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tion of a structure/property
transformation mechanism responsible for changes
in the point of zero change of anatase titania with
decreasing particle size

Miriam Leffler, * Anne Mirich, Jared Fee, Seth March and Steven L. Suib

Below a diameter of approximately 28 nm, the surface crystal structure of anatase titania is known to

change. These changes include surface bond lengths and crystal lattice parameter expansion/

contractions. Concurrent with these structure changes, the materials point of zero charge (PZC) has

been observed to shift toward lower pH values. Therefore, the objective of this work was to determine if

a correlation exists between these known structural changes and the shift in the materials PZC values

with decreasing particle size. To achieve this a method was developed to identify and minimize the

effect of all known variables, save particle size, affecting the materials pHPZC. This led to the discovery of

two regions for point of zero charge. Above the average spherical primary particle diameter y 29 nm for

anatase titania, denoted as Region I, PZC values remain constant. In Region I the materials surface crystal

structure and properties were also found to remain constant. Below the average spherical primary

particle diameter y29 nm is the second zone, defined as Region II, where pHPZC values decrease almost

linearly. An examination of possible surface structure factors and properties responsible for the shift in

these PZC values (Region II) identified three underlying causes. These being changes in the materials

band gap (i.e. surface bond lengths), lattice parameters and bond ionic content.
1 Introduction

Point of zero charge (PZC) is an important adsorption property,
critical to multiple areas in chemistry where the surface charge
is neutralized by counter ions resulting in its surface potential
going to zero. In catalysis PZC has been found to control the
kinetics of electrochemical reduction of diazonium salts.1

Changes in surface roughness have been identied as shiing
the material's isoelectric point/PZC affecting its utility as
a catalyst support.2 PZC is also critical to the loading and
retention (i.e. adhesion) of a catalyst onto a support.3

Changes in PZC values are also important in their effect on
dielectric and capacitive properties, which affect electrode
performance.4,5 These changes can occur through the intro-
duction of different protons and specically adsorbing ions6 at
the solid/liquid interface.7–10 The effect on these properties is
important in electrical energy storage devices such as batteries
and capacitors, which are critical in electronic systems.11,12

PZC is in fact critical across many other elds of chemistry
beyond the two detailed above. These include otation in
mineral engineering (i.e., extracting valuable minerals from
ecticut, USA. E-mail: Miriamleffler1066@

ee@uconn.edu; seth.march@uconn.edu;

the Royal Society of Chemistry
ores),13 waste remediation (contaminate removal),14 soil
science,15 electrochemistry,16 pharmacology (drug produc-
tion),17 colloidal chemistry and surface science.18 Therefore, if
only small changes to the surface structure have a signicant
effect on this property, a fundamental understanding of the
underlying factor(s) controlling a material's PZC value is crit-
ical. It will serve to advance work in these and other elds of
chemistry where this value is important to their work.

Anatase titania was chosen for this work due to its impor-
tance in multiple elds. These include water purication
systems,19 photocatalysis,20 electrochemical and biosensors,21

a nishing agent on cloth allowing it to self-clean,22 and
photovoltaic systems.23 Changes in these materials' point of
zero charge (PZC) in the synthesized material have been shown
to affect properties such as photocatalysis,24 water treatment,25

and catalytic reaction rates.26 Therefore, the underlying cause(s)
responsible for the shi in this property will be important
across multiple elds where this material is used.

The multiple factors affecting PZC/surface charge have been
studied and identied in the literature. These include:

(1) Morphology2

(2) Roughness2

(3) Particle size27,28

(4) Surface crystal structure7–9

(5) Composition10
RSC Adv., 2024, 14, 30543–30565 | 30543
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Fig. 1 (a) Correlation between the calculated average primary particle
spherical diameters using specific surface area plotted against their
PZC values for Groups 1 & 2 of synthetic goethite (a-FeO(OH)).47–59 (b)
Correlation between the spherical to rectangular particle diameters
with the normalized acicular particle diameters against their PZC
values for Groups 1 & 2 of goethite (a-FeO(OH)).47–59
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(6) Temperature29

(7) Surface contamination/surfactants30

(8) Representative sample size of particle population31

(9) Solubility32

(10) Pretreatment, which can introduce solvents, acids, bases
etc. into the pore system, changing the overall composition of
the surface, resulting in a shi in the PZC value10,33

(11) Grinding34

(12) Stable surface phase (i.e., dominant species) in an
aqueous environment at its PZC value according to its Eh-pH
diagram,35 and

(13) Electrolyte concentration36

Yet even with knowledge of these variables, PZC values for
the same phase oen extend over 3 to 4 pH units.9,37,38 There-
fore, an understanding of how each of these factors impinges
on PZC values is critical.

Theoretical work by Barisik et al.28 determined that as
spherical silica nanoparticle's size decreased below dy 20 nm,
surface charge increased signicantly. Above this diameter,
surface charge remained essentially constant. Their work
allowed the examination of changes in a particles surface
charge without the physical constraints cited above. Therefore,
decreasing particle size would allow an examination of surface
structure/property changes to be examined once the known
factors affecting pHPZC are minimized.

Work carried out by Suttiponparnit et al.39 demonstrates the
difficulty of determining an accurate primary particle size. They
used the specic surface area of each sample to determine the
average primary particle size for each PZC value of anatase
titania. Their results though were opposite those found by
Barisik et al.28 They observed that as the surface area increased
(i.e. decreasing particle size) PZC values were found to increase.
Yet even with this discrepancy between their results and Barisik
et al.'s,28 the importance of their work is that they demonstrated
experimentally that there is a systematic shi in anatase tita-
nia's PZC with changing surface area (i.e., particle size) and was
the impetus for this research.

Dening a normalized average primary particle diameter
even for the same powder population measured presents
a signicant problem. Lin et al.'s40 work illustrates this. Their
work used three different methods to measure an average
spherical particle diameter (DSP) for the same sample of anatase
titania. These included hydrodynamic diameter (H. D.), BET
(surface area using nitrogen adsorption), and transmission
electron microscopy (TEM). The H. D. method resulted in a DSP

= 314 ± 8 nm, while TEM gave a DSP = 11.0 ± 3.4 nm. Using the
equation for a spherical diameter [ref. 41, Appendix A], the
specic surface area (SA) from the BET (324 m2 g−1) and the
density of anatase titania (r = 3.89 g cm−3)42 gave an average
primary particle DSP = 4.75 nm for a particle with a spherical,
cubic, and/or rectangular morphology.

Each of the preceding examples demonstrates the difficulty
of obtaining a normalized average primary particle size for
a powder population. Once a method for normalizing each
powder population's average primary particle diameter is ach-
ieved, it should then be possible to determine the correct shi
in a material's PZC values with size. Furthermore, this would
30544 | RSC Adv., 2024, 14, 30543–30565
allow an examination of the underlying changes to a material's
surface structure and properties for these changes.

Leffler43 addressed this problem by devising a method to
standardize/normalize the average primary particle size (i.e.,
diameter) between two separate populations of the same phase.
The material chosen to test this method was goethite (a-
FeO(OH)). Synthesized goethite used in experimental work
possesses two morphologies, these being: (1) cubic to rectan-
gular and (2) acicular (needle like).44–46

The effect of these two different morphologies, where their
size (i.e. DSP) has not been normalized, is presented in Fig. 1a.
Using the equation for a spherical diameter [ref. 41, Appendix
A], two sets of particle sizes for these goethite groups were
calculated, using their specic surface area. Group 1 possesses
a morphology that is roughly cubic to rectangular47–55 which
decreases almost linearly below a dy 65 nm. Group 2 possesses
an acicular (i.e., needle like) morphology56–59 which demon-
strates no change in thematerial's pHPZC values with decreasing
particle size. In Fig. 1a there is no apparent correlation between
group 1 & 2.

The next step was to calculate the equivalent spherical radius
(RES) for Group 2 using each population's acicular volume.60

Once the equivalent particle diameters (DES = 2 × RES) were
normalized and plotted along with the values from group 1,
a single curve emerged and is presented in Fig. 1b. The single
© 2024 The Author(s). Published by the Royal Society of Chemistry
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curve decreases almost linearly for both particle populations
below d y 65 nm. This curve now allows correlation between
any possible underlying structure and/or property parameter(s)
responsible for these changes in PZC values without the
complicating factor of the material's average primary particle
morphology. Appendix A provides the full method used to
obtain the results in Fig. 1a and b.

The method used to obtain the results in Fig. 1b was also
used to determine the average primary particle size (DSP) for
other metal oxides/hydroxides from literature values. These
values were then plotted against their PZC values. The results
obtained are available in Appendix A. They include barium
titanate (BaTiO3),61–72 monoclinic zirconia (ZrO2),73–85 hematite
(a-Fe2O3),86–95 and 3% doped tetragonal zirconia (3% YTZ).96–109

They follow the same form as the curve in Fig. 1b. The nal plot
[Fig. 12] demonstrates the effect of the largest cation110 in each
structure on the particle size at which PZC values begin shiing
to lower pHPZC values.

Until this work there has been no systematic method for
identifying and minimizing the effect of all the known possible
variables responsible for changes in eachmetal-oxide/hydroxide
point of zero charge values.2,7–10,27–36 Typically, studies into the
effect of different variables of point of zero charge oen
consider only a few of the factors responsible for changes in this
property. Therefore, the objectives of this project were to (1)
develop a method minimizing the effect of all the known factors
affecting PZC values for all metal-oxides/hydroxides, (2) develop
a protocol for obtaining the most accurate and precise
normalized average primary particle diameters of different
morphologies with the same phase and (3) determine any
underlying physical parameter(s) and/or properties which
correlate directly with any changes in the materials pHPZC.
2 Experimental section
2.1 Choice of metal oxide systems

Anatase titania [US Research Nanomaterials, SkySpring Nano-
materials] was chosen for the following reasons: (1) the phase is
stable at ambient temperature and pressure,111 (2) the material
is available commercially from the micron region down to
a diameter of 5 nm,112,113 (3) it is stable even when exposed to
corrosive environments,114 (4) is highly insoluble over a wide
range of pH values in an aqueous environment, dilute acids and
inorganic bases at ambient temperature and pressure,3,42,115 (5)
the bulk and surface structures are identical,9 and (6) the
dominant species is TiO2 from a pH = 0 to 14 in an aqueous
environment at ambient temperature and pressure35 indicating
there is no thermodynamic driving force to transform the
surface structure, allowing it to remain stable.
2.2 Determination of the average primary particle size,
morphology, roughness and elemental composition

The samples obtained exhibited a spherical to cubic
morphology, with smooth surfaces in the TEM micrographs
available from the vendor for each sample tested.112,113 Detailed
particle morphology, size and surface smoothness were then
© 2024 The Author(s). Published by the Royal Society of Chemistry
reconrmed using an FEI, Talos F200× microscope utilizing
a 200 kV voltage transmission electron microscope (TEM).
Elemental mapping was done with an energy dispersive X-ray
spectroscopy (EDS) detector. The EDS is sensitive down to
0.1% by weight of elements present in the sample. These
include even light elements such as carbon, nitrogen and
oxygen116 which can be component parts of solvents. The TEM
grids were prepared by combining a 2 mg sample with 20 mL of
solvent (ethanol: Fischer Scientic) and sonicating for 5
minutes. The solution was then dispersed on a copper grid
dropwise via a pipette. Multiple micrographs were taken of each
powder population. Representative TEM micrographs of each
sample are presented in Appendix B.
2.3 Minimum sample size

