
Subscriber access provided by ISTANBUL TEKNIK UNIV

Journal of the American Chemical Society is published by the American Chemical
Society. 1155 Sixteenth Street N.W., Washington, DC 20036

Communication
1

/
#

[ZrPSe
6#

]: A Soluble Photoluminescent Inorganic Polymer and
Strong Second Harmonic Generation Response of Its Alkali Salts

Santanu Banerjee, Christos D. Malliakas, Joon I. Jang, John B. Ketterson, and Mercouri G. Kanatzidis
J. Am. Chem. Soc., 2008, 130 (37), 12270-12272 • DOI: 10.1021/ja804166m • Publication Date (Web): 21 August 2008

Downloaded from http://pubs.acs.org on February 8, 2009

More About This Article

Additional resources and features associated with this article are available within the HTML version:

• Supporting Information
• Access to high resolution figures
• Links to articles and content related to this article
• Copyright permission to reproduce figures and/or text from this article

http://pubs.acs.org/doi/full/10.1021/ja804166m


1/∞[ZrPSe6
-]: A Soluble Photoluminescent Inorganic Polymer and Strong

Second Harmonic Generation Response of Its Alkali Salts

Santanu Banerjee,† Christos D. Malliakas,† Joon I. Jang,§ John B. Ketterson,§ and
Mercouri G. Kanatzidis*,†,‡

Department of Chemistry, Northwestern UniVersity, EVanston, Illinois 60208, Materials Science DiVision, Argonne
National Laboratory, Argonne, Illinois 60439, and Department of Physics and Astronomy, Northwestern UniVersity,

EVanston, Illinois 60208

Received June 2, 2008; E-mail: m-kanatzidis@northwestern.edu

The class of metal chalcophosphates exhibits wide structural
diversity and technologically promising properties such as
ferroelectricity,1-4 nonlinear optical behavior,5-7 photolumines-
cence,8 and phase change.9 In part, the structural diversity arises
from the broad variety of anions including 1/∞[P2Se6

2-],7b

[PQ4]3-,10 [P2Se9]4-,11 [P2Q6]4-,12 [P2Q10]4-,13 [P8Se18]4-,14

[P6Se12]4-,15 and 1/∞[PSe6]-16 (Q ) S, Se). The preponderance of
these species has been synthesized with the molten flux tech-
nique.17-19

The chalcophosphates may be a good source of nonlinear optical
(NLO) materials because the noncentrosymmetric structural motif
is common in this family.7b In addition, the idea of using the d0

metal ions (e.g., Ti4+, Nb5+, Mo6+, etc.) to obtain noncentrosym-
metric arrangements due to second-order Jahn-Teller distortions
has been proposed.20 Here we investigated the selenophosphate
chemistry of the d0 metal ion, Zr4+. Alkali metal salts of a novel
quaternary zirconium selenophosphate phase were isolated using
the molten flux technique, having a general formula of AZrPSe6

[A ) K(1), Rb(2), Cs(3)].21 To the best of our knowledge, this is
the first quaternary zirconium selenophosphate phase structurally
characterized to date.

All three salts of AZrPSe6 have a highly anisotropic structure
based on the polymeric chain of 1/∞[ZrPSe6

-]. They are semicon-
ductors with high transparency over most of the infrared spectrum.
Because of the noncentrosymmetric structure consisting of highly
polarizable, covalently bonded P and Se atoms, the AZrPSe6

compounds exhibit a strong second harmonic generation (SHG)
response. The Cs analogue showed the highest SHG intensity which
is ∼15× stronger than that of AgGaSe2, a benchmark NLO material
used commercially.22 The AZrPSe6 compounds are soluble in
hydrazine and show blue-shifted optical absorption and strong room
temperature photoluminescence. The solubility makes them promis-
ing candidates for solution processing.

The structural characterization of AZrPSe6 was very challenging
because the intrinsic tendency of these systems is to crystallize as
microneedles. Upon exploring numerous heating profiles and
temperatures, pure compounds could be isolated as very tiny,
needle-shaped single crystals (Figure 1A), which we could structur-
ally characterize using only Synchrotron radiation (Advanced
Photon Source, Argonne National Laboratory).

The new compounds AZrPSe6 [A ) K (1), Rb (2), Cs (3)]
crystallize in the polar space group Pmc21.23 Because all three salts
are isostructural, this discussion will mainly focus on the K-salt
which features parallel chains of the infinite 1/∞[ZrPSe6

-] anion

separated by the alkali metal ions (Figure 1B). The chains have
Zr4+ ions coordinated to Se atoms in a distorted bicapped trigonal
prismatic geometry (Figure 1C). All Zr4+ ions are connected to a
1/∞[PSe3

-] polymeric backbone formed by the condensation of
corner-sharing tetrahedral PSe4 units (Figure 1D). Each phosphorus
atom has a terminal P-Se bond projecting out from the one-
dimensional chain structure. The Zr atoms are also bridged with
η4-bonded Se2

2- groups. Finally, there is also terminal Se(3) atom
on each zirconium metal center.

