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Lithium-ion battery cathodes are porous composites of active material, conductive carbon, and polymer
binder. Controlling the cathode microstructure is key to achieving high energy density and cycling
stability. Current characterization techniques lack the nanoscale resolution over representative volumes
necessary to relate cathode microstructure to cycling performance. To address this challenge, we utilize
contrast-variation small-angle neutron scattering to quantify the chemical and structural features of
cathodes wet by dimethyl carbonate, representing a relevant solvent environment. Using neutron
scattering measurements, we identify an expansion in carbon and polymer structures that arises after

calendering and wetting with solvent. Further, we deconvolute the carbon and binder phases to obtain
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Accepted 23rd October 2024 the solvent-accessible carbon black surface area, which we correlate to diminished capacity retention

driven by electrolyte decomposition on exposed carbon. This technique provides nanoscale insight into
DOI: 10.1039/d4ta06364c composite cathode microstructures and resulting cycling performance, promising future applications to

rsc.li/materials-a a broad range of porous materials that exist in energy storage systems.
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Introduction

Lithium-ion batteries (LIBs) are crucial energy-storage systems
that will facilitate the transition to a renewable, low-carbon
future, reducing our reliance on fossil fuels.* Within the LIB,
the composite cathode's microstructure controls the flow of
ions and electrons and thus is a major driver of battery
performance.>® To meet the energy density and rate capability
targets necessary for accelerated electric vehicle adoption, the
cathode microstructure must be engineered to achieve high
ionic conductivity. The cathode microstructure consists of three
phases: the active material (AM), carbon-binder domain (CBD),
and pore space which is filled with an electrolyte during
manufacturing. Significant effort has been devoted to opti-
mizing the AM for stable, fast-charging cathodes,>* but
a comprehensive understanding of the influence of the nano-
scale CBD structure on cathode performance is lacking.
Though often considered a single phase, the carbon and
binder within the CBD play distinct roles. Carbon creates
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electronic pathways between the AM particles and the current
collector.® During slurry drying, the insulating binder coats the
carbon to provide adhesion between the AM, carbon, and current
collector.>® The binder then swells upon contact with the elec-
trolyte, creating a distinction between the cathode microstruc-
ture in the wet and dry states.”® The composite CBD contains
solvent-accessible nanopores (1-200 nm)°** which create circui-
tous ionic transport pathways that significantly increase cathode
tortuosity.® Techniques with sufficient resolution to identify
these nanoscale features, such as transmission electron
microscopy (TEM), are unable to measure the representative,
micron-scale volumes needed to relate the overall nanostructure
to cathode performance."”” Tomography methods such as nano-
computed tomography (nano-CT) and (plasma) focused ion
beam scanning electron microscopy ((P)FIB-SEM) can resolve
larger volumes, but overlook the influence of CB nano-
porosity.>***> Further, electron contrast (and thus SEM image
contrast) from the binder and carbon are similar, necessitating
the combination of these components into a single phase for
analysis.”** (P)FIB-SEM has proven effective at providing an
overview of the dry cathode structure,'®** but is not yet possible
to accomplish in situ when the cathode structure is wetted by an
electrolyte. For an accurate understanding of the influence of the
CBD on cathode performance, we must identify the distinct
impacts of carbon and binder both in the wet state and at the
nanoscale over a representative cathode volume.

Small-angle X-ray scattering (SAXS) and small-angle neutron
scattering (SANS) are non-destructive techniques that offer

This journal is © The Royal Society of Chemistry 2024
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Fig.1 CV-SANS measurements and limitations of general Porod's method analysis. (A) Illustration of the contrast variation series measurements.
Scattering length density is calculated using the NIST neutron calculator and shown with the colormap. (B) Background (instrument and
incoherent scattering) subtracted 1D scattering curves measured from the same electrode at different deuteration levels. (C) Porod's plots of the
1D scattering curves. The highlighted Q region corresponds to the length scale of the electrode/solvent interface, 31-52 nm. (D). Generalized
Porod's scattering law analysis method.3+32 The Porod's constant at different p, is approximated as the intensity at Q = 0.0166 A~* due to the lack
of Porod's regions at all contrasts. The obtained surface-averaged scattering length density, pa, and the surface heterogeneity, AH, are indicated.