To ensure a representative sample size in each literature and
experimental data set, eqn (1) through (3) were used to calculate
an absolute theoretical minimum amount (Mi).31,42

Mi ¼ 1

x2

��
1

Dyi
� 2

�
wi þ w

�
(1)

wi = (kyd
3r) (2)

w ¼
Xi

k¼0

fi (3)

where x = the maximum allowable error (%), Dyi = mass of
fraction (g), kn = shape factor (6 p−1), r = density (g cm−3), d =

particle diameter (nm).
Since Mi typically corresponds closely to the top size of the

distribution, and only this value was calculated. For this mate-
rial a d = 1 mm was chosen which was signicantly larger than
each of the average primary particle sizes in the powder pop-
ulations examined. In addition, as the diameter ofMi decreases,
the sample needed for a representative sample also decreases.
Therefore, the calculated Mi = 1 mm would be signicantly
larger than required for the average primary particle diameters
used. The variables input into eqn (3) through (5) were for
a typical Rosin-Rammler size distribution, with a slope= 1, with
x = ± 5% (0.05) maximum allowable error, and the top fraction
size is 10% (0.10) for a 1.0 g powder population, where Dyi =
0.10 g. The density used for anatase titania was r =

3.84 g cm−3.42 The minimum top size value calculated for
anatase titania [eqn (3)–(5)] is Mi = 2.96 × 10−11 g.
2.4 Conrmation of crystal structure of anatase titania using
X-ray diffraction

Powder X-ray diffraction (PXRD) patterns were taken to conrm
both the structure and composition of all seven powder
samples. PXRD micrographs of each sample [Appendix C] were
made using a Rigaku Ultima IV X-ray diffractometer set at 40 kV,
44 mA, and 1.76 kW. The system is sensitive down to 0.2% by
weight117 of all structures present in the sample. The PXRD
patterns were taken between 5° to 75° 2-theta. The CuKa1 X-rays
were produced using a copper tube with a wavelength of l =
RSC Adv., 2024, 14, 30543–30565 | 30545
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1.54056. Rigaku PDXL 1.8.0.3 soware was used to analyze the
structures.
2.5 Temperature range

The ambient temperature range within which each measure-
ment was taken ran from 293 K to 298 K. This was to minimize
the temperature effect on the measured PZC value.29 The solu-
tion temperature was monitored and recorded during the
titration using a temperature probe on a Hanna Instruments
(HI) 2214 pH/ORP meter. This insured that during the titration
the electrolyte solution remained within the designated
temperature range.
2.6 Prevention of contamination and no pretreatment

To avoid contamination each sample remained in its container
until used in its titration run. There was no pretreatment of the
sample, as this is known to affect measured PZC values.27 This
procedure reduced the possibility of surface contamination to
a minimum before testing.
2.7 Mass titration method

The mass titration method was used to determine PZC values of
anatase titania samples which is comparable to the common
intercept point (CIP). An added advantage of this method is that
avoids the possible problems posed using different electrolyte
concentrations employed in CIP.118 The procedure involved
performing three runs, one with a blank (0.0 g sample) elec-
trolyte solution and two more runs with increasing powder
sample sizes. The full procedure is presented in Appendix D.
2.8 Band gap measurements

Band gap measurements were made thru Eurons Materials
Science at the EAG Laboratories in Eindhoven, the Netherlands.
Two sets of samples were measured. The samples presented in
this paper were pressed in an XRD sample holder by hand (i.e.,
at ambient temperature and pressure) and a second set of
powder samples, pressed at 10 tons. A PerkinElmer, Lambda
1050 UV-VIS-NIR spectrometer equipped with a 150 mm inte-
grating sphere was used to perform the measurements.
Reection UV-VIS-NIR analysis was performed between 200 and
1000 nm. Eqn (4) was used to calculate band gap energy.

Band gap energy (E) = h × C/l (4)

where h = Planks constant = 6.626 × 10−34 J s, C = speed of
light = 3.0 × 108 m s−1, l = cut off wavelength, with 1 eV = 1.6
× 10−19 joules (conversion factor).

Fig. 28, in Appendix E, presents the plot of band gap values
for the sample pressed at 10 tons. An explanation of the effect
pressure has on the materials surface bond lengths is
included.119 Therefore, the set of measurements taken at
ambient temperature and pressure were used. This allowed the
comparison of the band gap results with all the other experi-
mental work carried out under the same conditions at ambient
temperature and pressure.
30546 | RSC Adv., 2024, 14, 30543–30565
3 Results
3.1 Powder population average primary particle size and
elemental composition

An examination of the particles for each powder population
using transmission electron microscopy (TEM) micrographs
revealed four basic shapes. These were a circle (sphere), ellipse
(ovoid), square (cube) and rectangle (rectangular cube)
[Appendix B]. The method developed by Leffler43 was then
augmented to determine the average equivalent spherical
diameter (DES).

The rst step was to identify and physically outline the
particles so their surface was clearly identied, and their entire
circumference could be easily measured. Next, circular (spher-
ical) particle diameters (DS) were then measured directly from
the TEM micrographs. The other three non-circular particles
were determined by calculating their equivalent circular radius
(RES). This was accomplished by rst obtaining the surface area
equations for a circle (A = r2 × p), ellipse (A = q × p × p),
square (A = a2), and rectangle (A = w × h).60 Then the surface
area equations for the three non-circular shapes were set equal
to the surface area of the circle. Rearranging these equations
resulted in the equations for the RES of each non-circular shape.
Then inserting RES into DES = 2 × RES gave eqn (5) through (7).

DES ¼ 2� RES ¼ ½2� ffiffiffiffiffiffiffiffiffiffiffi
p� q

p � ðellipseÞ (5)

DES ¼ 2� RES ¼
"
2�

ffiffiffiffiffi
a2

p

r #
ðsquareÞ (6)

DES ¼ 2� RES ¼
"
2�

ffiffiffiffiffiffiffiffiffiffiffiffi
w� h

p

r #
ðrectangleÞ (7)

where r = radius (nm), p = semi minor axis of an ellipse (nm), q
= semi-major axis of an ellipse (nm), a = length of square side
of square (nm), w = width of a rectangle (nm), h = height of
a rectangle (nm).

The next step was to nd the sample size required to obtain
an accurate average DES for each powder population. This was
done by calculating the average diameter for a series of
increasing sample sizes. An example of this process is presented
in Table 1 for powder population 7. The rst average DES was
determined for a sample size of 5 measured particle diameters.
This gave an average DES= 121.77 nm. Then the sample size was
increased to 10 particles and the process repeated, each time
incrementing the sample size by 10 particles. The reason for
using powder population 7, is that this one demonstrated the
widest variation of measured particle sizes, stretching from
a DES y 56.45 nm to a DES y 256.41 nm.

It was found that above a sample size of 50, the average
diameters obtained for sample sizes from 50–127 were found to
oscillate around an average DES = 142.233 nm with an average
variation of ±1.021 nm [Table 1]. This indicates that the sample
size required to obtain the most accurate value is at/or above 50
spherical and equivalent spherical particle diameters. Sample
sizes for all the powder populations examined in this work far
exceeded this, typically about 100 particles were measured.
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Average primary particle diameter with increasing sample size
for powder population 7

Sample size
Average particle
diameter (nm)

Average particle
variation (�nm)

5 121.77 22.30
10 151.30 33.12
20 151.98 31.71
30 147.27 35.68
40 143.33 35.32
50 140.95 32.78
60 139.98 30.69
70 141.77 31.72
80 142.614 31.66
90 142.45 31.75
100 143.11 33.59
110 144.35 35.02
120 143.45 35.84
127 142.614 36.32

Paper RSC Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

5 
O

ct
ob

er
 2

02
4.

 D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 1
1:

45
:3

4 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
Results for all the powder populations are presented in
Appendix B, in Table 3.

In addition to the average primary particle diameters deter-
mined from TEM measurements, are two additional sets of
particle sizes for each powder population in Table 3 [Appendix
B]. This data was available on the websites for both U. S.
Nanomaterial Research112 and Spring Sky Nanomaterials.113 The
average primary particle diameters were determined from their
BET (nitrogen adsorption) measured specic surface area (m2

g−1) using eqn (13), and r = 3.84 g cm−3.45 The second method
was an Aerodynamic Particle Sizer (APS) which relies on time of
ight coupled with Dynamic Light Scattering (DLS) to measure
particle size. A comparison of the results from the three
methods for the powder populations, using identical synthesis
process was made. The differences between the average primary
particle size for the method developed in this work and those
provided by the companies112,113 ranged from 5.785% to
463.301%, with an average of 66.355% for all the values in the
two sets.

A plot of both sets of the experimental particle data against
their PZC values (unpublished) from both vendors [Table 3] was
made for their Region II values. The best t function for the
curves was a second order polynomial. The correlation factors
(R2) for these two curves gave values of R2 = 0.4567 (BET) and R2

= 0.5337 (APS). These R2 values indicate a poor correlation
between each of the plotted data sets. More importantly these
results point to the limitations of relying solely on automated
particle sizing methods.
Fig. 2 The PXRD pattern for the sample with an average diameter
y12.69 nm. The indexed peaks fit those in the JCPDS file #00-0634-
0863 (ref. 120) for synthetic anatase titania.
3.2 Elemental analysis of each sample using EDS

EDS elemental analysis determined that the only detectable
elements were Ti4+ and O2− present in each of the seven
samples in this study. Therefore, there were no contaminants of
trace elements above the detection limit of 0.1% by weight. This
affirmed that the received samples were the analytical grades
certied by the manufacturers. It also conrmed that there were
no contaminants remaining from the synthesis method. A
© 2024 The Author(s). Published by the Royal Society of Chemistry
representative set of EDS micrographs from powder population
1 [Appendix B], demonstrates the presence of only Ti4+ and O2−.

3.3 Crystal structure of anatase titania using powder X-ray
diffraction

Each of the PXRD patterns obtained matched the JCPDS le
#00-0634-0863 (ref. 120) for synthetic anatase titania, conrm-
ing the structure and composition of each powder sample. The
PXRD micrograph for the powder population with an average
primary particle of dy 12.69 nm is presented in Fig. 2. The XRD
micrographs for each of the other six samples are presented in
Appendix C.

For a second phase in a sample to be detected in the PXRDs
taken, using the equipment described in Section 2.7, there must
be at least 0.2 wt% of the powder sample.117 From Fig. 2 any
possible contaminant within the surface penetration depth of
the X-ray beam was below the equipment's detection limit. Like
the result in Fig. 2, the PXRD micrographs in Appendix C
demonstrate only the presence of a single-phase of synthesized
crystalline anatase titania. The slight count decrease in the base
line [Fig. 2] from 5° 2-theta to approximately 15° 2-theta is an
artifact of the equipment.121,122 In addition, the XRD micro-
graphs in Appendix C support this contention, as even the
particle population with a d = 5.31 nm has a completely at
baseline from 10° 2-theta to 75° 2-theta.

In addition, work by Samad et al.123 examined the effect of
surface loading of a second oxide (i.e., alumina (Al2O3)) on to
a pristine surface of a primary oxide (i.e., silica (SiO2)) on the
samples PZC value. Therefore, this study can also be used to
simulate the effect of surface contamination on a sample's
surface. An examination of all the curves where PZC values change
indicated that at/or below a surface loading of 0.2 wt%, the shi in
PZC values would be less than±0.2 pH units. This work indicates
that even had there been a small amount of secondary contami-
nation on the samples surface used in this study, its effect on the
pHPZC values measured would have been minimal.

