
ORIGINAL PAPER

Next generation pseudocapacitor materials from sol–gel derived
transition metal oxides

Torsten Brezesinski • John Wang •

Sarah H. Tolbert • Bruce Dunn

Received: 2 January 2010 / Accepted: 12 February 2010 / Published online: 24 February 2010

� The Author(s) 2010. This article is published with open access at Springerlink.com

Abstract Capacitive energy storage is distinguished from

other types of electrochemical energy storage by short

charging times and the ability to deliver significantly more

power than batteries. A key limitation to this technology is

its low energy density and for this reason there is consid-

erable interest in exploring pseudocapacitive charge stor-

age mechanisms which offer the prospect of increasing

energy density without compromising the power density of

electrochemical capacitors. In this paper we review our

recent work on using sol–gel synthesis methods to prepare

nanostructured transition metal oxides which exhibit

increased levels of pseudocapacitance and enhanced

energy storage properties. Our work with TiO2 nanoparti-

cles and mesoporous films of TiO2 and CeO2 is highlighted

as we use these studies to understand the role of crystallite

size, nanoscale porosity and understanding the differences

between pseudocapacitance and intercalation processes.
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1 Introduction

In order for society to move towards a sustainable and

renewable energy future, energy storage systems will be

required to efficiently utilize the energy produced from

intermittent sources such as from sun and wind. Among the

different electrical energy storage technologies, batteries

and electrochemical capacitors (ECs) are the most promi-

nent with applications ranging from portable electronics to

hybrid vehicles to large-scale power generation [1]. With

the great interest in lithium–ion batteries over the past

decade, ECs received much less attention until recently.

There is now the recognition that ECs offer a number of

desirable properties which can complement or replace

batteries: fast charging (within seconds), reliability, long-

term cycling ([500,000 cycles), and the ability to deliver

[10 times more power than batteries [2]. Moreover, it is

apparent that there are unique opportunities for ECs, such

as in energy recovery, where batteries are simply not

appropriate. A good example is the use of capacitors to

recover energy from repetitive processes (descending ele-

vators, braking cars), applications enabled by their fast

charging rate. The limiting feature that prevents more

widespread usage of ECs has been the relatively low

energy density of the materials used in capacitive storage

applications.

ECs may be divided into two main categories based on

their energy storage mechanism: electric double layer

capacitors (EDLCs) and pseudocapacitors [3]. The former

is based on storing electrical charge in a thin double layer
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at the interface between the electrode, typically carbon, and

the electrolyte, while the latter involves reversible faradaic

charge-transfer reactions. EDLCs have come to be known

as supercapacitors or ultracapacitors because their energy

density is orders of magnitude larger than conventional

electrostatic or electrolytic capacitors [2]. The physical

nature of the capacitive charge storage mechanism for

EDLCs differs significantly from that of batteries (chemi-

cal energy storage) and leads to the advantageous operating

characteristics mentioned above.

The interest in using pseudocapacitor based materials

for electrochemical capacitors is that the energy density

associated with faradaic reactions is much higher, by at

least an order of magnitude, than traditional double layer

capacitance (above 100 lF/cm2 for pseudocapacitance

versus 10–20 lF/cm2 for EDLCs) [3]. Thus, by creating

high surface area pseudocapacitor materials, it should be

possible to greatly increase the specific capacitance to

levels well above that of carbon.

In our research, we have focused on designing pseud-

ocapacitor materials for improved energy storage. For this

reason, we are investigating transition metal oxides in order

to exploit their charge transfer properties. We are also

emphasizing specific morphologies and perhaps the most

obvious one is that of nanostructured materials. The reason

is that when electrochemically active materials approach

nanoscale dimensions, the charge storage from faradaic

processes occurring at the surface of the material, referred

to as the pseudocapacitive effect, becomes increasingly

important [4, 5]. Another interesting morphology is that of

mesostructured materials where the use of a structure-

directing agent enables one to design the arrangement of

inorganic–organic composites at the nanoscale. We are

investigating mesoporous morphologies because of elec-

trolyte access to the pore-solid architecture as well as

enhanced oxidation and reduction kinetics due to the rel-

atively short diffusion path length for ions and electrons

[6]. In the present paper we review some of the highlights

of our studies on nanoparticle TiO2 and mesoporous films

of TiO2 and CeO2 [7, 8]. These materials serve as model

systems in which to understand the distinction between

pseudocapacitance and intercalation, the effect of crystal-

lite size and the role of nanoscale porosity in improving

charge storage kinetics.

