrostatic energy, calculated as
for the high-temperature phase. The small thermal parameters for the H atoms indicate that
ammonium ion is in a fixed configuration in the low-temperature phase. The final fitting
parameters are listed in table 3 and the relevant interatomic distances are given in table 4. It
is of interest to examine only the intensity data for 10◦ < 2θ < 80◦, because the scattering
amplitude becomes very weak for light atoms at large diffraction angles (above 2θ = 80◦

the most relevant peaks are produced by the Al sample holder).

Table 3. Refined fractional atomic positions, thermal parametersB and unit-cell parameters
((NH4)2MgF4, 20 K; space group,P 21/c; Z = 4; a = 5.7039(7) Å; b = 5.7298(8) Å;
c = 13.821(2) Å; β = 86.995(7)◦; Bragg reliability factorRB = 5.58%; Rietveld unweighted
factorRP = 10.4%; Rietveld weighted factorRwp = 13.6%). The standard error in parentheses
refers to the least significant digit. H atoms are constrained to form regular tetrahedra centred
in N. The standard deviation of orientation is 5◦. All atoms of the same kind have a unique
thermal parameter.

Atom Position x y z B (Å2)

N(1) 4e 0.4962(39) 0.0144(84) 0.1561(12) 0.5(3)
N(2) 4e −0.0289(37) 0.4836(81) 0.1598(11) 0.5(3)
Mg(1) 2a 0 0 0 1.2(1)
Mg(2) 2d 1/2 1/2 0 1.2(1)
F(1) 4e −0.0053(30) 0.0173(62) 0.1487(9) 0.9(1)
F(2) 4e 0.4913(31) 0.4806(61) 0.1381(9) 0.9(1)
F(3) 4e 0.7795(17) 0.2580(28) −0.0029(9) 0.9(1)
F(4) 4e 0.2523(18) 0.2270(24) −0.0116(9) 0.9(1)
H(1) 4e 0.3422 −0.0681 0.1314 0.5(3)
H(2) 4e 0.4987 0.1850 0.1314 0.5(3)
H(3) 4e 0.4814 0.0140 0.2301 0.5(3)
H(4) 4e 0.6645 −0.0764 0.1314 0.5(3)
H(5) 4e −0.0381 0.5057 0.2333 0.5(3)
H(6) 4e −0.1846 0.5401 0.1332 0.5(3)
H(7) 4e −0.0032 0.3085 0.1435 0.5(3)
H(8) 4e 0.1090 0.5802 0.1292 0.5(3)

The final angles were|θ | ≈ 3◦ and φ ≈ 4◦. The motion of the octahedra induces the
approach of four fluorine atoms to the ammonium ion (see table 4) in such a way that the
NH+

4 ions (freely rotating around thec axis at RT) choose the orientation of the minimum
distances between the nearest fluorine atoms and the hydrogen atoms.
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Figure 3. Anomalous heat capacity of(NH4)2MgF4 obtained from linear extrapolation from
the high-temperature data to low temperatures: ——, the Landau prediction. The linearity of
(T /1Cp)2 versus temperature is shown in the inset: ——, guide for the eyes.

3.3. Differential scanning calorimetry

DSC experiments between 100 and 300 K have shown a sharp anomaly at around 165 K.
The hysteresis of the detected phase transition has been determined by means of heating and
cooling scans at different scanning rates. We have obtained from the extrapolation to zero
velocity the temperature of the phase transition and the thermal hysteresis (1T = 1.8 K)
from the difference between the temperatures from the extrapolated heating and cooling
processes. The anomalous contribution1Cp, shown in figure 3, has been estimated by
subtraction of a linear extrapolation of theCp values down toT < T0, after subtracting
the rotational contribution (approximately1Cp = R) at high temperatures, in order to take
into account the free rotation of NH+4 ions. (T /1Cp)2 for T < T0 is linear close toT0,
in good agreement with the Landau prediction for the first-order transition as is shown in
the inset of figure 1. The anomalous entropy1S and enthalpy1H have been obtained
by integration of the Landau curve below 132 K and the experimental data above this
temperature owing to the uncertain estimation forCp far below the transition. The resulting
values are1S/R = 5.2±0.8 and1H/R = 593±86 K (R = 8.3143 J mol−1 K−1); the large
errors come from the difficult estimation of the anomalous contribution at low temperatures.