The PSe4 tetrahedron is distorted from the ideal geometry having
Se-P-Se angles ranging from 99.382(14)° to 114.975(9)°. The
P-Se bonds are of two different lengths, as three in the PSe4 group
are engaged in forming the polymeric backbone and one is terminal.
All the P-Se bond lengths are normal, the bridging ones [P(1)-Se(4),
P(1)-Se(5)] being at 2.245(1)-2.277(1) Å and the terminal
[P(1)-Se(6)] at 2.108(1) Å. The Se-Se bond length in Se2

2- is
2.3515(90) Å.

The Zr4+ metal ion is bonded to three different sets of Se atoms.
The bonds with two bridging selenium atoms [Zr(1)-Se(4) and
Zr(1)-Se(5)] from the PSe4 group are at 2.782(3)-2.797(6) Å,
whereas those from the Se2

2- group [Zr(1)-Se(1) and Zr(1)-Se(2)]
are shorter at 2.697(4) Å. The intrachain Zr-Zr distances are at
3.708(1) Å. Interestingly the AHfPSe6 [A ) Rb, Cs] analogues
are also stable featuring the same chains but different crystal
packing. The AZrPSe6 compounds are only the second example of
a polymeric selenophosphate anion being coordinated to a transition
metal, the first one being K3RuP5Se10 which contains a different
polymer.24
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Figure 1. (A) SEM image of needle shaped microcrystal of KZrPSe6 (1).
(B) Noncentrosymmetric structure of 1: Molecular view along the [100]
direction. (C) View of [ZrPSe6]- anion along the chain axis. (D) Polymeric
1/∞[PSe3

-] chain acting as a backbone holding the Zr4+ ions together.

Published on Web 08/21/2008

10.1021/ja804166m CCC: $40.75  2008 American Chemical Society12270 9 J. AM. CHEM. SOC. 2008, 130, 12270–12272

http://pubs.acs.org/action/showImage?doi=10.1021/ja804166m&iName=master.img-000.jpg&w=237&h=154


Differential thermal analysis (DTA) performed on RbZrPSe6 (2)
at a rate of 10 °C/min showed that it melts at 321 °C and
recrystallizes without change upon cooling at 266 °C (Figure 2A).
The X-ray powder pattern recorded before and after DTA indicated
full recovery of the compound (Figure 2B).

The solid state electronic absorption spectra for compounds 1,
2, and 3 (Figure 2C) showed very strong and sharp absorption edges
at ∼2 eV. In general, changes in the alkali metal do not show a
major effect on the band gap of the covalent network, mainly
because of the nondirectional ionic bonding.

The compounds 1, 2, and 3 show optical transparency over a
wide range starting from the long-wave IR to near IR/visible region
of the spectrum. Figure 2D shows that almost no absorption occurs
for compound 2 within the range 472 cm-1 (18.5 µm) to 4000
cm-1 (2 µm). As a comparison, the commercially used NLO
material AgGaSe2 is transparent up to 17 µm. The absorption peaks
that appear above 18.5 µm correspond to Zr-Se and P-Se
stretching modes of the compounds. Optical transparency in the
infrared region is required for NLO materials to be used in
applications.22

Compounds 1, 2, and 3 are soluble in hydrazine (∼0.4 mol/L)
to form yellow colored solutions with the same optical absorption
maximum at 3.07 eV (Figure 3A). The solutions of all compounds
showed strong photoluminescence at room temperature when

excited above the band gap energy (430 nm) as shown in Figure
3B. Both the absorption and photoluminescence spectra are believed
to originate from completely dispersed 1/∞[ZrPSe6

-] chains. The
Stokes shift of ∼0.6 eV observed is similar to those of conjugated
polymers.25 To our best knowledge this is the first example of a
light-emitting selenophosphate species.

Solution 31P NMR spectra were recorded for the hydrazine
solutions using 85% phosphoric acid as the standard. For all
compounds a singlet peak was observed at ∼30.5 ppm.21 The NMR
chemical shift mainly depends on the degree of local symmetry
around the phosphorus atom.26 The RbPSe6

19 compound showed
a shift around 4.3 ppm in the solid state, whereas 2 shows a shift
around 30 ppm. The difference can be attributed to the coordination
of the asymmetric PSe4 group to the highly electropositive Zr4+

cation in the latter. Also the PSe4 group coordinated to W4+ in
[W(PSe4)(PSe2)(Se)]2- showed a positive shift of 10.89 ppm in
the 31P NMR spectrum.27 The 31P NMR results suggest that, upon
dissolution, the chains retain their compositional integrity. The polar
nature of the title compounds along with their good solution
properties suggests that they may be promising candidates for
solution processing of NLO films.28

