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study of commercial alkaline Zn-MnO, AA size cells. Importantly, no
modification of the cell was required. The technique enabled spatial and
temporal changes to be observed with a time resolution of 20 min (5 min of data
collection with a 15 min wait between scans). Chemical changes in the cell
determined from diffraction information were correlated with complementary
X-ray tomography scans performed on similar cells from the same batch. The
clearest results were for the spatial and temporal changes in the Zn anode.
Spatially, there was a sequential transformation of Zn to ZnO in the direction
from the separator towards the current collector. Temporally, it was possible to
track the transformation of Zn to ZnO during the discharge and follow the
corresponding changes in the cathode.

1. Introduction

The increase in renewable energy generation requires more
efficient batteries for energy storage, resulting in a greater
demand for development of in situ and operando techniques
for battery characterization during various charge/discharge
processes under different environmental conditions. In situ
techniques provide a deeper understanding of the working
mechanisms for prototype and new batteries. Making
measurements without opening the batteries is important to
avoid exposing the battery contents to air, which can affect the
observed results.

Specialist cells for operando characterization have been
constructed, for example using optical microscopy to study
damage which may occur during deep discharge of alkaline
Zn-MnO, cells (Faegh ef al., 2018). X-ray methods, especially
at synchrotron light sources, permit in situ operando studies of
standard battery designs such as coin cells or AA cells with
metal outer casings which are opaque to other techniques. The
use of energy-dispersive X-ray diffraction (EDXD) for char-
acterization of materials within operating batteries has

MnO, Separator  Zinc gel

cathode anode recently been reviewed (Marschilok et al., 2020). Using slits on

@ the incident and diffracted beams to define a gauge volume
mm OPEN ACCESS within a sample means that EDXD is spatially resolved,
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typically in the range of tens to hundreds of micrometres. The
high X-ray flux at a synchrotron source enables sufficiently
fast data collection for time-resolved study of charging,
discharging or cycling of batteries. The spatial resolution of
EDXD has been used to compare the structure of electro-
chemical phases in the cathode in charged and discharged
prototype LiMn,O,-based CR2032 coin cells (Liang et al.,
2013). Strobridge et al. (2015) used time-resolved EDXD to
map the evolution of the inhomogeneous electrochemical
reaction in an experimental coin cell with a carbon-coated
LiFePO, cathode. Li/Ag,VP,Og coin cells were used by
Kirshenbaum et al. (2015) to study the effect of discharge rate
on battery capacity. In situ EDXD, complemented by ex situ
X-ray absorption spectroscopy, identified a rate-dependent
discharge mechanism, and showed that lower discharge rates
and higher battery capacity correlated with a more even
distribution of Ag atoms. Other in situ EDXD work has been
done on Zn/MnO, alkaline batteries (Gallaway et al., 2014,
2015; Bhadra et al., 2015). The motivation for studying alkaline
batteries was their potential for use in rechargeable systems
for energy storage. Monitoring of chemical changes during
cyclic charging and discharging of LR20 (D cell) batteries
revealed precipitation of ZnO near the separator in the anode,
which can be a cause of failure after a high number of cycles
(Gallaway et al., 2014). Work on intact alkaline AA cells
discharged at different rates was able to distinguish the
discharge products in the MnO, cathode (Gallaway et al.,
2015). An intriguing experiment, supported by synchrotron
EDXD measurements, correlated changes in the coefficient of
restitution of an alkaline AA cell in a ‘bounce test’ with the
formation of ZnO in the anode (Bhadra et al., 2015).

X-ray diffraction, which is sensitive to crystallographic (and
hence chemical) changes, can be complemented by radio-
graphic and tomographic imaging techniques which are used
to study microstructural and morphological changes such as
cracking, collapse or gas pocket formation (Finegan et al.,
2015, 2017). Zinc—air batteries have been studied in situ using
tomography (Schroder et al., 2014; Arlt et al., 2014; Franke-
Lang et al., 2017). An in situ discharge study used tomography
to monitor LR61 AAAA alkaline cells, revealing spatial
changes in the anode over time (Haibel et al., 2010), and in situ
tomography has recently been used to study morphological
changes in rechargeable alkaline Zn/MnO, cells (Osenberg et
al., 2018).

Established techniques like X-ray diffraction and tomo-
graphy are complemented by the recent introduction of
hyperspectral instruments, such as the high-energy X-ray
imaging technology (HEXITEC) detector. The HEXITEC
detector (Seller et al., 2011; Jones et al., 2009; Veale et al., 2018)
is an 80 x 80 pixel CdTe instrument with 250 um pixels,
capable of simultaneous imaging and spectroscopy. It is a
hyperspectral detector, meaning that each pixel collects a
complete photon energy spectrum up to 200 keV. The average
FWHM energy resolution is 0.75 keV for incident photons of
59.54 keV, and 1.1 keV at 141 keV (Veale et al., 2012). The
detector can be used as a straight radiographic instrument, or
to collect fluorescence and/or X-ray scattering signals, with