multi-length scale (1-300 nm) structural information, making
them well-suited for characterizing the porous structure of LIB
cathodes at the nanoscale. Compared to SANS, SAXS has the
advantage of high-flux, fast measurements which are suitable
for operando studies. However, its application is usually limited
to a single contrast and is much more sensitive to the heavier
elements within the electrodes, thus neglecting the CBD.
Detailed comparisons of SAXS and SANS can be found in several
review papers.'*® Previous studies employing SANS to investi-
gate LIB systems focus on solid electrolyte interphase forma-
tion'”*® and lithiation mechanisms at the anode,'*° and some
only track the structural and chemical changes qualitatively.”>**
Quantitative analysis of composite cathode nanostructure
requires a SANS method that can differentiate scattering
contributions from individual components within the cathode.
Contrast variation (CV), varying the amount of deuterium in the
solvent wetting the pores of the electrode, is a generalized
technique to achieve such analysis (Fig. 1A). CV-SANS has been
leveraged to reveal valuable nanoscale structural insight by
highlighting individual components within fuel cells and
lithium-sulfur batteries.>** However, no previous studies have
fully exploited the rich information intrinsically embedded in
CV-SANS measurements to decouple the chemical and struc-
tural features.

This journal is © The Royal Society of Chemistry 2024

In this work, we perform CV-SANS measurements on LIB
cathodes and obtain scattering profiles from cathodes wetted by
deuterium-substituted dimethyl carbonate (DMC), a common
electrolyte solvent. From these scattering profiles, we extract
quantitative structural and chemical information by calculating
the basic functions®® which describe the shape, the solvent
penetration, and the solvated structure scattering in vacuum.
We use this analysis to characterize electrodes manufactured
with varying fabrication parameters, including a range of slurry
solids loading and whether the cathode has been calendered.
Leveraging the unique sensitivity of CV-SANS to the nanoscale
features of the CBD, we use the basic functions to compare the
wet and dry structures directly. Using this comparison, we show
that calendered and uncalendered electrodes display distinct
structural changes upon the addition of solvent. We find that at
the nanoscale, the calendered electrode has a less dense carbon
black agglomerate structure, and therefore a higher nanoscale
porosity. This feature diverges from the decrease in apparent
overall porosity after calendering. Using a physical model that
extracts quantitative structural information from scattering
parameters, we show that different processing conditions yield
distinct structures. Relating structural information to electro-
chemical performance, we find that the amount of carbon black
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exposed to solvent is strongly correlated to a decline in cycling
performance, likely driven by electrolyte decomposition.

Results and discussion

Contrast variation small-angle neutron scattering (CV-SANS)
measurements

We exploited CV-SANS to quantify the porous cathode structure
by measuring a single uncalendered cathode immersed in DMC
with varying levels of deuteration, displaying a range of scat-
tering length density from 1.07 x 10 ®* A™> to 5.53 x 10 °* A2,
as shown in Fig. 1A. Scattering length density defines the scat-
tering probability of a material, which depends on the mate-
rial's density and composition. We also measured the dry
cathode in air, for which scattering length density is approxi-
mate 0. We chose DMC because its hydrogenated/deuterated
mixture solvents span the scattering length density of cathode
components, which allows us to systematically explore the AM
(active material, NMC811, LiNi, gMn, 1Co, ;0,), binder, (PVDF
polyvinylidene difluoride, Arkema 761), and carbon black (CB,
Super C65) within the cathode. DMC is commonly used as an
electrolyte solvent® with similar surface tension and Hansen
solubility parameters®® as state-of-the-art electrolytes, indicating
that the pore wetting within the electrode will be similar.>**° In
Fig. 1B, we obtained the background-subtracted scattering
intensity from the cathode film as a function of the wave vector,
Q, which is inversely proportional to the real-space distance at
which scattering intensity originates. To identify the Q region
where the solvent/electrode interface is probed, we construct
a Porod's plot in Fig. 1C, plotted as IQ* vs. Q. For homogeneous
and smooth interfaces, interfacial scattering should follow
Porod's law,® which can be written as 1(Q) = CpQ ™ *, where Cp is
a constant that depends on the specific surface area and scat-
tering length density of the solvent-accessible pore interfaces.
In Fig. 1C, the lack of a plateau in the shaded region (length
scale of 31-52 nm) at all solvent contrasts indicates complex
interfaces within the composite, suggesting that no existing
data analysis method is applicable to this system. SANS
measurement of CB in N-methyl-2-pyrrolidone (NMP) shows
awell-defined Porod's region (Fig. S17) in the Q range of 0.012 to
0.019 A™*. In this same Q range, measurements of AM particles
also fulfill Porod's approximation (Fig. S21). While the indi-
vidual components' contributions fulfill Porod's approxima-
tion, the complex and non-homogenous interfaces in the
electrode lead to non-zero power-law slopes in its Porod's plots.

