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Metallic copper nanoparticles are produced by spray pyrolysis of copper nitrates with an addition of ethanol as
cosolvent at 600 °C. Depending on the synthesis temperature, two interesting reaction pathways are found: below
525°C, ~10% of hollow Cu,O parent particles are oxidized to CuO and then reduced to Cu, but at higher temperature,
the remaining Cu,O takes a direct path to Cu, accompanied by a morphology change. These interesting reaction regimes
are discussed in the aspects of phase-transformation kinetics, gas-phase and solid-phase thermodynamics, force balance,
and their possible influences on structural instability. Experimental observations are fairly consistent with the

predictions by the present models.

1. Introduction

Copper nanoparticles are of considerable interest because of
their high potential in various fields such as electrode materials,’
catalysts,” electronics,® and gas sensors.* Copper nanoparticles
have been prepared by several methods ranging from thermal
reduction,” sonochemical method,’ sol—gel reaction,® to gas-
phase process.”® Compared to the wet-phase sol—gel based
method and the thermal reduction, both of which require inherent
multistep processes, gas-phase methods are capable of continuous
production of nanoparticles with a single step. Therefore, many
modifications of the gas-phase method including inert gas con-
densation,” sputtering,'® microwave synthesis,'" and spray pyr-
olysis'? have been developed for large-scale industrial production
of nanoparticles.® Among those, the spray pyrolysis has several
advantages over the others in the aspects of simple operation,®
good purity,"® excellent control of chemical dispersion,'* stoi-
chiometry in mixed oxide systems,'> and continuous operation.'®
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Since spray pyrolysis of oxygen-containing metal salts typically
proceeds at elevated temperatures, this method very often produces
metal oxide'’~* including CuO'""*** in air or even in inert gas. For
this reason, a generation of Cu nanoparticles'™'**" using spray
pyrolysis itself is essentially challenging. Addition of a reducing gas
such as H, or CO to the carrier gas is known to facilitate the
reduction of CuO to Cu.'® However, in this case, the concentration
of H, required for the reduction of CuO might be greater than the
flammability criteria of H, in air. To avoid the potential safety
problem, Kim et al.'” proposed a simple idea of the cogeneration
of H, in the course of spray pyrolysis rather than the injection
of H, prior to the reaction. They demonstrated the generation of
phase-pure copper through spray pyrolysis of copper nitrate and
copper acetate precursors using ethanol as the cosolvent over the
temperature range 450—1000 °C. They used the fact that ethanol
decomposes primarily to a strong reducing atmosphere H, during
spray pyrolysis. Though they took a big step toward the safe
continuous production of controlled Cu nanoparticles, their suc-
cessive study®® was focused mainly on ethanol decomposition and a
thermodynamic discussion in the absence of hydrogen. An inves-
tigation that focuses on the condensed phase is currently warranted.

In this study, we produce copper nanoparticles via spray
pyrolysis at lower temperatures of 450—600 °C (Figure 1). The
influences of ethanol concentration and reaction temperature on
morphology, particle size, and crystalline phase are investigated in
detail. The simultaneous phase transformation of copper oxide is
explored from a kinetic point of view at a variety of ethanol
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Figure 1. Schematic of experimental setup.

concentrations and temperatures by using X-ray diffraction
(XRD). Interestingly, the phase transformation is accompanied
by changes in overall morphology and microstructure. A new
mechanism responsible for the initiation and progress of the phase
reduction is then proposed on the basis of the XRD analysis
results, thermodynamic calculation, and high-resolution trans-
mission electron microprobe (HT-TEM) observation. Finally,
possible reasons for the morphology change will be discussed.

2. Experimental Section

Cu and/or Cu,O nanoparticles are generated by spray pyrolysis
of copper nitrate (0.1 mol Lijpo)—water—ethanol solutions. The
copper nitrate salts of reagent grade (99.9% purity) are dissolved
in either pure deionized (DI) water or a mixture of DI water and
ethanol (99.9% purity) in the range 0—50% volume fraction of
ethanol. High-pressure (2 x 10* Pa) nitrogen gas (99.98% purity)
is used to nebulize ~1—3 um precursor droplets. The nebulized
precursor solution aerosols are passed through a stainless steel
heat tube at 100 °C to partially evaporate the solvent and prevent
its recondensing to the tube wall. Droplets are then further dried
using a diffusion dryer filled with silica gel and then passed to a
tubular furnace with 30 cm long hot zone (Barnstead 21100) with
the flow rate of 5 Ipm (residence time of 0.27 s). The furnace set
temperatures are varied from 450 to 600 °Cin this study. Inside the
furnace, the dried precursor particles decompose to nitrogen oxide
gas (NOx) and copper oxide in the form of Cu,O or CuO. Further
solid-phase reaction might take place to reduce the copper oxide
to metallic copper under the reducing atmosphere produced by
ethanol decomposition. Product particles are then collected by the
electrostatic precipitator for further characterization. Scanning
mobility particle sizer (SMPS) consisting of differential mobility
analyzer (DMA) and condensational particle counter (CPC,
TSI 3010) is also used to analyze particle size distribution. More
details of the instrumentation are described elsewhere.?!