2 Pseudocapacitance of TiO2 nanoparticles

and mesoporous films

The starting point for our studies is the investigation of

nanocrystalline particles of TiO2 (anatase). Although the

material is known to be a reasonably attractive lithium ion

insertion compound, we selected this material because

researchers have begun to examine the fundamental ques-

tion of how particle size and morphology influence its

electrochemical properties [9, 10]. In our studies, we used a

detailed voltammetric analysis to establish quantitatively

the dependence of the pseudocapacitance on the size of

TiO2 crystallites [7]. Phase-pure nanocrystalline TiO2

(anatase) was prepared by modifying the synthesis method

reported by Niederberger et al. [11]. Monodisperse nano-

particles (B10 nm) were prepared without surfactants and

with all organic constituents removed. For the electro-

chemical studies, we developed methods using glassy

carbon electrodes which did not require conductive agents

or polymeric binders, so that the experimental results more

accurately represented the fundamental electrochemical

properties of only the nanodimensional TiO2 material.

In our analysis, cyclic voltammetry (CV) was used to

characterize charge storage behavior (Fig. 1). The area

underneath the curves corresponds to the total stored

charge, which is related to the concentration of Li?-ions in

the anatase TiO2 film. The cathodic/anodic peaks represent

the lithium insertion/extraction behavior in the anatase

lattice and occur at 1.7 and 2.0 V versus Li/Li?, respec-

tively. This lithium insertion process is often expressed by

the equation

TiO2 þ xLiþ þ xe� $ LixTiO2 ð1Þ
The mole fraction of inserted lithium, x, is generally

close to 0.5 for the anatase structure. This value of x cor-

responds to a specific capacity of 168 mAh/g [12–14].

The total stored charge can be separated into three

components: the faradaic contribution from the Li? ion

insertion process, the faradaic contribution from the charge

transfer process with surface atoms, referred to as pseud-

ocapacitance, and the non-faradaic contribution from the

double layer effect [15]. In our studies we developed a

methodology which enabled us to distinguish between the

currents arising from lithium ion insertion and those

occurring from capacitive processes.
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Fig. 1 Voltammetric response for 7 nm TiO2 nanocrystallites.

Reprinted with permission [7]

J Sol-Gel Sci Technol (2011) 57:330–335 331

123



Our approach is based on characterizing the sweep rate

dependence on the current. For systems which exhibit

diffusion-controlled behavior, the current (i) scales with m1/2

in the following equation [16]:

i ¼ nFAC � D1=2m1=2 anF=RTð Þ1=2p1=2v btð Þ ð2Þ

where C* is the surface concentration of the electrode

material, a is the transfer coefficient, D is the chemical

diffusion coefficient, n is the number of electrons involved

in the electrode reaction, A is the surface area of the

electrode materials, F is the Faraday constant, R is the molar

gas constant, T is the temperature, and the function v(bt)

represents the normalized current for a totally irreversible

system as indicated by the CV response [16]. This m1/2

response is indicative of faradaic intercalation reactions. By

comparison, capacitive systems are characterized by having

the current proportional to the sweep rate:

i ¼ vCdA ð3Þ

where Cd is the capacitance [14].

Thus, we can express the total current in terms of two

separate processes,

iðVÞ ¼ k1vþ k2v1=2 ð4Þ

where, k1v and k2v1/2 correspond to the current contribu-

tions from surface capacitive effects and diffusion con-

trolled intercalation processes, respectively. Thus, by

determining k1 and k2, we are able to quantify, at specific

potentials, the fraction of the current due to each of the

processes. The results are summarized in Table 1 where we

compare the influence of TiO2 crystallite size on charge

storage properties [7]. Both the total stored charge and the

capacitive contribution to the stored charge increase with

decreasing particle size. Because of this, smaller crystal-

lites exhibit faster charge/discharge kinetics. The capaci-

tance contribution includes both double layer and

pseudocapacitive effects. However, because the area nor-

malized capacitance is well above 100 lF/cm2, it is evident

that this contribution is pseudocapacitive in nature. It is

interesting that the amount of charge stored from lithium

intercalation processes decreases as particles become

smaller, however, the increased capacitive contribution for

the small particles more than compensates for this

decrease. These results suggest that charge stored at the

surface of the TiO2 from the pseudocapacitance storage

mechanism can be an important factor in achieving high

values for the gravimetric energy density.