While we apply the generalized CV-SANS method for data
analysis, we first explore the application of the Generalized
Porod's scattering law method (GPSLM),**2 which proves to be
inadequate for complex porous systems. The quadratic relation
between the solvent scattering length density, ps, and intensity
ratio, IR = Cp(ps)/Cp(ps = 0), shown in Fig. 1D, yields the surface
averaged scattering length density, p,, and the degree of
heterogeneity, AH>, of the interfaces as discussed in ESL3.T We
expect there to be a distinction between dry and wet struc-
tures,* so we extrapolate to obtain Cp(ps = 0) rather than using
the air measurement.?® The finite value of AH> = 0.2 confirms
that the scattering at this length

interfacial scale is
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heterogeneous as the value of AH> ranges from 0, for chemically
homogenous surface, to 1, for an extremely heterogeneous
surface. The surface-averaged scattering length density (pp =
513 x 10 ® A?), is intermediate to the scattering length
density of each component, confirming that the interfacial
scattering originates from a contribution of AM, CB, and PVDF.

While the GPSLM method seems to be a suitable method for
capturing the interfacial information and could potentially
address some of the issues present in complex heterogeneous
porous structures® (ESL3t), this method has several limita-
tions, and therefore new data analysis methods need to be
developed to fully utilize the power of contrast variation
measurements. First, the analysis shown in Fig. 1D uses the
scattering intensity at a certain Q value rather than the fitted
Porod's constant Cp because of the lack of Porod's region across
contrasts, suggesting that the fitted parameters do not repre-
sent the quantitative information at the solvent/electrode
interface. As indicated in Fig. 1C shaded region, the lack of
Porod's region at a higher solvent deuteration level suggests
structural inhomogeneity that GPSLM cannot resolve. In addi-
tion, GPSLM does not allow us to compare the wet and dry
structures because the lowest solvent p (1.07 x 107° A7) is
higher than the air (p,;; = 0 A~2). This comparison is crucial to
understanding the structural changes in electrochemically
relevant environments. To resolve these issues, we build upon
the contrast variation analysis first proposed by Sturmann®***
for characterizing heterogeneous scattering from proteins and
colloids in a dilute solution.

Decoupling structural and chemical features of CBD with the
generalized contrast variation method

For any binary system comprised of a solid and a solvent phase,
the scattering intensity can be decomposed as

1(Q.p5) = p’T1(Q) — 2pI01(Q) + Io(0Q) 1)