laboratory or synchrotron X-ray sources. Jacques et al. (2013)
demonstrated the use of HEXITEC in radiographic mode
with a laboratory source, showing how plastic, metal and
ceramic components of an object could be identified from the
spectral information in each pixel. In fluorescence mode, 2D
maps of several elements were obtained simultaneously, and a
pinhole was used to improve spatial resolution. The pinhole
technique was then applied by Egan and co-workers to white-
beam energy-dispersive diffraction imaging (also known as
dark-field imaging) at a synchrotron source (Egan et al., 2014)
and with a laboratory source (Egan et al., 2015). In their work,
2D dark-field imaging was applied to study the microstructure
of an aluminium friction stir weld, revealing differences in
texture which were not apparent in a conventional radiograph.
The high flux of synchrotron X-ray sources opens up the
possibility of time-resolved hyperspectral imaging, as
demonstrated by Liotti et al. (2015), who used a HEXITEC
detector in fluorescence geometry to map multiple elements
during melting and solidification of metallic samples. Another
application where time and spatial resolution is valuable is in
the study of batteries, which provided the motivation for the
work that will be described in this paper. The HEXITEC
detector has the advantage of giving 2D information in each
image, rather than having to raster the battery sample through
a small X-ray beam to build up a map, which is done in the
EDXD technique.

We describe two complementary experiments, the first using
energy-dispersive diffraction with a 2D HEXITEC detector,
and the second using conventional monochromatic absorption
contrast tomography. The experiments were conducted on
commercially available Zn/MnO, alkaline AA cells (Dura-
cell), in order to monitor the chemical and structural changes
taking place during battery discharge. We chose to work with
alkaline cells because of their well known chemistry. Primarily,
this work was conducted to prove the concept of using a
HEXITEC detector for an operando study of a complete
battery system. The diffraction technique, together with the
complementary tomography method, offers the ability to
conduct engineering-level studies of complete battery systems
under realistic operating conditions, without having to
perform interrupted tests or destructive sectioning of batteries
at different time steps.

2. Experimental methods
2.1. Selection of battery and region of interest

The battery chosen for this study was an alkaline AA size
cell based on Zn-MnO, chemistry. This is a ubiquitous high-
energy-density battery for consumer applications. There is
interest in using the same chemical system for large-scale
energy storage, because the materials are safe and inexpensive
(Gallaway et al., 2014, 2015; Ingale et al., 2015; Turney et al.,
2017). A cross section through an AA Zn-MnO, cell is shown
schematically in Fig. 1. The anode consists of zinc particles,
which transform to ZnO during battery discharge. The cathode
dis MnQO,, which transforms to manganese oxyhydroxide,

J. Appl. Cryst. (2020). 53, 14341443

Thomas Connolley et al. -«

1435

Operando study of alkaline battery discharge



research papers

MnOOH, during battery discharge; the electrolyte is potas-
sium hydroxide. There are known to be other reaction
products such as Mn3;O, (hausmannite) and ZnMn,O,
(hetaerolite), the formation of which could affect battery
performance (Gallaway et al, 2015, 2016). The chemical
equations for the reactions occurring during battery discharge
are as follows:

(i) In the anode, hydroxide ions react with Zn to form
zincate ions according to the electrochemical reaction

Zn +40H™ — Zn(OH); +2e",
followed by the precipitation of ZnO,
Zn(OH);” — ZnO +20H™ + H, 0.
(ii) In the cathode, MnO, is reduced to MnOOH:
MnO, + H,0 + e~ — MnOOH + OH .

Overall, oxidation of Zn to zincate Zn(OH)j ™ releases two
electrons, which flow through the external circuit powered by
the battery to the cathode, where MnO, is reduced to
MnOOH. A further transformation of zincate to zinc oxide
can occur in the anode. The formation of ZnO can limit the
ability of the cell to be recharged, although the formation of
ZnO in alkaline cells is not fully understood (Gallaway et al.,
2014).

Our selected region of interest (ROI; Fig. 1) was the anode/
separator/cathode region near the top of the current collector,
our aim being to characterize radial changes in both anode
and cathode chemistry and physical structure over time. The
advantage of the HEXITEC detector over conventional
EDXD is that it is a full-field imaging technique, allowing for a
whole area to be mapped in a single shot, rather than point-by-
point, which has the potential to improve time resolution. In
this study, we compared batteries that were continuously
discharged with those that experienced interrupted discharge,
to look for evidence of differences in reaction pathway or
product distribution induced by pauses in discharge.

MnO,
cathode

Separator Zinc gel

anode

Figure 1

A simplified cross section of the investigated alkaline AA battery, with
indicated dimensions along the radial axis in millimetres and showing the
region of interest (ROI) for the operando study with the HEXITEC
hyperspectral detector during battery discharge.

2.2. Operando spatially resolved diffraction

The diffraction experiment was performed on the EDDI
beamline at the BESSY-II synchrotron, Helmholtz Zentrum,
Berlin (Klaus & Garcia-Moreno, 2016; Jiménez et al., 2018).
The white beam from the beamline’s 7 T multipole wiggler
was filtered with 10 mm of aluminium to attenuate low-energy
photons which could cause sample heating, and to harden the
incident X-ray spectrum to higher photon energies. This
filtration ensured that the highest-intensity diffraction peaks
are above the Cd and Te self-absorption edges of the detector
(26.7 and 31.8 keV, respectively). Filtration also kept the count
rate at a level to be able to identify charge.