3.4 Mass titration results

Titration curves were obtained by plotting the cumulative
volume of each titrant (i.e. 0.01 N hydrochloric acid (HCl) or
RSC Adv., 2024, 14, 30543–30565 | 30547
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Fig. 3 Mass titration curves of anatase titania with an average primary
particle with a d y 12.69 nm. Intersection of the three curves indicate
the materials pHPZC = 2.47.
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0.2 N sodium hydroxide (NaOH)) against their pH at that
volume. Intersection of the three curves identied the powder
populations PZC value. Fig. 3 presents the results for the
powder population with an average primary particle diameter
y12.69 nm. Appendix D presents the titration method and data
for the other six other powder populations.
3.5 Changes in PZC values across the decreasing average
primary particle diameter sizes

A plot of the normalized average primary particle sizes (i.e.,
diameters) against its PZC value for each anatase titania sample
revealed two regions [Fig. 4]. A regression curve was tted to the
experimental data in Region II. A best t function was found to
be a second order polynomial with a correlation value of R2 =

0.9921. To determine the intersection of Regions I and II. The
equation for the regression curve was used to calculate the
average primary particle diameter where pHPZC = 7.17. The
predicted intersection of the curves for Regions I and II is at dy
29 nm, with a pHPZC = 7.17.
Fig. 4 Values for both experimental and literature124–134 pHPZC values
are plotted against their normalized average primary particle diameter.
The experimental point at pHPZC = 4.26 was measured using 0.1 M
NaOH for the electrolyte, and 0.01 M NaClO4 as the titrant.134

30548 | RSC Adv., 2024, 14, 30543–30565
In addition, literature pHPZC values for anatase titania,
which were measured within the parameters set in Section 2.0,
were plotted alongside the experimental results. They conrm
the shi toward lower pHPZC values as the average primary
particle size decreases in Region II below a d y 29 nm. In
addition, the values above d y 29 nm, indicate pHPZC values
remain roughly constant (pHPZC = 6.0–6.9)124–133 as the average
primary particle diameters increase, thus supporting the nd-
ings of a Region I as indicated by the experimental values. The
scatter in the literature data [Fig. 4], which also used automated
particle sizing techniques, reemphasizes the limitations of
these methods.
3.6 Correlation of PZC values and band gap

Region I demonstrates essentially no changes in the PZC values
with a decreasing/increasing average primary particle diameter.
The PZC values of each particle population are pH = 7.15 (d y
126 nm) and PZC = 7.19 (d y 142 nm), are well within the
calibration error (pH = ± 0.2) of the equipment (HI 2214 pH/
ORP meter). The difference between the two powder pop-
ulations diameters is ∼16 nm. In Region II [Fig. 4] a change of
this magnitude in the average particle diameter of two powder
populations would result in a shi of its PZC value by approx-
imately 3.5 pH units. This demonstrates that the underlying
physical parameters responsible for changing PZC values in
Region II does not occur above the average primary particle
sizes greater than d y 29 nm in Region I.

The results in Fig. 4 also indicate that the experimental
procedure used (Section 2) succeeded in minimizing the effects
of all the other factors cited. Fig. 4 suggests that there is an
unidentied physical parameter responsible for the decrease in
PZC values below the normalized average primary particle size
of dy 29 nm for anatase titania. This parameter would need to
be found at the surface, as pHPZC is purely a surface
measurement.

The PXRD patterns [Fig. 21, Appendix C] of each powder
population conrmed that the structures are anatase titania. As
the bulk/surface structures of this material are known to be
identical9,10 this conrms the structure at the solid/liquid
interface is anatase titania. Based on Eh-pH diagrams, the
dominant species TiO2 is stable from a pH = 1 to pH = 14.35

This eliminated any thermodynamic driving force that would
change the bulk/surface structure's oxidation state and/or
coordination number, as pHPZC values in Region II decrease.

One of the physical parameters known to change with
decreasing average primary particle size below a given diameter,
is anatase titania's indirect band gap. Lin et al.111 demonstrated
that this is the result of increasing surface bond lengths. Their
work demonstrated that the average diameter of anatase titania
at which the indirect band gap values begin decreasing is at dy
28 nm, within 1 nm of the projected intercept point (dy 29 nm)
of Regions I and II [Fig. 4]. This diameter is effectively identical
to the calculated value at which pHPZC values start decreasing.
That made it possible to obtain values for the indirect band gap
of anatase titania from the literature. The protocol used to
choose the band gap literature values are as follows:
© 2024 The Author(s). Published by the Royal Society of Chemistry
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(1) The parameters used to determine the method for mini-
mizing the factors affecting pHPZC values were applied to the
measured indirect band gap values from the literature [Section
2].

(2) The literature used presented all the raw data used to
obtain their results (i.e., transmission electron micrographs),
specic surface area measurements (BET), band gap spectra,
powder X-ray diffraction, high resolution transmission electron
microscope, TEM, etc. The results presented were then recon-
rmed using the author's raw data.

(3) The particle populations, whose band gap values were
used, possessed a cubic to spherical morphology, thereby
matching the shapes present in powder populations measured
[Fig. 16, Appendix B]. This avoided variations in the data used
due to differing particle morphologies, that is known to affect
indirect band gap values.135,136

(4) Band gap measurements were made at ambient temper-
ature and pressure to match the experimental conditions under
which each sample population pHPZC was measured. This is
because temperature and pressure have been demonstrated to
affect band gap values [ref. 137, Appendix A].

(5) The samples were not pretreated as this is known to affect
the material's indirect band gap.138

A plot of multiple literature indirect band gap values139–145

and experimental pHPZC values against their average primary
particle diameter demonstrated a clear visual correlation
between the two parameters [Fig. 5a]. A regression curve t of
the indirect band gap values in Region II resulted in a correla-
tion value of R2 = 0.9645 with an intercept value between the
two Regions of d y 29 nm. In Region I there is essentially no
Fig. 5 (a) A visual correlation of experimental PZC and literature indirec
The equation calculates band gap values. (b) Visual correlation between
values gave a best fit curve for a linear function, with a correlation va
a polynomial function with an R2 = 0.8268. (c) A plot of both the experim
particle size. The equation calculates band gap values. (d) A visual correl
their average primary particle diameter. The c lattice parameter values ha
visual correlation between band gap and a/b lattice parameter values p
parameter values have been reversed to visually correlate the two curve

© 2024 The Author(s). Published by the Royal Society of Chemistry
change in the indirect band gap and pHPZC values. As the
average primary particle size decreases in Region II, the indirect
band gap values (i.e. increasing surface bond lengths) and
pHPZC values demonstrate an almost identical shi toward
lower values along the tted regression curve. These initial
results demonstrate that there is a strong visual correlation
between the indirect band gap and all the experimental pHPZC

values.
To conrm that the indirect band gaps for each sample fol-

lowed the pattern found in Fig. 5a, samples from each powder
population were sent to EAG Laboratories in the Netherlands.
Both the experimental and literature indirect band gaps were
then plotted against their average primary particle diameter on
the same graph. The results of these plots are presented in
Fig. 5b. Due to the slight offset between the two sets, their band
gaps were plotted on different y axis. This offset was most likely
due to sample preparation [Appendix E]. Both curves consist of
a Region I and Region II which mirror each other.

The best t function for the experimental band gap value in
Region II was found to be a second order polynomial with an R2

= 0.8268. The intercept point band gap values at d = 29 nm are
the average of the two points in Region I (eV = 3.277) and is
included in the tted curve. They demonstrate that the results
also follow the same pattern found in Fig. 5a, where a strong
visual correlation between the experimental and literature
values is observed [Fig. 5b].

Fig. 5c presents a plot of experimental values for each
sample's PZC and indirect band gap against their average
primary particle diameter. The two plots allow for a visual
correlation of the data. The intercept point (d = 29 nm) was
t band gap values137–142 against their average primary particle diameter.
the literature and experimental indirect band gap values. The literature
lue R2 = 0.9645.137–142 Experimental values gave a best fit curve for
ental PZC and indirect band gap values against their average primary

ation between band gap and c lattice parameter values plotted against
ve been reversed to visually correlate the two curves more easily. (e) A
lotted against their average primary particle diameter. The a/b lattice
s more easily.

RSC Adv., 2024, 14, 30543–30565 | 30549
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Fig. 6 A visual correlation between the experimental lattice parameter
ratios (c/a) and experimental PZC values against their average primary
particle diameters. The lattice parameter ratios (c/a) values are
reversed to provide a clearer visual correlation with their PZC values.
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used for the tted curve of the band gap values and is the
average of the measured bulk band gap values [Appendix E] in
Region I. The tted trend line for the experimental indirect
band gap values, including the projected intercept point, has an
R2 = 0.8269.

Fig. 5a and c demonstrate that surface bonds (i.e., band
gaps) begin to lengthen below an average primary particle
diameter of d y 29 nm. To determine how the bonds in the
lattice expand or contract, lattice parameters a/b, and c were
measured from their PXRD patterns (Fig. 21, Appendix C) using
the Rigaku PDXL 1.8.0.3 soware. These values were also used
to determine if surface roughness might have affected the
measured pHPZC values.

Band gap values from d = 5.31 nm to d = 21.08 nm contin-
ually increase. Above this last particle size, the band gap then
decreases signicantly from eV= 2.993 to eV= 2.945 at the next
particle size d = 23.54 nm. Fig. 5d and e illustrate the under-
lying cause for the shi downward of the band gap from particle
sizes d = 21.08 nm to d = 23.54 nm. In Fig. 5d the curves for
experimental band gaps and c lattice parameters demonstrate
a strong visual correlation between d = 5.31 nm to d =

23.54 nm. This indicates a close paralleling of the expansion
and contraction of the surface c lattice parameter bonds.

In Fig. 5e the a/b lattice parameter surface bonds between
particle sizes d = 12.69 nm to 23.54 nm parallel the experi-
mental band gap values. Below a particle size of d = 12.69 nm
the a/b lattice parameters remain essentially constant, while the
band gap value continues to decrease. This suggests that the c
lattice parameters may play a more signicant role in surface
bond length (i.e., band gap) expansion than those for the a/
b lattice parameters at the smallest average primary particle
diameter.