15(Q), 101(Q), and I;(Q) are called the basic functions which
depend on the solvent penetration (¢s) and scattering length
density of the solid phase within the measured sample. Math-
ematical definitions of each basic function are given in ESL.4.}
¢s is defined as the volume that can be accessed by the solvent,
and therefore any internal solvent-inaccessible pores within
solids are mathematically defined as part of the solid phase in
this analysis. While solvent-inaccessible pores exist within NMC
811 particles,* they are considered part of solid inhomogeneity
and do not contribute to solvent-dependent scattering intensity.
I,(Q) is the scattering of the solid phase without considering the
scattering length density, and therefore is only dependent on
the shape of the solid phase. The functional form of I,(Q) is the
complete sum of contrast-dependent two-point correlation,
which is equivalent to the scattering of the solvated solid phase
at ps = 0 A™2. I;(Q) is the cross-term that is necessary to account
for solvent penetration. The functional form of 1(Q,ps) implies
that the total intensity of a contrast variation series will follow
a quadratic pattern and by fitting the scattering intensity across
the contrast variation series at different Q, we can determine the
basic functions. In Fig. 2, we show the illustration of the basic

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 Generalized contrast variation method and the obtained basic functions for decoupled structural and chemical characterization. (A).
Illustration and Porod's plot of basic function /1(Q). /1(Q) represents the shape scattering of the electrode without being weighted by the
scattering length density. The obtained °T value is 3.15 m? cm™3 (B). Porod's plot of basic function /p1(Q). 101(Q) represents the cross-term
scattering of the electrode which is Weigh‘{ed by the scattering length density once. The obtained p, value is 5.18 x 1076 A=2.(C). Porod's plot of
basic function /5(Q) which represents the solvated structure scattering at O solvent scattering length density.

functions obtained by fitting the SANS data from Fig. 1. In
Fig. 2A, I;(Q) represents the shape of the solid phase at infinite
contrast where internal variations of the solid phase scattering
length density do not contribute to the scattering. I;(Q) unam-
biguously shows a Porod's region in the previously identified Q
region. Due to the absence of the scattering length density in
the mathematical definition in I,(Q), I,Q* obtained in the
shaded region is equal to the specific surface area by volume,
27tSt/V, of the solid phase that is solvent-accessible. To obtain
pa, the surface averaged scattering length density, we can simply
calculate the ratio, (Io;Q*)/(I;Q*), in the same Q region of
interest, as highlighted in Fig. 2B. In Fig. 2C, we also show I,Q*,
the scattering of the wet electrode at 0 solvent ps, which allows
us to obtain previously inaccessible SANS information. As dis-
cussed in ESL5,T this CV-SANS method using basic functions
can be rearranged into the Sturmann method (for the radius of
gyration) and the GPLSM (for surface characterization) but fully
exploits the rich information embedded in the CV-SANS
measurements.

Qualitative structural differences of electrodes manufactured
with various processing conditions

To probe the nanoscale structural changes induced by the
addition of solvent, we show the direct comparison of the wet
(Io(Q)) and dry (I,;:(Q)) structure for the uncalendered cathode in
Fig. 3A. Qualitative differences emerge at two length scales,
<10 nm and >160 nm. The addition of DMC induces swelling in
the polymer phase,*® allowing us to attribute this difference at
<10 nm to the swelling of polymer chains. The swollen polymer
results in a power law scaling change in I(Q) and Porod's plot.
We can also assign the origin of the difference at >160 nm to
polymer swelling. Considering that PVDF coats the CB surface,
the swelling of PVDF can decrease the compactness of the CB
agglomerates, resulting in a stronger power law scaling in
Porod's plot. This hypothesis is further supported by the
observation that for SANS measurements above this length

This journal is © The Royal Society of Chemistry 2024

scale, scattering intensity comes from the CB agglomerate
structure (Fig. S1DT).>-** In the case of calendered film (Fig. 3B),
we only observe structural changes at the smaller length scale.
This trend suggests that upon the addition of solvent in the
calendered film, while PVDF chains are still swollen, the CB
agglomerate fractal dimension, or the compactness of the
agglomerate, remains unchanged. This observation can be
explained by the decreased plastic deformability of the elec-
trode matrix***® resulting from the calendering process, which
leads to a more rigid structure that is less prone to structural
changes upon solvent addition.

To further probe structural changes induced by the calen-
dering process, we conducted CV-SANS measurements on 12
electrodes manufactured from different processing conditions
(SANS parameters presented in Table S1}). We varied the solid
content in the slurry state (38, 42, and 46 wt%) and the effective
coating shear rate (874.9 and 13.1 s ).