2.2.1. Pinhole camera for diffraction measurements.
Spatially resolved diffraction information was recorded with a
HEXITEC CdTe pixellated hyperspectral detector (Seller et
al.,2011; Jacques et al., 2013; Veale et al., 2018) using a pinhole
magnification technique (Egan et al., 2014, 2015) to give a field
of view of 3.7 x 3.7 mm. A dual HEXITEC detector system
and sample stage was assembled and tested on Beamline 112-
JEEP at Diamond Light Source (Drakopoulos et al, 2015),
and then transported to and installed on the EDDI beamline
at BESSY-II. Geometric parameters for the HEXITEC
detector setup are given in Table 1. A drawing of the
HEXITEC system and a schematic of the experimental setup
are shown in Fig. 2. The latest development of the HEXITEC
dark-field setup shown in Fig. 2 uses two detectors, one on
each side of the direct beam path. It is possible to combine the
measurements from both detectors to improve signal versus
background compared with a single detector. In this paper, we
present the results from one detector only.

Two HEXITEC GigE modules.
Right-hand module shown i
without shielding

Pinhole
assembly

g X95 rail mounting

(@)

Two HEXITEC
CdTe detectors
Incident ATWO
hit pinholes
white o Optional
beam. o |- :_ imaging
— camera
Battery
Can move detectors during setup
to change pinhole magnification
(b)
Figure 2

(a) A drawing of the dual HEXITEC detector and pinhole system,
mounted on an X95 optical rail. (b) A schematic diagram of the
experimental setup used for the operando battery diffraction experi-
ments.
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Table 1

Geometric information for the HEXITEC pinhole camera setup.
Sensor size 20 x 20 mm
Sensor size 80 x 80 pixels
Pixel size 250 um
Sample-to-pinhole distance 90 mm
Pinhole-to-detector distance 490 mm
Pinhole diameter 200 pm
Magnification 5.4

Field of view at sample 3.7 x 3.7 mm
Resolution 46 um per pixel
20 angle 5°

A small X-ray imaging camera was included in the setup for
direct radiographic imaging of the sample. Acquiring radio-
graphs with the camera was a significant aid to initial sample
alignment. In principle, the setup could be developed further
to acquire radiographs during battery discharge experiments,
but this was not done on this occasion.

2.2.2. Calibration of HEXITEC detector. Energy calibration
of the HEXITEC detector was carried out prior to the
experiment using sealed X-ray sources. Once set up on the
beamline, per-pixel diffraction calibration was performed,
because the spatial extent of the 20 x 20 mm sensor means
that each pixel is at a slightly different 26 angle with respect to
the sample position. Diffraction calibration data were
collected using NIST 640d Si and 660a LaB4 powder stan-
dards, mounted in flat 0.5 mm thick shim sample holders.
Diffraction images obtained from the flat shim calibration
samples were then used to correlate the energy spectrum bins
in each pixel with known lattice parameters.

Firstly, for each pixel, Si diffraction peaks 111, 220 and 311
were identified and then fitted by a Gaussian function to get Si
peak position values E;;; in an energy domain. The profile
fitting of the Gaussian function was implemented through the
MATLAB function Isqcurvefit, which solves nonlinear least-
squares problems (MATLAB 2012 version, MathWorks Inc.).
E,;; values were directly associated with values of the
momentum transfer vector Qy;; through the equation Q =
4mEsin(#)/(hc), where h and ¢ are Planck’s constant and the
speed of light, respectively. Then pair points (E;;;, O111),
(Exo, O0) and (E3y;, Qs1) were linearly fitted using the
MATLAB function polyfit to get coefficients p(1) and p(2).
Finally, knowing the parameters of the linear dependence
between the momentum transfer vector and energy for all the
pixels, the O value of each bin of a particular pixel was
calculated. To control the performed procedure of Q-axis
calibration, the collected LaBy4 data were inspected. The
positions of the LaBg diffraction peaks were found to be in
accordance with expected values within 30.01 Al

2.2.3. Limitations of pinhole camera technique. In
performing this feasibility study of a pinhole camera for
diffraction measurements, some limitations of the technique
were encountered. First, the limitations intrinsic to any
pinhole camera will be discussed. The image formed by a
pinhole camera is a convolution of the source object with the
point spread function (PSF) of the pinhole and the PSF of the
imaging sensor (Thomas et al., 2010; Elleaume et al., 1995). The
PSF of the pinhole has a diffraction contribution and a

geometric contribution due to the finite size of the pinhole.
The diffraction contribution increases as the pinhole diameter
decreases, while the geometric contribution increases with
increasing pinhole diameter. Using the simple analytical
approach provided by Thomas et al. (2010), the optimum
pinhole size at 40 keV for the HEXITEC setup used for the
battery experiment is approximately 5 pm, which is similar to
another analytical solution given by Harrison et al. (2014).
Apart from being difficult to manufacture, such a small
pinhole would result in very long data collection times.
Instead, a large 200 um diameter pinhole was used to ensure
sufficient signal in the 5 min collection time we wanted to
achieve. At this size, the geometric contribution dominates.
Again using a simple analytical approach (Thomas et al., 2010),
and assuming a Gaussian source, the root-mean-square (r.m.s.)
size of the pinhole’s contribution to the PSF is 372 um. The
PSF of the HEXITEC sensor has been modelled and
measured (Koch-Mehrin et al., 2020), with the conclusion that
the average charge cloud size is fairly constant from 5 to
100 keV with an r.m.s. width of 13 pum, which is well below the
250 um pixel size. Noting that the r.m.s. width of a Gaussian is
the standard deviation, 43 standard deviations means that
~99.7% of charge would be collected in a diameter of 78 um,
which is still within one pixel. With contributions to the overall
PSF added in quadrature (Thomas et al., 2010), the overall
system PSF r.m.s. width due to contributions from the pinhole
and sensor is 3723 um or 1.5 pixels, dominated by the
geometric contribution of the pinhole aperture. The outcome
is that, although the magnification of the pinhole camera gives
a pixel resolution of 46 um per pixel (Table 1), the standard
deviation on this is 1.5 pixels or 69 um, and there will be
overlap in signal between pixels due to the geometric blurring
effect of the pinhole.