Size, morphology, and elemental composition of the final
product particles are characterized with high resolution transmis-
sion electron microprobe (HR-TEM, Hitachi H-7600, 200 keV)
equipped with energy dispersive spectroscopy (EDS). A 3 mm
diameter carbon-coated SiO, TEM grid is mounted on top of a
deposition substrate of the electrostatic precipitator (ESP) and
used to capture the flowing particles for TEM observation. A part
of powder samples collected by the ESP is brought to the XRD
measurement (D/Max-2400, Rigaku). The XRD pattern of each
sample is obtained by scanning the range 35—53° in 26 unit with
4°/min, while irradiating Cu Ko X-ray (30 kV, 40 mA, 0.15405
nm). Each area of the biggest peaks of Cu( 1y and Cu,Oiyy
at 43.5° and 36.9°, respectively, is analyzed to obtain relative
concentrations of each component at different temperatures.

3. Results and Discussion

3.1. Effects of Ethanol on Particle Size, Morphology,
and Crystalline Phase. Figure 2 shows size distributions of
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Figure 2. Size distributions of primary particles synthesized with
various ethanol contents at 600 °C.

particles for various volume fractions of ethanol from 0 to 50 vol
% in the precursor solution. As the ethanol addition increases, the
mode size of particles decreases gradually from 80 to 50 nm. TEM
observations indicate that, in the absence of ethanol, the majority
of particles have spherical but hollow structures. When ethanol is
added, however, solid-like particles appear more often, while the
population of the hollow particles decreases. Figure 3 highlights
the morphological change when the ethanol content increases
from 0% to 15 and 50%. TEM images are analyzed for measure-
ments of shell thickness and diameter of hollow particles.
Figure 4a shows how the shell-like particles are distributed in size
compared to the total size distribution. In the absence of ethanol,
solid-like particles exist only in the size range smaller than 100 nm.
Since smaller particles have thinner shell structures as seen in
Figure 4b, original shells of some particles smaller than 100 nm
are likely to be broken and collapsed, thereby resulting in
appearance of solid-like particles.

The size of spray-dried particles is in theory proportional to not
only initial size of a parent droplet, but also concentration of the
inorganic salt unless the particle is fragmented in the furnace. The
maximum temperature used in this study is only 600 °C, not so
high to explode the partially dried droplet into smaller fragments,
because the number concentration of particles is almost invariant.
Neglected fragmentation, the particle size dj, is proportional to the
size of the parent droplet dj. As solute concentration is not varied
throughout this study, mass of salute m in a droplet should be
proportional to the droplet volume dy’ (1 o< dp3 ). The solid mass
in the shell structure is also proportional to the product of surface
area and thickness (1 o< dp2 x ). Therefore, the outer diameter of
hollow particle has a linear relationship with the shell thickness
(dj, o< 1), which is exactly what is observed in Figure 4b.

For a collision-type nebulizer, the addition of ethanol did not
change the droplet size distribution. Thus, the differences arising
from the addition of ethanol would be chemical in nature and not
related to droplet size. Of particular relevance is that copper
nitrate is much more soluble in water than in ethanol. Thus, an
increase in ethanol content results in the effect of reducing the
amount of water, where the salt is going to dissolve, as much as the
ethanol is added, and thereby decreasing the absolute amount of
salt in a droplet. This partly explains why the dried particles get
smaller with increasing ethanol content.

Now, let us address the morphology change. Jayanthi et al.'®
established the first mathematical model to describe spray-
drying. When solvent evaporates, the dissolved salt is locally
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Figure 3. Morphological change from the shell structure to collapsed solid-like particles induced by the addition of ethanol at 600 °C; the

ethanol content increased from 0% to 15% and 50%.
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Figure 4. Size-dependent existence of the shell-like particles
synthesized in the absence of ethanol at 600 °C: (a) size distribu-
tions of shell-like and solid-like particles; (b) dependence of shell
thickness on particle size.

