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The formation of hollow-structured oxide nano-
particles is primarily governed by the Kirkendall effect.
However, the degree of complexity of the oxidation process Oxidation
multiplies in the bimetallic system because of the incorpo-
ration of more than one element. Spatially dependent
oxidation kinetics controls the final morphology of the hollow
nanoparticles, and the process is highly dependent on the
elemental composition. Currently, a theoretical framework that can predict how different metal elements result in
different oxide morphologies remains elusive. In this work, utilizing a combination of state-of-the-art in situ
environmental transmission electron microscopy and three-dimensional (3D) chemically sensitive electron tomography,
we provide an in situ and 3D investigation of the oxidation mechanism of the Ni—Fe nanoparticles. The direct
measurements allow us to correlate the 3D elemental segregation in the particles with the oxidation morphologies, that is,
single-cavity or dual-cavity hollow structure, and multicavity porous structures. Our findings in conjunction with
theoretical calculations show that metal concentration, diffusivity, and particle size are important parameters that dictate
the mechanical and phase stabilities of the hollow oxide shell, which in turn determine its barrier properties and the final
hollow oxide morphology. It sheds light on how to use multielemental oxidation to control morphology in nanomaterials
and demonstrates the power of 3D chemical imaging.

Hollow Dual-Cavity Porous
S

3D electron tomography, internal oxidation, porosity, pinhole, Ni and Fe spinels

ollow nanomaterials' ® have attracted increasing monometallic nanoparticles, where the oxidation process has
interest’” due to their potential applications in been well-characterized by in situ X-ray and transmission
catalysis," "' sensing,'> energy storage,'”'* and electron microscopy methods, so far, a theory that can predict
drug delivery.* Many works have focused on developing how multimetallic nanoparticles evolve during oxidation still
methods to control their morphology and composition, which remains elusive. Recent works have shed some light on the
in turn tune their properties.”">~'* Oxidation-induced hollow- complexity, but the understanding is far from complete.”” The
nanostructured bimetallic oxides'”'”™*' is of particular difficulty of studying multimetallic oxidation lies in the
importance, because the synthetic method is low-cost and evolution of three-dimensional (3D) heterogeneity in both
scalable. Achieving a comprehensive understanding of the
reaction mechanism and the transformation kinetics during the March 22, 2018
oxidation process is of great importance toward tailoring the August 6, 2018
morphology and properties of hollow or porous oxides. Unlike August 6, 2018
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structure and chemistry within the nanoparticles during
oxidation.

In this work, utilizing a combination of state-of-the-art in situ
environmental transmission electron microscope and 3D
chemically sensitive electron tomography, we provide an in
situ and 3D investigation of the size and composition-
dependent oxidation of a NiFe,_, nanoparticle system, with
varying x. With the tomography technique, we can unscramble
the information that is lost in projected images and mappings.
By tracking the oxidation process performed inside an
environment transmission electron microscope (ETEM), we
uncovered three types of reaction route that results in three
different morphologies, that is, porous, dual-cavity, and hollow
structures. The results demonstrate that the final morphology
of the oxidized products is determined by the formation of
pinholes in the oxide shell and voids at the core/shell interface.
Statistical analysis shows that the resulting oxide morphology is
strongly correlated with particle size and elemental composi-
tion: hollow products dominated the smaller particles, while
the porous ones dominated the larger particles; meanwhile, the
probability of forming porous structure decreases with
increasing Fe concentration (in other words higher Ni
concentration leads to more porous oxides). The stress and
composition evolutions inside the particles appear to have
strong impact on the stability of the oxide shell. Our theoretical
modeling verifies this hypothesis and shows that these size and
composition-dependent oxidation behaviors are very likely a
result of the particle stress caused by heterogeneous phase
distribution and concentration gradient. By combining all these
techniques and theoretical analysis, we developed a framework
that can predict the complex behavior in bimetallic and
multimetallic systems, which can guide the rational synthesis of
samples with different hollow morphologies.