Another limitation of the pinhole camera technique in this
experiment is the choice of a cylindrical cell. The gauge
volume defined by the pinhole and incident X-ray beam is
shown schematically in Fig. S1(«) in the supporting informa-
tion, which shows the potential for overlap of diffraction signal
from different regions of the cell. The implications of this
overlap are discussed in the Results and discussion section
(Section 3). The pinhole camera setup may be better suited to
a flat cell with a lamellar structure [Fig. S1(b)], with a high-
aspect-ratio ‘letterbox’ incident X-ray beam selected so that
the pinhole camera only sees an illuminated slice through the
battery. A series of 2D slices could then be imaged by trans-
lating the cell through the beam.

Further limitations were found with the twin-detector setup.
It proved extremely challenging to align both detectors and
pinholes on the same region of interest in the cylindrical AA
cell. While data were collected using both detectors during the
experiment, we only present and discuss the results from one
detector.

Finally, a spectroscopic detector like the HEXITEC will
pick up background air scattering, so additional shielding,
particularly lead-shielded flight tubes around the incident
beam, and between the pinhole and detector, was necessary to
minimize background counts.

J. Appl. Cryst. (2020). 53, 14341443
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2.2.4. Battery setup and discharge during diffraction
measurements. For the first operando discharge experiment,
an AA battery was mounted in a custom-made holder
mounted on a rotation stage. The battery was discharged
through a 2 €2 resistor, resulting in a fast discharge to deple-
tion in approximately 4 h. The cut-off point for the end of the
experiment was a remaining battery voltage of 0.8 V, repre-
senting 90-95% depth of discharge. The battery voltage and
circuit current were continuously logged throughout the
discharge process. During discharge, diffraction measurements
were made, collecting for 5 min with a 15 min gap between
collections, giving a snapshot of the state of the battery every
20 min. For comparison with time-resolved EDXD (Gallaway
et al., 2014), with a 50 pm EDXD gauge volume, 20 s acqui-
sition time and 50 collection points, the total time per map was
50 x 20 s = 1000 s (16.7 min). In the work of Gallaway et al.
(2015), again with a 50 pm EDXD gauge volume, 20 s acqui-
sition time and 22 collection points, a spatial map took
22 x 20 s =440 s or 7.3 min. Note that, for the HEXITEC, the
equivalent number of collection points is 80 in 5 min, based on
the number of pixel rows or columns, and the data collection
per point is in parallel, not sequential.

To improve powder averaging of the diffraction informa-
tion, the battery sample was rocked around its longitudinal
axis by £25°. The cylindrical symmetry of an AA cell was
suitable for this. The rocking of the battery meant that the data
were spatially averaged in the circumferential direction while
still preserving spatial resolution in the axial direction.
Resolution in the radial direction was compromised by the
shape of the gauge volume, as discussed in Section 2.2.3.

A second operando experiment was performed on a fresh
battery, again with discharge through a 2 € resistor, but this
time discharging the battery for 1h, followed by 2h of
recovery with the battery disconnected. The discharge process
was continued in this manner (1 h on, 2 h off) until the battery
was depleted, indicated by a remaining voltage of 0.8 V. As for
the first experiment, the acquisition time was 5 min with a
15 min gap between collections, giving a snapshot of the state
of the battery every 20 min. This experiment was performed to
compare any chemical or microstructural changes taking place
in ‘realistic’ use conditions, whereby the battery was used for a
period of time and then left at open-circuit voltage for a
period until required again.

2.3. X-ray tomography

Tomography on AA cells from the same batch used for the
diffraction studies was performed on the [12-JEEP Beamline
at Diamond Light Source (Drakopoulos et al., 2015). The
batteries were mounted in the same sample holder and were
discharged through a 2 2 resistor while monitoring battery
current and voltage. The battery diameter fitted entirely
within the field of view of the X-ray imaging camera, so
conventional acquisition and reconstruction procedures were
used. The battery was positioned vertically so that the tomo-
graphy scans included the same region observed for the
equivalent cells used in the HEXITEC pinhole diffraction

setup. The relevant region of interest was then extracted from
the reconstructed tomography data sets for presentation with
the diffraction results in the Results and discussion section
(Section 3). Tomography data sets were acquired at 5-10 min
intervals using 75 keV X-rays. For each tomography scan, 1800
projections (0 to 180° with 0.1° step) were recorded with an
exposure time of 2.5 ms. The pixel resolution was 7.91 um per
pixel, with a field of view (H x V) of 2560 x 2160 pixels or
22.2 x 17.1 mm. Tomographic reconstruction was performed
using the SAVU system (Atwood et al, 2015; Wadeson &
Basham, 2016). A filtered back projection algorithm was used
(Ramachandran & Lakshminarayanan, 1971), as implemented
in the ASTRA toolbox (van Aarle et al, 2016). Imagel
(Schneider et al., 2012; Rasband, 1997-2018) was used for local
thresholding, image contrast enhancement, medial filtering,
segmentation and analysis of reconstructed images. Differ-
ences in the X-ray attenuation between the battery casing,
MnO,, Zn, ZnO and central current collector resulted in
different grey levels in the reconstructed images. Segmenta-
tion of different battery regions, shown schematically in
Fig. S2, enabled estimation of their macroscopic volume
changes based on changes in cross-sectional area. In a
cylindrical object of constant length like an AA cell, changes
in cross-sectional area are equivalent to changes in volume.