4. Discussion

As we have shown,(NH4)2MgF4 undergoes a first-order structural phase transition at 163 K
from I4/mmm to P 21/c symmetry. This phase transition is produced by the simultaneous
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rotation of the MgF6 octaedra byθ andφ. A pictorial view of the low-temperature phase
unit cell, where the octahedra tilts are overemphasized, is shown in figure 4 together with
the high-temperature unit cell indicated by broken lines. In the high-temperature phase
the electrostatic potential owing to the neighbouring atoms of the ammonium ion allows
the free rotation of this ion around the tetragonal fourfold axis. The structural changes
in the low-temperature phase, on the contrary, induce an approach of four of the fluorine
atoms to the ammonium ion and its position is fixed. Consequently, the structural change
is accompanied by an ordering of the orientation of NH+

4 . The large anomaly found in
the calorimetric measurements can be explained as owing to the gain of entropy (enthalpy)
coming from the transition of the NH+4 ion from a fixed state to free rotation. In fact, the
anomalous entropy calculated up to 180 K gives a value of1S/R = 5.2, which agrees
with twice the molar entropy of a rotor with a fixed axis (note that there are two NH+

4 ions
per unit formula),1S/R = 2.60 (180 K). The molar entropy of a rotor with a fixed axis is
given by1S/R = 1

2 + ln
√

2πIkBT /h̄2 in the high-temperature limit,I being the moment
of inertia of the NH+

4 ion. Therefore, the calorimetric data are close to the one-dimensional
free-rotor case, in good agreement with the crystallographic results.

The phase transition in(NH4)2MgF4 originated from the instability of the octahedral
units with respect to definite types of rotational distortion (θ and φ tilts). These tilts
of the octahedra are similar to those observed in the lowest-temperature phase of the
(CH3NH3)2CdCl4 [16] and (CH3NH3)2MnCl4 [17] dielectrics, but in these last cases the
symmetry reduction occurs in three steps:I4/mmm (T1) → Bmab (O1) → P42/ncm

(T2) → P21/c(M). The first two transitions are very common also in RE2MO4 [4, 5].
In the notation of [2], the orthorhombic (O1) and low-temperature tetragonal phases (T2)
correspond to the same irreducible representation (IR)τ3 of the X point in the Brillouin zone
of the high-temperature tetragonal (T1) phase. Then, this T1–O1–T2 sequence is explained
including sixth-order terms in the Landau expansion of the free energy [5]:

F = F0 + a

2
(T − Tc2)(φ

2
1 + φ2

2) + v

4
(φ4

1 + φ4
2) + γφ2

1φ
2
2 + u

6
(φ2

1 + φ2
2)

2(φ2
1 − φ2

2) + c

2
η2

+ζη(φ2
1 − φ2

2)

whereφ1 and φ2 are the two components of the IRτ3 order parameter andη is related
to the orthorhombic strain. Physically,φ1 and φ2 represent the rotation angles of the
octahedra along [110] (φ1) and [1̄10] (φ2) directions of theI4/mmm phase. In the T1
phase,φ1 = φ2 = η = 0, v < 0. In the O1 phase,η 6= 0 and eitherφ1 6= 0 andφ2 = 0,
or φ2 6= 0 andφ1 = 0. In the T2 phase,η = 0, |φ1| = |φ2| 6= 0 andv > 0. Therefore,
the O1 → T2 transition is associated with the change in the sign ofv at the transition
temperature.

To interpret the monoclinic phaseP 21/c, another two-component order parameter which
corresponds to the IRτ7 is needed. The transitions associated with this IRτ7 of the same
X point in the Brillouin zone would give two new phases. In this case, the two components
θ1 andθ2 of the order parameter represent the rotation angles of the two layers around the
c axis (i.e. θ1 tilt of layer 1 andθ2 tilt of layer 2). This IR alone could produce first a
tetragonal (T3) phaseP 4/mbm; (Z = 4) with θ1 6= 0 andθ2 = 0, or θ1 = 0 andθ2 6= 0
and secondly an orthorhombic (O2) phase (Bbcm) with |θ1| = |θ2| 6= 0.

The monoclinic phase M, found in this work, is obtained when|φ1| = |φ2| 6= 0 and
θ1 = −θ2 6= 0. Then, the Landau free energy should include terms depending on the four
parametersφ1, φ2, θ1 and θ2. We have assumed for simplicity thatφ = |φ1| = |φ2| and
θ = θ1 = −θ2. A Landau expansion keeping terms up to fourth order only cannot explain
a direct transition from the T1 phase to the M phase, except from the second-order point.
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Figure 4. Crystallographic unit cell of(NH4)2MgF4 at low temperatures (P 21/c symmetry).
Broken octahedra correspond to the MgF6 units and circles to the amonium ions. The high-
temperature unit cell is also displayed as broken lines.