In Fig. 3C, we present the normalized dry structure I,;, Porod's
plots. Regardless of the coating shear rate or the slurry solid
content, we can classify electrodes based on the calendering
process. In the low Q region, calendered electrodes' Porod's plots
indicate a smaller CB fractal dimension and more open CB
agglomerates. This suggests that while the calendering process
reduces the overall electrode porosity (Table S21), CB agglomer-
ates become more open at the nanoscale due to the external
stress experienced during the calendering process. The mani-
festation of this phenomenon ubiquitously exists in porosimetry
data***® where the volume of the nanopores (<100 nm) increases
significantly with an increasing degree of calendering even
before AM particles show any internal cracking. Here, we show
that the origin of this previously unexplained phenomenon is the
direct result of a more open CB agglomerate nanoscale structure,
further supported by our porosimetry measurements (ESL.6,
Fig. S31). While it is known that breakup of agglomerates is
mediated in suspensions by hydrodynamic forces,**>** obser-
vations from both the SANS and porosimetry measurements

J. Mater. Chem. A, 2024, 12, 33114-33124 | 33117
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Fig. 3 Nanoscale structure changes of electrodes probed by SANS measurements. (A). Porod's plots of uncalendered film's dry and wet
structures. Structural differences are observed at two length scales and circled in the plots. The length scales are <10 nm and >160 nm. (B)
Porod's plots of calendered film's dry and wet structures. Structural differences are observed at only one length scale: <10 nm. (C). Normalized
dry structures of 12 electrodes processed with various conditions (solid content, coating speed, and the calendering process). Calendered films
show consistent deviations from uncalendered films due to a more open CB agglomerate structure. (D). Illustration of the nanoscale carbon/
binder domain changes induced by the calendering process and (E). The addition of solvent.

suggest a similar behavior in solid-phase deformation imposed
by calendering. An illustration of the calendering process and the
polymer swelling behavior in both calendered and uncalendered
samples is presented in Fig. 3D and E.

Structure-performance relationships of LIB cathodes

We evaluated the electrochemical cycling performance for each
cathode in half cells with Li metal counter electrodes and 1.2 M
lithium hexafluorophosphate (LiPFg) in ethylene carbonate (EC)
and ethyl methyl carbonate (EMC) (3 : 7 w/w) as the electrolyte
(Fig. 4A). Each data point represents the average discharge
capacity of three replicate cells constructed with electrodes
from the same sheet. Error bars indicate one standard devia-
tion. We quantify distinctions between fabricated electrodes
using a simple model (Fig. 4B) that uses SANS parameters to
solve for relevant cathode microstructural properties including
PVDF coverage rate (x), (i.e., the fraction of carbon surface that
is coated with PVDF), PVDF layer thickness (£), and the
percentage CB surface area (f) that is not lost due to dense
agglomeration and is still accessible to solvent and PVDF. The
detailed construction of the model is presented in ESL.7.f We
also assume that both the AM and CBD lose 10% of their surface
area due to contact, accounting for contact between the CB and
AM as well as between the PVDF and AM (ESL.81).>* This
assumption allows us to solve the model presented in Fig. 4B
and identify the disparate influences of each component within
the CBD, for the first time deconvoluting the influence of CB
and PVDF.

33N18 | J Mater. Chem. A, 2024, 12, 33114-33124

Eqn (2) states that the sum of all species’ surface area at the
interface equates to the solvent-accessible surface area
from I,(Q),

(2)

St = Sc + Sam + SpvpF

and eqn (3) constrains the amount of each species that is
present at the interface through the surface-area weighted
scattering length density obtained from Iy;(Q),

(3)

St( p) = Scepce + SampPAM T SPVDFPPVDE-

In addition, eqn (4) represents the mass conservation of
PVDF within the electrode, where Ncgp is the number of CB
particles per gram of cathode calculated from the mass balance
(ESL.77), Rcg the radius of the CB primary particle, and ¢ is the
PVDF layer thickness,