3. Results and discussion
3.1. 2 Q continuous discharge

In this study, we evaluated the changes in the cathode and
anode of a Zn/MnO, battery using operando synchrotron
tomography and operando spatially resolved synchrotron
diffraction with one HEXITEC detector. The process inves-
tigated was continuous discharge of the battery through a 2 Q2
resistor over a period of approximately 4 h. Note that the
tomography and diffraction experiments were performed in
separate experiments on different batteries from the same
batch, with the aim of generating complementary information.

The 2D region of interest shown in Fig. 1 was mapped with
one HEXITEC detector. The aim was to observe dynamically
the changes in the spatial distribution of chemical species Zn,
ZnO and MnO, at different distances from the separator. An
overview of the time-resolved results is presented in Fig. 3.
Complementary tomography measurements on an identical
battery provided direct information about the morphological
changes in the battery (Fig. S2), allowing correlation of these
changes with chemical changes observed in the diffraction
measurements.

The diffraction data indicate that, before the start of battery
discharge (Fig. 3, first row), the anode material consisted of Zn
and the cathode material consisted of MnO,. A reconstructed
tomography image of the battery confirms that the distribu-
tion of Zn grains in the anode was homogeneous and the
MnO, cathode was uniform in morphology.

During discharge, significant morphological changes were
observed in the tomographic images (Fig. 3, first column),
which include a macroscopic volume expansion (14%) of the
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cathode. Multiple cracks appeared in the cathode material,
accompanying the transformation of MnO, to MnOOH.
Considerable shrinkage of the separator (approximately 3.3
times in volume) and macroscopic contraction of the anode
material were observed during the transformation of Zn to
ZnO (see Fig. S2 for detail), being in agreement with
previously published results (Haibel et al., 2010; Osenberg et
al., 2018). The calculated macroscopic reduction in anode
volume was 6%. In the reconstructed tomographic images, the
size of zinc grains measured in 2D slices near the separator
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reported elsewhere (Haibel et al., 2010), with zinc dissolution
and ZnO formation occurring preferentially at the separator
interface. The morphological changes we observed in the
cathode and anode support recent in situ tomography results
for rechargeable alkaline-manganese batteries (Haibel et al.,
2010; Arlt et al., 2014; Osenberg et al., 2018).

The morphological changes in the anode correlate with the
spatially resolved diffraction data from an identical battery
studied with the HEXITEC detector (Fig. 3, second and third
columns). There is a clear sequential transformation of Zn to
ZnO in the direction from the separator towards the current
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Despite these limitations, temporal and spatial changes were
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Results for 2  interrupted discharge; each row contains a discharge curve (with the time of the tomography and diffraction measurements indicated by
arrows), a reconstructed tomography slice through the region of interest and the corresponding spatially resolved diffraction patterns at different radial
distances from the current collector. The third column is for the anode [transformation of Zn (overlapping peaks 110 and 103) to ZnO (peak 112)] and
the fourth column is for the cathode [transformation of MnO, (peak 100) to MnOOH (peak 210)]. The cathode reaction is observed as a peak shift
because the materials form a continuous solid solution (Gallaway et al., 2015).
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successfully observed. As a function of time, the intensity of
the diffraction peak corresponding to Zn decreased, while the
intensity of the diffraction peak corresponding to ZnO
increased. The chemical transformation started next to the
separator and developed in the direction of the current
collector, with the ZnO signal decreasing with increasing
distance from the separator. These findings agree with the
results of Gallaway et al. (2014), who observed that ZnO
reflections first appeared at the anode-separator interface.
The ZnO signal spread through the anode at lower intensity.
This spatial change in ZnO signal correlates with the tomo-
graphy results shown in Fig. S3. Qualitatively, the Zn particles
near the separator become less well defined. We think this is
indicative of a mechanism described by Gallaway et al. (2014)
and Bhadra et al. (2015), where a ZnO shell forms around the
Zn particles as they transform.

Considering the cathode, the transformation of MnO, to
MnOOH over time is observed as a shift in the observed
peaks. This transformation was described by Gallaway et al.
(2015) as a continuous process of formation of a non-
stochiometric solid solution of MnO, and MnOOH, because
both materials have similar crystal structures. Ghodbane et al.
(2012) confirmed by in situ high-resolution powder diffraction
measurements that MnO, cathodes exhibit contraction/swel-
ling of the crystal structure upon discharge or charge, due to
the intercalation or deintercalation of cations. The reported
swelling of the crystal structure in the cathode correlates with
our tomographic observations of macroscopic swelling of the
cathode.

