PHYSICAL REVIEW MATERIALS 7, 084606 (2023)

High-pressure evolution of silver iodate (AglO;) and the y-AglO; phase
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A phase of silver iodate, y-AglOs, has been obtained at ambient temperature by compressing a-AglO; to
1.60(5) GPa. The y-AglOj; crystal structure was identified via Rietveld refinement of high-pressure powder syn-
chrotron x-ray diffraction. The y-AglO; reflections were indexed to an orthorhombic lattice (Pbca) with unit-cell
dimensions of a = 7.2945(12), b = 15.0013(24), ¢ = 5.3904(9) A, and V = 589.85(29) A? at 2.20(5) GPa.
Density-functional theory calculations predict that y-AglO; is more stable than a-AglO; above 0.15 GPa. The
o — y-phase transition is characterized by a decrease in the volume per formula unit of approximately 2% and
it is reversible on decompression. Single-crystal optical-absorption measurements and density-functional theory
calculations reveal the electronic band gap to decrease monotonically with increasing pressure in both « and
y phases, however the &« — y-phase transition (indirect — indirect) is characterized by an abrupt band-gap
energy increase of approximately +0.18 eV. This pressure induced band-gap evolution is rationalized based on
the I-O bond lengths. The y phase may correspond to an intermediate step between the previously known « and

B phases.

DOI: 10.1103/PhysRevMaterials.7.084606

I. INTRODUCTION

Metal iodate compounds exhibit a number of characteris-
tics which make them desirable materials for applications as
well as fundamental research [1]. Many metal iodate mate-
rials crystallize in noncentrosymmetric structures, resulting
in nonlinear properties such as second harmonic generation
[2], birefringence [3], photocatalysis [4], and piezoelec-
tric response [5]. Regarding fundamental research, the most
common building block of metal iodate materials, the 103
pyramid, possesses a lone electron pair (LEP) which results
in halogen bonding [6] whereby the central iodine atom in
the 103 unit additionally forms three weak I - - - O bonds. The
weak I---O bonds are especially susceptible to the external
control parameter of pressure, which can be used to control the
interatomic distances and thereby tune emergent properties.

The o phase of silver iodate was structurally characterized
in 1979 [7]. It is also the first metal iodate in which a pressure
induced phase transition was observed [8]. In Ref. [8] the
o — [-AglOj; transition was discovered in 2013 at pressure-
temperature (P-T) conditions of 2.7 GPa and 260 °C. In the
work of Ref. [7] the crystal structure of §-AglO; was de-
termined ex situ at ambient conditions. In the present work,
we observe the new o — y-AglO; transition in situ at less
extreme P-T conditions of 1.60(5) GPa and ambient temper-
ature. Therefore, it is plausible that the P-T path followed
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in Ref. [7] in fact involved an intermediate state, the new
y-AglO3 phase, which went undetected in the compression
sequence: ¢ — y — B.

In the present work, the high-pressure evolution of AglO;
is investigated by powder synchrotron x-ray diffraction,
single-crystal optical-absorption spectroscopy, and ab initio
density-functional theory (DFT) calculations. A new phase of
silver iodate, y-AglO3, has been obtained at ambient tempera-
ture by compressing «-AglO; to 1.60(5) GPa and the pressure
evolution of the lattice parameters of the o and y phases is
investigated. Prior to the present work, the compressibility
of AglO; had not been studied. Furthermore, we present the
first band-gap measurements and theoretical calculations of
AglO3, finding the electronic band gap to decrease monoton-
ically with increasing pressure in both o and y phases. An
abrupt increase of approximately 4+0.2 eV is found across the
phase transition which is consistent with the decrease in the
average length of the I-O bonds and in agreement with DFT
calculations.

