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Materials and Methods

Sample preparation

Analytical grade calcium chloride dihydrate (CaCl2-2H.0), sodium carbonate decahydrate
(Na2C0O3-10H,0) and magnesium chloride hexahydrate (MgCl,-6H20) were purchased from
Sigma-Aldrich and used as received. 50 mL of a one molar Mg-Ca solution was prepared by
dissolving 0.01 mol MgCl,-6H20 and 0.04 mol CaCl,-2H0 in ultra-pure water. The carbonate
solution was prepared by dissolving 2 mmol Na2COs-10H20 in 48 mL ultra-pure water. A
computer controlled titration system (905 Titrando, Metrohm Ltd.) was utilized for these
experiments.

In a typical experiment, 2 mL of calcium solution was dosed at a rate of 10 mL/min into a
100 mL reaction vessel filled with 48 mL of carbonate solution. The total volume of the solution
after dosing was 50 mL and the theoretical concentrations of cations (Mg?* and Ca?*) and anions
(COs%*and HCO3") were equal to 40 mM. The precipitates were extracted by fast vacuum filtering
of the reaction solution and then rinsed with ethanol. The collected powders after filtration were
further dried and stored in a vacuum desiccator for subsequent characterization.

For the experiments on the effects of Mg?*/(Mg?*+Ca?*) ratio on the formation and
crystallization of ACC in solution, the initial Mg?*/(Mg?*+Ca?") ratio was varied from 10% to
40%, whereas the carbonate concentration was raised from 5 to 40 mM. The calculated
concentration of (Mg?*+Ca?") is equal to the carbonate concentration after mixing. The reaction
was indexed, as N1(MgACC)-N2(mM), where N1 corresponds to the initial Mg?*/(Mg?*+Ca?*)
ratio multiplied by 100, and N2 corresponds to the carbonate concentration (as shown in legends
in Fig. S4).

Monitoring pH and calcium concentration in solution

The pH and calcium concentration of the solution during reaction were monitored using a
pH electrode and a calcium-sensitive electrode (Ca-ISE, Metrohm Ltd.) connected to the titration
system. Electrodes, vessel, and burette tips were cleaned with dilute hydrochloric acid and
carefully rinsed with distilled water after each experiment. The Ca-ISE was calibrated before
every experiment by dosing the 1 M calcium solution to 50 ml water at room temperature at a
rate of 0.1 mL/min, and measuring the signal (in mV), as a function of calcium concentration.
During the calibration of calcium concentration, the pH of the solution was kept at 10.5 by
titrating 0.01M NaOH. The pH-electrode was calibrated every day using standard buffers at pH
4.00, pH 7.00 and pH 9.00 (Metrohm Ltd.).

Scanning electron microscopy and transmission electron microscopy

The sample morphology was imaged using a field emission scanning electron microscope
(JEOL, JSM-7500F) working at 5 kV. Samples were not coated prior investigation. Transmission
electron microscopy was performed using a ZEISS, EM 912 transmission electron microscope
operating at 120 kV.

X-ray powder diffraction

The laboratory X-ray diffraction (XRD) measurements were carried out in the Bragg-
Brentano scattering geometry, using a Bruker D8-Advance X-ray powder diffractometer (Cu K,
radiation, A = 1.5406 A) in the 20-range of 10-80° and scan speed of 0.36 °/min. High-resolution
X-ray powder diffraction (HRXRPD) measurements were performed at the dedicated beamline




ID22 of the European Synchrotron Radiation Facility (ESRF, Grenoble, France) using a
wavelength of 0.49596 A. Total X-ray scattering patterns were acquired continuously at D11
beamline of ESRF using a beam-size of 1 x 1 mm? in cross-section. X-ray energy was set to 87
keV (wavelength, A = 0.142511 A). Data was acquired using a Frelon2K or Frelon4M detector
with a 10-30 s integration time and processed with Fit2D software (31). Pair distribution
functions (PDF) were produced using the PDFgetX3 software (32).