In all the diffraction results, peaks from the steel casing of
the battery are present. It was not possible to eliminate these
peaks using the pinhole setup, and there is an apparent shift in
the steel peak with radial distance due to the cylindrical
geometry of the cell.

3.2. 2 Q interrupted discharge

The second investigated discharge process was again
through a 2 Q resistor, but this time the battery was discharged
for 1 h followed by a 2 h pause before resuming discharge. The
discharge/pause iteration was repeated three times before the

battery was completely discharged during the fourth
discharge. An overview of the time-resolved results is
presented in Fig. 4. The purpose of the interrupted discharge
was to look for signs of changes in battery morphology or
chemistry during the pauses in discharge. No morphological or
structural changes were observed during the pauses in either
the tomography or diffraction data. Overall, the time spent in
discharge was 3.5 h, the same as the uninterrupted (contin-
uous) test.

The morphological and chemical changes during inter-
rupted discharge were similar to those observed in the
batteries subjected to continuous discharge. The tomography
images showed swelling of the cathode, with cracks appearing
and compression of the separator. In the anode, the chemical
transformation of Zn to ZnO initiated at the separator and
developed over time towards the current collector.

Further analysis of the spatial and temporal change in
anode chemistry is shown in Fig. 5. Here, the relative changes
in the Zn peak area are shown. The Zn peak area A, (t, r) at
time ¢ and radial axis position r was obtained by fitting the Zn
peak (overlapping peaks 110 and 103) from 4.6 to 4.8 A
using a Gaussian function. As can be seen from comparison of
Figs. 5(a) and 5(c), there is no significant difference in the
spatial and temporal change in anode chemistry in the cases of
continuous and interrupted discharge. There is, however, a
difference between the two batteries, seen as a difference in
the relative zinc peak area close to the current collector, near
radial distance 1.8 mm. The Zn peak area is higher near the
current collector for the battery subjected to interrupted
discharge [Fig. 5(c)] compared with the battery that was
continuously discharged [Fig. 5(a)]. We think this may be
attributed to a variation in the quantity of zinc particles in the
gel anode of the two batteries tested, even though they were
from the same batch. Further investigation would be required
to confirm this. Again comparing continuous and interrupted
discharge, there is also no difference in the relative volume
change of the cathode and anode and in the amount and
spatial distribution of ZnO, as follows from measurements
made on the tomography data (Fig. 6). Thus, there is a clear
correlation between structural changes in the anode material

Azn(t, 1)/ Azq(0, 1) [-]

Radial axis [mm]

Time, t [hours]

Figure 5

Time, t [hours]

Time, t [hours]

The relative zinc peak area changes Az, (¢, r)/Az,(0, r) as a function of time and position along the radial axis inside the anode. (a) During continuous
discharge. (b) During interrupted discharge. Grey areas mark the pauses in the discharge process. (c) Data for interrupted discharge with pause periods

not plotted.
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discharge. (b) During interrupted discharge. Grey areas mark the pauses in discharge. (¢) Data for interrupted discharge plotted without the pause

periods.

measured by energy-dispersive diffraction with the HEXITEC
detector and macroscopic changes in the battery components
measured by conventional X-ray tomography. Combined
measurements using both experimental techniques in one
experimental setup would allow simultaneous operando
measurements of the structural and morphological changes in
an intact commercial-sized battery.

4. Conclusions

Using the example of well understood standard battery
discharge, we have demonstrated that the combination of
operando spatially resolved synchrotron diffraction and
operando synchrotron tomography is a promising method for
monitoring chemical and macroscopic changes in complete
battery cells. The 2D energy-dispersive diffraction information
obtained using an 80 x 80 pixel HEXITEC CdTe detector and
pinhole camera removes the requirement to scan samples
point by point through a gauge volume (as in conventional
EDXD). However, the low efficiency of the pinhole system
means that the time resolution is still of the order of minutes.
The finite size of the pinhole is a limitation of the technique,
causing a degradation in spatial resolution. The geometry of
the setup is also not optimal for a cylindrical cell, resulting in
spatial overlap of diffraction information. The energy resolu-
tion of the HEXITEC CdTe sensor is also lower than that of
the high-purity Ge crystals used in energy-dispersive detec-
tors.

Operando tomography confirmed the morphological
changes in Zn/MnOQO, alkaline cells observed by others. The
macroscopic volume changes of cathode and anode could be
tracked and, qualitatively, the transformation of Zn to ZnO in
the anode was observed to be strongest near the separator,
complementing the observed spatial variation in diffraction
signal intensity of Zn and ZnO.

5. Further work

It is possible, with existing equipment, to combine 2D
diffraction data collection by the HEXITEC detector with
simultaneous white-beam tomographic imaging. As this is a

white-beam technique, the experiment could be attempted on
a laboratory X-ray setup, although the lower flux will
compromise time resolution. A development for the
HEXITEC setup that would be a significant improvement
over the pinhole camera arrangement would be individual
pixel collimation. Production of a high-aspect-ratio pixellated
collimator array remains a significant technical challenge.
Improvements in detector performance may be achieved with
a recently developed CdZnTe sensor for the HEXITEC
detector, as well as via increasing the size of the sensor and the
frame rate. It is proposed that the pinhole detector setup may
be better suited to lamellar batteries illuminated with a high-
aspect-ratio incident X-ray beam.