II. METHODS

A. Sample preparation

Monocrystalline «-AglO; samples were prepared via a
mixture of 0.5101 g of AgNOs, 0.5304 g of HIO;, and 10
mL of H,O. The whitish mixture was introduced into a
steel-jacketed Teflon hydrothermal reactor and heated at
220°C for 72 h. Subsequently, it was cooled to room
temperature at a rate of 10°C/h. The resulting material was

©2023 American Physical Society


https://orcid.org/0000-0001-7912-0248
https://orcid.org/0000-0003-0241-0217
https://orcid.org/0000-0002-9378-4048
https://orcid.org/0000-0002-8909-6541
https://orcid.org/0000-0001-6613-4739
https://orcid.org/0000-0002-4148-6516
https://orcid.org/0000-0003-3347-6518
https://orcid.org/0000-0002-5168-9464
https://orcid.org/0000-0002-4018-2836
https://orcid.org/0000-0003-0189-4221
http://crossmark.crossref.org/dialog/?doi=10.1103/PhysRevMaterials.7.084606&domain=pdf&date_stamp=2023-08-25
https://doi.org/10.1103/PhysRevMaterials.7.084606

ROBIN TURNBULL et al.

PHYSICAL REVIEW MATERIALS 7, 084606 (2023)

s

(b) (c)

B-AglO,
(-] [-]

o (020)

¢ ©

(d) a-AglO; (e)

FIG. 1. Crystal structure of y-AglO; in comparison with «-AglO; and B-AglOs. [(a)—(c)] @-, 8-, and y-AglO; crystal structures projected
along the crystallographic ¢ axis. The I0; pyramid coordination polyhedron is shown in purple. [(d)—(f)] a-, 8-, and y-AglOs; crystal structures
projected along the a axis. The AgO¢ coordination polyhedron is shown in grey. In all subpanels the (020) lattice plane is shown to highlight
the layers of sheets parallel to the (0kO) planes. Dashed lines represent I- - - O halogen bonds where the bond length L fits the condition
2.0A < L < 3.0 A. The structure of «-AglO; was reported in Ref. [8]. The structure of 8-AglO; was reported in Ref. [7]. The crystal structure

images were rendered with VESTA [27].

filtered and washed with water, and finally dried in an oven at
60 °C.

Synthesis of polycrystalline a-AglO3 samples was carried
out by the coprecipitation method. Separate aqueous solutions
of AgNO; and NH4I0; were prepared in beakers. After com-
plete dissolution, solutions were mixed at ambient conditions.
As soon as the solutions were mixed, a white precipitate
appeared. This precipitate was washed several times with
deionized water and recovered by centrifugation. To check
for phase purity and to carry out Rietveld refinement of
the obtained powder, the sample was loaded into a capillary
of 0.3 mm diameter. X-ray powder diffraction was carried
out using Mo K, » radiation in an Empyrean diffractometer
equipped with a focusing mirror and a GaliPIX3D detector.
Debye-Scherrer was necessary as preliminary characterization
suggested strong preferred orientation. Rietveld refinement
was carried out using the HIGHSCORE suite [9]. The obtained
Rietveld fit of the starting material is shown in Supplemental
Material Fig. 1 (Ref. [10]).

B. Measurements

Angle-dispersive powder XRD data were acquired on the
BL04-MSPD beamline at ALBA Synchrotron [11] using a
monochromatic beam of wavelength A = 0.4246 A focused
to approximately 20 x 20 um. The data were recorded on an
SX165 Rayonix Mar charge-coupled device (CCD) detector.
DIOPTAS [12] was used to integrate the 2D patterns which were
then analyzed in POWDERCELL [13]. All powder diffraction
measurements (P-XRD) were performed at room temperature.
For HP measurements we used a membrane driven diamond
anvil cell (DAC) from Almax-EasyLab, with an opening an-
gle of 20° and anvil culets of 500 um diameter. The gasket
material was stainless steel with a sample chamber diameter
of approximately 200 um diameter and 70 wm depth. The
pressure transmitting medium was a 4:1 methanol-ethanol
mixture (ME) [14]. The polycrystalline «-AglO; sample was
ground under ME in a pestle and mortar for 10 min and then
placed on the diamond anvil (diffraction side) with a small
copper grain to be used as a pressure sensor [15].
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Single-crystal absorption spectra were acquired in the ul-
traviolet/visible range on the in-house optical setup at the
University of Valencia using a Maya spectrometer, an ultra-
violet/visible lamp, fused silica lenses, and reflecting optical
objectives. Single crystals of a-AglOs, approximately 70 x
50 x 15 um3 in size, were loaded into a membrane driven
DACs with small ruby spheres for pressure determination
[16]. The diamonds had culet sizes of approximately 400 um.
The gasket material was stainless steel with a sample chamber
diameter of approximately 250 um diameter and 50 um depth.
16:3:1 methanol-ethanol-water was used as pressure transmit-
ting medium (PTM) as it has the same hydrostatic pressure
range as the 4:1 ME mixture used in XRD experiments [14].
The light transmitted through the PTM was used as the ref-
erence [lo(w)] to normalize the light transmitted through the
sample [[(w)].