concentrated near the droplet surface and diffuses toward the
center of the droplet in response to the concentration gradient. As
such an increased evaporation rate will lead to a higher salt
concentration near the droplet boundary. If the salt concentration
approaches the solubility limit, local precipitation at the radial
edge of the droplet will result in a hollow particle. Extending their
model, Lenggoro et al.?® clarified the influence of operating
parameters on the morphology of particles during spray pyrolysis.
They concluded that hollow zirconia particles were, in general,
formed at faster evaporation conditions, i.e., high reactor tem-
perature, high gas flow rate (short residence time), and low initial
solute concentration. It is interesting to note that the model of
Jayanthi et al. for spray-drying was successfully applied to predict
the morphology of spray-pyrolyzed particles.'®**’
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Again, in the absence of ethanol, the existence of hollow
particles as seen in Figure 3 implies that the present condition
corresponds to fast evaporation. We can consider the morphol-
ogy evolution as characterized by two characteristic times for
solute diffusion and droplet shrinkage induced by solvent eva-
poration.”” The characteristic time for solute diffusion 7y is
defined as the ratio of surface area (d;”) of a droplet to the solute
diffusion coefficient (Ds).?” For a dilute solution at 298 K, the D,
can be evaluated as Dy = [298R(1/v" + I/ )[F(1/A% + 1/
29)], where R, is the gas constant, Fis Faraday constant, v" and
vy~ are valences of cation and anion, and A° is the limiting ionic
conductance.?® D in our 0.1 M Cu(NOs3),—H,0 solution at
298 K is estimated to 1.2 x 107> cm?/s by using v*"*" = 2,
yNO3T = 1 29 0 = 54.0,and Ao = 71.4 Q' em? mol . The
Tyisca. 8.1 x 10 *sfora 1 um droplet. The characteristic time for
droplet shrinkage is given as 7, = RgTpppddz/(SDvaqusal(Tp),27
where T}, and pj, are temperature and density of the droplet, and
M, and P, g, are molecular weight and saturation vapor pressure
of water vapor, respectively. Using a diffusion coefficient for
water vapor (D,) of 0.26 cm?/s,** the 7, is estimated to ~2.1 x
10~ s, four times shorter than the 7. As temperature increases,
the 7, becomes shorter than the 7,4 due to strong temperature
dependence of P, . This simple comparison supports again that
the present experiment was made under the fast evaporation
condition.

As 3-fold more volatile ethanol replaces a part of water in the
same-sized droplet, the solvent evaporates faster. Also, as afore-
mentioned, ethanol addition reduces initial solute concentration.
These all create a favorable condition for the formation of hollow
particles. However, the experiment shows the opposite trend such
as a hollow-to-solid morphology change. Ethanol—water vapor
evaporated from a droplet decomposes to hydrogen and carbon
monoxide, which can then reduce the copper oxide to metallic
copper, as confirmed by XRD measurements in Figure 5. The
phase reduction is possible only when ethanol is added. It is also
plausible to think that the morphology change is closely related
to the phase reduction. To clarify the idea, we conduct EDS
spectroscopy for particles of two different morphologies in the
absence of ethanol. Figure 6 shows that shell-like particles contain
more oxygen than the solid-like particles. This suggests the
possibility that the crystalline phase transition might generate
some kind of instability in and collapse the shell structure. We will
pursue this conjecture in the subsequent discussions.

3.2. Particle Evolution with Increasing Reaction Tem-
perature. The effect of reaction temperature from 450 to 600 °C
at 15 vol % content of ethanol on particle morphology is shown in
Figure 7. While particle morphology does not change much until
575 °C, the shell-like particles clearly disappear at 600 °C.
Recalling the EDS results, we would expect that particles at

(28) Reid, R. C.; Prausnitz, J. M.; Poling, B. E. The Properties of Gases and
Liquids, 4th ed.; McGraw-Hill: New York, 1987.
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Figure 5. XRD patterns of particles obtained with various ethanol
additions at 600 °C.

600 °C contain a very low level of oxygen or are close to metallic
copper. XRD profiles corresponding to each temperature show
clearly in Figure 8a that initially Cu,O particles at 450 °C are
completely converted to pure metallic copper at 600 °C. Crystal-
line phase reduction is again accompanied by morphological
change, similar to the observation in Figure 3.

Figure 8a indicates that Cu,O is the sole product of spray
pyrolysis of copper nitrate at 450 °C in the presence of ethanol.
The biggest peak at 36.9° in 26 units corresponds to diffraction of
CuyO11y. As temperature increases to 500 °C, new peaks appear
at 36.0° and 39.2° corresponding to the diffractions of CuQO g,
and CuOy), respectively. At 525 °C, a new Cugyyy peak is
observed at 43.5°, while both intensities of the CuO peaks
decrease and then completely disappeared at 550 °C, implying
that the newly formed CuO crystallite is reduced to metallic Cu.
By 600 °C, Cu,O peak has disappeared and the Cu,O-to-Cu
phase reduction is complete.