In a related study, we investigated the development of

pseudocapacitive charge storage in mesoporous films of

TiO2 [17]. One of the principal goals of this work was to

determine whether mesoporous films could exhibit the high

level of charge storage and fast kinetics of the TiO2

nanoparticle films described above. As indicated previ-

ously, a clear benefit of the mesoporous morphology is that

the interconnected mesoscale porosity allows facile elec-

trolyte diffusion throughout the material, enabling the

electrolyte to access the redox-active pore walls. As for the

solid phase, the crystallite sizes of the pore walls are typ-

ically in the same nanodimensional size range as that of the

nanoparticles.

The polymer templating of inorganic materials has been

widely used to prepare mesoporous materials with ordered

pore-solid architectures both as powders and thin films [18,

19]. A limitation with this technique, the inability to retain

nanoscale order upon crystallization of the inorganic walls,

has recently been overcome through the use of appropriate

diblock copolymers [20]. In the research reported here, we

used a large poly(ethylene-co-butylene)-b-poly(ethylene

oxide) diblock copolymer (also referred to as KLE), which

allows the formation of cubic architectures with 20–30 nm

pore-to-pore distances and 10–15 nm thick walls [21].

These thicker walls permit stable crystallites to be formed

without distorting the pore network. We have applied this

synthesis approach to prepare mesoporous transition metal

oxide films in which either sol–gel reagents or preformed

nanocrystals were used as building blocks to form the

inorganic walls [7, 8]. In some instances the mesoporous

materials exhibited iso-oriented nanocrystalline domains

[22].

The mesoporous thin films were prepared by co-

assembly of inorganic oligomers with KLE diblock

copolymer as the structure-directing agent using an evap-

oration induced self-assembly (EISA) process [23]. The

mesoporous films that used TiO2 nanoparticles as building

blocks produced pore walls with nanoscale porosity while

films that used TiCl4 as the precursor lead to materials with

dense walls. The overall charge storage kinetics shown in

Fig. 2 indicate that mesoporous TiO2 films can indeed

exhibit the same kinetics and amount of charge storage as

that of TiO2 nanoparticles. Interestingly, the mesoporous

film prepared from TiO2 nanoparticles has much better

charge storage properties and faster kinetics than the films

prepared from TiCl4. When we use our analysis to separate

the charge storage into diffusion-controlled and capaci-

tive contributions (Table 2), we find the reason for this

Table 1 Dependence of physical properties and charge storage

properties on crystallite size

7 nm 10 nm 30 nm

Total stored charge (at 0.5 mV/s; C/g) 490 460 420

Percent capacitive contribution (%) 55 35 15

Surface normalized capacitance (lF/cm2) 120 110 130

Lithium intercalation capacity (mAh/g) 61 83 100

Reprinted with permission [7]
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difference in charge storage. That is, the mesoporous films

prepared from TiCl4 have less capacitive storage compared

to the mesoporous films prepared using the TiO2 nano-

particles. Finally, we note that when nanocrystal based

films are formed without mesoscale porosity, a high frac-

tion of the total stored charge is capacitive, however, the

total capacity is low. One reason for this is that most of the

film is not accessible to the electrolyte/solvent.

These results show the nature of pseudocapacitive

behavior that develops in high surface area mesoporous

oxide films. Our data suggest that a combination of both

the mesoporous morphology and the use of nanocrystals as

the basic building blocks offers a very promising approach

for creating metal oxide pseudocapacitors that can be uti-

lized as electrode materials for electrochemical capacitive

storage [17].

3 Electrochemical impedance spectroscopy

of pseudocapacitive materials

We have carried out electrochemical impedance spectros-

copy (EIS) to gain additional insight into the pseudoca-

pacitive contributions to the electrochemical capacitance.

Our first studies were with TiO2 nanoparticle films where

our objective was to characterize the faradaic contributions

to the charge-transfer process and to determine the influ-

ence of crystallite size. The impedance spectrum for TiO2

films comprised of 7 nm crystallites is shown in Fig. 3a

while the equivalent circuit model used to analyze the

spectrum is displayed in Fig. 3b.