4
Vevpr = TTCXQNCB ((ch + 5)3 — (RCB)3>. (4)

The SANS-based structural parameters for each cathode
condition are presented in Table 1. The broad variation in
scattering-based structural characteristics across cathode
coating conditions demonstrates that different fabrication
processes lead to varying cathode microstructures. We find an
excellent correlation between electrochemical impedance
spectroscopy (EIS) based surface capacitance and SANS-based
CB surface area, along with good agreement of derived CB

This journal is © The Royal Society of Chemistry 2024
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surface area results in a decline in long-term discharge capacity.

Table 1 Scattering-based structural parameters across cathode coating conditions

Slurry solids Surface area CB surface

PVDF coverage PVDF layer CB fractional PVDF fractional

content (m*g™ retention (0) rate (x) thickness (£, nm) surface (m*g™") surface (m> g™ ")
Calendered High shear 38 1.59 0.425 0.314 22.552 1.205 0.278
42 2.24 0.626 0.475 13.613 1.360 0.776
46 1.44 0.371 0.230 29.089 1.179 0.154
Low shear 38 1.46 0.367 0.179 33.472 1.245 0.108
42 1.84 0.493 0.314 20.656 1.397 0.338
46 1.88 0.496 0.273 22.383 1.489 0.284
Uncalendered High shear 38 1.18 0.284 0.125 45.736 1.026 0.045
42 2.01 0.564 0.475 14.583 1.224 0.682
46 1.43 0.371 0.246 28.030 1.155 0.168
Low shear 38 1.42 0.339 0.085 50.401 1.279 0.034
42 1.72 0.460 0.314 21.525 1.306 0.309
46 1.65 0.434 0.271 24.292 1.308 0.236

capacitance with literature,* lending confidence to our model
(ESIL.9, Fig. S81). From this model, we can uniquely deconvolute
the influence of CB and PVDF within the CBD, both at the
nanoscale and over the entire cathode volume.

We directly relate structural parameters to electrochemical
performance in Fig. 4C, showing that electrodes with more
solvent-accessible carbon black surface area as measured by

This journal is © The Royal Society of Chemistry 2024

SANS retain less capacity after 100 cycles, likely due to electro-
lyte decomposition. We calculate capacity retention by
comparing the discharge capacity of the first C/3 cycle to the
100th cycle and observe this trend across different cycle
numbers ranging from 40 to 100 (Fig. S51). CB is known to
catalyze electrolyte decomposition® and increased CB surface
area provides more sites for the decomposition to occur.’*>
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Furthermore, CB is populated with oxygen-containing func-
tional groups,® which can oxidize LiPFs and carbonate-
containing electrolytes to form lithium alkyl carbonate-based
decomposition products.*®*” Electrolyte oxidation results in
the growth of a passivation layer on the CB surface® and can
contribute to the propagation of the cathode-electrolyte inter-
phase on the AM.*” Electrolyte decomposition and interphase
growth reduce electronic conductivity, increase interfacial
resistance between the conductive carbon and active material
particles, and contribute to a loss in coulombic efficiency
during cycling.** We demonstrate here that electrode
manufacturing parameters are critical in controlling the
cathode microstructure, including exposed CB surface area, and
advancing cycling performance. SANS is a uniquely well-
equipped tool to wunderstand nanoscale distinctions in
composite cathode structure and has allowed us to isolate each
component and draw clear connections between cathode
structure and cycling performance.