In order to address the observations quantitatively, XRD profiles
are analyzed to estimate peak areas of CuyOyj1y, CuOyy), and
Cug ). A mole fraction (X;) of one of those species can then be
approximated by normalizing a peak area with the sum of the three
peak areas. Figure 8b shows that, in the low-temperature range
450—525 °C, almost 10% of Cu,O s first oxidized to CuO, followed
by phase reduction of CuO to Cu. Apparently, the Cu,O seems to be
more stable than CuO in the temperature range and thereby not
involved in the production of Cu (see no change in Cu,O in
Figure 8b). This implies that CuO has a lower activation barrier
for the reduction than Cu,O does, which is consistent with the
finding of Kim et al. from a reduction experiment for commercial
powders of CuO and Cu,0.%” At higher temperature (> 525 °C)
where CuO is negligible, Cu,O undergoes a direct reduction to Cu.
These findings suggest that the solid-state crystalline phase reduction
in the aerosol state follows two pathways:

Cu;0—CuO—Cu at low temperature (7 < 525°C) (1)

Cu,O—Cu at high temperature (7 > 525 °C) (2)

Here, we would point out two interesting things. (1) Despite the
lack of nominal source of molecular oxygen, some of Cu,O is
oxidized at 7' < 500 °C. In the inert gas (N,) environment, 2 mol

(29) Kim, J. Y.; Rodriguez, J. A.; Hanson, J. C.; Frenkel, A. I.; Lee, P. L. J. Am.
Chem. Soc. 2003, 125, 10684-10692.
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of copper nitrate is spray-pyrolyzed to produce several moles of
02 as

2Cu(NO;),—~Cu,0 +4NO +3.50, (3a)

2Cu(NO3),~Cu0 +4NO; + 1.50, (3b)

Moreover, the carrier gas N, was reported to contain ~200 ppm
of oxygen as an impurity from the vendor. Even though the level of
oxygen itself coming from copper nitrate is high enough to oxidize
the entire CuyO, only 10% of Cu,O was oxidized. This suggests
that only a small fraction of the oxygen is available for the
Cu,0 oxidation after consuming any reducing agents generated from
ethanol decomposition. (2) Why does the Cu,O not take the
easy route for phase reduction (eq 1) at 7' = 525 °C? In this
temperature range, the reducing agent seems to prevail over the
oxygen in the reactor, thereby consuming the oxygen before
oxidizing Cu,O in contrast to the case of 500 °C. This seems to
restrict the CuO formation. Thus, the direct path of eq 2 is the only
channel for Cu,O phase reduction at high temperature.

In order to confirm this conjecture, we conducted the following
gas-phase compositional analysis for ethanol decomposition. On
the basis of SMPS-measured size distribution of Cu,O particles
denoting volume-mean diameter d,, of 152 nm, total number
density N, and volume-mean diameter d, 4 of parent droplets are
calculated to be 3.74 x 10°/cc and 1.51 um, respectively, and then
applied to estimate the mole concentrations of C,HsOH and H,O
before the diffusion dryer removing ~86% of the water vapor.
Using NASA CEA code, equilibrium calculations are made for
ethanol decomposition from the C,;HsOH—H,O mixture with the
molar ratio of 1:3 as expected after the dryer. Figure 9a shows
the resultant composition of gaseous products as a function
of temperature. The H, is the major reducing agent over all
temperatures of interest and the most rapidly evolving species as
temperature increases.

The mole fraction of H, in Figure 9a when multiplied by the
total mole concentration of the binary mixture approximates to
the mole concentration of the H,. In addition, accounting for eq
3a or 3b, the mole concentration of O, coming from copper
nitrate can be higher or lower estimated directly from that of
Cu,0. As such, Figure 9b compares such mole concentrations of
H, and O, in the unit of ppm. Note that the oxygen level Xo,
starts from 200 ppm corresponding to the level of O, impurity
from the carrier gas and splits into the two limits at 400—425 °C.
Also, Figure 9b indicates the level of hydrogen Xy, required for
both the oxidation of the O, and the reduction of the Cu,O.
Obviously, the selection of the reaction pathways ineqs 1 and 2 is
determined by the availability of the H, as described before.
Hereafter, we would rather focus on the direct reduction of Cu,O
at 525 °C < T < 600 °C where the H, seems not to be the issue and
the phase reduction mainly occurs with morphology change.

3.3. Reaction Kinetics of the Cu,O Reduction. This sec-
tion describes investigations of the reaction kinetics and apparent
activation energy for Cu,O reduction. We begin with an explana-
tion of how we estimate the degree of reaction (at) from the mole
fraction (X;) of a solid species in Figure 8b. From the observations
in the previous section, we proposed three distinct reactions
depending on the reaction temperature:

Cuy0 + 1/20,—2Cu0  : T<500 °C (4a)

CuO +H,—~Cu + H,0  :500°C<T<525°C  (4b)

Cu,0 + Hpy—2Cu + H,O 1 525°C=<T=600 °C (4c)

