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Abstract

The precipitation reaction of calcium oxalate is studied experimentally in the presence of spatial

gradients by controlled flow of calcium into oxalate solution. The density difference between the

reactants leads to strong convection in the form of a gravity current that drives the spatiotemporal

pattern formation. The phase diagram of the system is constructed, the evolving precipitate

patterns are analyzed and quantitatively characterized by their diameters and the average height

of the gravity flow. The compact structures of calcium oxalate monohydrate produced at low flow

rates are replaced by the thermodynamically unstable calcium oxalate dihydrate favored in the

presence of a strong gravity current.
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I. INTRODUCTION

Self-organization in precipitation reactions like silica gardens[1] or Liesegang rings[2]

has been known for centuries, yet recent developments in the newly emerging field of

chemobrionics[3–5] bring attention again to the interaction of transport processes and chemi-

cal reactions leading to the formation of a solid material. A growing number of self-organized

or self-assembled systems have been designed[6, 7], investigated[8, 9], controlled[10], and

modeled[11] up to now because not only they are related to natural nonlinear phenomena

but also they may provide novel pathways[4] in creating new materials[12] and introducing

new technologies[13] unavailable in well-stirred systems. The presence of spatial gradients

is the important characteristics of these systems that leads to the corresponding transport

processes. If they are coupled to nonlinear kinetics, emergent behavior is observed because

of the various instabilities far from thermodynamic equilibrium.[14, 15]. Even in simple

inorganic reactions, delicate precipitate patterns may evolve through osmotic effects cou-

pled with buoyancy[16–18], hydrodynamic instability due to viscous fingering[19], density

gradients[3, 20], or surface tension gradients[21–23].

The interaction of a gravity current with a simple precipitation reaction may give rise to

an unusual spatial distribution of solid copper oxalate.[24] As a result of the hydrodynamic

instability at the tip of the flow and the slow kinetics of the precipitation, equidistantly

spaced thin filaments rich in precipitate emerge radially from a local source (a pellet or

an inlet). The local mixing at the leading edge of the gravity current, maintained by the

density difference between the two fluids, and the spatially ordered sedimentation yield solid

particles with morphology different from those obtained from the corresponding well-stirred

system.[24, 25] With this flow-driven method we have been able to successfully synthesize

calcite crystals selectively in the calcium–carbonate system, whereas a mixture of calcite and

vaterite forms in the homogeneous reference case in the absence of gradients.[26] When dense

calcium chloride solution is pumped into sodium oxalate solution, the flow maintained by the

gravity current and the spatially localized nucleation of crystallization favor the formation

of the thermodynamically unstable calcium oxalate dihydrate (COD).[27] Although it is

frequently found in human kidney stones,[28] its synthetic production in the absence of

spatial gradients is generally complicated because it requires various chemical stabilizers[29,

30] to suppress the formation of the stable monohydrate whewellite (COM).[31]
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In this detailed experimental work we study the flow-driven precipitate pattern forma-

tion in the calcium–oxalate system by systematic variation of the parameters affecting the

underlying gravity current. By selecting the appropriate descriptors and identifying their

dependence on the physical quantities that determine the flow pattern, we are able to char-

acterize the spatiotemporal pattern formation, which, in this particular example, may help

to optimize the production of the various calcium oxalate hydrates without any stabilizers.

We complete the study of the spatially extended system with equilibrium calculations to

obtain the concentration distribution of species, reference experiments of the well-stirred

system, and analytical measurements.

II. EXPERIMENTAL

Reagent-grade chemicals and deionized water were used to prepare the reactant solutions

of 1–4 mol/dm3 calcium chloride (Scharlau) and 0.01–0.1 mol/dm3 sodium oxalate (VWR).

The sodium oxalate solution was always prepared in situ with its pH set to 9.0. In order to

vary the characteristics of fluid motion, inert materials such as solid sodium chloride (Molar),

solid polyvinyl alcohol (Sigma Aldrich), 50 m/m% solution of polyacrylamide (Aldrich), and

glycerol (VWR) were also dissolved in the calcium chloride solution. The density of the

mixtures were then determined with an Anton Paar DMA 500 digital density meter with

10−4 g/cm3 precision, while the relative viscosity with respect to water was measured with

an Ostwald viscometer. The density of the calcium chloride solution was always kept greater

than that of the sodium oxalate as shown in Table I, which summarizes the density difference

between the two reactant solutions without any additional material.