Surface band gaps have been shown to correlate directly with
surface roughness.146 In this case though, Fig. 5d and e
demonstrate that the band gap values correlate directly with
changes to the materials surface structure (i.e. bond lengths).
Therefore, it was determined that there was insufficient surface
roughness present on each of the particle populations used to
affect the materials band gap values. Nor was it responsible for
the band gap decrease from d = 21.08 nm to d = 23.54 nm.
3.7 Correlation of PZC values and lattice parameter ratios (c/
a)

Fig. 5a and c demonstrate that surface bonds (i.e., band gap)
begin to lengthen below an average primary particle diameter of
d y 29 nm. Using the measured lattice parameters the lattice
parameter ratio (c/a) was calculated for each sample. These
results were then plotted against their average primary particle
diameters [Fig. 6]. Lattice parameter ratio data in Region II were
found to have a best t function of a 2nd order polynomial with
an R2 = 0.9173. The tted curve for the experimental pHPZC

values gave an R2 = 0.9899.
The curve in Fig. 6 demonstrates that as the average primary

particle diameter decreases, the lattice parameter ratios (c/a)
indicate that the c lattice parameter expands signicantly with
respect to the a/b lattice parameters. An examination of the
30550 | RSC Adv., 2024, 14, 30543–30565
change in the individual lattice parameter lengths was made as
particle size decreased from a diameter of 23.54 nm to 5.31 nm.
The a/b lattice parameters contracted slightly by ∼– 0.24%,
while the c lattice parameters expanded by∼+ 1.04%. The lattice
parameter ratio (c/a) in Region I remains approximately the
same, with a difference of only ∼8.4 × 10−4 nm (0.21%). These
results suggest that the lattice parameter ratios (c/a) in Region I
(i.e., the bulk structure) change very little [Fig. 5a–c], and by
extension surface bond lengths remain constant.
3.8 Quantitative correlation of PZC values, lattice parameter
ratios (c/a) and band gap

Fig. 4, 5c and 6 demonstrate strong visual correlations between
the experimental pHPZC, band gap and lattice parameter ratio (c/
a) values. To conrm these correlations, it was necessary to
demonstrate a quantitative relationship between the two
structural parameters and pHPZC. This was achieved by using
the equations in Fig. 4, 5b (experimental calues), and 6, tted to
the portion of the curve in Region II for pHPZC, band gap, and
lattice parameter ratio (c/a) values. This was possible, as all
three regression curves have R2 values greater than 0.82, indi-
cating a strong correlation between the data sets plotted in
these gures. To achieve this, values for pHPZC, band gap, and
lattice parameter ratio (c/a) were generated for diameters from
6 nm to 24 nm, in increments of 2 nm. This range was chosen as
there is physical data to compare with the calculated values. As
the generated values were for the same particle diameter, the
factors could then be plotted directly against each other.

To determine the correlation between the two structure
parameters, band gap (eV) (x axis: independent variable) and
lattice parameter ratio (c/a) (y axis: dependent variable), were
plotted together in Fig. 7a. A regression curve was then tted to
the calculated values. A 2nd order polynomial was found to be
the best t function between these two parameters, with an R2=

0.9969. When the plot of the two data sets was reversed (i.e.,
lattice parameter ratio (c/a) / x axis, band gap / y axis),
making the lattice parameter ratio (c/a) the independent
© 2024 The Author(s). Published by the Royal Society of Chemistry
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variable [Fig. 7b], the R2 value for the regression curve decreased
to 0.9677. The higher correlation factor in Fig. 7a indicates that
the lattice parameter ratio (c/a) is the dependent variable in the
relationship. Therefore, the expansion and/or contraction of the
band gap (i.e. surface bond lengths) are the independent factor
responsible for the change in lattice parameter ratio (c/a) values.

The calculated values for the material's band gap and lattice
parameter ratio (c/a) were then plotted as the independent
variable against the materials calculated pHPZC values as the
dependent variable. The curves are presented in Fig. 7c and d.
Regressions were tted to both curves in Fig. 7c. A 2nd order
polynomial was found to be a best t function for both curves.
Based on the correlation values in Fig. 7c (R2= 1.0) and 7d (R2=

0.8564), the higher correlation factor in Fig. 7c indicates that
materials band gap (i.e., surface bond lengths) value is the
independent factor responsible for changes in the materials
PZC values.
4 Discussion

Fig. 5a and c demonstrate that in Region I, pHPZC does not
change as the particle size increases/decreases, nor do their
band gap (i.e., surface bond length) values. Based on the Nernst
Equation [eqn (8)]147 the potential difference (j0) goes to zero at
the aqueous/solid interface when the specic surface charge
(coulombs per m2) and the concentration of counter ions (mol
L−1) in solution at the surface (pHPZC) are equal. Under this
condition the surface potential (J0) equals zero so that it can no
longer draw counter ions out of solution to adsorb on to the
surface.
Fig. 7 (a) Plot of the calculated band gap values against the lattice param
ratio (c/a) against its band gap (eV) in Region II. (c) Quantitative correlation
PZC values in Region II. (d) Quantitative correlation between calculated la

© 2024 The Author(s). Published by the Royal Society of Chemistry
J0 ¼ �2:303� RT

DZF
ln½pH� pHPZC� (8)

where R = universal gas constant (8.314 J K−1 mol−1), T =

temperature (K), DZ = change in the charge of surface groups
(+1 or −1 in the case of protonation/deprotonation), F = Fara-
day's constant (96 485 C mol−1), pHSolution = concentration of
counter ions in solution (mol L−1) both at and away from the
surface, pHPZC Solution = concentration of the solution counter
ions (mol L−1) at and away from the surface which results in
zero potential at the aqueous/solid interface.

Based on eqn (8), the material's specic surface charge
(coulombs per m2) for particles in Region I does not change
since each sample's pHPZC remains constant (pHPZC y 7.17). In
Region II, the decrease in pHPZC values indicates that the
property responsible for the increase in the materials positive
specic surface charge is changing. This is evident from the
increase in the specic concentration of negative counter ions
at the surface (pHPZC) needed to take the aqueous/solid inter-
face potential to zero. Based on the quantitative correlations in
Fig. 7c this property appears to be controlled by changes in the
materials surface band gap (i.e., surface bond lengths).

A possible explanation for changes in anatase titania's
specic surface charge might be due to the material's ionic/
covalent bonds. This type of bond possesses an asymmetric
electron charge distribution,146 which creates surface dipoles.149

The polarity of an electric dipole is quantied by its electric
dipole moment (m = coulombmeters) [eqn (9)]:148

m = q × e × d (9)
eter ratio (c/a) in Region II. (b) Plot of the calculated lattice parameter
between the calculated surface band gap (i.e., bond lengths) and their
ttice parameter ratio (c/a) and point of zero charge values in Region II.
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where q = 1 [indicating a complete separation of the unit
charges], e = 1.602 × 10−19 Coulombs, d = distance (10−10 m).

Work by Yan et al.,150 using molecular dynamic simulation
(MD) demonstrated a linear relationship between anatase tita-
nia's increasing surface area (nm2) and its electric dipole
moment. Their model determined values for surface areas
between 12.8 nm2 (d= 120.8 nm) to 78.5 nm2 (d= 19.6 nm). The
electric dipole moments increased linearly from 27.5 Deby (D)
to 182.1 D with increasing surface area.

Eqn (10) might explain possible changes to the overall ionic
character (I%) of a material's surface bonds148 using the surface
and bulk structure bond dipole moments. In Region I the
average surface bonds are approximately 3% to 4% shorter than
those within the bulk structure.151 Therefore, a value for the
observed dipole moment (mobs) can be determined from the
shorter surface bonds.149,150 The theoretical dipole moment
(m100%) could then be calculated from the longest possible
average bond length, which is located within the materials bulk
structure.146

Percent ionic character of a bond ¼ mobs

m100%

� 100% (10)

As the particle size decreases in Region II, surface bonds
expand (Fig. 5a–c) resulting in the observed dipole moment of
the surface bonds increasing [eqn (9)]. This results in an
increase in the ionic character of the surface bonds [eqn (10)]. At
the particle size where surface bonds become equal with those
within the bulk (Region II) suggests they might become fully
ionic (i.e., I% = 100%). This might also indicate that the bulk
M2+–O2− bonds are already fully ionic.

Evidence available in the literature supports this shi in
bond ionic character as particles size decreases into the nano-
scale region. Pauling's152 work on electronegativity is based on
the concept that each atom has a single set value. He used the
bond energy of atoms to determine their electronegative value,
which is typically measured using a knownmass of a material at
its melting temperature. His work though, did not account for
the particle size effect on the melting point of materials. As the
average primary particle size decreases into the nanoscale
region its melting point is signicantly depressed.153 Some
examples of this are gold (Au),154 silver (Ag),155 tin (Sn),156 copper
(Cu) and cobalt (Co)157 particles. The curves for these examples
mirror the pHPZC results in Regions I and II in Fig. 4, 5a, c and 6.

Work by Gibbs et al.158 examined the question of changing
electronegative (c) values due to the increasing coordination
number in different elements. As the coordination number of
an anion about a cation increases the ionic radius of the cation
becomes larger. This results in an increase in the bond lengths
between the anions and cations in the structure.110 Gibbs
et al.158 also determined that as a bond lengthens the electron
density along its bond path decreases. This in turn decreases
the electronegative value of the cation.

One of the examples they present is for the silicon (Si) atom.
Silicon, with a coordination number (CN.) of 4, has a c = 1.81,
the same as found in Pauling's electronegative table.152 As the
coordination number of Si increases to 6, then 8, c = 1.70 and
30552 | RSC Adv., 2024, 14, 30543–30565
1.46 respectively. Calculating the ionic character150–152 for these
Si4+–O2− bonds [eqn (11)] results in a shi in the values from I%
= 51.03% (CN: 4), to I% = 55.51% (CN: 6), and nally I% =

64.67% (CN: 8).

I% ¼ exp

"
�
 
ðcOx � cTiÞ2

4

!#
(11)

where cOx = 3.5, cSi = 1.81, 1.70, 1.40.
In total, the Si4+–O2− bond ionicity increases by 13.64% with

increasing bond length. Therefore, it is reasonable to conclude
that expanding bond lengths directly affects the overall ionic
character possibly due to its increased surface dipole moments.

Using this information, a model was developed to explain the
stability of pHPZC values in Region I and their decreasing values
in Region II based on structural surface changes. In Region I the
surface structure is suggested by Livey and Murray's159 work and
supported by density functional modeling of the anatase titania
surface by Oliver et al.160 Both determined that surface atoms
arrange themselves to reduce surface energy to their lowest state.
This is achieved by the surface cations (i.e., Ti4+) retracting
downward toward the bulk, while the anions (O2−) pull up and
over the cations, partially covering them. An examination of the
structure factors in Region I nds that band gap values in
Fig. 5a–c and lattice parameter ratios (c/a) [Fig. 6] remain
essentially constant. Therefore, the surface structure (i.e., bond
lengths) remain little changed with respect to the solid/aqueous
interface above an average primary particle size of d y 29 nm.

When metal/oxygen atoms bond the electrons lost from the
metal atoms are fully transferred to the oxygen.110 At the surface,
in Region I, bond lengths for the six coordinated metal atoms
are approximately 3–4% shorter than within the bulk struc-
ture.151 Therefore, based on Coulomb's Law161 [eqn (12)] the
attractive electrostatic force (F) between the metal (+) and
oxygen (−) atoms at the surface in Region I would be stronger
than within the bulk structure. This might have resulted in the
transferred electron density around the surface oxygen bowing
back toward the positively charged metal atoms. The distorted
portion of this transferred electron density might have then
partially shielded some of the positive charge on the surface
metal atoms, which are seated lower than the surface oxygen.
This might have resulted in reduction of the overall global
fraction of the positively charged surface which is exposed at the
solid/aqueous interface.159,160

F ¼ k
qq

0

r2
(12)

where F = force (N), k = proportionality constant (8.98755 ×

109 N m2 C−2), q, q0 = point charges (Coulombs), r = distance
between the point charges (nm).

As the surface bond lengths expanded between themetal and
oxygen atoms in Region II (Fig. 5a–c), electrostatic attractive
force between the metal atoms and the transferred electron
density about the oxygen [eqn (12)] would have decreased.161

This might have resulted in the distorted electron density,
which had bowed toward themetal atoms in Region I, retracting
back toward the oxygen in Region II. This correlates with Gibbs
© 2024 The Author(s). Published by the Royal Society of Chemistry
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et al.'s158 ndings that as bond lengths increase, electron
density along the bond path decreases. With the loss of the
electron density shielding part of the metal surface atoms, and
their movement upward toward the surface, the effect would be
to increase the global fraction of the surface possessing a posi-
tive charge. This is supported by the decreasing pHPZC values in
Region II, which indicate that the concentration of negatively
charged counter ions being adsorbed at the surface, needed to
shi surface potential to zero, is increasing [eqn (8)] due to
a higher specic (i.e. global) surface area with a positive charge.