Langmuir 2009, 25(12), 7063-7071
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From eq 4a, 5; mol of CuO are produced from 1 mol of Cu,O

at 500 °C. At the same time, (o = 1 — f$;/2) mol of Cu,O

still remain. Then, a relationship between the f; and Xc.o is
reduced as

By =Xcwo/(1 =Xcuo/2) (5a)

Substituting Xc o from Figure 8b to eq Sa, we found that 1 mol

of Cu,0 is turned into 0.149 mol (=) of CuO plus 0.925 mol

(=0y) at 500 °C. As temperature increases over 500 °C, 8, mol of
CuO will react with H, through eq 4b and a; mol of Cu,O

Langmuir 2009, 25(12), 7063-7071

will take the route of eq 4c. Additionally, we define acyo and
Ocupo representing the moles of Cu produced from 1 mol of CuO
and Cu,0, respectively. Hence, at 525 °C, f; (1 — ocuo) mol of
CuO and o (1 = 0cyr0/2) mol of Cu,O coexist with (5 dcuo +
o] Qcyro) Mol of Cu. From the mole fraction of Cu,O (Xcwo) at
each temperature, 0cypo can be calculated as

2(1 —=Xcwo)o =28 X cwo
(1 +Xcwo)oy

Qcw0 = (5b)

As 0o ranges from 0 to 2, a molar degree of Cu,O reduction
(o) in eq 4c is simply o0 = Qcy20/2.

DOI: 10.1021/1a9001175 7067
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It is common for a solid-state reaction rate do/ds to be
expressed as a function of temperature (7) and o

doi/d = k(T) f () (6)

where the time ¢ corresponds to the residence time of particles (7)
in the reactor, which is kept constant, k(7) is the rate constant,
and f(a) is a mathematical function describing reaction mechan-
ism.?>** The present experiment was done at an isothermal con-
dition for a constant residence time 7. An integral form of eq 6
is more useful for extraction of Arrhenius parameters as follows.

/—don /Otk(T)dt:k(T)-r )

In this study, a nucleation and growth model™ (g(ot) = [~In(1 —
a)]'?) is employed to extract k(T) at different temperatures,
where k(T) is assumed to take an Arrhenius form; k(7)) = A exp
(—EA/RT) where A is the pre-exponential factor, E, is the
activation energy, and R is the gas constant. A plot of In(k)
against 1/T in Figure 10 shows the Arrhenius behavior.
The activation energy Ex of ca. 141.6 kJ mol™' is somewhat

(30) Tanaka, H. Thermochim. Acta 1995, 267, 29-44.
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Figure 9. Equilibrium compositional analysis for gaseous pro-
ducts from ethanol decomposition: (a) mole fractions of product
gases from 1:3 mixture of ethanol and water vapor, (b) comparison
of hydrogen yield with oxygen impurity and Cu,O aerosols.

higher than the value (114.6 kJ mol ") reported by Kim et al.”* As
characteristics of their commercial Cu,O powder have not been
reported in detail, a direct comparison might be inadequate.
When the linear fitting is confined to the range 525—575 °C,
however, the E5 shows a better agreement with that of Kim et al.,
as seen in Figure 10 with a dotted line. Then, the reaction rate
constant at 600 °C is likely higher than the value expected by the
reaction model. This means there is another factor enhancing the
reaction at 600 °C. This might be related to the significant
morphology change of particles in the range 575—600 °C, which
will be discussed in section 3.5.

3.4. Driving Force for the Phase Reduction. In this sec
tion, we develop a thermodynamic analysis to clarify whether
the phase reduction is limited by solid-state thermodyna-
mics or not. We begin with the calculation of Gibbs energy
difference®®!3? over the reaction of eq 4c. In the presence of an

(31) Qin, W.; Nagase, T.; Umakoshi, Y. J. Appl. Phys. 2007, 102, 124303.

(32) Jeurgens, L. P. H.; Sloof, W. G.; Tichelaar, F. D.; Mittemeijer, E. J. Phys.
Rev. B 2000, 62, 4707.

(33) Smith, D. L. Thin-Film Deposition: Principles and Practice; McGraw-Hill:
New York, 1995; Chapter 6.

(34) Joint Committee on Powder Diffraction Standards - International Centre
for Diffraction Data (JCPDS-ICCD) PCPDFWIN software; version 1.30, 1997.

(35) Girifalco, L. A.; Weizer, V. G. Phys. Rev. B1959, 114, 637.

(36) Pienkos, T.; Gladyszewski, L.; Proszynski, A.; Chocyk, D.; Gladyszewski,
G.; Martin, F.; Jaouen, C.; Drouet, M.; Lamongie, B. Vacuum 2003, 70, 243-248.

(37) Zhou, G.; Yang, J. C. Phys. Rev. Lett. 2004, 93, 226101.

(38) Jiang, Y.; Adams, J. B.; Sun, D. J. Phys. Chem. B 2004, 108, 12851.