X-ray absorption near-edge structure (XANES) spectroscopy

The XANES spectra for oxygen K-edge and calcium L-edge were acquired by
photoemission electron microscopy (PEEM) at the Advanced Light Source (ALS), Lawrence
Berkeley National Laboratory (CA, USA) on beamline 11.0.1. The Ca spectrum in Fig. S2 is
averaged over 237 single-pixel spectra and the O spectrum is averaged over 105 single-pixel
spectra, acquired between 340-360 eV and 525-555 eV, respectively. The energy step between
PEEM images was 0.1 eV in the central peak-containing region and 0.5 eV in the featureless pre-
and post-edge energy regions. Both Ca and O spectra were extracted from two separate movies
acquired on different areas and in repeated acquisitions. The O spectrum is normalized to a
background intensity acquired on the pure platinum coating. Both O and Ca spectra are presented
in comparison with those collected with other calcium carbonate minerals (33). All spectra were
first aligned, so the O spectra had their peak (marked as 1 in Fig. S2) at 534 eV, and the Ca
spectra had the L> main peak at 352.6 eV. These two alignment energy positions are indicated in
Fig. S2 by two black vertical lines that run across the plots. All spectra, taken from CCHH
(CaC03:0.5H20) and other minerals, were peak-fitted again using the GG Macros
(https://nome.physics.wisc.edu/gilbert/software/), because several fine details of the spectra were
discovered after the publication (33), e.g. the small pre-edge peaks at approximately 347 eV in
calcite and vaterite, which also exist in CCHH. The energy positions obtained from accurate
peak fitting are displayed as black vertical lines in O spectra (Fig. S2C) and as black vertical
segments in Ca spectra (Fig. S2D).

The XANES spectra at the Ca K-edge were acquired at the LUCIA beamline at the SOLEIL
Synchrotron Light Source (Saint-Aubin, France). The X-ray beam energy was varied from 4000
to 4080 eV in 1.0 eV steps before the pre-edge and in 0.2 eV steps thereafter. The electron energy
in the synchrotron storage ring was 2.75 GeV and the current was up to 400 mA. The X-ray
energy was selected by a double-crystal Si(111) monochromator, which was calibrated using Ti
foil and setting the edge at 4966 eV. The beam size of the sample was ca. 1.5 x 1.5 mm?. Powder
samples of CCHH, ACC, vaterite, aragonite and calcite were mounted with a sticky tape. To
improve the signal-to-noise ratio, all spectra were averaged over three to five scans. Baseline
subtraction and normalization were performed using the ATHENA of the IFEFFIT software
package (34). The edge energy was determined at the maximum of the third peak of the first
derivative of the XANES data. Normalization was performed using a linear pre-edge function
and a quadratic polynomial for the post-edge.

Automated electron diffraction tomography (ADT)

Three-dimensional electron diffraction data acquisitions were performed in the Johannes
Gutenberg-Universitat, Mainz with a FISCHIONE tomography sample holder cooled with liquid
N2, using the ADT acquisition module (35) developed for FEI TECNAI F30 TEM. A condenser
aperture of 10 um and mild illumination setting (gun lens 8 and spot size 6) were used in order to




produce a quasi-parallel beam of 50 nm in diameter on the sample and reduce the electron
irradiation dose. Sample image tracking was performed in the microprobe HAADF-STEM mode,
whereas electron diffraction was acquired with nano-electron diffraction (NED) setting. ADT tilt
series were collected both with and without precession of the beam. Precession electron
diffraction (PED) was used in order to improve the reflection intensity integration quality (36)
and only ADT/PED data were used for structure solution. PED was performed using the
SpinningStar unit developed by NanoMEGAS Company, Belgium. The precession angle was
kept at 1.2°. For data processing and extraction, a ADT software (developed in the group of Dr.
Kolb, Johannes Gutenberg-University Mainz, Germany and distributed by the NanoMegas
Company, Belgium) was used, including three-dimensional diffraction reconstruction and
visualization, cell determination based on clustering routines (37), and reflection intensity
integration (36, 38, 22).