C. Ab initio density functional theory calculations

In this work simulations were performed with the well-
known plane wave pseudopotential method in the framework
of the density-functional theory [17] implemented in the Vi-
enna Ab initio Simulation Package, VASP [18,19]. We used the
projector augmented wave (PAW) pseudopotentials [20,21]
provided in the VASP pseudopotentials database; the exchange-
correlation term was described using the generalized gradient
approximation (GGA), using the AMOS5 [22,23] functional.
Brillouin zone k-point sampling was performed using a dense
Monkhorst-Pack [24] sampling of 4 x 2 x 4, and 4 x 2 X
6 for the o- and y-AglO; structures. A plane-wave basis
set with an energy cutoff of 540 eV was used to ensure
accurate and highly converged results. For the different an-
alyzed structures, all degrees of freedom, lattice parameters,
and internal atomic parameters were fully relaxed with self-
consistent convergence criteria of 0.003 eV /A for the atomic
forces, total energy of 107° eV, and the diagonal terms of the
stress tensor below 0.1 GPa. From our simulations we obtain
a set of volume, energy, and pressure data that we fit using a
Birch-Murnaghan [25] equation of state.

The electronic band structures of the «- and y-AglO;
structures at different pressures along high-symmetry direc-
tions [26] were obtained for the relaxed structures at different
pressures. This procedure allows us to obtain the band gap, its
evolution with pressure, and the projected density of states.

III. RESULTS AND DISCUSSION

A. y-AglO; crystal structure

The structure of w-AglO; is reported in detail elsewhere
[6,7] and described briefly here to facilitate comparison with
the y-AglOj; structure. In the present work, Rietveld refine-
ment of powder XRD data confirm the o-AglO; structure at
ambient conditions, finding an orthorhombic lattice (Pbc2;)
with unit-cell dimensions of a = 7.265(4), b = 15.170(8),
c =5.786(3)A, and V = 637(1) A3. As shown in Figs. 1(a)
and 1(d), the a-AglO3 crystal structure consists of layers
of sheets parallel to the (010) plane. The essential building
blocks of the w-AglO; structure are the 103 unit, which ex-
hibits three short I-O bonds [ranging 1.787(10)—1.854(10) A]
oriented away from the I lone electron pair, forming the

2.55 GPa (r) Y-AglO,

| [ L 1 U W e A WYY TMTAI
8.30 GPa w
6.30 GPa R w
470GPa V-AglO;

| (L L L L o L o AN e T LRI

3.05 GPa " . y-AglO,
220GPa . Y-AglO;

Intensity (arb. units)

a-AglO
1.65 GPa s

Il | L L oy Ny T NN

040GPa ¢ a=AglO;
_A A

3 4 5 6 7 8 9 10 11 12 13 14 15
26 (degrees)

FIG. 2. Integrated high-pressure synchrotron powder x-ray
diffraction patterns from «- and y-AglO;. Rietveld profiles are
shown in red. The observed XRD data are shown via black sym-
bols and the residual is shown underneath via black lines. When
profiles (red) are not shown the raw data are shown via black lines.
Bragg reflection positions are shown via vertical tick marks below
the patterns. The pressure of each diffraction pattern is indicated
in the figure (0.05 GPa) as well as the AglO; phase (@ or y) to
which the patterns correspond. Asterisks () mark reflections from
a-AglO; which are still observable after the onset of the «- to
y-AglOj; phase transition.