The flow-driven experiments were carried out in a horizontally leveled square glass reac-

tion vessel (with sides of 24 cm) containing 250 cm3 sodium oxalate solution, i.e., the depth

of oxalate solution was 4.3 mm. Calcium chloride solution was injected at 2–100 mL/h flow

rate from below, into the center of the dish through a circular opening created by a needle

with 0.8 mm inner diameter sealed around with silicone adhesive. The needle was connected

to a peristaltic pump (Ismatec Reglo) with thin Tygon tubes (inner diameter of 0.25 mm or

0.57 mm) to allow faster pump rotation and hence to minimize the fluctuations in the flow

rate. In addition, for reference investigations, 50 cm3 of one reactant was added dropwise

into a continuously stirred beaker containing 50 cm3 of the other one with a rigorous stirring
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TABLE I: Density difference in g/cm3 between the applied solutions of calcium chloride and sodium

oxalate without any inert materials added to the calcium chloride solution.

c(Calcium chloride) / (mol/dm3)

c(Sodium oxalate) 1.0 2.0 3.0 4.0

0.1 mol/dm3 0.0780 0.1483 0.2064 0.3230

0.05 mol/dm3 0.0833 0.1536 0.2117 0.3283

0.025 mol/dm3 0.0860 0.1563 0.2144 0.3310

0.01 mol/dm3 0.0861 0.1564 0.2145 0.3311

at 1000 rpm.

The evolution of precipitate patterns was monitored from above using a digital camera

(Unibrain 1394) and analyzed by a computer-controlled imaging system with in-house soft-

ware. The diameters of the inner (di) and the outer circle (do) associated with the precipitate

disc, shown in Figure 1 at t = 4 min, were compared for various conditions. For each set of

parameters five independent measurements were conducted in order to allow calculating the

average and the standard deviation of these descriptors. The number of radially growing

thin lines enriched in precipitate, termed filaments in this work, was counted manually from

the grayscale intensity data, along a 90◦ circular arc where they were identified as local

maxima in the grayscale values.

As a result of the substantial difference in fluid density in the presence of gravity, pressure

equalization is achieved by the formation of a strong flow at the bottom of the fluid, known

as gravity current or gravity flow. Since the precipitation reaction spatially localized to the

horizontally spreading dense liquid layer, the precipitate pattern itself can be considered,

in a sense, as a footprint of the gravity current. Its spatial extent in the horizontal plane

corresponds to that of the gravity current, from which the average height of the latter (h̄)

can be obtained. It is defined as the ratio of the liquid volume (V ) pumped in to the surface

area (A) of the precipitate pattern with the following formula:

h̄ =
V

A
=

4w t

d2o π
, (1)

where w is the flow rate at which the calcium chloride solution is pumped into the sodium

oxalate solution, while do corresponds to the outer diameter of the precipitate at time t.
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FIG. 1: The image of a calcium oxalate precipitate pattern at t = 4 min with indicating the quan-

titative descriptors: diameter of the inner (di) and the outer (do) circle. Experimental conditions

are [CaCl2] = 4 mol/dm3, [Na2C2O4] = 0.025 mol/dm3, w = 20 mL/h.

After each experiment, the solution was removed without stirring by carefully pipetting

out most of the liquid. The vessel with the remaining wet particles in it was left at room

temperature for overnight allowing the complete evaporation of the solvent water. Then

samples were collected from the inner and the outer parts of the precipitate pattern sep-

arately. The microstructure of the crystalline solid material was investigated using a field

emission scanning electron microscope (Hitachi S-4700). The composition of the precipitate

was determined by Raman spectroscopy (Bio-Rad Digilab Division Dedicated FT Raman)

and the individual particles were analyzed with Raman microscopy (Thermo DXR Raman).