(39) Vitos, L.; Ruban, A. V.; Skriver, H. L.; Kollar, J. Surf. Sci. 1998, 411, 186.
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Figure 10. Arrhenius plot for the Cu,O—Cu phase reduction.

interface between two phases, total Gibbs energy difference (AGT)
can be written as a sum of bulk (AG,) and interfacial (AG;,)
terms.>> The bulk Gibbs energy difference for the reaction is
given by

AG, =2Gycu + Gym2o —(Gycwo + Gymz) (8)

where the bulk Gibbs energy G, of each species is calculated from
enthalpy (Hy) and entropy (Sy) of formation as G, = Hy — TS,
which are obtained as a function of temperature from NIST
Chemistry Webbook. If a spherical Cu particle nucleates in a
shell region of Cu,0, the interfacial term arising from Gibbs—
Thomson effect is expressed as”'

4 V
AGy = ‘ZN? )

where ¢ is interfacial tension or energy in the unit of [kJ m %], N
is Avogadro’s number, V' is mean atomic volume of the two
phases, and d_ ¢, is the crystallite size of the Cu phase embedded in
the Cu,O phase, which can be estimated from the XRD profile by
the Scherrer equation.

The ¢ value is approximated by the sum of chemical interaction
energy ¢™ and strain energy ¢™ ™" a5 described in detail in the
Appendix. Unlike the work of Jeurgens et al.*> where most of the
elastic strain was stored in a thin Al,O5 layer on top of an Al
substrate, we assume that part of Cu,O and some of Cu from their
interface are both strained because Cu,0O is not a minor phase
except at 600 °C (see Figure 8b). Thus, the mean values for Cuand
Cu,0 are taken for the term of E/(1 — v)ineq A3. As 1—5nm** or
0.5—2 nm*! has been considered for the thickness of the interface
(h), the middle value of 2.5 nm is taken in this study. As such, a
variety of physical data for the calculation of ¢ are summarized in
Table 1.

Applying the lattice spacings and the physical data to eqs A1—
A4, we calculate the ¢ as a function of temperature, as summar-
ized in Table 2. The strain of /= 0.15 due to lattice mismatch at
the interface during the phase reduction is significantly larger
than that observed in most metal—metal oxide systems (f = 0.02—
0.07).* For this reason, the ¢™* ™" becomes two times larger
than the ¢™, resulting in positive interfacial energy ¢ greater than
free surface tension of Cu or Cu,O (see Tables 1 and 2). Applying
those data in Tables 1 and 2 to eq 9 and using eq 8, we calculate
AG,, AG;,, and AGt at each temperature as summarized in
Table 3. Note that, at 600 °C, the ¢ is replaced simply by the
surface tension of Cu where no interface exists. The table shows
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that AGy is getting more negative with increasing temperature
mainly due to decrease in the AGjy,.

Qin etal.*' suggested that additional work arising from volume
contraction during bee-to-fee transition of Fe under compressive
pressure could affect phase stability significantly. To evaluate the
effect of the work, the pressures built up during the phase
reduction are examined as follows. If one considers a hollow
Cu,O particle with outer diameter o, and shell thickness #, the
shell region is subjected to a compressive field (Pc o) induced by
doubled surface tension as

20cw0 _20cw0
[ 0.2d,

Pcypo = (10)

Once a Cu particle nucleates inside the shell, the ¢ drives the Cu
nucleus to contract with the assistance of Pcy0, building up a
resistant pressure in the Cu particle. The volume contraction will
be continued until the driving forces are balanced with the
resistant force as

4
Pcuo + d¢ at T<575°C
¢,Cu
Py = ’ (11)
docy
9Cu 0t T =600°C
dc.,Cu

Noting that the P, is the maximum resistant pressure at the time
of force balance, we consider two limiting cases: the first one is for
no resistance for the volume contraction, maximizing the positive
work as AW ax = Pcwo(Vewo — VewNa > 0, and the second
one is for the maximum resistance, leading to the negative work as
AWiin = (Pcw2o = Pcw)(Vewo = VewNa < 0. Here, the work
AW is approximated by the mean value of the two limiting works.
For a hollow Cu,O particle of 75 nm in outer diameter, the
pressures and the work are also listed in Table 3. We find that the
adverse contribution of interface AGj,to the Cu phase stability is
partly compensated by the AW, so that the effective free energy
difference (AGt + AW) gets more negative than AGt alone,
indicative of the simultaneous phase reduction with the stronger
driving force increasing with temperature.