typical 103 pyramid, in addition to three long I---O halo-
gen bonds [ranging 2.692(13)-2.985(12) Al. Each 105 unit
exhibits two I - - - O halogen bonds oriented in plane with the
layers, and a third I---O bond interconnecting the sheets
of layers. Since there are two crystallographically unique
I atoms, there are two I---O halogen bonds interconnect-
ing the layers: 1I12---02) = 2.692(13) A and I(I1 - - - O4) =
2.985(12) A, shown as dashed lines in Fig. 1. However, there
is only one layer-interconnecting I - - - O bond per I atom. The
Ag atoms are six-coordinated by O atoms, forming distorted
triangular prisms which are roughly oriented along the [001]
direction.

The structure of y-AglO; is closely related to that of
a-AglO3 and it is shown in Figs. 1(b) and 1(e). From Ri-
etveld refinement of the high-pressure powder XRD data, the
y-AglO; reflections were indexed to an orthorhombic lattice
(Pbca) with unit-cell dimensions of a = 7.2945(12), b =
15.0013(24), ¢ = 5.3904(9) A, and V = 589.85(29) A? at
2.2 GPa (Fig. 2). The atomic coordinates of y-AglO; are
reported in Supplemental Material Table 1 [10]. The y-AglO3
crystal structure also consists of layers of sheets parallel to
the (010) plane. One of the principal differences between the
a-AglO; and y-AglOj structures is that in y-AglOs; each
I atom contributes two I-- - O layer-interconnecting halogen
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TABLE 1. Basic crystal data for o- and y-AglO; based on powder XRD data and DFT calculations.
Phase a-AglO; y-AglO;
Data Experiment DFT Experiment DFT
Pressure (GPa) 0.0 (ambient) 0.0 2.20(5) 2.0
Crystal system orthorhombic orthorhombic orthorhombic orthorhombic
Space group Pbc2, Pbc2, Pbca Pbca
a(A) 7.265(1) 7.11155 7.2945(12) 7.23336
b(A) 15.170(4) 15.20303 15.0013(24) 14.94622
c(A) 5.786(1) 5.78077 5.3904(9) 5.38183
V(A% 637.67(26) 625.0 589.85(29) 581.83777
z 6 6 6

bonds. In contrast, in o-AglO; there is only one layer-
interconnecting I - - - O bond per I atom. In y-AglO; there is
only one crystallographically unique I atom. Therefore, the
lengths [ of the two interconnecting I---O halogen bonds
per I atom are I(I---O1) = 2.843(20)A and 1(1---02) =
2.646(20) A. Another noteworthy difference between the o
and y structures is that in y-AglO; the I atoms exhibit
an additional I---O halogen bond, making a total of four
rather than three bonds, ranging 2.522(20)-2.843(20) A. As
in @-AglO;, the Ag atoms in y-AglO; are six-coordinated
by O atoms but with a heavily distorted octahedral geometry.
In both «-AglO; and y-AglO; one layer is mapped onto
the next layer in the sequence by a 2; screw axis along the
b axis and a reflection in the ac plane. Basic experimental and
DFT calculation crystal data for o- and y-AglO3 are given in
Table 1.

Although the structure of -AglO; has not been measured
in this work, it is worthy of mention since y-AglO3 could be
a previously unobserved phase in the compression sequence:
a — y — B. According to Ref. [8], 8-AglO; is, like the
a and y phases, characterized by an orthorhombic lattice
(in this case in the space group Pbca) with the following
lattice parameters at ambient pressure: a = 6.137(2) A, b =
16.980(4) A, ¢ = 5.827(1) A and V = 607.3(3) A>. In Fig. 1
the unit cell of -AglO; has been translated by 0.25b to
aid comparison with the other phases. In 8-AglO; there is
only one I - - - O interaction between the layers, [(I1 - - - O2) =
2.870 A, thereby making y-AglOs unique since it is the only
AglOj phase to exhibit two interconnecting halogen bonds per
I atom. In B-AglO; the Ag atoms are, as in all three phases,
six-coordinated by oxygen atoms. As in «-AglO;3, the AgOg¢
coordination polyhedra in -AglO; have a slightly distorted
triangular prism configuration, making the distorted AgOg
octahedra of y-AglO3 another unique difference.