III. EQUILIBRIUM CALCULATIONS

The concentration distribution of the various species is calculated for pH range 0–14 by

using the available solubility products, equilibrium constants for complex formation and

protonation.[32] Besides the precipitation reactions leading to insoluble calcium oxalate and
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calcium hydroxide

Ca2+ + (COO)2−2 −→ Ca(COO)2 pKs1 = 7.90 (2)

Ca2+ + 2OH− −→ Ca(OH)2 pKs2 = 5.10 (3)

the complexation reactions with calcium ion,

Ca2+ +OH− 
 CaOH+ lgβOH = 1.15 (4)

Ca2+ + (COO)2−2 
 Ca(COO)2 lgβ1 = 1.66 (5)

Ca(COO)2 + (COO)2−2 
 Ca[(COO)2]
2−
2 lgβ2 = 2.69 (6)

Ca2+ +HOOC− COO− 
 Ca(HOOC− COO)+ lgβH1 = 1.38 (7)

Ca2+ + 2HOOC− COO− 
 Ca(HOOC− COO)2 lgβH2 = 1.80 (8)

and the protonation equilibria of oxalate ion are considered

H+ + (COO)2−2 
 HOOC− COO− lgKH1 = 4.266 (9)

H+ +HOOC− COO− 
 (COOH)2 lgKH2 = 1.252 (10)

The initial concentrations of the two solutions are set to [CaCl2] = 4 mol/dm3 or 1 mol/dm3

and [Na2C2O4] = 0.025 mol/dm3 or 0.1 mol/dm3, respectively. The component balance

equations for calcium and oxalate are expressed and solved at constant pH with a preset

accuracy of 10−14 using Wolfram Mathematica.

As illustrated in Figure 2, calcium oxalate precipitate is present in the system over the

entire calculated pH range for the above conditions. Only calcium ion exists in significant

amount, all complexes are negligible. Upon increasing the pH to 11, the concentration of

CaOH+ increases, while that of the Ca(HOOC − COO)+ decreases. In strongly alkaline

medium (pH > 11) the insoluble calcium hydroxide dominates, therefore for obtaining pure

calcium oxalate precipitate experimentally, the pH of the solution has to be set below pH

= 11. In this region, the amount of calcium ion and CaOH+ decreases, while the dioxalato

complex of calcium increases four magnitude and its quantity becomes comparable to the

former ones.

Upon increasing the excess of calcium used, the amount of calcium oxalate precipitate

decreases with respect to that of calcium ion. Even more than tenfold increase in excess

will only shift the appearance of hydroxide precipitate to slightly lower pH, thus the initial
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setting of pH to 9.0 is sufficiently robust for the entire concentration range used in our

experimental work.
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FIG. 2: The distribution of the Ca2+ and C2O
2−
4 containing species calculated with

[CaCl2] = 1 mol/dm3 (A, C) or 4 mol/dm3 (B, D), [Na2C2O4] = 0.1 mol/dm3 (A, C) or

0.025 mol/dm3 (B, D).

IV. RESULTS & DISCUSSION

In the well-stirred reference system, the mixing of reactants instantaneously results in the

appearance of the white calcium oxalate precipitate. Immediate precipitation takes place in

the flow-driven system as well, as the solution with greater density (i.e., typically the more

concentrated solution) sinks to the bottom of the dish leading to the formation of a white

precipitate pattern spreading around the small inlet where the calcium chloride solution

is pumped in. The evolving pattern has two distinct regions: the inner circle around the

orifice has less precipitate sedimentation, while the outer circular zone contains significantly

more precipitate. In most cases there is a sharp transition between the darker inner and

the brighter outer region (see Fig. 1). An angular variation in the precipitate quantity also

develops in the outer region as radially oriented lines rich in calcium oxalate become visible
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in the form of faint filaments. This is a result of hydrodynamic instability that develops

behind the tip of the gravity current leading to alternating zones of downward and upward

flow transverse to the direction of spreading. In the time scale of our experiments the num-

ber of filaments remains constant for a precipitate pattern, since no merging or splitting is

observed. There is a small fluctuation in the spacing between the filaments as indicated by

the experimental errors in the tables.

The spatial spreading of the precipitate pattern, quantified by the diameter of the inner

and outer circles, depends on the density difference maintained, i.e., the concentrations of the

reactant solutions. The observed patterns at t = 4 min at different chemical compositions

are summarized in Fig. 3 where, in all cases, 20 mL/h flow rate is used and the pH of the

sodium oxalate solution has been initially set to 9.