RESULTS AND DISCUSSION

Electron Tomography of Fe—Ni Particles before and
after Oxidation. Figure 1 shows 3D ex situ characterization of
the Ni—Fe particles in the pristine (Figure la), fully oxidized
(Figure 1b—d), and partially oxidized (Figure le) stages using
electron tomography (see Methods Section). Figure 2 shows
their corresponding 3D chemical structures reconstructed
using chemically sensitive electron tomography (see Methods
for details). The pristine particle features a round solid
structure with relatively uniform Ni—Fe compositional
distribution (Figures la and 2a, Video S1, and Figure S1),
which demonstrates the bimetallic particles are structurally and
chemically homogeneous before the oxidation reaction. After
oxidation, however, we found that that round and solid
metallic particles transform into a complex 3D structure (also
see the chemical mappings in Figure S2). The structural
complexity can be classified into three categories: (1) a single-
cavity hollow structure, (2) a dual-cavity structure, and (3) a
multicavity porous structure. The single-cavity hollow particles,
in contrast to the dual-cavity and the porous particles, has a
closed shell (see the cross sections in Video S2)—the shell
wall is continuous with no cracks or pinholes. Because the self-
diffusivity of oxygen is orders of magnitude slower than those
of nickel and iron in their oxides (Figure S3a),”>~*" the solid
oxide shell serves as an oxygen barrier to only allow the metals
to diffuse outward, and therefore, it forms a hollow particle. On
the one hand, this kinetics controlling oxidation behavior at the
nanoscale has been well-explained by the Kirkendall
effect.”** 7" On the other hand, the dual-cavity and porous
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Figure 1. 3D ADF-STEM tomographic reconstruction of (a)
pristine (see also Video S1), (b—d) fully oxidized (see also Videos
S2, S3, and S4, respectively), and (e) partially oxidized (see also
Video SS) particles. Fully oxidized products exhibit three different
morphologies: (b) single-cavity hollow structure ; (c) dual-cavity
structure; (d) multicavities porous structure. Scale bar, 50 nm.

particles feature multiple pinholes in the outer shell wall
(Figure lc,d and Videos S3 and S4). By reconstructing a
partially oxidized particle (Figures le and 2b and Video S5),
we obtain a frozen snapshot of these pinholes at the early
development stage. It is worth noting that, on the lower-right
of the particle, there is a pinhole that had just developed
between the metal core/oxide shell interfaces. This pinhole
would expose the metal core to the oxygen environment if the
reaction continues.

In addition to the morphological complexity, the chemical
structure of the oxidized particle also offers information
regarding the structural formation mechanism. Figure 2¢ shows
that the hollow particle has obvious chemical segregation with
more iron segregating to the outer surface of the shell wall.
This oxygen adsorption-induced segregation phenomenon is
driven both by the diffusion kinetics and the oxidation
thermodynamics (the Ellingham diagram of Fe, Ni oxides,
which relate to the oxidation potential, is shown in Figure
S3b)—iron diffuses faster than nickel and binds stronger with
oxygen than nickel does. (The theory of oxygen adsorption-
induced segregation is explained in detail in our previous study
of the Ni—Co system.””) Therefore, iron segregation in this
system can be used as a probe for where exposure to oxygen
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Figure 2. Chemically sensitive tomography of particles (a) before
and (b) after partial and (c—e) full oxidation. Chemical
segregation varies with the morphology of oxidized product,
suggesting the spatial-dependent oxidation pathway differs in
different morphology. Note the pinhole on the lower-right of the
particle in (b). Scale bars are (a, b) 50 nm and (c—e) 20 nm.

had happened. In the porous particles (Figure 2e), some of the
interior surfaces as indicated by the arrow also show iron
segregation. Particularly in the dual-cavity particle (Figure 2d),
the cavity separator shows iron segregation to the side where
the shell wall is discontinuous. These suggest that oxygen had
infiltrated the broken cavity and induced iron segregation to
the broken side.

All this evidence suggests that the pinhole formation in the
shell wall during the oxidation process is key to the
development of the complex internal oxidation microstructure.
This aspect of the Ni—Fe system is similar to the Ni—Co
system we previously reported: the development of pinholes
allows infiltration of oxygen to the interior of the particles to
allow internal oxidation.”” However, we found the probability
of occurrence of single-cavity hollow structure is high in the
Ni—Fe system, as opposed to only ~5% in the Ni—Co case.
The large difference between the two systems is surprising. To
understand the mechanisms underlying the difference between
the two systems, we next performed in situ investigation of the
oxide formation process.