Acknowledgements

The authors acknowledge access to synchrotron X-ray facil-
ities on the EDDI Beamline, BESSY-II, HZB, Berlin,
Germany (proposal No. 16204118) and the 112 Beamline,
Diamond Light Source, UK (beamtime allocation No.
CM16771-2). Batteries were provided by Duracell USA,
without any financial or other interests of the authors. We wish
to thank Dr Lorraine Bobb, Head of Diagnostics at Diamond
Light Source, for helpful discussions on X-ray pinhole camera
limitations.

References

Aarle, W. van, Palenstijn, W. J., Cant, J.,, Janssens, E., Bleichrodt, F,,
Dabravolski, A., De Beenhouwer, J., Joost Batenburg, K. & Sijbers,
J. (2016). Opt. Express, 24, 25129-25147.

Arlt, T., Schroder, D., Krewer, U. & Manke, 1. (2014). Phys. Chem.
Chem. Phys. 16, 22273-22280.

Atwood, R. C, Bodey, A. J., Price, S. W. T., Basham, M. &
Drakopoulos, M. (2015). Phil. Trans. R. Soc. A, 373, 20140398.
Bhadra, S., Hertzberg, B. J., Hsieh, A. G., Croft, M., Gallaway, J. W.,
Van Tassell, B. J.,, Chamoun, M., Erdonmez, C., Zhong, Z.,
Sholklapper, T. & Steingart, D. A. (2015). J. Mater. Chem. A, 3,

9395-9400.

Drakopoulos, M., Connolley, T., Reinhard, C., Atwood, R.,
Magdysyuk, O., Vo, N., Hart, M., Connor, L., Humphreys, B.,
Howell, G., Davies, S., Hill, T., Wilkin, G., Pedersen, U., Foster, A.,
De Maio, N., Basham, M., Yuan, F. & Wanelik, K. (2015). J.
Synchrotron Rad. 22, 828-838.

1442

Thomas Connolley et al. -

Operando study of alkaline battery discharge

J. Appl. Cryst. (2020). 53, 1434-1443


http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB43
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB43
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB43
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB1
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB1
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB40
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB40
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB2
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB2
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB2
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB2
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB3
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB3
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB3
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB3
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB3

research papers

Egan, C. K., Jacques, S. D. M., Connolley, T., Wilson, M. D., Veale,
M. C, Seller, P. & Cernik, R. J. (2014). Proc. R. Soc. A, 470,
20130629.

Egan, C. K., Jacques, S. D. M., Wilson, M. D., Veale, M. C,, Seller, P,
Withers, P. J. & Cernik, R. J. (2015). J. Appl. Cryst. 48, 269-272.
Elleaume, P, Fortgang, C., Penel, C. & Tarazona, E. (1995). J.

Synchrotron Rad. 2, 209-214.

Faegh, E., Omasta, T., Hull, M., Ferrin, S., Shrestha, S., Lechman, J.,
Bolintineanu, D., Zuraw, M. & Mustain, W. E. (2018). J.
Electrochem. Soc. 165, A2528-A2535.

Finegan, D. P, Darcy, E., Keyser, M., Tjaden, B., Heenan, T. M. M.,
Jervis, R., Bailey, J. J., Malik, R., Vo, N. T., Magdysyuk, O. V.,
Atwood, R., Drakopoulos, M., DiMichiel, M., Rack, A., Hinds, G.,
Brett, D. J. L. & Shearing, P. R. (2017). Energy Environ. Sci. 10,
1377-1388.

Finegan, D. P, Scheel, M., Robinson, J. B., Tjaden, B., Hunt, I,
Mason, T. J., Millichamp, J., Di Michiel, M., Offer, G. J., Hinds, G.,
Brett, D. J. L. & Shearing, P. R. (2015). Nat. Commun. 6, 6924.

Franke-Lang, R., Arlt, T., Manke, I. & Kowal, J. (2017). J. Power
Sources, 370, 45-51.

Gallaway, J. W., Erdonmez, C. K., Zhong, Z., Croft, M., Sviridov, L. A.,
Sholklapper, T. Z., Turney, D. E., Banerjee, S. & Steingart, D. A.
(2014). J. Mater. Chem. A, 2, 2757-2764.

Gallaway, J. W., Hertzberg, B. J., Zhong, Z., Croft, M., Turney, D. E.,
Yadav, G. G, Steingart, D. A., Erdonmez, C. K. & Banerjee, S.
(2016). J. Power Sources, 321, 135-142.

Gallaway, J. W., Menard, M., Hertzberg, B., Zhong, Z., Croft, M.,
Sviridov, L. A., Turney, D. E., Banerjee, S., Steingart, D. A. &
Erdonmez, C. K. (2015). J. Electrochem. Soc. 162, A162-A168.

Ghodbane, O., Ataherian, F., Wu, N.-L. & Favier, F. (2012). J. Power
Sources, 206, 454-462.

Haibel, A., Manke, 1., Melzer, A. & Banhart, J. (2010). J. Electrochem.
Soc. 157, A387-A391.

Harrison, S., Heathcote, R., Clarke, R., Green, J., Notley, M., Carroll,
D. & Neely, D. (2014). Development of a High Repetition X-ray
Pinhole Camera. https://www.clf.stfc.ac.uk/Pages/81.pdf. Central
Laser Facility, Rutherford Appleton Laboratory, Didcot, Oxford-
shire, UK.