3.5. Mechanisms for Phase Reduction and Morphology
Change. So far, we have discussed on the basis of the assumption
that the Cu nucleates in the shell of Cu,O particle without any
justification. Table 2 shows that the Cu lattice is 0.8% compressed
with respect to its unstrained lattice at 525—575 °C but suddenly
recovered to the unstrained lattice at 600 °C (see the behavior of
the lattice spacing dcy 111y in Figure 8a). This behavior is exactly
consistent with that of Pc, when temperature increases. This is
possible only if the Cu crystallites are embedded by Cu,O matrix
below 600 °C. In addition, HR-TEM images were taken near the
surface of and inside the shell of Cu,O at 550 °C. As a result, the
Cu nuclei are more often observed inside the shell region rather
than at the surface. Figure 11 shows an example of the HR-TEM
image taken inside the shell region.

Moreover, though the excess hydrogen exists in the gas phase
as seen in Figure 9, solid-state diffusion of H, through the Cu,O
shell might be a rate-limiting step of the phase reduction. If this is
the case, the Cu should be nucleated at the surface. To rule out this
possibility, the characteristic time for H, diffusion (p y» ~ sz/
Dyy) is calculated for a 100 nm particle (R, = 50 nm) and then
compared with the characteristic time for the reaction (T eacee ~ 1/k
in Figure 10). By applying a typical solid-state diffusion coefficient
(~10_9 cmz/s) to the Dy, we find the 7p 5y, to be ~2.5 x 1072,
which is at least 1 order of magnitude shorter than the T e,
(0.48—1.22 s). Consequently, the H, has already been inside the
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Table 1. Physical Data for Cu—Cu,O System at Standard Conditions

Firmansyah et al.

name value unit
unstrained interplanar distance®* d%u’(m) 2.08 x 10710 m
dcwo11) 244 x 10710 m
unstrained half-cell dimension aly = (P + k> + 1H)'? d%uv(hkl)/Z 1.801 x 10710 m
for cubic structure
Ao = (H* + K2 + LYY d 0 a2 2.113 x 10710 m
atomic volume®? V= G ()}
Ccuwo = 4 for bee structure
Cc, = 2 for fce structure
Ve 1.068 x 107% m® atom™!
“ Vo 3.774 x 10:29 mz atoml_l
O molar interface area 1 9.503 x 10~ m” mol™
Ay = Zﬁ(HOCuzo)ZNa
Poisson’s ratio®® Vcu 0.360
YCu20 0.455
Young’s modulus®’ Ecy 1.240 x 10" Nm?>
Ecuwo 3.000 x 10'° Nm >
surface tension®®* Ocu 1.9 Jm™?
OCcu20 0.7
Table 2. Variations of the Interfacial Energy During the Cu,O-to-Cu Phase Reduction”
7/°C de.co/nm dewain/A dewsoainy/A ¢"™/kim~> f PN kg m ¢kIm™>
525 19.8 2.063 2.433 —0.00363 —0.15180 0.00749 0.00386
550 254 2.064 2.433 —0.00362 —0.15143 0.00745 0.00383
575 29.3 2.066 2.433 —0.00361 —0.15070 0.00738 0.00376
600 27.7 2.078 - - - - 0.00190

“d,,cy is crystallite size of Cu nuclei, dey (111), and deyoo 111y are (111) lattice spacings of Cu and Cu,O phases, respectively, ¢ represents interfacial
tension or energy, and f'is the elastic strain induced by the lattice mismatch.

Table 3. Calculations of Gibbs Energy Difference for Phase Reduction as a Function of Temperature”

T/°C AG,/kJ mol™! AGin/kJ mol™! AGt/kJ mol™! Pcuwo/GPa Pco/GPa AW/kJ mol ™! AGt + AW/kI mol™!
525 —93.54 11.47 —82.08 0.093 0.874 —5.37 —87.5

550 —94.06 8.85 —85.21 0.093 0.695 —3.98 —89.2

575 —94.57 7.54 —87.02 0.093 0.606 —3.28 —90.3

600 —95.07 1.93% —93.14° - 0.275" - -93.1°

“where AG,, AG;,r, and AGt represent Gibbs energy differences corresponding to bulk, interface and, total, Pc, 0 and Pc, are pressures built in Cu,O
and Cu phases during the phase reduction process, and AW is the work done by the pressure which will degrade the driving force for the phase reduction.
b calculated with free surface tension of Cu.

Of particular interest is examination of the size effect of Cu
nuclei on the phase stability or the driving force, especially at the
beginning of the nucleation. Thus, at 525 °C, the terms of AG,,
AGi,i, AGr, and AW are calculated as a function of Cu nuclei size.

& As marked with a dotted arrow line in Figure 12, the interfacial
.02 A term AGj, greatly degrades the driving force AGr as the size of the

S Cu nuclei decreases. Note that there is a crossover of the AGr line
at ~2.5 nm below which the positive AGt destabilizes the Cu nuclei
of such size. However, the critical size is indeed so small as to
approach the grain size limit*' and even more decreased due to the
contribution of AW. Thus, the nucleation of Cu seems to happen
with a very weak thermodynamic barrier. Once a nucleus forms,
it will grow readily to a larger size in order to make the AGt more
negative. Moreover, regarding the denser structure of Cu compared
ot that of Cu,0O, higher Pc»0 might be desirable for the nucleation.