B. Pressure-induced structural evolution
of AglO; and compressibility

The o — B-AglOj; transition is not reversible on decom-
pression and B-AglO; is recoverable to ambient conditions
[8]. In contrast, the « — y-AglO; transition of the present
work is reversible on decompression and «-AglOs is recov-
ered at ambient conditions. According to the results of DFT
calculations shown in Fig. 3, the most thermodynamically
stable phase at ambient conditions is the « phase, there-
fore the metastability of the 8-AglO; can be explained by

a kinetic barrier. This is consistent with the fact that the
forward @« — B-AglO; transition requires high temperatures
(at least a pressure below 2 GPa) suggesting a kinetically
hindered transition. Looking at the bottom row of Fig. 1,
it is clear that the o« — B-AglOj3 transition is reconstructive
since there is significant rearrangement of the IO3 units in the
B-AglOj; structure. In the 8-AglOj structure the 103 units are
aligned opposite each other between different layers. In con-
trast, the « — y-AglO; transition appears to be a displacive
phase transition, since there is no significant rearrangement
of atomic positions, and the transition is reversible on decom-
pression. The critical pressure between the o and y phases
according to the enthalpy calculations in Fig. 3 (0.15 GPa)
does not account for kinetic effects and is therefore an under-
estimation of the experimental value [1.60(5) GPa]. Assuming
that the ambient temperature compression sequence o —
y — P reinforced by the DFT calculation results is correct,
then, as shown in Fig. 1, the AgOg¢ units gradually compact
together on compression, thereby making a sublayer of edge
sharing AgOg units. This compression of the edge sharing
AgOg units expels the 103 units into the immediate interlayer
area. It is plausible that on further compression above 8 GPa
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N N

Enthalpy difference (eV)
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‘0.0 0.4 0.8 1.2 1.6 2.0
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FIG. 3. Calculated enthalpy difference for y-AglO; (red) and
B-AglO; (blue) relative to a-AglO; (black).
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FIG. 4. Pressure-induced evolution of AglO; unit-cell parameters and volume. (a) Unit-cell parameters a, b, and c. (b) Normalized unit-cell
parameters. (c¢) Unit-cell volume. As in Fig. 3, all data for y-AglO; are shown in red, @-AglO; in black, and 8-AglO; in blue. Experimental
data are shown with symbols. The corresponding fitted equations of state are shown with solid lines. Equations of state determined by density

functional calculations are shown with dashed lines.

y-AglO3; would transition to the lower enthalpy SB-AglO;
structure at ambient temperature. This would be an interesting
and easily achievable direction for future works. As discussed
later in Sec. IITC, it is possible that in the present work the
y — B—AglO; transition has been observed in monocrys-
talline absorption measurements above 15 GPa, however XRD
measurements would be necessary to unambiguously clarify
this hypothesis.