Conclusions

In summary, we utilize CV-SANS to decouple the nanoscale
chemical and structural features of porous LIB cathodes in situ.
We analyze a large cathode volume at nanoscale resolution,
enabling a representative understanding of the cathode micro-
structure that is lacking in common tomography techniques. Our
CV-SANS analysis extends beyond the existing applications of
Sturmann's method to obtain three basic functions that describe
the shape, the solvent penetration, and the solvated structure at
0 scattering length density of the porous cathodes. The solvated
structure functions of electrodes at 0 scattering length density
enables direct comparison between the dry and wet electrode
structures. The binder swells upon the addition of the solvent,
a phenomenon identified in previous studies.”®* However, the
application of CV-SANS enables us to uniquely uncover the
impact of this swelling on nanoscale porosity and CBD structure.
Further, we contrast the impact of this swelling on CB agglom-
erates across calendered and uncalendered samples. In unca-
lendered samples, the binder swelling induces a more open CB
agglomerate structure. This behavior is not observed in calen-
dered samples, as calendering results in a more rigid structure
and prevents the swelled binder from forcing CB agglomerates to
expand. We further show that at the nanoscale, the calendering
process creates a more open CB agglomerate structure in the dry
cathodes by imposing external stress, in sharp contrast to the
reduced nominal porosity. This phenomenon has been pre-
sented without discussion in porosimetry data,”** but here we
are able to explain its origin, highlighting the importance of
nanoscale characterization.

With the shape and the solvent penetration scattering
functions, we obtain the specific surface area and the average
scattering length density of the pores that are accessible to the
solvent. By constructing a model that utilizes scattering
parameters, we extract important structural parameters that
allow us to quantitatively calculate the amount of carbon and
binder present at the cathode/solvent interface. Upon electro-
chemical evaluation of calendered electrodes with varying
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processing conditions, we find a strong correlation between the
CB surface exposed to the electrolyte and capacity fade during
cycling, which can be attributed to exposed CB catalyzing elec-
trolyte oxidation. While previous publications attribute carbon
black surface to a decline in battery performance,*******® we use
CV-SANS to quantify this effect across cathode processing
conditions with a level of detail previously inaccessible.
Crucially, we use a single technique to draw multiple conclu-
sions about the nature of the cathode microstructure at the
nanoscale, in situ, and over a representative volume.

The generalized CV-SANS method will greatly expand the
toolkit for analyzing CV-SANS measurements. We show that in
addition to special cases such as the surface scattering and
radius of gyration, scattering at any Q values or length scales can
be decomposed to describe the structure and chemical infor-
mation individually without any assumptions. We further show
that while for most organic solvents it is impossible to experi-
mentally measure the wet structure at 0 scattering length
density, this method provides a quantitative and reliable
extrapolation to such a condition, which enables a direct
comparison between the wet and dry nanostructures.

We anticipate that further operando measurements on
porous electrodes using this method will reveal the nanoscale
evolution of the interfaces during cycling to better understand
interphase formation and evolution, secondary particle frac-
ture, and changes in interfacial fraction of electrode compo-
nents for materials with large structural changes such as alloy
and conversion electrodes. Most importantly, because our
generalized CV-SANS method has no assumptions on the nature
of the systems, it has the potential to be used to systematically
evaluate the contrast variation scattering profiles of any
heterogeneous samples that are present ubiquitously in the
chemical, biological, and materials sciences.

Materials and methods
Electrode & coin cell fabrication, cell cycling

Composite electrodes were fabricated in a 90:5:5 ratio (by
weight) of LiNiy gMng ;Co,,0, (NMC811, MSE Supplies), poly-
vinylidene fluoride (PVDF, Arkema, 761), and Super C65
conductive carbon black (MSE Supplies). To control the slurry
solid content, the PVDF was first dissolved in N-methyl-2-
pyrrolidone (NMP, Fisher) in weight fractions of 3-4%. Half of
the PVDF : NMP solution was then added to the NMC811 and
carbon black and mixed in a planetary mixer (Thinky, AR-100)
for 7 minutes at 2000 rpm. The second half of the PVDF:
NMP solution was then added to the slurry, which was mixed in
the planetary mixer for 12 minutes at 2000 rpm.