In Situ Environmental Study of the Formation of
Different Oxide Morphologies. Figure 3a and Video S8
show the dynamic process of forming the multicavity porous
structure during oxidation in oxygen at 650 °C inside the
ETEM. After it was heated for 23 s in O,, the pristine
Nij¢,Feg3; particle was enclosed by a low-intensity layer
marked by the red arrow, forming a core—shell structure. The
low-intensity layer continued to grow thicker until reaching a
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Figure 3. In situ observation of morphology and compositional
changes during Niy4,Feys; oxidation. (a) Time-lapsed images
showing the internal oxidation behavior during the porous
structure formation process (see also Video S6). (b) The
corresponding EELS mapping of Fe, Ni, and O at different
oxidation stage. (c) Time-lapsed images show the formation
process of the dual-cavity structure (see also Video S7). (d) EDS
mappings in (d;) partially and (d;) fully oxidized particles show
the elemental segregation is different in the two cavities, which
reflects the oxidation direction. (e) Time-lapsed images show the
dynamic formation process of off-center hollow structure (see also
Video S8). (f;) The elemental distribution of a partially oxidized
hollow structure. EDS mappings of a fully oxidized hollow
structure shown in (f;), where Fe only concentrates on the outer
shell, suggesting that this oxidation mechanism is dominated by
the regular Kirkendall effect. Scale bar, 20 nm.

critical shell thickness.”” Subsequently, multiple voids simulta-
neously formed at the core/shell interface and separated the
core from low-intensity shell, as the yellow arrows indicate.
The positions where the voids nucleate and grow are
influenced by the grain boundaries, as they play important
roles of trapping vacancies and thus lead to a local
development of voids.”** Then, the metal core started to be
oxidized inside the previously formed shell, and another shell
appeared internally. The voids marked by the green arrows
increased in size, and the shells grew thicker, whereas the
previously formed voids marked by the yellow arrows
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Figure 4. (a) Schematic cartoon compares the oxidation routes of forming different oxide morphologies. Two key factors that can determine
the final morphology are (1) pinholes formation in the oxide shell wall and (2) voids formed at the core/shell interface. (b—d) Statistical
analysis of how the oxide morphology is dependent on particle size and Ni/Fe composition: (b) Niy¢,Fe, 3, (c) NigsFeys, (d) Nig3Feq 67

decreased in size. As the oxidation process proceeded inside
the second shell, the two shells continued to extend and
eventually produced a porous structure with double shell walls.
We can distinguish the oxidized volumes from the nonreacted
metal by the Z-contrast intensities in high-angle annular dark-
field scanning transmission electron microscopy (HAADF-
STEM) images; higher intensity represents higher mass
density, and the atomic mass density of Fe—Ni alloy is higher
than their oxides.

To observe the elemental redistribution during the oxidation
process in situ, we stopped heating the sample at a few
representative stopping points and used electron energy loss
spectroscopic (EELS) imaging in the scanning transmission
electron microscopy (STEM) mode to acquire elemental
maps. By comparing the maps of the particle before oxidation
(Figure 3b;) and at the partially oxidized stage in Figure 3b;,
we can conclude that the low-intensity surface layer mentioned
above is an oxide layer. Oxygen reacted with nickel and iron on
the particle surface and formed a thin oxide layer first. Then
iron and nickel diffused through the previously formed oxide
layer and reacted with oxygen on the surface, resulting in an
outer Fe-rich oxide shell. Afterward, the inner Ni-rich oxide
layer formed as the oxidation process proceeds, as marked by
the red arrow (Figure 3by;). From the EELS maps of the
completely oxidized particle, we found the product featured
obvious elemental segregation, where Fe concentrates on the
outer surface of the shell and around the surface of internal
cavities (indicated by the yellow arrows in Figure 3by).

Figure 3c and Video S7 show the in situ formation process of
a dual-cavity structure during Ni, 4 Fe(3; oxidation. Initially,
the particle surface formed a thin oxide layer, which became
thicker as the oxidation proceeds. Subsequently, a single void
appeared at the interface of core/shell, which however stopped
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growing after several seconds. Later, another single void
appeared at the position indicated by the green arrow and grew
until the particle was completely oxidized. The growth behaves
like the particle formed two hollow cavities that are separated
by a separator. We can deduce that oxygen infiltrated inside
the particle during the oxidation process as the separator is also
oxide.