The crystal lattice parameters, as determined from the
high-pressure powder crystal XRD experiments, are plotted in
Fig. 4(a). The normalized crystal lattice parameters are plotted
in Fig. 4(b). The corresponding unit-cell volume is plotted as
a function of pressure in Fig. 4(c). The compressibilities of the
AglO; phases have not previously been studied. The experi-
mental volume data [Fig. 4(c)] for both the - and y-AglO3
phases have been fitted with second order Birch-Murnaghan
(BM) [17,28] equations of state (EoS) using the EosFit7—
GUI [29], resulting in converged parameters for a-AglOs;
of Vy = 637.6(2) A%, By = 32.8(4) GPa, B, = 4 (fixed), and
for y-AglO; of Vy = 614.8(9) A3, By = 50.4(9)GPa, 36 =4
(fixed). The bulk moduli By determined from DFT are in
excellent agreement with the following values for «- and
y-AglOj3 respectively: 30(3) and 46(1) GPa, with zero pres-
sure volumes, Vj, of 623(2) and 604( 1)/0%3 respectively. The
slight underestimation of the zero-pressure volume is a com-
mon result of the DFT approach used in our calculations.
Although the compressibility of 5-AglO; has not been mea-
sured in this (or any previous) work, the data obtained here
nonetheless infer a minimum value on the expected bulk mod-
ulus of By g > By, = 50.4(9) GPa. The abrupt decrease in
unit volume across the « — y transition is approximately 2%,
thereby identifying the transition as first order. The y-AglO3
phase remained the only phase in the XRD patterns until
the maximum pressure studied of 8.30(5) GPa. Upon sample
decompression the transition was found to be reversible.

Interestingly, the normalized lattice parameters [see
Fig. 4(b)] show that despite being the shortest, the ¢ axis
is the most compressible. The decrease of the length of the
¢ axis is probably achieved by reduced tilting of the AgOg
polyhedra. Additionally, Ag-O bonds [30] are much more

compressible than similar bonds, for example: Zn-O, Co-O,
Ca-0, Fe-O, etc. This is observed by the fact that oxides like
Zn0, CaO, FeO, etc., have bulk moduli higher than 100 GPa,
while Ag,O has a bulk modulus of 74 GP (Ref. [31]). The re-
duced tilting of the AgOg polyhedra also explains the increase
observed in the lattice parameter a across the phase transition
since the reduced tilting causes a slight increase in layer
thickness.

C. Electronic structure

The pressure evolution of the AglO; band gap was de-
termined by single crystal UV-vis transmission spectroscopy
and DFT calculations. (See the Measurements section above
for more details.) At ambient pressure the band gap was
measured at 3.80(5) eV (2.21 eV) in experiment (DFT calcu-
lations). This energy measured experimentally corresponds to
the ultraviolet region of the electromagnetic spectrum, which
is consistent with the colorless crystal shown in the inset
in Fig. 4(c). As shown in Fig. 5, the experimentally mea-
sured band-gap energy of the initial ®-AglO3; phase decreases
monotonically with pressure to 3.74(4) eV at 1.36(5) GPa.
The band gap then opens again due to the ¢ — y-AglO;
phase transition, where it abruptly increases by +0.18eV to
3.92 eV between 1.66(5) and 1.80(5) GPa. With increasing
pressure, the band-gap energy of the y phase also decreases
monotonically until the maximum pressure studied in this
work [20.2(5) GPa]. As expected, the band-gap energy ac-
cording to DFT calculations is underestimated relative to
the experimental results. In contrast, the eV/GPa gradient
in both phases and the jump across the transition are sim-
ilar to experiment. Therefore, in order to facilitate a better
comparison between experiment and theory, the band-gap en-
ergies according to the DFT results have been upshifted by
1.65 GPa in Fig. 5. Typically, DFT calculations will underes-
timate the band gap due to the approximations used in the
GGA-PBEsol description [32]. Band structure calculations
[Figs. 6(a) and 6(b)] reveal the band gap to be indirect in
both o and y phases. The « — y-AglOj transition pressure
observed in these monocrystalline absorption measurements
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FIG. 5. «- and y-AglO; band gap and I-O bond evolution with pressure according to experiment and DFT calculations. (a) High pressure
absorbance spectra of «- and y-AglO;. The corresponding band-gap energies are shown in Fig. 5(b). (b) Experimentally measured and
calculated band gap of AglO; up to 18 GPa. Experimental data are shown with symbols. DFT calculation results are shown with solid lines.
(c) The interatomic distances were calculated using DFT. The short I-O distance is shown with solid lines. The longer I - - - O distance is shown

with dashed lines.

[1.66(5) GPa] agrees with that observed in the polycrystalline
XRD measurements [between 1.65(5) and 2.20(5) GPa].