At a constant oxalate concentration, the increase of calcium ion concentration leads to

circular patterns with increasing outer diameter (see Table II), which is attributed to the

greater density difference between the two solutions that generates more intense fluid motion,

i.e., a stronger gravity current. On contrary, keeping calcium ion concentration constant and

increasing the oxalate concentration yield more compact patterns, since the density change

between the solutions decreases and the gravity flow weakens. Furthermore, at the highest

sodium oxalate concentrations applied in our experiments, the gravity current is diminished

to the extent that the growth of precipitate pattern is accompanied by a significant loss of

the circular symmetry. The absence of strong flow at these concentrations also leads to the

disappearance of precipitate filaments.

Since at pH = 0–5 no significant precipitation takes place in the time scale of the experi-

ment, we have checked the effect of pH on the rate of precipitate formation in a separate set

of experiments. The temporal evolution of the characteristic diameters is monitored in the

range 6 < pH < 10 with a chemical composition of [CaCl2] = 4 mol/dm3 and [Na2C2O4] =

0.025 mol/dm3. Figure 4 demonstrates that while both diameters vary independently of the

pH, the diameter of the inner circle approaches a constant value in time, i.e., it can be used

to characterize the evolving structure, whereas the diameter of the outer circle continually

increases according to a square-root relationship of geometric spreading. The latter time-

dependence reveals that the precipitate indeed grows with the gravity current underneath.

To demonstrate the significance of convection in the precipitate formation, we have varied
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FIG. 3: Phase diagram associated with the calcium–oxalate system showing the precipitate pattern

evolved at time t = 4 min with w = 20 mL/h. Field of view: 24 cm × 24 cm.

the flow characteristics. At first, the pattern descriptors are determined at various flow rates

increasing from 2 to 100 mL/h. In the absence of sufficient gravity flow, irregularly shaped

precipitate patterns emerge, only above w = 10 mL/h can we observe symmetric patterns.

Upon increasing the flow rate, both the diameters of the precipitate disc and the number

of radially growing filaments in the outer region increases as listed in Table III. In parallel,

the average height of gravity flow also rises from 0.04 mm to 0.28 mm.
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TABLE II: The influence of chemical composition on the characteristics of the precipitate pattern

at time t = 4 min, with experimental errors given in brackets. Also listed in the last column is the

calculated average height of the underlying gravity current.

Concentration Pattern

CaCl2 (mol/dm3) Na2C2O4 (mol/dm3) di (mm) do (mm) N h̄ (mm)

0.010 58 (1) 117 (2) - 0.12

1 0.025 40 (1) 103 (1) - 0.16

0.050 28 (1) 87 (1) 76 (4) 0.22

0.010 65 (3) 133 (1) - 0.10

2 0.025 47 (1) 118 (1) 112 (4) 0.12

0.050 41 (1) 100 (1) 88 (4) 0.17

0.010 60 (1) 144 (1) - 0.08

3 0.025 49 (1) 128 (1) 100 (4) 0.10

0.050 48 (2) 106 (2) 76 (4) 0.15

0.010 64 (2) 154 (2) - 0.07

4 0.025 57 (1) 138 (1) 156 (8) 0.09

0.050 55 (2) 121 (1) 84 (8) 0.12

1 2 3 4 5 6
t / min

50

100

150

200

d 
/ m

m

pH=   6
pH=   8
pH= 10

do

di

FIG. 4: Time evolution of the precipitate pattern size at selected pH values.

Another possibility to affect fluid motion is changing the convection by altering the density
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TABLE III: The influence of flow rate (w) on the characteristics of the precipitate pattern at time t

= 4 min, with experimental errors given in brackets. Also listed in the last column is the calculated

average height of the underlying gravity current.

w (mL/h) di (mm) do (mm) N h̄ (mm)

2 22 (1) 68 (1) 68 (8) 0.04

5 31 (1) 92 (1) 84 (8) 0.05

10 43 (2) 118 (1) 92 (8) 0.06

15 51 (1) 128 (1) 120 (8) 0.08

20 57 (1) 138 (2) 120 (4) 0.09

25 63 (1) 152 (2) 128 (16) 0.10

100 88 (2) 175 (1) 136 (12) 0.28

or viscosity difference between the liquids by adding inert materials to the reactant solutions.

To increase the density difference between the reactants without significantly modifying

solution viscosity, sodium chloride or glycerol is dissolved in the solution with greater density,

i.e., in the calcium chloride solution. As a result, the size of the precipitate circles increases,

while there is a decline in the number of filaments as the average height of gravity flow

decreases from 0.15 mm to 0.10 mm as shown in Table IV. An increase in the density

of sodium oxalate solution results in a slightly vertically growing precipitate with greater

average height for the gravity current.