Figure 3d shows that, although the shell wall has higher iron
composition in the outer surface and higher nickel
composition in the inner surface, the elemental distribution
is significantly different in the two cavities. The thickness and
concentration of outer Fe-rich shell is much larger than inner
Ni-rich shell in the first formed cavity, which is different from
that in the second formed cavity. Similar elemental segregation
in other dual-cavity particles was shown in Figure S4. In Figure
S5, we used several particles with different degrees of oxidation
to retrieve the information on elemental redistribution during
the oxidation process. At the initial stage, Fe-rich oxide layer
formed on the particle surface, and then Ni-rich oxide
appeared in the inner wall as oxidation continues. After the
first void stopped growing, an Fe-rich oxide separator formed.
Subsequently, the second void appeared and started to grow,
during which process the Ni-rich oxides formed at the
separator and thickened in the shell. It eventually formed a
dual-cavity particle with different elemental distributions. The
oxidation direction can be easily distinguished, as the elemental
segregation differs in the two cavities.

Time-lapsed Z-contrast STEM images displayed in Figure 3e
show the in situ formation process of a hollow structure during
Nij 4,Fe( 33 oxidation. A single void formed at the interface of
core/shell, until the oxide layer reached a critical thickness.*”
The void grew bigger, and the shell became thicker, until the
particle was oxidized completely, leaving an off-center cavity
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Figure 5. (a) Schematic illustration showing the nonuniform distribution of oxides concentration in the oxide shell of a spherical particle. (b)
Distribution of oxides concentration in a 100 nm particle with different diffusion rates (in different alloy systems). (c) Distribution of oxides
concentration in particles with different size (diffusion rate is kept the same). (d) Calculated surface stress in various-size particles with

different diffusion rates.

inside the particle. Note that the oxidized shell wall adjacent to
the point where the void nucleated changed negligibly, while
the shell wall opposite to the void increased in thickness as the
oxidation process proceeded, due to the more ample supply of
out-diffusing metals on that side. We can clearly see that the
oxidation behavior happens on the particle’s external surface,
which is different from the porous structure. The surface
oxidation behaviors and formation of asymmetrical hollow
structure can be repeatedly observed in different particles, as
the images in Figure S6 and the dynamic oxidation processes
in Video S8 show. STEM energy-dispersive X-ray spectro-
scopic (STEM-EDX) mappings displayed in Figure 4f indicate
obvious elemental segregation—the hollow particle features a
Fe-rich outer shell and a Ni-rich inner shell.

Summary of the Oxide Particle Formation Process.
Figure 4a compares the formation process of different oxide
morphologies. Initially, oxide layer forms and becomes thicker
on the external surface of all particles. After the oxide layer
reaches a critical thickness, oxidation mechanism starts to
diverge. For porous particles, multiple voids simultaneously
form at the interface between the oxide shell and metallic core.
However, only the void (void 1) within the solid shell
continues to grow, as metal atoms must diffuse outward
through the solid oxide layer and react with oxygen.
Meanwhile, other voids (void 2) stop growing and even
become smaller, as a new oxide layer is produced and grows
inside the particle, because the broken shell allows oxygen

infiltration. As the oxidation process continues, the initially
formed solid shell can fracture and further lead to more cavities
(voids 3 and 4), in keeping with the behaviors reflected by the
images in Figure 3a. It is reasonable to deduce that, even if
multiple voids are generated, the particles would hollow out as
a single-cavity structure if no pinhole/fracture forms in the
exterior oxide shell wall.>>** That is to say, the formation of
porous structure should be attributed to the combination of
multiple voids formation at oxides/metal interface and
fracture/pinhole formation in the exterior oxide shell wall,
although the two could be causally related. In contrast, on the
one hand, the dual-cavity structure is formed because only a
single void was formed, and the exterior oxide shell wall broke
on the single-void side. On the other hand, a single void
enclosed by a solid shell results in hollow structure that has
asymmetric shell thickness. The holes drawn in Figure 4a do
exist in the 3D volume but cannot be observed in the
projection images, as the shell inevitably overlaps with the core
in two-dimensional (2D) projections. We draw the schematics
here to summarize the formation process.

To exclude the electron-beam (e-beam) effect in the in situ
oxidation experiments, we examined the sample under e-beam
irradiation for 2 h, and we did not observe any perceivable
change in both morphology and microstructure during the
irradiation process (see Figure S7 in Supporting Information),
which means our samples are relatively insensitive to e-beam
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irradiation, although in many other cases the electron beam
can induce local heating, knock-on damage, and coalescence.