The pressure-induced evolution of the AglO; band gap
can be explained by the changes in the I-O bond lengths. As
discussed in Sec. IIT A, the 103 unit in AglO; exhibits three
short I-O bonds where the bond length, L < 2 A, and three (or

four in the case of y) long I--- O halogen bonds where the
bond length L fits the condition 2.0 A < L < 3.0 A. The I-O
and I- - - O bond distances in AglO; as a function of pressure
as calculated by DFT are shown in Fig. 5(c). In a previous
work, Ref. [33], it is explained in detail how the band-gap
energy in iodates is inversely proportional to the average
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FIG. 6. The band structures of «- and y-AglO; at 0.0 and 2.0 GPa respectively. The indirect nature of both « and y band-gap energies is

indicated by arrows.

084606-6



HIGH-PRESSURE EVOLUTION OF SILVER IODATE ...

PHYSICAL REVIEW MATERIALS 7, 084606 (2023)

I-O bond length, i.e., as the I-O bond length increases, the
band-gap energy decreases. Therefore, there is an excellent
agreement between the experimentally determined band gap
and the calculated I-O bond lengths. In both the o and y
phases, the I-O bond length increases with pressure, resulting
in a lowering of the band gap. Additionally, across the o« —
y-phase transition the average [-O bond length decreases,
causing a jump in the band-gap energy to approximately its
initial ambient pressure value. In Fig. 5(b) it is noteworthy
that the decrease in length of the long I---O bonds causes
the increase in length of the short I-O bonds. Also, it should
be mentioned that influence of the long I--- O bonds on the
overall band gap is much smaller than that of the shorter
I-O bonds due to the larger distance between the I and O
atoms. According to the DFT calculations shown in Figs. 6(c)
and 6(d), the main contributions to the conduction band in
a- and y-AglO; are the I and O orbitals (green and orange
respectively), which is consistent with the general observation
that the optical/electrical properties of iodates, and AglO;
in particular, depend on the I-O bond length. Regarding the
topology of the band structures, the dispersion in both « and
y phases appears to be similar, suggesting that the orbital
overlap between Op and [p states of different 103 units re-
mains similar in both phases, which is consistent with the
nonreconstructive phase transition.

IV. CONCLUSIONS

In this work the high-pressure evolution of AglO; was
investigated by powder synchrotron x-ray diffraction, sin-
gle crystal optical absorption spectroscopy and ab initio
density functional theory calculations. A different phase of
silver iodate, y-AglO;, was obtained at ambient temperature
by compression of o-AglO3; to 1.60(5) GPa. The y-AglO;
crystal structure was identified via Rietveld refinement of
high-pressure powder synchrotron x-ray diffraction, finding
an orthorhombic lattice (Pbca) with unit-cell dimensions
of a =7.2945(12), b = 15.0013(24), ¢ = 5.3904(9) A and
V = 589.85(29) A% at 2.20(5) GPa. The y-AgIO; phase may
represent an intermediate step between the previously known
o and B phases. The present work represents an inves-
tigation into the pressure-induced structural evolution and
compressibility of AglOs, reporting changes in crystal lattice
parameters and I-O bond lengths. The o and y phases are
found to have bulk moduli By of 32.8(4) and 50.4(9) GPa

respectively, thereby putting a lower limit on the expected
bulk modulus of the B phase. The « — y phase transition,
which is reversible on decompression, was found to be char-
acterized by a decrease in the volume per formula unit of
approximately 2% thereby identifying it as a first order transi-
tion. Density functional theory calculations found y-AglO3
to be more stable than «-AglO3; above 0.15 GPa. Further-
more, this work also presents band-gap measurements and
calculations of AglO3, finding the electronic band gap to
decrease monotonically with increasing pressure in both o
and y phases, accompanied by an abrupt increase of approxi-
mately 0.2 eV across the indirect — indirect band-gap phase
transition. This work makes clear arguments for future work
towards the high-pressure characterization of the B-AglO3
phase which is currently missing in the literature.

All relevant data are available from the corresponding au-
thor upon reasonable request.
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