The increase in surface bond lengths might also account for
the contraction of the a/b lattice parameters. As the distorted
electron density retracted back toward the oxygen atoms in
Region II, the electron density might have become more evenly
distributed about the surface oxygen atoms, resulting in the
anions becoming more spherical. It might have then resulted in
a decrease in their ionic radius, thereby reducing the volume
occupied by each oxygen atom in the lattice. This might account
for the small contraction (∼0.24%) of the a/b lattice parameters.

5 Conclusions

The results in this work demonstrate that a protocol to selectively
minimize the effect of all the factors affecting a metal oxide's
pHPZC has been developed. The ndings obtained using this
method allowed identication of the surface structure factor and
property affecting ametal-oxide/hydroxide's point of zero charge.
This was achieved by rst demonstrating a direct visual corre-
lation of the pHPZC values with the materials band gap (i.e.,
surface bonds) [Fig. 5a and c], and lattice parameter ratio (c/a)
[Fig. 6]. The quantitative correlations established [Fig. 7a–d]
demonstrate changes in the materials surface band gap (i.e.,
surface bond length) is the independent structural parameter
responsible for the shi in both the lattice parameter ratio (c/a)
and pHPZC values in Region II. The nal correlation found
between surface bond expansion [Fig. 5a and c] and pHPZC was
the increase in the surface bond's percent ionic content [eqn (9) &
(10)] in Region II. These ndings also demonstrate that particle
size and morphology, while affecting those surface structure
factors and properties responsible for the change in pHPZC

values, are not the underlying cause responsible for this change.

Data availability

All data is available on request.
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Appendices
A Appendix A

A.1 Approach and method used to calculate the normal-
ized spherical diameters for goethite.Work by Kosmulski et al.44

determined that synthetic goethite crystals with a specic surface
area (SSA) below approximately 60 m2 g−1, unless specically
© 2024 The Author(s). Published by the Royal Society of Chemistry
indicated, have short lengths, resulting in morphologies that are
approximately cubic to rectangular. This allows the use of the
material's SSA and eqn (13) (ref. 41) to obtain an average spherical
diameter. Goethite crystals with an SSA above 60 m2 g−1 typically
possess an acicular (i.e., needle like) morphology. Therefore, two
sets of data for synthetic goethite were chosen, each representa-
tive of one of thesemorphologies. When choosing a data set from
the literature, samples which had been freeze dried,45 ground
and/or sonicated46 were omitted as these processes are known to
damage and/or decrease crystallite sizes.

DSP ¼ 6

p� r� 106 � ðASÞ (13)

where DSP = diameter for a sphere (nm), r= density (g cm−3), AS
= specic surface area (m2 g−1), correction factor = 1 × 106

(cm3 m−1).
Group 1 possesses SSA's below 60 m2 g−1, with none of the

source literature specifying dimensions for an acicular
crystal.47–55 This indicated that the average particle morphology
was roughly cubic to rectangular. Group 2 data sets, with SSAs
over 60 m2 g−1, did specify that the particles possessed an acic-
ular (needle like) morphology.56–59 All the data sets used provided
PZC, and specic surface area. Data sets possessing acicular
morphologies also provided the dimensions (i.e., length, width,
depth) for the average primary particle size of that population.

The rst step was to determine what happened when the
average primary particle diameter was determined using only
one measurement method for both data sets. This was accom-
plished using eqn (13), each data set's SSA and the density (r =

4.28 g cm3) for goethite.42 Then the calculated average primary
particle diameter for each data set was plotted against its PZC
value. The results are presented in Fig. 1a.

An examination of the results demonstrates that PZC values
for Group 1 (cubic to rectangular particles) remains constant
above an average spherical primary particle diameter of
approximately 65 nm. Below a d y 65 nm, PZC values then
decrease almost linearly. Group 2 (acicular particles) demon-
strates little apparent change in the material's PZC value
regardless of the particle diameter.

From the results in Fig. 1a, there appears to be no correlation
between the two groups even though they all possess the same
phase. The only difference between them is their morphology.

The cause of this discrepancy is most likely due to eqn (13),
as the spherical/cubic/rectangular particle diameter is inversely
related to its SSA. This geometric relationship though does not
hold for the acicular particles in Group 2. These differences may
be why morphology2 was identied as affecting PZC values.

The next step was to calculate diameters for the acicular
particles had they possessed spherical to cubic morphologies
with the same volume. This was accomplished by rst deter-
mining the volume (VAP) of the average acicular particle size for
its population from the dimensions provided in each paper.56–59

The average acicular volume was then set equal to the equation
for a sphere (VS = 4/3 × p × r3)60 and rearranged to obtain the
particle's equivalent spherical radius (RES) had it possessed that
morphology [eqn (14)]. Placing the equivalent spherical radius
into eqn (15) gives the equivalent spherical diameter (DES) for the
RSC Adv., 2024, 14, 30543–30565 | 30553
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Fig. 10 A plot of the average primary particle size and PZC values for
3% doped tetragonal ZrO2.96–109 The method presented in Section A.1
was used to obtain the average diameter of each data set.
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acicular particle. Therefore eqn (14) and (15) effectively normal-
ized the morphology of the particles in Groups 2 with Group 1.

RES ¼
 ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi

3� VAP

4p

3

r !
(14)

DES = 2 × RES (15)

When the DES values were plotted against their PZC values
alongside the data sets from Group 1 [Fig. 1b] a single curve
emerged. The tted regression curve, with a correlation factor
(R2 = 0.9058) indicates that the PZC values, the spherical to
cubic particle diameters (DSP) and the normalized/equivalent
acicular diameters (DES) sets, at and below approximately
65 nm are strongly correlated.

A.2 Multiple examples of average primary particle size vs.
PZC from the literature (Fig. 8–12, Table 2).
Fig. 8 Plots of the average primary particle size, PZC values and their
lattice parameter ratio (c/a) for BaTiO3.61–72 The method presented in
Section A.1 was used to obtain the average diameter of each data set.
The two sets of data were plotted together so a visual correlation
could be obtained.

Fig. 9 Plots of the average primary particle size against their PZC
values for goethite (upper curve)47–59 and hematite (lower curve)86–95

were plotted together so the results could be visually correlated. The
method presented in Section A.1 was used to obtain the average
diameter of each data set.

Fig. 11 A plot of the average primary particle size against their PZC
values for monoclinic zirconia (ZrO2).73–85 The method presented in
Section A.1 was used to obtain the average diameter of each data set.
The experimental point was measured in 0.1 M NaClO4 electrolyte
using 0.01 M NaOH as the titrant.134

Fig. 12 The effect of the largest cation ionic radius on the particle size
at which the metal-oxide PZC values begin to decrease.110

30554 | RSC Adv., 2024, 14, 30543–30565 © 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 15 Powder population 3 with an average primary particle diam-
eter of 16.131 nm ± 3.958 nm.

Table 2 Values for largest cation in each metal oxide, their ionic
radius, oxidation state and coordination value. The column particle
size refers to the diameter at which pHPZC values began decreasing110

Formula
Particle
size

Coord.
no.

Oxidation
#

Ionic radius
(Angstrom)

Largest
cation

ZrO2 100 7 4 0.78 Zr
TiO2 28 6 4 0.42 Ti
BaTiO3 420 12 2 1.61 Ba
3% Y-ZrO2 250 7 3 0.96 Y
FeO(OH) 65 6 3 0.55 Fe
a-Fe2O3 65 6 3 0.55 Fe
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B Appendix B

B.1 TEM micrographs of each anatase titania sample
(Fig. 13–20).
Fig. 13 Powder population 1 with an average primary particle diam-
eter of 5.307 nm ± 0.527 nm.

Fig. 14 Powder population 2 with an average primary particle diam-
eter of 12.689 nm ± 2.400 nm.

Fig. 16 Powder population 4 with an average primary particle diam-
eter of 21.108 nm ± 4.059 nm.

Fig. 17 Powder population 5 with an average primary particle diam-
eter of 23.538 nm ± 4.044 nm.

© 2024 The Author(s). Published by the Royal Society of Chemistry RSC Adv., 2024, 14, 30543–30565 | 30555
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Fig. 18 Powder population 6 with an average primary particle diam-
eter of 126.002 nm ± 29.775 nm.

Fig. 19 Powder population 7 with an average primary particle diam-
eter of 142.614 nm ± 37.092 nm.

Fig. 20 (a–d) Are the EDS micrographs of the powder population in
Fig. 13. (b) The EDS micrographs for Ti4+ and O2−. (c) The EDS
micrograph for O2− and (d) the EDS micrograph for Ti4+ (d). No trace
elements were found in figures (b)–(d).

30556 | RSC Adv., 2024, 14, 30543–30565 © 2024 The Author(s). Published by the Royal Society of Chemistry

RSC Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

5 
O

ct
ob

er
 2

02
4.

 D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 1
1:

45
:3

4 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01139b


Table 3 The average primary particle diameter (nm) of each powder population using TEM from this work, and the BET (specific surface area)
and aerodynamic article sizer average primary particle diameters from U.S. Nanomaterial Research and Spring Sky Nanomaterials

Powder population Sample designation
Specic surface
area (m2 g−1)

Spherical diameter
from SSA (nm)

Aerodynamic particle
sizer diameter (nm)

TEM avg. particle
diameterc (nm) pHPZC

1 US3838a 480–650 3.22–2.38 5.00 5.307 � 0527 1.73
2 US3490 200–240 7.73–6.44 18 12.689 � 2.397 2.47
3 US3492 60 25.8 15 16.131 � 3.958 3.04
4 US3493 40 38.7 35 21.108 � 4.059 4.25
5 7910DLb 50–150 30.93–10.31 10–30 23.538 � 4.044 5.46
6 US3411 85 18.2 100 126.002 � 29.775 7.15
7 US1152M 10 154.6 800 142.02 � 36.321 7.19

a U. S. nanomaterial research. b Spring Sky nanomaterials. c This work.

Table 4 Percentage difference values between the TEM measured
average primary particle diameter and the vendor provided values111,112

Powder population
Percent variation
using SSA (m2 g−1)

Percent variation
aerodynamic particle sizer

1 39.325–55.154 5.785
2 39.081–49.247 41.855
3 59.941 7.011
4 22.229 28.936
5 31.930–56.199 57.516–27.454
6 149.515 20.632
7 8.858 463.301
Average value 51.148 81.561
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B.2 Measured average primary particle diameters (Tables 3
and 4). Percentage difference between the TEM measured
average primary diameters and the values using the Aero-
dynamic Particle Sizer and the values provided by each
vendor.112,113 Eqn (16) was then used to calculate the percentage
difference between the TEM values and the BET (m2 g−1) and
the values measured using the Aerodynamic Particle Sizer. The
results are presented in Table 4.

Percent difference ð%Þ ¼ j½V1 � V2�j
½V1� � 100% (16)

where V1 = TEM diameter (nm), V2 = BET (m2 g−1) or aero-
dynamic particle sizer diameter (nm).
C Appendix C (Fig. 21)
Fig. 21 PXRD patterns for each of the samples used in this work, save
Fig. 2. Each pattern fits the PXRD pattern JCPDS #00-064-0863 for
synthesized anatase titania.120

© 2024 The Author(s). Published by the Royal Society of Chemistry RSC Adv., 2024, 14, 30543–30565 | 30557
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Fig. 22 Mass titration curves of anatase titania with an average primary
particle with a d y 5.307 nm. Intersection of the three curves indicate
the materials pHPZC = 1.73. The large volume of HCl (0.01 N) titrant
used was due to its low molar concentration.