Statistical Analysis of Composition and Size Depend-
ency. Our experimental observation shows the occurrence of
single-cavity hollow structure is high in the Ni—Fe system, as
opposed to only ~5% in the Ni—Co case we previously
reported.”” To understand the large difference between the
two systems and provide a unified theory, we performed a
systematical experiment and analyzed three different Ni/Fe
compositions. To retrieve the statistical dependency of
morphology on particle size, we imaged and analyzed more
than 400 oxidized particles for each Fe/Ni composition—that
is, Niy¢,Fegs3, NigsFeys, and Nijs3Feqq,. These particles are
alloys rather than intermetallic compounds, which have been
verified by the powder X-ray diffraction (XRD) results in
Figure S8a. The three compositional samples show the same
host crystal structure (face-centered cubic (fcc) Fe—Nj, slight
peak shift are caused by the varying contents of Fe, which
dissolved into Ni) except weak body-centered cubic (bcc) Fe
peaks are detected in the NiysFeys and Nij33Fe 4, systems,
which, however, does not affect our statistically significant
conclusions (see Figure S8 in Supporting Information for more
details). We name the three alloy systems based on their
nominal molar ratios of Fe and Ni, which are very close to the
average atomic ratios measured by EDX mappings (see Figure
S8b and the Method Section for more detail). As the results in
Figure 4b—d show, the oxide particles’ morphology is found to
be size- and composition-dependent. The hollow structure
dominates the smaller sizes, while the porous structure
dominates the larger particles. The dual-cavity structure has
relatively few occurrences and does not affect the size-
dependent trend. Furthermore, the chance of forming porous
structure decreases as the composition of Fe increases in Fe—
Ni alloy, which is likely related to the change of diffusivity in
different composition systems. As shown by our 3D and in situ
images, the formation of different morphology particles is very
likely determined by pinhole/crack formation in the exterior
oxide shell. Thus, we can make a reasonable deduction that the
formation of pinholes and voids are greatly affected by the
particle sizes. Specifically, the probability of forming broken-
shell walls and multiple voids for larger-sized particles/Ni-rich
system is higher than that for smaller-sized/Fe-rich system
particles due to Weibull statistics.

The voids formation behavior depends on the balance of the
formation rate and migration rate of vacancies.”” If vacancy
formation determined by the outward diffusion of the metallic
atoms through the oxide layer is significantly slower than the
vacancy migration rate determined by the self-diffusion of
metallic atoms in the alloy core, single void appears. Otherwise,
multiple voids form.* The diffusion coefficients for different
particles in the same alloy system and reaction conditions are
identical, and therefore the generation of voids should mainly
be ascribed to the difference in diffusion distance. For larger
particles, before metallic atoms diffuse a long distance to
condense all the vacancies into one single void, the outward
diffusion of atoms through oxide layer has already increased
the local vacancy concentration in different locations and thus
is more likely to produce multiple voids.**

Theoretical Modeling of Stress Cracking in the
Exterior Oxide Shell. The nucleation and growth of crack/
pinholes in the oxide shell wall is likely induced by the stress®®
that was built up during the oxidation process. Here, we used a
simple kinetic model that includes both size and composition
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dependencies to estimate the particle stress by calculating the
oxides concentration (oxidation) gradient. We model that
there is an oxide concentration gradient from the outer surface
to the inner surface of the oxide shell (Figure Sa). The gradient
is dependent on the self-diffusivity of the transition metals
through their oxides (see Methods Section for mathematical
details). The oxide gradient is less if the diffusion rate is higher
(Figure Sb). Here the effective diffusivity is a combined effect
of Ni and Fe. As the self-diffusivity of Fe in its oxide
compounds is order of magnitude higher than that of Nij, the
diffusion rate D for Ni, ,Fe, 33, Nij sFey s, and Nig 33Fe 47 ranks
as follows: Dyjossre0s7 > Dniosreos > Dniosrreoss- As the
diffusion rate of oxygen is much slower than metallic atoms in
the oxide layer, we assume only the outward diffusion of the
transition metals contribute to the effect. As shown in Figure
Sb, there is a much larger concentration gradient for
Nij ¢,Fe 33 because it has the lowest diffusion rate.