In the frequency range below 10 Hz, the impedance is

dominated by the constant phase element, CPEechem, in

parallel with a resistance, Rleak. The constant phase element

is used to model behavior that deviates from an ideal

capacitor. The impedance, ZCPE, is expressed as

ZCPE ¼ B jxð Þn½ ��1 ð5Þ

where B and n (0 \ n \ 1) are frequency independent

proportionality constants [24]. When n = 1, it is an ideal

capacitor and the CPE can be expressed as a capacitance.

The CPEechem represents the electrochemical capacitance

of a porous electrode, and the Rleak in parallel signifies a

small leakage current at the electrode/electrolyte interface.

Fig. 2 A comparison of charging rates for TiO2 nanoparticle films,

two different mesoporous films and non-templated films

Table 2 Comparison of the electrochemical storage properties for TiO2 nanoparticle films, mesoporous films and non-templated films

7 nm Meso-NP Meso-TiCl4 Non-temp

Total stored charge (at 0.5 mV/s; C/g) 490 490 390 200

Percent capacitive contribution (%) 55 45 35 50

Lithium intercalation capacity (C/g) 220 270 250 100
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(a) (b)Fig. 3 Electrochemical

impedance spectroscopy for

TiO2 nanoparticle films using

7 nm crystallites. a Nyquist

representation (0.1 Hz to

100 kHz) at 1.5 and 1.75 V

versus Li?/Li. b Equivalent

circuit model for TiO2

nanoparticle films. Reprinted

with permission [7]
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We used numerical fitting of the equivalent circuit

model to determine the value for each circuit element for

the film [7]. Although we were able to determine the

specific capacitance for the film, we were not able to

unambiguously separate faradaic (pseudcapacitance) and

non-faradaic (double layer) contributions. We were, how-

ever, able to compare specific capacitance values for films

prepared using different crystallite sizes. The results from

EIS were consistent with the voltammetry analysis in that

higher capacitance was observed with films composed of

the smaller TiO2 nanocrystals.

We have also used EIS to characterize the capacitive

behavior of mesoporous CeO2 films. The impedance

spectra are very different depending upon the potential

(i.e., whether Ce4? is reduced to Ce3?). The complex

impedance spectrum at 3.5 V, when nearly all the cerium is

in the oxidized state, is shown in Fig. 4a. Upon reduction,

the spectrum becomes similar to that of the TiO2 nano-

particle film (Fig. 3a).

The circuit model shown in Fig. 4b is able to provide

considerable insight concerning the different capacitive

contributions to the mesoprous CeO2 film. Rel and RF

represent the resistance of the electrolyte solution and the

faradaic charge transfer resistance, respectively [25].

Because pseudocapacitance arises from a potential-depen-

dent interfacial redox reaction, RF is in series with a

pseudocapacitance, CPEpseudo. To account for the non-

faradaic current for double-layer charging, CPEdl is in

parallel with the faradaic charge transfer resistance.

Numerical fitting to the circuit model enables us to

separate double-layer and pseudocapacitive contributions

as a function of potential (Fig. 5). At potentials above 3 V,

there is no pseudocapacitive contribution because nearly all

the Ce is in the fully oxidized state. There is only a small

double-layer capacitance. At lower potentials, Ce4? redu-

ces to Ce3? and pseudocapacitance develops as the

increasing electronic conductivity enables charge transfer

reactions to occur. At these potentials, pseudocapacitive

contributions increase with decreasing voltage while

double layer contributions are mostly voltage independent.

The value of n for CPEpseudo is greater than 0.9, so that if a

simple capacitor is substituted for ZCPE in the circuit, the

results are qualitatively similar with capacitance values

changing by only *10%.

These results demonstrate the feasibility of using EIS to

effectively separate double layer and pseudocapacitive

contributions so that we can better understand the means by

which mesoporous materials develop high levels of charge

storage.

4 Conclusions

Although pseudocapacitive processes are attractive for

capacitive storage, these materials have yet to achieve the

specific capacitance levels expected for 1-electron or

2-electron redox reactions. The present paper suggests that

there are certain ‘design rules’ for pseudocapacitor mate-

rials. Our analytical methods are very helpful here because

we are able to distinguish between capacitive processes and

slower diffusion-controlled processes. The combination of

nanocrystals and mesoporosity is beneficial as it leads to

considerable enhancement in capacitive energy storage. In

general, the use of hierarchical architectures where one

forms nanostructured building blocks and then assembles

these blocks into a mesoporous structure may emerge as a

generalized approach which enables inorganic materials to

attain greater energy density without compromising power

density.
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Fig. 4 Electrochemical impedance spectroscopy for mesoporous

CeO2 films. a Nyquist representation at 3.5 V when Ce is fully

oxidized. b Equivalent circuit model for mesoporous CeO2 films.