Fig. 23 Mass titration curves of anatase titania with an average primary
particle with a dy 16.131 nm. Intersection of the three curves indicate
the materials pHPZC = 3.04. The large volume of HCl (0.01 N) titrant
used was due to its low molar concentration.

Fig. 24 Mass titration curves of anatase titania with an average primary
particle with a dy 21.108 nm. Intersection of the three curves indicate
the materials pHPZC = 4.25.
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D Appendix D

D.1 Mass titration method (Fig. 22–27). Prior to each set of
titration runs the HI 2214 pH/ORPmeter, with an error± 0.2 pH
units (HI Manual) was calibrated using standard buffer solu-
tions (BioPharm) at pH values of 4.0, 7.0 and 10.0. These are the
pH set points required by the internal calibration program for
this meter. The solution was stirred at low speed using
a magnetic stir bar and stir plate (HI 190M): (1) which main-
tained a homogeneous sample concentration in the electrolyte
solution and (2) properly dispersed the acid or base used to
titrate the solution. The pHmeter was tted with both a pH and
temperature probe, so that it could be used to measure both pH
values and solution temperature concurrently during each run.
Temperature, and pH, were monitored continuously and
recorded concurrently aer a given titrant volume was added
and an equilibrium pH reached.

A volume of 250 mL 0.01 M KCl electrolyte solution was used
in each run. It was prepared from a 1.0 M potassium chloride
(KCl) solution (Aldon Corporation) and Reagent grade de-
ionized water (DI) (ChemLab). A 600 mL Nalgene beaker was
employed to avoid silica dissolving into the solution from
a silica glass beaker162 and allow for large volumes of titrants.
The anatase titania sample was taken directly from the manu-
facturer's container, measured on weighing paper using
a GEM20 jeweler's scale (Smart Weigh), accurate to three
signicant gures, and then placed into the electrolyte solution.
This procedure was used to minimize contamination due to
handling.

The three runs consisting of samples sizes, 0.0 g L−1 (blank),
∼2.0 g L−1 and ∼4.0 g L−1 in the electrolyte. The pH was
adjusted by hand using both a 200 mL and a 1000 mL Gilson
pipettor. Each run was performed by only decreasing or
increasing the pH of the system during each run. The titrants
used were 0.01 N hydrochloric acid (HCl) (LabChem) or 0.2 N
sodium hydroxide (NaOH) (LD Carlson Corporation). Intercep-
tion of these three titration curves determined the materials
PZC. The titrations were performed at ambient temperature and
pressure. The solution acid molality/molarity was kept low to
avoid problems with dissolution of the sample.115 This elimi-
nated a situation where the surface dissolved and then repre-
cipitated back onto the surface of the particles during the
titration runs.

Fig. 22 through 27 present the titration results of powder
populations with average primary particle diameters of
5.307 nm, 16.131 nm, 21.108 nm, 23.538 nm, 126.002 nm, and
142.614 nm. The titration curve for the powder population with
an average primary particle diameter of 12.689 nm is presented
in Fig. 3. Titrations in Fig. 22 and 23 required between 6 to 7
hours. The shi in the direction in the titration curves in Fig. 25
and 26 from Fig. 22–24 was due to the direction of the titrant
used.163 In Fig. 22–24 0.01 N HCl, was the titrant, whereas in
Fig. 25–27 0.2 N NaOH was the titrant.

It was possible to achieve pH values below 2.0 pH units as the
anatase titania is a photoelectric catalyst which splits water into
O–H− and H+.164–166 Therefore, based on the work by Brown
et al.'s167 model of the Stern layer, Outer Helmholtz Plane (OHP)
30558 | RSC Adv., 2024, 14, 30543–30565 © 2024 The Author(s). Published by the Royal Society of Chemistry
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and diffuse region (i.e. solution) the O–H− would be adsorbed
onto the surface just outside the OHP to neutralize the Ti4+

surface atoms. At the same time the H+ ions would remain in
Table 5 The results of both sample preparations using reflection UV-VI

Sample diameter (nm)

Hydraulic press preparation
(sample pressed at 10 tons)

Cut off point (nm) Ban

5.307 382.59 3.2
12.689 393.54 3.1
16.131 385.38 3.2
21.108 389.18 3.1
23.538 401.60 3.0
126.002 393.07 3.1
142.614 390.14 3.1

Fig. 25 Mass titration curves of anatase titania with an average primary
particle of d y 23.538 nm. Intersection of the three curves indicates
the materials pHPZC = 5.46.

Fig. 26 Mass titration curves of anatase titania with an average primary
particle with a d y 126.002 nm. Intersection of the three curves
indicate the materials pHPZC = 7.15.

Fig. 27 Mass titration curves of anatase titania with an average primary
particle with a d y 142.614 nm. Intersection of the three curves
indicate the materials pHPZC = 7.19.

© 2024 The Author(s). Published by the Royal Society of Chemistry
the diffuse region (i.e. solution), resulting in a pH concentration
below 2.0 pH units.

Fig. 25 is a combination of three sets of titrations (i.e. 6
individual titration curves). The initial pH values recorded for
all 4 runs with a sample, before the titration began, were
between the values of pH = 5.46–5.48. The rst leg of the blank
run was run rst using 0.01 N HCl, and the second leg using
0.2 N NaOH. The rst titration runs with a sample used 0.2 N
NaOH. The second set of titrations with each sample were
performed using 0.01 N HCl as the titrant. The weight for each
run in the second set of titrations using 0.2 N NaOH was 0.0 g
L−1, 2.129 g L−1, and 5.285 g L−1.
E Appendix E

E.1 Results and interpretation of band gap measurements
(Table 5, Fig. 28). Two methods were used to prepare the
samples. The rst used a mechanical press to apply 10 tons of
pressure on the sample in a pellet mold. The second sample was
hand pressed into a mold used to prepare X-ray diffraction
samples at ambient temperature and pressure. The results of
both these methods are presented in Table 5 for the reection
UV-VIS-NIR measurements.
S-Nir119

XRD preparation
(sample pressed at low pressure)

dgap (eV) Cut off point (nm) Bandgap (eV)

49 422.18 2.780
59 428.92 2.898
26 418.05 2.974
94 415.29 2.993
95 447.09 2.945
63 377.50 3.293
86 381.25 3.261
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Fig. 28 Indirect band gap values of anatase titania prepared by
pressing each sample at 10 tons.119
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A plot of the values in Fig. 28 demonstrates that the band gap
values for Region II (5.307–23.538 nm) pressed at 10 ton were
signicantly different than those pressed at ambient pressure.
For the samples pressed at 10 tons, band gap values decreased
as the particle size increased in Region II (Fig. 28). This indi-
cates that as the particle size decreased, surface bond lengths
also decreased. For the hand pressed samples at ambient
pressure resulted in the exact opposite trend. As particle size
decreased in Region II, surface bond lengths increased [Fig. 5b].
Therefore, these results demonstrate the importance of main-
taining the same physical conditions under which different
techniques are used to examine a system. This allows for the
correlation of different properties, when measured under
identical experimental conditions.
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Konferencja Naukow, 2013.

58 J. Liu, R. Zhu, L. Ma, H. Fu, X. Lin, S. C. Parker and
M. Molinari, Adsorption of phosphate and cadmium on
iron (oxyhdr)oxides: A comparative study on ferrihydrite,
goethite, and hematite, Geoderma, 2021, 363, 1–11.

59 T. P. Luxton, C. J. Tadanier and M. J. Eick, Mobilization of
Arsenite by Competitive Interaction with Silicic Acid, Soil
Sci. Soc. Am. J., 2006, 70, 204–214.

60 A. Shenk, Calculus and Analytic Geometry, Goodyear
Publishing, Inc., Santa Monica, California, 2nd edn, 1979.

61 S. Lee, U. Paik, H. A. Hacklye, Y. G. Jung and K. J. Yoon,
Microstructure and permittivity of sintered BaTiO3;
inuence of particle surface chemistry in an aqueous
medium, Mater. Res. Bull., 2004, 39, 93–102.

62 W. H. Shih, D. Kisailus and Y. Wei, Silica coating on barium
titanate particles, Mater. Lett., 1995, 24, 13–15.

63 B. Y. Yu, W. C. J. Wei and K. C. Hsu, Study of processing
adsorption mechanism of amphoteric polyelectrolyte in
BaTiO3 colloids suspension, J. Chem. Res., 2004, 5(2), 163–
170.

64 B. I. Lee, Electrokinetic Behavior of Barium Titanate
Powders in Water, J. Korean Phys. Soc., 1998, 32(2), S1152–
S1155.

65 Z. C. Chen, T. A. Ring and J. Lamaitre, Stabilization and
Processing of Aqueous BaTiO3 Suspensions with
Polyacrylic Acid, J. Am. Ceram. Soc., 1992, 75(12), 3201–3208.

66 A. W. M. De Laat and G. L. T. van den Heuvel, Competitive
and displacement adsorption of polyvinyl alcohol and the
ammonium salt of a polyacrylic acid on BaTiO3, Colloids
Surf., A, 1993, 70, 179–187.

67 A. W. M. de Laat and W. P. T. Derks, Colloidal stabilization
of BaTiO3 with poly (vinyl alcohol) in water, Colloids Surf., A,
1993, 71, 147–153.

68 S. S. Tripathy and A. M. Raichur, Dissolution of BaTiO3

nanoparticles in aqueous suspensions, J. Exp. Nanosci.,
2011, 6(2), 127–137.

69 U. Paik, Inuence of Solids Concentration on the Isoelectric
Point of Aqueous Barim Titanate, J. Am. Ceram. Soc., 2000,
83(10), 2381–2384.

70 H. E. Bergna and I. Burn, Ceramic Dielectric Compositions
of and Method for Improving Sinterability, US Pat.5001804,
1991.

71 P. Gheradrdi and E. Matijevic, Homogeneous Precipitation
of Spherical Colloidal Barium Titanate Particles, Colloids
Surf., 1998, 32, 257–274.

72 U. Paik, B. A. Hackley, S. C. Choi and Y. G. Jung, The effect
of electrostatic repulsive forces on the stability of BaTiO3
30562 | RSC Adv., 2024, 14, 30543–30565
particles suspended in non-aqueous media, Colloids Surf.,
A, 1998, 135, 77–88.

73 Y. K. Leong, Interparticle forces arising from an adsorbed
strong polyelectrolyte in colloidal dispersions: charged
patch attraction, Colloid Polym. Sci., 1999, 277, 299–305.

74 S. Dey, P. Bhattacharya, S. Bandyopadhyay, S. N. Roy,
S. Majumdar and G. C. Sahoo, Single Step Preparation of
Zirconia Ultraltration Membrane over Clay-Alumina
Based Multichannel Ceramic Support for Waste
Treatment, J. Membr. Sci. Res., 2018, 4, 28–33.

75 M. Eibl, S. Virtanen, F. Pischel, F. Bok, S. Lonnrot, S. Shaw
and N. Huittinen, A spectroscopic study of trivalent cation
(Cm3+ and Eu3+) sorption on monoclinic zirconia (ZrO2),
Appl. Surf. Sci., 2019, 487, 1316–1328.