Consequently, the simplest expansion of the free energy to reproduce the present transition
is written as [18]

F = F0 + α1

2
φ2 + β1

4
φ4 + γ1

6
φ6 + α2

2
θ2 + β2

4
θ4 + γ2

6
θ6 + δ

2
φ2θ2

with α1 = a1(T − Tc1), α2 = a2(T − Tc2), γ1 > 0 andγ2 > 0. Large negative values ofδ
(δ < −√|β1||β2|) as well as either bothβ1, β2 < 0, or at least one of them negative, are
necessary to describe a first-order transition between the T1 and M phases. Depending on
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Figure 5. Phase diagrams in the (α1, α2) plane forγ1 andγ2 > 0, β1 > 0, β2 < 0, 1 < 0 and
δ < 0: ——, first-order phase transitions; – – –, second-order phase transitions.

the sign ofβ1 andβ2, three different cases are possible. We have reproduced in figure 5 the
phase diagram in the (α1, α2) plane corresponding toβ1 > 0 andβ2 < 0. The conclusions
derived from our discussion are also valid for the other two cases and they are not reproduced
here [19]. Assuming constant values forβ1, β2, γ1, γ2 and δ at different temperatures, the
state points lie on the straight line

α1 = a1

a2
α2 + a1(Tc2 − Tc1)

ending at the point defined byα1 = −a1Tc1 and α2 = −a2Tc2, which allows a first-order
transition atT0 = 163 K, directly from the T1 to the M phase ifTc2 is close toTc1.
Otherwise there are two transitions, namely one from T1 to T2 and the other from T2 to M,
as has been observed in tetrachlorides [16, 17]. Besides, ifTc1 is high enough andTc2 < 0
the M phase is not reached at any temperature; consequently, there is only a transition from
T1 to T2 or O1 as occurs in RE2MO4 where|φ1| 6= |φ2| is allowed.

Several phenomenological theories have been proposed to explain the observed phase
sequences in oxides and tetrachlorides with general formula A2BX4 [4, 16, 20]. However,
it is the first time that a direct first-order transition, as reported in this paper, is found
experimentally in this family of crystals. We have proposed a Landau-type free-energy
function which interprets all these phase sequences, including this direct transition from the
T1 to the M phase. In particular, the high-symmetry phase of(NH4)2MgF4 is unstable in
the presence of two types of distortion (θ andφ tilts) of different symmetries which interact
non-linearly. This interaction term is necessary to explain the main characteristics of the
transition, as its first-order character together with the simultaneous ordering of ammonium
ions and tilts of octahedra. As in cubic compounds, NH4MF3 (M = Cu, Ni, etc), where the
condensation of the two modes R25 and M3 govern the minimum-energy order of ammonium



8982 G Sub´ıas et al

ions [8], the transition in(NH4)2MgF4 is described by coupling the tilts of the octahedra
by means of the reorientation of ammonium ions.

5. Conclusions

(NH4)2MgF4 has a tetragonal unit cell at RT well explained using theI4/mmm spatial
group. Both x-ray diffraction measurements and DSC measurements indicate that NH+

4 is a
freely rotating molecule around its threefold axis which lies in the fourfold crystalline axis.

This compound shows a structural transition owing to the tilts of the MgF6 octaedra. The
structure at low temperatures shows a monoclinic unit cell, well described by the spatial
group P 21/c. The NH+

4 ions are fixed in this unit cell, leading to minimum distances
between the H and F atoms that is the minimum-energy structure.

This kind of direct transition is very unusual in related compounds such as oxides and
tetrachlorides but can be perfectly explained in the framework of the Landau theory with
two non-linear interacting order parameters using an expression for the expansion of the
free energy up to sixth-order terms in both order parameters.
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[18] Tolédano J C and Toĺedano P 1987The Landau Theory of Phase Transitions (World Scientific Lect. Notes

Phys. 3)(Singapore: World Scientific) ch IV
[19] Gufan Y M and Larin E S 1980Sov. Phys. – Solid State22 270
[20] Axe J D, Moudden A H, Holwein D, Cox D E, Mohanty K M, Moodenbaugh A R and Youwen X 1989

Phys. Rev. Lett.62 2751