The particle size also plays an important role in our model.
As shown in Figure Sc, the longer diftusion distance results in
larger oxides concentration difference under the same diffusion
rate. The stress at surface as a function of particle size and
diffusion rate (in different composition system) is shown in
Figure 5d. We can find that surface stress increases with
increasing particle size, and this result gives a good explanation
to why bigger particle favors forming pinholes in the shell wall
(and then porous structure). At the same time, we also find the
system with a faster diffusion rate has lower surface stress. The
result is in agreement with our experimental observation that
the occurrence of porous particles decrease with the increase of
Fe concentration, as the diffusivity of Fe is much higher than
Ni through the oxide (as Figure S3 shows). This surface stress
model captures the major contributions to the size- and
composition-dependent oxidation behaviors in Fe—Ni alloy
system. Finally, this model reconciles the fact that the Ni—Co
system has less occurrence of single-cavity hollow structure—
Ni diffuses slower than Co in the oxide layer and results in
larger stress in the shell.*>'*'%?73¢

Apart from oxidation kinetics, the thermodynamics of the
final oxidized products may also play an important role in
causing cracking and the resulting porosity (Figures S9 and
S10 in Supporting Information). For the Fe-rich system, the
alloy core, which was enclosed with an Fe oxide layer, can
transform into an Fe-rich inverse spinel structure (e.g.,
NiFe,0,), which is stable during high-temperature oxidation.
However, after Fe is depleted completely, it is energetically
unfavorable for a Ni-rich oxide to maintain an inverse spinel
crystal structure, because NiFe; O, (x > 1) is not stable.*
Instead, Ni-rich inverse spinel structure will lose oxygen and
tend to phase separate into Fe-rich oxides and NiO
precipitate,”” which is evidenced by our XRD result showing
that the content of NiO is increased in the Ni, 4 Fe,3; system
(Figure S10). Phase separation developed with thickening
oxide can lead to strain mismatch along the phase boundary
and cracking. Therefore, it is very likely that the phase
instability of the nickel-rich oxide is a cocontributing factor to
the formation of pinholes in an oxide shell wall, leading to
repeated internal oxidation. It also agrees with our observation
that the Ni-rich system has a higher chance of forming a
porous structure, while Fe-rich system is prone to producing
hollow structures with solid shells.

DOI: 10.1021/acsnano.8b02170
ACS Nano 2018, 12, 7866—7874


http://dx.doi.org/10.1021/acsnano.8b02170

ACS Nano

CONCLUSION

In summary, we systematically investigated the oxidation
behavior of Ni—Fe alloy nanoparticles with the assistance of in
situ ETEM imaging, 3D mass contrast, and chemically sensitive
tomography. We revealed that the complexity of oxide
structural evolution is controlled by phase, composition, and
stress evolutions. Our stress-cracking model of the oxide shell
wall provides a unified theory that reconciles our experiments
findings for different bimetallic systems. The results provided
guiding principles for synthesizing hollow-structured oxides
that could potentially widen their applications in different
fields.

METHODS

Preparation of Ni—Fe/CNT. The carbon nanotube-supported
Ni—Fe-based alloy particles were obtained via a simple impregna-
tion—reduction method. Typical for Nij, sFe, 5 alloy, 108 mg of NiCl,
6H,0, 90.3 mg of FeCl,»4H,0 (molar ratio = 1:1), and 87 mg of
carbon nanotubes (CNTs) were dispersed in a 25 mL beaker by using
purified water (10 mL) as solvent. The mixture underwent magnetic
stirring and ultrasonic dispersion at 60 °C, until the solvent was
evaporated. To ensure complete drying, the mixture was put into a
vacuum drying oven at 40 °C overnight. After it was fully milled in an
agate mortar, the powder was calcined in a tube furnace at 350 °C for
3 h under H, atmosphere to obtain an alloy structure, which was
labeled as NiysFeys/CNT. The Nigg,Fey33/CNT and Nig33Feq s/
CNT samples were obtained via the same method and varying molar
ratio of NiCl,*6H,0 and FeCl,*4H,0O to 2:1 and 1:2.

Ex Situ Oxidation of Ni—Fe/CNT in Air. The as-prepared
Ni,Fe/CNT powders were placed at ceramic crucibles and then
transferred into tube furnace. After it was oxidized at different
elevated temperatures (350, 400, and 450 °C) for 4 h with a ramp rate
of 1 °C/min for heating, we removed the samples from the furnace
and left them to cool to room temperature. Then the oxidized powers
were ultrasonically dispersed into methanol and dropped onto Cu grid
coated with lacy carbon for further TEM characterization.