76 M. Panalytical and C. Slips, The Importance of Particle Size
Analysis and Zeta Potential, AZoNano, https://
www.azonano.com/article.aspx?ArticleID=1097, 2024.

77 Y. K. Leong, P. J. Scales, T. W. Healy and D. V. Boger,
Rheological Evidence of Adsorbate-mediated Short-range
Steric Forces in Concentrated Dispersions, J. Chem. Soc.,
Faraday Trans., 1993, 89(4), 2473–2478.

78 S. Biggs and T. W. Healy, Electrosteric Stabilization of
Colloidal Zirconia with Low-molecular-weight Polyacrylic
Acid, J. Chem. Soc., Faraday Trans., 1994, 99(22), 3415–3421.

79 J. N. Ryan, M. Elimelech, J. L. Baseseman and
R. D. Magelky, Silica-Coated Titania and Zirconia Colloids
for Subsurface Transport Field Experiments, Environ. Sci.
Technol., 2000, 34, 2000–2005.

80 A. Dering, Catalyst Preparation Uptake of Gold onto Different
Supports, Project Report, Laboratory for Product and Process
Design, University of Illinois at Chicago, 2004.

81 K. A. Gnann, Predicting Zeta Potential Ad Adsorption
Behavior in the Al2O3-SiO2-TiO2-ZrO2-Surfactant System,
Masters thesis, Alfred University, 2004.

82 K. D. Hristovski, P. K. Westerhoff, J. C. Crittenden and
L. W. Olson, Environ. Sci. Technol., 2008, 42, 3786–3790.

83 P. J. B. Marcos, R. H. R. Castro and C. D. Gouvea, Study of
zirconia and magnesia suspensions in ethanol, Ceramica,
2001, 47(304), 187–192.

84 J. Wang, L. Gao, J. Sun and A. Li, Surface Characterization of
NH4PAA-Stabilized Zirconia Suspensions, J. Colloid
Interface Sci., 1999, 213, 552–556.

85 M. Leffler, Chemistry Dept. University of Connecticut,
Unpublished Results, 2004.

86 M. M. Ramos-Tejada, A. Ontiveros, J. L. Viota and
J. D. G. Duran, Interfacial and rheological properties of
humic acid/hematite suspensions, J. Colloid Interface Sci.,
2003, 268, 85–95.

87 B. H. Jeon, B. A. Dempsey, W. D. Burgos, R. A. Royer and
E. E. Roden, Modeling the sorption kinetics of divalent
metal ions to hematite, Water Res., 2004, 8, 2499–2504.

88 P. Reiller, V. Moulin, F. Casanova and C. Dautel, Retention
behavior of humic substances onto mineral surfaces and
consequences upon thorium (IV) mobility: case of iron
oxides, Appl. Geochem., 2002, 17(12), 1551–1562.

89 R. C. Plaza, J. D. G. Duran, A. Quirantes, M. J. Ariza and
A. V. Delgado, J. Colloid Interface Sci., 1997, 194, 398–407.
© 2024 The Author(s). Published by the Royal Society of Chemistry

https://www.azonano.com/article.aspx?ArticleID=1097
https://www.azonano.com/article.aspx?ArticleID=1097
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01139b


Paper RSC Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

5 
O

ct
ob

er
 2

02
4.

 D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 1
1:

45
:3

4 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
90 Y. Arai, D. L. Sparks and J. A. Davis, Effects of Dissolved
Carbonate on Arsenate Adsorption and Surface Speciation
at the Hematite-Water Interface, Environ. Sci. Technol.,
2004, 38, 817–824.

91 J. J. Lenhart and B. D. Honeyman, Reactions at the Solid/
Solution Interface Fe-Oxides and Hydroxides, Geochim.
Cosmochim. Acta, 1999, 63(19/20), 2891–2901.

92 D. A. Lytle, J. M. Payne and T. J. Song, Adsorption Media for
Arsenic Removal, U. S. Environmental Protection Agency,
ORD, NRMRL, WSWRD, TTEB, Cincinnati, Ohio 45268, 2004.

93 E. Tombacz, A. Libor, E. Illes, A. Majzik and E. Klumpp, The
role of reactive surface sites and complexation by humic
acids in the interaction of clay mineral and iron oxide
particles, Org. Geochem., 2004, 35, 257–267.

94 C. Y. Xu, K. Y. Deng, J. Y. Li and R. K. Xu, Impact of
environmental conditions on aggregation kinetics of
hematite and goethite nanoparticles, J. Nanopart. Res.,
2015, 7, 394–407.

95 S. Pivovarov, Adsorption of Cadmium onto Hematite:
Temperature Dependence, J. Colloid Interface Sci., 2001,
234, 1–8.

96 T. Fengqiu, H. Xiaoxian, Z. Yufeng and G. Jingkun, Effect of
dispersants on surface chemical properties of nano-
zirconia suspensions, Ceram. Int., 2000, 26, 93–97.

97 M. J. Kim, T. Y. Yang, Y. B. Lee and H. C. Park, Dispersion
stability of Y-TZP/Ce-TZP powder system and slip casting, J.
Mater. Sci., 2002, 37, 1661–1665.

98 M. T. Weng, W. C. Wei and C. Y. Huang, Inuence of 3Y-
TZP on Microstructure and Mechanical Properties of
Al2O3-based Composites, Key Eng. Mater., 2007, 353–358,
1540–1543.

99 A. Bleier and O. O. Omatete, Rheology and Microstructure of
Concentrated Zirconia-Alumina Suspensions for Gelcasting
Composites, Oak Ridge National Laboratory, P. O. Box
2008, Oak Ridge, TN. 37831, 1992.

100 J. W. Wei-Cheng, S. C. Wang and F. Y. Ho, Electrokinetic
Properties of Colloidal Zirconia Powders in Aqueous
Suspension, J. Am. Ceram. Soc., 1999, 32(12), 3385–3392.

101 A. J. Sanchez-Herencia, C. Pascual, J. He and F. F. Lange,
ZrO2/ZrO2 Layered Composites for Crack Bifurcation, J.
Am. Ceram. Soc., 1999, 82(6), 1512–1518.

102 Q. Tan, Z. Tang, A. Zhang, W. Yao and K. Fang,
Optimization of the rheological properties of nanometer
sized tetragonal polycrystal zirconia slurries for aqueous-
gel-tape-casting processing, Mater. Sci. Eng. B, 2003, 99,
374–377.

103 C. C. Chen, H. I. Hsiang and S. W. Hsu, Preparation and
Characterization of Y-TZP powders coated with alumina,
J. Ceram. Process. Res., 2008, 9(2), 131–134.

104 J. Wang, L. Gao and J. Sun, Interface Adsorption of Y-TZP
Aqueous Suspensions, J. Inorg. Mater., 1999, 14(5), 754–762.

105 B. Ferrari and R. Moreno, Zirconia Thick Films Deposited
on Nickel by Aqueous Electrophoretic Deposition, J.
Electrochem. Soc., 2000, 147(8), 2987–2992.

106 Y. M. Kong, S. Kim and H. E. Kim, Reinforcement of
Hydroxyapatite Bioceramic by Addition of ZrO2 Coated
with Al2O3, J. Am. Ceram. Soc., 1999, 82(11), 2963–2968.
© 2024 The Author(s). Published by the Royal Society of Chemistry
107 C. Pagnoux, Suspension systems for coagulation
processing, J. Ceram. Process. Res., 2002, 3(1), 10–14.

108 F. Shojai, A. Pettersson, T. A. Mantyla and J. B. Rosenholm,
Detection of carbon residue on the surface of 3Y-ZrO2

powder and its effect on the rheology of the slip, Ceram.
Int., 2000, 26, 133–139.

109 F. Shojai, A. B. A. Pettersson, T. Mantyla and
J. B. Rosenholm, Electrostatic and electrostatic
stabilization of aqueous slips of 3Y–ZrO2 powder, J. Eur.
Ceram. Soc., 2000, 20, 277–283.

110 R. D. Shannon, Revised effective ionic radii and systematic
studies of inter-atomic distances in halides and
chalcogenides, Acta Crystallogr. A, 1976, 32, 751–767.

111 H. Lin, C. P. Huang, W. Li, C. Ni, S. Ismat Shah and
Y. H. Tseng, Size dependency of nanocrystalline TiO2 on
its optical property and photocatalytic reactivity
exemplied by 2-chlorophenol, Appl. Catal., B, 2006, 68,
1–11.

112 US Research Nanomaterials, Inc. us-nano.com, 3302 Twig
Leaf Lane, Houston, TX 77084, USA. Phone: (Sales) +832-
359-7887; Fax: +281-492-8628.

113 SkySpring Nanomaterials, Inc. 2935 Westhollow Drive,
Houston, TX, 77082, USA Phone: +281-870-1700, Fax:
+281-870-8002, Email: sales@ssnano.com, 2020.

114 T. Van Gestel, C. Vandecasteele, A. Buekenhoudt,
C. Dotremont, J. Luyten and B. Van der Brugger,
Corrosion properties of alumina and titania NF
membranes, J. Membr. Sci., 2003, 214(1), 21–29.

115 HMC Harmony Chemical, Resources, Titanium Dioxide
Chemical Properties, https://www.ti-line.net/resources/
titanium-dioxide-properties/titanium-dioxide-chemical-
properties.html, 2024.

116 M. Scimeca, S. Bischetti, H. K. Lamisra, R. Bonglio and
E. Bonanno, Energy Dispersive X-Ray (EDX),
microanalysis: A powerful tool in biomedical research
and diagnosis, Eur. J. Histochem., 2018, 62, 2841–2851.

117 https://www.rigaku.com/applications/bytes/xrd/ultima-iv/
1864928622, 2024.

118 T. Mahmood, M. T. Saddiue, A. Naeem, P. Westerhoff,
S. Mustafa and A. Alum, Comparison of Different
Methods for the Point of Zero Charge Determination of
NiO, Ind. Eng. Chem. Res., 2011, 50(17), 10017–10023.

119 R. Le Clercq and D. Beelen, Analysis Report:
ReportY0LFP098UV_Rev00.Docx, Bandgap Measurements on
Nanoscale Anatase Titanium Oxide Powders (Cc Ok 6/23)
Eurons Materials Science Netherlands B.V, 2020.

120 International Center for Diffraction Data, 12 Campus Blvd.,
Newtown Square, PZ 19073, USA. JCPDS le #00-0634-0863.

121 C. E. Hughes, G. N. Manjunatha Reddy, S. Masiero,
S. P. Brown, P. A. Wiliams and K. D. M. Harris,
Determination of a complex crystal structure in the
absence of single crystals: analysis of powder X-ray
diffraction data, guided by solid-state NMR and periodic
DFT calculations, reveals a new 20-deoxyguanosine
structural motif, Chem. Sci., 2017, 8, 3971–3979.
RSC Adv., 2024, 14, 30543–30565 | 30563

mailto:sales@ssnano.com
https://www.ti-line.net/resources/titanium-dioxide-properties/titanium-dioxide-chemical-properties.html
https://www.ti-line.net/resources/titanium-dioxide-properties/titanium-dioxide-chemical-properties.html
https://www.ti-line.net/resources/titanium-dioxide-properties/titanium-dioxide-chemical-properties.html
https://www.rigaku.com/applications/bytes/xrd/ultima-iv/1864928622
https://www.rigaku.com/applications/bytes/xrd/ultima-iv/1864928622
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01139b


RSC Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

5 
O

ct
ob

er
 2

02
4.