Ingale, N. D., Gallaway, J. W., Nyce, M., Couzis, A. & Banerjee, S.
(2015). J. Power Sources, 276, 7-18.

Jacques, S. D. M., Egan, C. K., Wilson, M. D., Veale, M. C., Seller, P. &
Cernik, R. J. (2013). Analyst, 138, 755-759.

Jiménez, C., Paeplow, M., Kamm, P. H., Neu, T. R., Klaus, M.,
Wagener, G., Banhart, J., Genzel, C. & Garcia-Moreno, F. (2018). J.
Synchrotron Rad. 25, 1790-1796.

Jones, L., Seller, P,, Wilson, M. & Hardie, A. (2009). Nucl. Instrum.
Methods Phys. Res. A, 604, 34-37.

Kirshenbaum, K., Bock, D. C., Lee, C.-Y., Zhong, Z., Takeuchi, K. J.,
Marschilok, A. C. & Takeuchi, E. S. (2015). Science, 347, 149—
154.

Klaus, M. & Garcia-Moreno, F. (2016). J. Large-Scale Res. Facil. 2,
A40.

Koch-Mehrin, K. A. L., Lees, J. E. & Bugby, S. L. (2020). Nucl.
Instrum. Methods Phys. Res. A, 976, 164241.

Liang, G., Croft, M. C. & Zhong, Z. (2013). J. Electrochem. Soc. 160,
A1299-A1303.

Liotti, E., Lui, A., Connolley, T., Dolbnya, I. P, Sawhney, K. J. S,,
Malandain, A., Wilson, M. D., Veale, M. C., Seller, P. & Grant, P. S.
(2015). Sci. Rep. 5, 15988.

Marschilok, A. C., Bruck, A. M., Abraham, A., Stackhouse, C. A.,
Takeuchi, K. J., Takeuchi, E. S., Croft, M. & Gallaway, J. W. (2020).
Phys. Chem. Chem. Phys. 22, 20972-20989.

Osenberg, M., Manke, I., Hilger, A., Kardjilov, N. & Banhart, J.
(2018). Materials (Basel), 11, 1486.

Ramachandran, G. N. & Lakshminarayanan, A. V. (1971). Proc. Natl
Acad. Sci. USA, 68, 2236-2240.

Rasband, W. S. (1997-2018). ImageJ, US National Institutes of
Health, Bethesda, Maryland, USA. https://imagej.nih.gov/ij/.

Schneider, C. A., Rasband, W. S. & Eliceiri, K. W. (2012). Nat.
Methods, 9, 671-675.

Schroder, D., Arlt, T., Krewer, U. & Manke, 1. (2014). Electrochem.
Commun. 40, 88-91.

Seller, P, Bell, S., Cernik, R. J., Christodoulou, C., Egan, C. K,
Gaskin, J. A., Jacques, S., Pani, S., Ramsey, B. D., Reid, C., Sellin,
P. J, Scufftham, J. W,, Speller, R. D., Wilson, M. D. & Veale, M. C.
(2011). J. Instrum. 6, C12009.

Strobridge, F. C., Orvananos, B., Croft, M., Yu, H.-C., Robert, R., Liu,
H., Zhong, Z., Connolley, T., Drakopoulos, M., Thornton, K. &
Grey, C. P. (2015). Chem. Mater. 27, 2374-2386.

Thomas, C., Rehm, G., Martin, I. & Bartolini, R. (2010). Phys. Rev.
Spec. Top. Accel. Beams, 13, 022805.

Turney, D. E., Gallaway, J. W., Yadav, G. G., Ramirez, R., Nyce, M.,
Banerjee, S., Chen-Wiegart, Y. K., Wang, J., D’Ambrose, M. J.,
Kolhekar, S., Huang, J. C. & Wei, X. (2017). Chem. Mater. 29, 4819—
4832.

Veale, M. C,, Seller, P, Wilson, M. & Liotti, E. (2018). Synchrotron
Radiat. News, 31(6), 28-32.

Veale, M. C,, Bell, S. J., Seller, P, Wilson, M. D. & Kachkanov, V.
(2012). J. Instrum. 7, PO7017.

Wadeson, N. & Bashamar, M. (2016). arXiv:1610.08015 [cs.DC].

J. Appl. Cryst. (2020). 53, 1434-1443

Thomas Connolley et al. -«

1443

Operando study of alkaline battery discharge


http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB29
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB29
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB29
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB5
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB5
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB38
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB38
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB6
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB6
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB6
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB7
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB7
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB7
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB7
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB7
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB8
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB8
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB8
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB9
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB9
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB10
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB10
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB10
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB11
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB11
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB11
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB12
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB12
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB12
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB47
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB47
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB13
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB13
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB14
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB14
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB14
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB14
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB14
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB15
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB15
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB16
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB16
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB17
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB17
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB17
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB18
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB18
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB19
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB19
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB19
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB20
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB20
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB39
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB39
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB21
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB21
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB22
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB22
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB22
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB23
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB23
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB23
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB24
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB24
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB42
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB42
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB46
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB46
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB44
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB44
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB25
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB25
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB26
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB26
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB26
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB26
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB27
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB27
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB27
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB37
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB37
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB28
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB28
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB28
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB28
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB29
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB29
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB35
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB35
http://scripts.iucr.org/cgi-bin/cr.cgi?rm=pdfbb&cnor=iu5001&bbid=BB41