Slurries were coated onto a 25.4 pm thick aluminum current
collector (Grainger) using a blade coater (BYK, byko-drive S)
with a gap height of 254 pm. The speed of the blade was set to
3 mm s " or 200 mm s~ " for the low or high shear conditions,
respectively. The coated electrodes were dried under vacuum at
60 °C for 1 hour followed by 12 hours in a fume hood. The
electrodes were then punched into 12 mm discs. While different
calendering parameters could lead to different cathode struc-
tures,* consistent calendering parameters were used (including

This journal is © The Royal Society of Chemistry 2024
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roll gap height, roll speed, and roll temperature) in our exper-
iments. The calendered samples were sandwiched between
stainless steel shims and calendered with a roll press (TOB, JS-
200L) at room temperature with a roll gap of 0.1 mm. The areal
capacity and mass loading varied based on slurry formulation
and coating speed and are tabulated in Table S3.{ Electrodes
were dried under a vacuum overnight before being assembled
into half cells.

Lithium|/composite cathode half cells were prepared in
a glovebox (O, < 0.5 ppm, H,0 < 0.1 ppm) using 60 pl of elec-
trolyte (1.2 M lithium hexafluorophosphate (LiPFs, MSE) in
ethylene carbonate (EC, Gotion) and ethyl methyl carbonate
(EMC, Gotion) (3 : 7 w/w)). Lithium foil with 500 pm thickness
(MSE Supplies) was punched into 15 mm discs. CR2032 coin
cells (MTI Corp.) with Celgard 2325 separators were assembled
to evaluate the electrochemical performance of the cathodes. A
theoretical capacity of 190 mA h g~ for NMC811 was used for
all C rate calculations. C-rate refers to the charge/discharge rate
applied to the cells. 1C indicates that current is applied such
that each charge takes one hour, and C/3 indicates that each
charge takes three hours. Long-term cycling was conducted on
an Arbin battery cycler at room temperature with a voltage
window of 3 V to 4.3 V with three constant-current, constant
voltage (CC-CV) formation cycles at C/10 followed by cycling
at C/3.

Small-angle neutron scattering (SANS) measurements

SANS measurements were performed on the Extended Q-range
Small-Angle Neutron Scattering Diffractometer at the Spall-
ation Neutron Source of the Oak Ridge National Lab (Oak Ridge,
TN).**** Three configurations were utilized to access the entire Q
- T . [0 .
range from 0.0019 to 0.2675 A™", where Q = — sin (E) A s
the neutron wavelength and # is the scattered angle. The
neutron wavelength band and the detector distance for the
three configurations are 15-17.9 A/9 m, 7-10.6 A/4 m, and 2.5 -
6.1 A/4 m, which theoretically covered the Q range from 0.0023
to 0.0343 A~, 0.0074 to 0.1672 A~*, and 0.0174 to 0.356 A"
respectively. Data acquired from three configurations were first
reduced by using the drtsan software® {Heller, 2022 #168} and
then merged in the Q range from 0.0097 to 0.0107 A~* and 0.028
to 0.033 A", The final Q range is 0.002 to 0.356 A™".

All measurements were conducted wusing standard
demountable cells with a path length of 0.5 mm. For each
processing condition, contrast variation series were per-
formed on the same electrode. SANS measurements of elec-
trodes in air were performed first, followed by SANS
measurements in dimethyl carbonate (DMC) of different
deuteration levels. Before each solvent exchange step, the
radioactivity team cleared the samples by ensuring that the
radioactivity was within the safety limit. The demountable
cells were then disassembled in a fume hood where the
samples were left to be dried for 5 minutes, which is sufficient
to dry a small quantity (~5 pL) of highly evaporative solvent
DMC over a large area (0.177 cm?®). The scattering length
density of materials was calculated using the Neutron

This journal is © The Royal Society of Chemistry 2024
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Activation and Scattering Calculator
www.ncnr.nist.gov/resources/activation/).

(https://

Abbreviations

SANS Small-angle neutron scattering

Ccv Contrast variation

AM Active material

CB Carbon black

PVDF Polyvinylidene difluoride

CBD Carbon-binder domain

TEM Transmission electron microscopy

SEM Scanning electron microscopy

(P)FIB- (Plasma) focused ion beam scanning electron
SEM microscopy

Nano-CT Nano-computed tomography

DMC Dimethyl carbonate

GPSLM  Generalized Porod's scattering law method
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