In Situ oxidation of Ni—Fe/CNT in ETEM. We used a field-
emission ETEM (FEI Titan 80—300 keV, operated at 300 keV)
equipped with an objective lens spherical aberration corrector to
perform the in situ oxidation experiments. The as-prepared NiFe/
CNT powders were first ultrasonically dispersed into methanol and
then drop-casted onto a nonporous silicon nitridle TEM membrane
that would be transferred into a DENS solutions Micro Electro-
mechanical System (MEMS) device-based heating holder subse-
quently. The local heating on the MEMS device is based on the Joule
heating of a micropatterned metal heater. The resistance of the heater
has a linear response to temperature in the range from room
temperature to 1300 °C. The manufacturer had already measured the
relationship between the temperature and the resistance of the heater
prior to experiments (The temperature was measured using Raman
scattering of the silicon substrate). Before the in situ oxidation
experiments were performed, we also calibrated the temperature by
inputting the initial resistance and manufacture parameter of the
MEMS chip, respectively. The temperature that can be calculated by
measuring the heater resistance was recorded by the software
Digiheater. Before it was heated, we preflow oxygen for 20 min,
and the pressure in the objective area is set to 0.2 Torr. When
performing in situ oxidation experiments, the temperature was
elevated to 650 °C from 23 °C in S min. The in situ annular dark-
field scanning transmission electron microscopy (ADF-STEM)
images were acquired in the STEM mode, and the electron energy
loss spectroscopy (EELS) data were acquired by a Gatan Tridiem
spectrometer.

ADF-STEM and EDX Chemical Tomographic Reconstruc-
tion. A 200 keV field-emission S/TEM (FEI Talos F200X) equipped
with a four-quadrant EDX detector was used to perform the
chemically sensitive electron tomography. ADF-STEM tilt series
images were recorded from —74° to 74° with 2° intervals, while the
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chemically sensitive tilt series data were acquired from —75° to 75°
with 5° or 7° intervals. No noticeable mass loss or radiation damage
was observed during the data acquisition process. The 3D tomograms
were reconstructed using a Matlab script package (e-Tomo) written
by Robert Hovdenand visualized by Avizo.
Theory Calculating Methods. We used Cahn—Hilliard equa-

tion™’

oc

3 VMcV(Ap) 1)
to describe the evolution of the oxides concentration (c) inside a
particle. M is the mobility tensor, which relates to the diffusion of Fe
and Ni ions (here, they were taken to be isotropic and constant). The
chemical potential Ay

i
dc

Au - kVZ

)

derives from the homogeneous concentration-dependent free energy f
and the Cahn—Hilliard gradient energy coeflicient k. The free energy
includes the chemical free energy that is dependent on the chemical
composition and the elastic energy arising from the lattice misfit strain
between oxides and metallic cores. In our simulation, the maximum
oxides concentration was rescaled to 1. With the definition of

chemical potential from chemical free energy, Z—{ = kT In a, where a

= yc and y = 1 (dilute limit), eq 1 can be simplified into general
diffusion equation if other effects are ignored.*' For the isotropic
approximation, the elastic energy is

£,(0) = (g - %](er, 4 265 — 3%0) + ule, — €20))

+ 2(egg — ') (3)
where €

j(c) = Aé‘gc; Asg is the maximum misfit strain between oxides
and metallic cores; K and y are elastic constants;*” €, and &g are
radial strain and axial strain, respectively. In our program code, we
changed loop number after each step of oxidation to calculate the
effect of diffusion rate.
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Video S1.
Video S2.
Video S3.
Video S4.

Video S5

Video S6.
Video S7.
Video S8.

A series of cross-sections of a reconstructed pristine particle.
A series of cross-sections of a reconstructed hollow fully oxidized particle.
A series of cross-sections of a reconstructed dual-cavity fully oxidized particle.

A series of cross-sections of a reconstructed porous fully oxidized particle.

. A series of cross-sections of a reconstructed partially oxidized particle.

Dynamic process of porous particles formation during oxidation.
Dynamic process of two-cavity particles formation during oxidation.

Dynamic process of hollow particles formation during oxidation.



Figure S1. HAADF image of particles before (a) and after (d) oxidation. TEM image of particles before
(b) and after (e) oxidation. Diffraction pattern of particles before (c) and after (f) oxidation. Scale bar,
(a,b) 50nm, (d,e) 200nm, (c,f) 5 1/nm.
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Figure S2. Chemical mapping of iron and nickel distribution in different Nigs;Feq3; nanoparticles (a)
before and (b) after complete oxidation. Different color arrows in (b) represent different morphologies—
(i) porous (e), (ii) dual-cavity (f), (iii) hollow (g). Electron energy loss spectrum (EELS) extracted from

the spectral image of nanoparticle (c¢) before and (d) after oxidation. Scale bar, (a,b) 100nm; (e-g) 20nm.
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Figure S3. (a) Temperature-dependent diffusion coefficient of O and metal Fe, Ni in their oxides. The
green area corresponds to the temperature in our experiments. (b) Ellingham diagrams of iron and nickel
oxides at one atmosphere pressure. According to this, the outward segregation phenomenon of iron oxides
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Figure S4. (a) HAADF images and (b) corresponding EDX Fe-Ni color-mix mappings of fully oxidized

two-cavity particles, showing obvious elements segregation in two cavities.