When convection is affected by raising both the density and the viscosity of calcium

chloride solution with polyvinyl alcohol or polyacrylamide, the viscosity-induced slow down

of the gravity current with increasing height dominates the pattern formation as illustrated

in Fig. 5. Cellular structures are formed when the dissolved amount of polyacrylamide is

increased. First the diameter of the inner circle slightly decreases, then with greater quantity

of polyacrylamide added, the growth of the outer circle decelerates, while the radial filaments

entirely disappear.

Scanning electron microscopy is used to representatively characterize the microstructure

of the solid calcium oxalate particles. The samples are taken from experiments prepared

with 0.025 mol/dm3 sodium oxalate (with pH set to 9) and 4 mol/dm3 calcium chloride
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TABLE IV: The influence of inert material content added to 1 mol/dm3 calcium chloride solution

on the characteristics of the precipitate pattern at time t = 4 min, with experimental errors given

in brackets. Sodium oxalate concentration is 0.025 mol/dm3. Also listed in the last column is the

calculated average height of the underlying gravity current.

Inert substances Solution Pattern

type c ρ (g/cm3) ηrel di (mm) do (mm) N h̄ (mm)

reference – 1.0859 1.27 40.0 (1) 103.0 (1) - 0.16

0.5 mol/dm3 1.1135 1.36 41.9 (1) 108.0 (1) 30 (1) 0.15

NaCl 1 mol/dm3 1.1214 1.42 42.9 (1) 120.2 (1) 26 (2) 0.12

2 mol/dm3 1.1569 1.73 43.7 (1) 133.2 (1) 23 (2) 0.10

glycerol 1 mol/dm3 1.1063 1.80 43.6 (1) 105.9 (1) 36 (1) 0.15

2 mol/dm3 1.1249 2.25 47.0 (1) 112.3 (1) 39 (1) 0.13

PVA 5 g/100 cm3 1.1177 7.25 50.8 (1) 98.7 (1) - 0.17

10 g/100 cm3 1.1744 4.97 53.6 (1) 97.9 (1) - 0.18

PAA 20 g/100 cm3 1.1843 17.84 - 77.5 (1) - 0.28

30 g/100 cm3 1.2176 57.20 - - - -

(A) (B) (C)

FIG. 5: Precipitate patterns on increasing amount of polyacrylamide (PAA). Chemical composi-

tion: [CaCl2] = 2 mol/dm3, [Na2C2O4] = 0.025 mol/dm3, ρPAA = 10, 20, and 30 g/100 cm3 at

t = 4 min. Field of view: 14 cm × 14 cm.

solutions at applied flow rate of 20 mL/h. Comparing the flow-driven and the well-stirred

reference systems, the first obvious difference is the size of the crystalline particles, as the

flow leads to the formation of larger particles. Another distinction is the morphology of

the crystalline structures: the reference well-stirred experiments result in rounded and ag-

gregated particles, while samples from the flow-driven patterns contain mostly butterfly or
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rose-shaped structures, among other, e.g., octahedron or rectangular crystals. The average

size of the rose-shaped are approximately 3 µm, while the butterfly-shaped particles are

larger than 5 µm. No spatial variation is found in the structure by scanning various parts

of the precipitate pattern, hence uniform distribution of microstructure is associated with

the entire the pattern.

To distinguish between the two hydrate forms of calcium oxalate, Raman spectra in the

800–1500 cm−1 range are compared.[27] The spectrum of calcium oxalate monohydrate ex-

hibits two peaks at 1463 cm−1 and 1490 cm−1 belonging to the symmetric C–O bending

vibration with the former having greater intensity (see first column of Table V). An ad-

ditional characteristic peak with smaller intensity is observed at 896 cm−1 corresponding

to the C–C bending vibration. The spectrum of calcium oxalate dihydrate, however, has

only one symmetric C–O bending vibration at 1477 cm−1 and the C–C bending vibration

is shifted to 911 cm−1 as shown in the second column of Table V. The characteristic peaks

of the well-stirred reference system (3rd column of Table V) indicate that indeed calcium

oxalate monohydrate is produced exclusively in the absence of spatial gradients. In the

flow-driven system at high flow rates (100 mL/h) both mono- and dihydrate crystals are

identified in the inner circle, while the outer circle richer in precipitates consists mainly of

calcium oxalate dihydrate (cf. 4th and 5th columns of Table V). The observed maximum at

1483 cm−1 is a result of peak overlapping as the sample contains monohydrate as well.