Lastly, let us discuss the relationship between the accelerated
kinetics in Figure 10 and the morphology change observed at
575—600 °C. As temperature increases near 600 °C, the AGt and
AW become more negative (refer to Table 3) mainly due to the
decrease in ¢ and AGy,, thereby facilitating nucleation and
growth of Cu particles in the Cu,O shell. If the interface around
a growing Cu nucleus approaches the outer surface of the shell,
the interfacial tension ¢ likely peels off the thinned part of the
outer surface of the Cu,O. This makes the shell structure greatly

Figure 11. HR-TEM image magnifying an inner region of the
shell structure of Cu,O at 550 °C.

shell region at the beginning of the phase reduction. All these
arguments justify the use of the nucleation and growth model in
the previous section.
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Figure 12. Size effect of Cu nuclei on phase stability.

unstable so that the shell structure begins to collapse. The
structural collapse into smaller fragments of Cu,O suggests that
the nucleation of Cu would be enhanced in the fragments of Cu,O
where the greater Pcy»o is expected due to the decrease of its size.
This conjecture is consistent with the small decrease in the size of
Cu crystallites at 575—600 °C in Table 2 and might be related to
the accelerated reduction kinetics.

Overall, we would like to summarize the mechanism for
morphology change induced by the phase reduction as follows.
Cu nuclei were randomly formed inside of the shell region (refer to
Figure 11), which meant that more than one nucleus existed, and
then several Cu nuclei grew at different places in a shell region,
eventually leading to simultaneous collapse of the shell at several
random sites.

4. Conclusions

Copper nanoparticles were produced by spray pyrolysis of
copper nitrate with an addition of ethanol as a cosolvent. The
current experimental condition in the absence of ethanol was
favored to produce shell-like Cu,O particles. At 15% addition of
ethanol to the solvent, all Cu,O particles were converted to metallic
Cu particles, accompanied by a morphological change from a shell
structure to solid-like structure. With increasing reaction tempera-
ture, initially Cu,O particles underwent two different reaction
regimes: (1) further oxidation to CuO followed by its direct
reduction to Cu at low temperature (450 °C < T < 525 °C), (2)
reduction of Cu,O to Cu at high temperature (7 = 525 °C).
Gas-phase thermodynamic analysis showed that the first regime
was chosen due to the insufficient production of H, from the ethanol
decomposition at 7' < 525 °C. However, the phase reduction in the
second regime was not limited by the H, yield, which was confirmed
by a simple scaling analysis. The reaction kinetics was also investi-
gated and the resultant activation energy (105.5 kJ mol™") was in
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reasonable agreement with the literature value (114.6 kJ mol ")
below 575 °C. Solid-state thermodynamic analysis suggested that
the nucleation and growth model would be the mechanism of
phase reduction. We also suggested that the nucleation of Cu
happening with a very weak thermodynamic barrier would be
enhanced by the structural collapse induced by the interfacial
tension.
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Appendix. Calculation of interfacial energy

On the basis of the thermodynamic model of Jeurgens et al.*

who described the phase stability of amorphous and
y-phase Al,O; formed on the surface of Al substrate, the inter-
facial energy ¢ is modeled as a sum of chemical interaction
energy ¢™ and strain energy ¢™ ™" induced by a lattice
mismatch at the Cu—Cu,O interface. Though details of the
calculations of the terms are available in their work,*
some of equations are introduced briefly for convenience as
follows. 4

The term of ¢™ can be estimated from the enthalpy of
mixing (AHG in cu) at infinite dilution of 1 mol O atoms in Cu
phase as

; LAH,
¢ml —— OinCu Al
The molar interface area of oxygen Aoy is calculated from the
unstrained lattice spacing of Cu,O and is estimated from the
enthalpy of formation AH{CM@ per mole of O by the empirical
relation as

AHG . =1 2AHE 5o +1x10°  [J mol '] (A2)

The term of ¢™™N is approximated by the elastic strain
energy stored in the interface per unit interface area as

mismatch E 2
g —p = f (A3)
where /1 is the thickness of the interface storing elastic strain due to
the lattice mismatch, E and v are the Young’s modulus and the
Poisson’s ratio of the interfacial material, respectively, and fis the
elastic strain parallel to the interface. The fis approximated by the
relative lattice mismatch as

d —d,
fe Cu,(lclil) Cu20, (111) (A4)
Cu20, (111)

where dey 111y and deyoo, 111 are lattice spacings of the strained

lattices that can be calculated from the peak position of each
phase by Bragg’s diffraction law.
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