Figure S5. EDX mappings of particles at different oxidation degree during dual-cavity structure

formation process.



Figure S6. (a) HAADF images and (b) corresponding EELS Fe-Ni color-mix mappings of fully oxidized

hollow particles, showing obvious elements segregation along oxidation direction. Scale bar, 20nm.



Figure S7. HAADF images show the particles at different irradiation time, from that we found the

samples are robust and insensitive to electron beam. Scale bar, 50nm.
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Figure S8. (a) X-ray diffraction (XRD) patterns and (b) compositional atomic ratios (Ni:Fe) in different
particles of the as-prepared pristine samples. The calculated average atomic ratio is 2.07+0.08,1.02+0.07
and 0.594£0.07 for Nigg¢Fepss, NigsFegs and NigssFegs; system (very close to the nominal ratios),
respectively.(c) Phase transformation of a typical NiysFey s particle under 1200°C for 30 minutes. (d) The
fcc Nig¢7Feg 33 particle is shown here for comparison. (e) Statistics of oxides morphology of the heated
particles in different size and system after the in-situ oxidation of the heated samples.

From the powder XRD pattern in Figure S8a we find the three samples show same host
crystal structure (fcc Fe-Ni, slight peak shift were caused by the varying contents of Fe which
was dissolved into Ni) except little difference that weak bcc Fe peaks were detected in the
NigpsFeps and Nigi3Feoq7 systems. This phase separation is inevitable during sample synthesis

processes, which is in accordance with the Fe-Ni binary phase diagram and our previous work.



Although the crystal structures in three samples are not exactly same, we do not think the
appearance of bcc iron peaks is a main factor that affects our conclusion that the morphology is
size/composition-depended. The reasons are as followings. (1). NigsFeys and Nig33Fep 7 show
the same crystal structure but they also exhibit obvious difference in the occurrence of porous
structures, as the same way as Nigg7Feo33 and NigsFeps system do. (2) To further exclude the
effects of little difference in crystal structure, we heated the samples at 1200°C for more than 30
minutes before performed the in-situ experiments, in which the Fe atoms can further dissolve
into Ni and form pure fcc structure (in keeping with the Ni-Fe phase diagram). Atypical particle
(Fe:Ni=1:1) that has been transferred from separate phase to pure fcc structure under elevated
temperature is shown in Figure S8c-8d. (The fcc NiggFepss particle is shown here for

comparison)

The samples were cooled down to room temperature for about 30 minutes after the phase
transformation was done, then we started to perform the in-situ experiments under the same
experimental conditions as mentioned in the manuscript. After oxidizing the samples, we did the
statistics of morphology of oxidized particles under different size ranges and systems (the dual-
cavity structures show very little occurrence and we counted it as hollow structures here), as
shown in Figure S8e. From the statistics results that displayed in the following figures, we found
it exhibits the similar trends as the oxides after ex-situ oxidation of the as-prepared samples show
(The occurrence of porous structure is high in Ni-rich system, while the occurrence of hollow
structure is high in Fe-rich system). These results further confirmed that the effect of little
difference in crystal structure can be negligible in our works. The two main parameters that

affect the oxidation pathways and oxides morphologies are size and composition in particles.

The measured average ratio Ni:Fe is 2.07+0.08,1.02+0.07 and 0.59+0.07 for Nig¢7Feo 33,
NigsFeos and Nig33Fe 67 system (close to the nominal ratios), respectively. These results verify
that there are composition differences for different system. Although the composition for each
particle in one system is not exactly the same, it does not affect the size/composition-depended
oxidation behavior because we get the results from large number of statistical data-more than

400 particles for each system.
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Figure S9. EDS clemental Fe, Ni mappings of oxidized particles in different composition system (i)
Nig¢7Feoss; (i) NigsFeos; (iii) NigssFeoqr. (a, b) represents porous and hollow structure, respectively.

From that we can find the elements distribution is independent of the alloy composition.
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Figure S10. XRD results of the oxidized products in the three composition systems.