TABLE V: Reference and experimental Raman band positions calcium oxalate hydrates in decreas-

ing intensity.

reference spectra experimental results

calcium oxalate well stirred w=100 mL/h w=100 mL/h

monohydrate (COM) dihydrate (COD) system inner circle outer circle

1463 cm−1 1477 cm−1 1463 cm−1 1483 cm−1 1483 cm−1

1490 cm−1 911 cm−1 1490 cm−1 1491 cm−1 911 cm−1

896 cm−1 896 cm−1 1461 cm−1 1461 cm−1

The individual crystalline particles are also analyzed by Raman microscopy in samples

obtained at moderate flow rate where the mixture of COM and COD can be produced
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simultaneously. Figure 6 confirms the parallel presence of the two hydrate forms. The

FIG. 6: Spatial distribution map obtained from Raman microscopic measurement of a sample from

an experiment with 20 mL/h flow rate. Red regions correspond to COD (intensity at 1477 cm−1)

and blue to COM (intensity at 1463 cm−1) in the black background.

Raman spectra of the individual crystalline particles are then used to assign the exact

composition. The blue solid curves in Fig. 7 prove that the rectangular crystals are calcium

oxalate monohydrate, while the octahedron and the butterfly-shaped particles (red dashed

curves) are calcium oxalate dihydrate crystals.
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FIG. 7: Raman spectra of the individual particles. The red dashed line corresponds to COD while

the blue one to COM.
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V. CONCLUSION

We have investigated the precipitate pattern formation in a spatially extended flow-driven

system. As calcium chloride solution is pumped into sodium oxalate solution, a thin gravity

current spreading on the bottom evolves as a result of the density difference. Effective

mixing of the reactants, and hence substantial nucleation, only take place at the leading

edge of the current where a large convection roll develops. Even though both nucleation and

crystal growth are significantly faster than in the case of copper or cobalt oxalate, the entire

precipitate pattern formation is determined by the flow as revealed by the dependence of the

descriptors on the characteristics of the gravity current. The unstable stratification of liquid

layers behind the tip here also results in the formation of radially expanding filaments, thin

regions of downward flow rich in precipitate, although they are not as distinct as in the case

of slow precipitate formation of cobalt oxalate. The experiments demonstrate that enhancing

the flow by increasing flow rate or the density difference between the reactant solutions, we

can control not only the spatial spreading of the precipitate pattern but also the composition

of the product. Raman spectroscopic and microscopic measurements completely confirm the

presence of the thermodynamically unstable calcium oxalate dihydrate in the experiments

with significant gravity current, in sharp contrast to the continuously stirred reference system

where only the stable calcium oxalate monohydrate is formed. This flow system therefore

can be envisioned as a simple yet efficient method to maintain the concentration gradients

in order to keep the system far from equilibrium, which allows the production of a material

inaccessible under homogeneous conditions, a thermodynamically unstable crystalline form

in this example.
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[20] Á. Tóth, D. Horváth, R. Smith, J.R. McMahan, J. Maselko, Phase diagram of precipitation

morphologies in the Cu2+ - PO3−
4 System J. Phys. Chem. C 111, 14762-14767 (2007).

[21] L. Rongy, A. DeWit, Steady Marangoni flow traveling with chemical fronts, J. Chem. Phys.

124, 164705 (2006).

[22] T. Bansagi, Jr, M.M. Wrobel, S.K. Scott, A.F. Taylor, Motion and Interaction of Aspirin

Crystals at Aqueous-Air Interfaces, J. Phys. Chem. B 117, 13572-13577 (2013).

[23] Y-J. Chen, K. Suzuki, K. Yoshikawa, Self-organized target and spiral patterns through the

”coffee ring” effect, J. Chem. Phys. 143, 084702 (2015).
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Pantaleone, J. Maselko, Precipitation pattern formation in the copper(II) oxalate with gravity

flow and axial symmetry J. Phys. Chem. A 113, 8243-8248 (2009).
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