The polar structure of AZrPSe6 causes all three compounds (1-3)
to show a significant NLO response. The SHG response was
measured for compounds 1-3 following the modified Kurtz powder
method29 using an infrared light source tunable from 1000 to 2000
nm. All samples were of the same particle size (45-63 µm) and
prepared under similar conditions, and their SHG signal intensities
were compared at the same time with AgGaSe2 particles of similar
size. The SHG signals from the fundamental idler beam for all three
compounds (1-3) show a maximum around 820 nm (Figure 4A).
Among the three salts, the cesium analogue (compound 3) showed

Figure 2. (A) DTA plot of RbZrPSe6. (B) X-ray powder patterns of
RbZrPSe6 before and after DTA, compared with the calculated pattern of
2. (C) Solid-state UV-vis optical absorption spectra of AZrPSe6 compounds.
(D) Far-IR-mid-IR-UV-vis absorption spectra of crystalline 2.

Figure 3. (A) Solution UV-vis absorption of 2 (Inset: Hydrazine solution
of 2 in a cuvette). (B) Solution photoluminescence spectrum of 2.

Figure 4. (A) SHG intensity (arbitrary unit) of CsZrPSe6 (3) and RbZrPSe6

(2) relative to AgGaSe2 over a wide wavelength range. (B) Particle size to
SHG intensities diagram for CsZrPSe6. (C) SHG intensities of the solid
solutions (1a-e, 3a-b) compared with 1 and AgGaSe2.

J. AM. CHEM. SOC. 9 VOL. 130, NO. 37, 2008 12271

C O M M U N I C A T I O N S

http://pubs.acs.org/action/showImage?doi=10.1021/ja804166m&iName=master.img-001.jpg&w=235&h=233
http://pubs.acs.org/action/showImage?doi=10.1021/ja804166m&iName=master.img-002.jpg&w=238&h=97
http://pubs.acs.org/action/showImage?doi=10.1021/ja804166m&iName=master.img-003.jpg&w=239&h=297


the strongest SHG intensity presumably due to the largest size and
highest polarizability. Under similar experimental conditions the
AgGaSe2 response showed an SHG maximum around 820 nm,
whereas the SHG response of crystalline 3 and 2 were ∼15- and
10-fold stronger at the same wavelength. The K analogue (com-
pound 1) showed a weaker SHG signal intensity than AgGaSe2.
Phase matching experiments performed using different size particles
of compound 3 indicate the material to be type I phase matchable
(Figure 4B). For practical NLO applications phase matching is
necessary.22 The optical transparency found over a wide range of
the spectrum along with the strong SHG response of compounds 2
and 3 makes them promising for thin film infrared NLO applica-
tions.30

Because the SHG property follows the polarizability trend Cs
> Rb > K, series of solid solutions of compounds 1-3 were
synthesized by doping fractional amounts of more polarizable Rb+,
Cs+ ions into compound 1. The SHG signal intensities were
measured for nominally prepared samples of compounds 1a
[K0.9Rb0.1ZrPSe6], 1b [K0.8Rb0.2ZrPSe6], 1c [K0.6Rb0.4ZrPSe6], 1d
[K0.4Rb0.6ZrPSe6], 1e [K0.2Rb0.8ZrPSe6], 3a [K0.4Cs0.6ZrPSe6], and
3b [K0.2Cs0.8ZrPSe6]. These were compared with AgGaSe2 of the
same particle size (45-63 µm) under similar conditions. The
relative SHG intensities for 1a-e and 3a-b are shown in Figure
4C. These results confirm that the alkali metal polarizability trend
is really correlated to SHG efficiency. A similar observation was
reported with KTiOPO4/K0.5Rb0.5TiOPO4 and KTiOAsO4/K0.5-
Cs0.5TiOAsO4

31 and was attributed to the effect of size and
polarizability of the alkali metal ions.

In conclusion, the AZrPSe6 [A ) K, Rb, Cs] compounds have
a unique polar structure featuring chains of 1/∞[ZrPSe6

-]. These
materials also show wide transparency in the mid-IR region up to
18.5 µm. The polar structure and presence of highly polarizable
atoms such as Se, Rb, Cs, Zr result in strong SHG response which
is significantly larger than that of the commercial NLO material
AgGaSe2. In solution, the chains photoluminesce strongly when
excited above the energy gap. Light emission is unprecedented for
a selenophosphate species and is reminiscent of the solution
behavior of conjugated polymer chains. The high solubility of these
compounds in hydrazine is an important property because it makes
them promising for future solution processing studies of useful
forms, e.g., thin films.
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(18) (a) Gutzmann, A.; Näther, C.; Bensch, W. Solid State Sci. 2004, 6 (10),
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