 D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 1
1:

45
:3

4 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
122 A. Alexzevalkink, https://wordpress.com/wpcontent/
uploads/2017/04/me133652.pdfSmartLab, Guidance
Reference Model, Rigaku Corporation.

123 J. E. Samad, S. Hashim, S. Ma and J. R. Regalbuto,
Determining surface composition of mixed oxides with
pH, J. Colloid Interface Sci., 2014, 436, 204–210.

124 E. J. Teh, Y. K. Leong and V. S. J. Craig, Surface Forces and
Rheology of Titanium Dioxide in the Presence of
Dicarboxylic Acids: From Molecular Interactions to Yield
Stress, Langmuir, 2017, 33(6), 1496–1506.

125 F. Amano, T. Yasumoto, O. O. P. Mahaney, S. Uchida,
T. Shibayama, Y. Terada and B. Ohtani, Highly Active
Titania Photocatalyst Particles of Controlled Crystal
Phase, Size and Polyhedral Shapes, Top. Catal., 2010, 53,
455–461.

126 K. H. Ko, Y. C. Lee and Y. J. Jung, Enhanced efficiency of
dye-sensitized TiO2 solar cells (DSSC) by doping of metal
ions, J. Colloid Interface Sci., 2005, 283, 482–487.

127 E. M. B. Samsudin, Improved Titanium Dioxide Promoted
Photocatalyst for Degradation on Pollutant in Water, PhD
thesis, Institute of Graduate Studies, University of Malaya,
Kualalumpur, 2016.

128 J. W. Lee, M. R. Othman, Y. Eom, T. G. Lee, W. S. Kim and
J. Kim, The effects of thermally treated SiO2/TiO2 sperhical
core-shell particles for photo-catalysis of methyl orange,
Microporous Mesoporous Mater., 2008, 116, 561–568.

129 G. Jegadeesan, S. R. Al-Abed, V. Sundaram, H. Choi,
K. G. Scheckel and D. D. Dionysious, Arsenic sorption of
TiO2 nanoparticles: Size and crystallinity effects, Water
Res., 2010, 44, 965–973.

130 N. Mandzy, E. Grulke and T. Druffel, Breakage of TiO2

agglomerates in electrostatically stabilized aqueous
dispersion, Powder Technol., 2005, 160, 121–126.

131 M. Zeng, Inuence of TiO2 Surface Properties on Water
Pollution Treatment and Photocatalytic Activity, Bull.
Korean Chem. Soc., 2013, 34(3), 953–956.

132 J. Jukic, T. Juracic and T. Begovic, Effects of polyion
adsorption on surface properties of TiO2, Adsorption,
2024, 30, 251–264.

133 A. Tarafdar, R. Raliya, W. N. Wang, P. Biswas and
J. C. Tarafdar, Green Synthesis of TiO2 Nanoparticle
Using Aspergillus tubingensis, Adv. Sci., Eng. Med., 2013, 5,
1–7.

134 M. Leffler, Chemistry Dept, University of Connecticut,
Unpublished Results, 2004.

135 C. S. Lim, Synthesis and characterization of TiO2-ZnO
nanocomposite by a two-step chemical method, J. Ceram.
Process. Res., 2010, 11(5), 631–635.

136 H. Lin, C. P. Huang, W. Li, C. Ni, S. Ismat Shah and
Y. H. Tseng, Size dependency of nanocrystalline TiO2 on
its optical property and photocatalytic reactivity
exemplied by 2-chlorophenol, Appl. Catal., B, 2006, 68,
1–11.

137 K. P. O'Donnell and X. Chen, Temperature Dependence of
Semiconductor Band Gap, Appl. Phys. Lett., 1991, 58(25),
2924–2926.
30564 | RSC Adv., 2024, 14, 30543–30565
138 W. Wei, S. Hong-Lie, J. Jia-Le, L. Jin-Ze andM. Yue, Effect of
thermal pretreatment of metal precursor on the properties
of Cu2ZnSnS4 lms, Chin. Phys. B, 2015, 24(5), 1–5.

139 S. Dai, Y. Wu, T. Sakai, Z. Du, H. Sakai and M. Abe,
Preparation of Highly Crystalline TiO2Nanostructures by
Acid-assisted Hydrothermal Treatment of Hexagonal-
structured Nanocrystalline Titania/
Cetyltrimethyammonium Bromide Nanoskeleton,
Nanoscale Res. Lett., 2010, 5(11), 1829–1835.

140 V. Stengl, V. Houskova, S. Bakardijeva and N. Murafa,
Photocatalytic Activity of Boron-Modied Titania under
UV and Visible-Light Illumination, ACS Appl. Mater.
Interfaces, 2010, 2(2), 575–580.

141 H. Long, G. Yang, A. Chen, Y. Li and P. Lu, Femtosecond Z-
scan measurement of third-order optical nonlinearities in
anatase TiO2 thin lms, Opt. Commun., 2009, 282, 1815–
1818.

142 L. Kernazhitsky, V. Shymanovska, T. Gavrilko, V. Naumov,
V. Kshnyakin and J. Ukr, Optical absorption of
polydisperse TiO2: Effect of surface doping by transition
metal cations, Phys. Opt., 2012, 14(1), 15–23.

143 K. M. Reddy, S. V. Manorama and A. R. Reddy, Bandgap
Studies on Anatase Titanium DiOxide Nanoparticles,
Mater. Chem. Phys., 2002, 78, 239–245.

144 N. Serpone, D. Lawless and R. J. Khairutdinov, Size Effects
on the Photophysical Properties of Colloidal Anatase TiO2

Particles: Size Quantization of Direct Transitions in This
Indirect Semiconductor, Phys. Chem., 1995, 99, 16646–
16654.

145 L. Bedikyan, S. Zakhariev and M. Zakhariev, Titanium
Dioxide Thin Films: Preparation and Optical Properties, J.
Chem. Technol. Metall., 2013, 48(6), 555–558.

146 I. Bal, M. C. Baykul and U. Sarac, The Effect of Solution
Temperature on Chemically Manufactured CdS Samples,
Chalcogenide Lett., 2021, 18, 1–10.

147 M. Szekeres and E. Tombacz, Surface charge
characterization of metal oxides by potentiometric
titration, revisited theory and experiment, Colloids Surf.,
A, 2012, 414, 302–313.

148 M. Tuckerman, E. Vitz, J. W. Moore, J. Shorb, X. Prat-
Resina, T. Wendorff, A. Hahn, R. J. Lancashire and
Contributors, Electronegativity and Dipole Moment,
Physical Chemistry For The Biosciences, 2020, https://
chem.libretexts.org/@go/page/41382.

149 H. J. Lee, A. C. Jamison and T. R. Lee, Surface Dipoles: A
Growing Body of Evidence Supports Their impact and
Importance, Acc. Chem. Res., 2015, 48, 3007–3015.

150 W. Yan, S. Li, Y. Zhang and Q. Yao, Effects of Dipole
Moments and Temperature on the Interaction Dynamics
of Titania Nanoparticles during Agglomeration, J. Phys.
Chem. C, 2010, 114, 10755–10760.

151 C. Q. Sun, L. Li, B. K. Tay and H. Huang, An extended
‘quantum connement’ theory: Surface-coordination
imperfection modies the entire band structure of
a nanosolid, J. Phys. D: Appl. Phys., 2001, 34, 3470–3479.

152 L. Pauling, The Nature of the Chemical Bond, Cornell
University Press, Ithaca New York, 3rd edn, 1960.
© 2024 The Author(s). Published by the Royal Society of Chemistry

https://wordpress.com/wpcontent/uploads/2017/04/me133652.pdfSmartLab
https://wordpress.com/wpcontent/uploads/2017/04/me133652.pdfSmartLab
https://chem.libretexts.org/@go/page/41382
https://chem.libretexts.org/@go/page/41382
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01139b


Paper RSC Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

5 
O

ct
ob

er
 2

02
4.

 D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 1
1:

45
:3

4 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
153 B. R. J. Bosco and B. G. Jeyaprakash, Melting points,
mechanical properties of nanoparticles and Hall Petch
relationship for nanostructured materials, NPTEL, pp. 1–
18.

154 F. Font and T. G. Myers, Spherically symmetric
nanoparticle melting with a variable phase change
temperature, J. Nanopart. Res., 2013, 15, 2086–2099.

155 W. Hu, S. Xiao, H. Deng, W. Luo and L. Deng,
Thermodynamic properties of nano-silver and alloy
particles, Department of Applied Physics, Hunan
University, Changsha 410082, PR China, 2010, pp. 1–34.

156 M. Jones, Ignition and Combustion Characteristics of
Nanoscale Metal and Metal Oxide Additives in Biofuel
(Ethanol) and Hydrocarbons, Ms thesis, The University of
Toledo, 2011.

157 Y. D. Qu, X. L. Liang, X. Q. Kong and W. J. Zhang, Size-
dependent cohesive Energy, Melting Temperature, and
Debye Temperature of Spherical metallic Nanoparticles,
Phys. Met. Metallogr., 2017, 118(6), 528–534.

158 G. V. Gibbs, F. C. Hill, M. B. Boisen and R. T. Downs, Power
law relationships between bond length, bond strength and
electron density distributions, Phys. Chem. Miner., 1998, 25,
585–590.

159 D. T. Livey and P. Murray, Surface Energies of Solid Oxides
and Carbides, J. Am. Ceram. Soc., 1956, 39(11), 363–372.

160 P. M. Oliver, G. W. Watson, E. T. Kelsey and S. C. Parker,
Atomistic simulation of the surface structure of the TiO2
© 2024 The Author(s). Published by the Royal Society of Chemistry
polymorphs rutile and anatase, J. Mater. Chem., 1997,
7(3), 563–568.

161 F. W. Sears, M. W. Zemansky and H. D. Young, University
Physics, Fih Edition, Addison-Wesley Publishing
Company, Inc. Reading, Massachusetts, Menlo Park,
California, London, Amsterdam, Don Mills, Ontario,
Sydney, 1980.

162 B. Smith, NOAH, 212 Rogers Ave, Milford, CT 06460,
Personal Communication, 2016.

163 M. Sunjuk, H. Arar, W. F. Mahmoud, M. Majdalawi,
M. M. Krishan, Y. A. Salha and B. El-Eswed, Adsorption of
cationic and anionic organic dyes of SiO2/CuO composite,
Desalin. Water Treat., 2019, 169, 383–394.

164 W. N. Zhao and Z. P. Liu, Mechanism and active site of
photocatalytic water splitting on titania in aqueous
surroundings, Chem. Sci., 2014, 5, 2256–2264.

165 B. Wei and M. Calatayud, Hydrogen activation on Anatase
TiO2: Effect of surface termination, Catal. Today, 2022,
397–399, 113–120.

166 H. Eidsvag, S. Bentouba, P. Vajeeston, S. Yohi and
V. Velauthapillai, TiO2 as a Photocatalyst for Water
Splitting—An Experimental and Theoretical Review,
Molecules, 2021, 26, 1687–1717.

167 M. A. Brown, Z. Abbas, A. Kleibert, R. G. Green, A. Goel,
S. May and T. M. Squires, Determination of Surface
Potential and Electrical Double-Layer Structure at the
Aqueous Electrolyte-Nanoparticle Interface, Phys. Rev. X,
2016, 6, 011007.
RSC Adv., 2024, 14, 30543–30565 | 30565

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01139b

	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size

	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size

	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size
	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size

	Part I: determination of a structure/property transformation mechanism responsible for changes in the point of zero change of anatase titania with decreasing particle size