Reprinted with permission [8]

Fig. 5 Dependence of specific capacitance on double-layer and

pseudocapacitance processes as a function of potential as determined

by numerical fitting to the equivalent circuit. Reprinted with

permission [8]

334 J Sol-Gel Sci Technol (2011) 57:330–335

123



References

1. Simon P, Gogotsi Y (2008) Nature Mater 7:845–850

2. Miller JR, Simon P (2008) Science 321:651–652

3. Conway BE, Pell WG (2003) J Solid State Electrochem 7:637–

644

4. Jamnik J, Maier J (2003) Phys Chem Chem Phys 5:5215–5220

5. Balaya P, Bhattacharyya AJ, Jamnik J, Zhukovskii YF, Kotomin

EA, Maier J (2006) J Power Sources 159:171–178

6. Cheng W, Baudrin E, Dunn B, Zink JI (2001) J Mater Chem

11:92–97

7. Wang J, Polleux J, Lim J, Dunn B (2007) J Phys Chem C

111:14925–14931

8. Brezesinski T, Wang J, Brezesinski K, Senter R, Dunn B, Tolbert

SH (2010) ACS NANO. doi:10.1021/nn9007324

9. Kavan L, Rathousky J, Gratzel M, Shklover V, Zukal A (2000)

J Phys Chem B 104:12012–12020

10. Sudan G, Baudrin E, Larcher D, Tarascon JM (2001) J Mater

Chem 15:1263–1270

11. Niederberger M, Bartl MH, Stucky GD (2002) Chem Mater

14:4364–4370

12. Jiang CH, Wei MD, Qi ZM, Kudo T, Honma I, Zhou HS (2007)

J Power Sources 166:239–243

13. Kavan L, Kalbac M, Zukalova M, Exnar I, Lorenzen V, Nesper

R, Graetzel M (2004) Chem Mater 16:477–485

14. Lindstrom H, Sodergren S, Solbrand A, Rensmo H, Hjelm J,

Hagfeldt A, Lindquist SE (1997) J Phys Chem B 101:7717–7722

15. Conway BE, Birss V, Wojtowicz J (1997) J Power Sources

66:1–14

16. Bard AJ, Faulkner LR (1980) Electrochemical methods: funda-

mentals and applications. John Wiley, New York

17. Brezesinski T, Wang J, Polleux J, Dunn B, Tolbert SH (2009)

J Am Chem Soc 131:1802–1809

18. Brezesinski T, Groenewolt M, Antonietti M, Smarsly B (2006)

Angew Chem Int Ed 4:781–785

19. Sun D, Riley AE, Cadby AJ, Richman EK, Korlann SD, Tolbert

SH (2006) Nature 441:1126–1130

20. Thomas A, Schlaad H, Smarsly B, Antonietti M (2003) Langmuir

19:4455–4459

21. Sanchez C, Boissiere C, Grosso D, Laberty C, Nicole L (2008)

Chem Mater 20:682–737

22. Brezesinski T, Wang J, Tolbert SH, Dunn B (2010) Nat Mater

(in press)

23. Brinker CJ, Lu YF, Sellinger A, Fan HY (1999) Adv. Mater

11:579–585

24. Brett CMA, Brett AMO (1993) Electrochemistry: principles,

methods, and applications. Oxford University Press, New York

25. Conway BE (1997) Electrochemical supercapacitors: scientific

fundamentals and technological applications. Kluwar, New York

J Sol-Gel Sci Technol (2011) 57:330–335 335

123

http://dx.doi.org/10.1021/nn9007324

	Next generation pseudocapacitor materials from sol--gel derived transition metal oxides
	Abstract
	Introduction
	Pseudocapacitance of TiO2 nanoparticles and mesoporous films
	Electrochemical impedance spectroscopy of pseudocapacitive materials
	Conclusions
	Acknowledgments
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 149
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 149
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 599
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV (Za stvaranje Adobe PDF dokumenata najpogodnijih za visokokvalitetni ispis prije tiskanja koristite ove postavke.  Stvoreni PDF dokumenti mogu se otvoriti Acrobat i Adobe Reader 5.0 i kasnijim verzijama.)
    /HUN <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