Structure solution based on ADT data

STEM imaging revealed crystals with two different morphologies, as presented in Fig. S8.
Type-1 crystals (left panel) are thin and elongated needles which produce single crystal
diffraction only at the tip. Crystals of the second type (middle panel) are thin needle-like
platelets. Four ADT data sets were taken from crystals exhibiting type-1 morphology, which can
be accounted to the majority of the detected crystals. The cell parameters, as shown in Table S4,
and used for data extraction, were found in all these data sets to be similar within the expected
error bars. Extinctions follow the rule (hOl) with | = 2n, indicating the c-glide plane
perpendicular to the b-axis (see Fig. S8, right panel). Due to preferred orientation for all data sets
the b-axis was situated inside the missing cone.

Two data sets (indicated as Cr-1 and Cr-2 in Table S5) provided a reasonable coverage of
the reciprocal space (>50%) for structure solution in space group P21/c. Ab initio structure
solution was performed in kinematic approximation (I ~ F2(hkl)) by direct methods, as

implemented in the program SIR2014 (39). Scattering factors for electrons were taken from
Doyle and Turner (40). The remaining two data sets were successfully used for structure solution
with comparable results applying a resolution limit of 1 A. In order to increase the coverage of
the reciprocal space data set Cr-2 (tilt approximately around (1-11)) and Cr-3 (tilt approximately
around (-101)) were merged (Rint=0.169), see Table S5. The ab initio structure solution using
SIR2014 converged to a final residual R(F) of 0.219. The potential map shows two strongest
maxima (3.01, 3.51 eA®) corresponding to two Ca atoms. The next nine maxima resemble the
carbonate groups (1.18 to 0.75 eA®) and one maximum at 0.48 eA3 indicates the water oxygen.
The residual potential has a height of 0.39 eA® and is situated in the vicinity (approx. 1.5 A) of
Ca and Ocoz. Isotropic temperature factors, Uiso, were found independently for each atom of the
carbonate group to be between 0.03 to 0.09 A2,

Subsequent SHELXL (41) refinement converged to a residual R(F) of 28% for a two sigma
threshold, which is common for beam sensitive material solved by electron diffraction
tomography (42). The coverage of independent reflections of 62% leads to an elongation of
scattering potentials in direct space causing some errors in temperature factor and C-O distances.
Thus, an overall Uiso for carbonate atoms and the SADI extraction was used leading to C-O
distances of 1.22, 1.24, 1.41 and 1.29, 1.35, 1.38 A. Nevertheless, as is seen in Fig. S9, the
carbonate groups are nearly planar. Both types of Ca positions are eightfold coordinated (Fig. S9,
right panel).




Additionally, ADT diffraction data were collected from crystals showing morphology of
type 2. From the reconstructed volumes, the cell parameters were extracted and given in Table
S4. Only reflections with k = 2n along the b*-axis of reciprocal space could be detected. A
structure solution has not been undertaken since the coverage of the reciprocal space was too
low.

Raman and infrared (IR) spectroscopy

Raman spectra were collected using a confocal Raman microscope (0300; WITec) equipped
with a Nikon objective (10x) and a 532 nm laser. Spectra were acquired with a CCD camera
(DV401-BV; Andor) behind a spectrometer (UHTS 300; WITec) (40 accumulations, integration
time 1s). The ACC powders were dropped on a microscope slide just before individual
measurement. IR spectra were recorded on a pellet with KBr and the sample using a Fourier
transform infrared spectrometer (Bruker Optik GmbH) equipped with a MCT-detector (32 scans,
resolution 4 cm™).

Thermogravimetric analysis/differential scanning calorimetry

Weight loss and heat flow were simultaneously measured during programmed heating (25-
500 °C, at the rate of 1.5 °C/min) using thermogravimetric analysis coupled with differential
scanning calorimetry (SENSYS evo TGA-DSC, SETARAM Instrumentation, Caluire, France).
For these measurements, nearly 15 mg of the dried powders were placed in an alumina crucible.
Dry nitrogen was used as the purge gas.

ICP-OES analysis

Element analysis was performed by inductively coupled plasma-optical emission
spectrometry (PerkinElmer, Optima 8000 ICP-OES Spectrometer). Sample solutions were
prepared by dissolving certain amounts of as-prepared powders in the diluted HNO3 solution.
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Fig. S1.

The results of TGA in CCHH. Temperature-dependent weight loss (A) and its derivative (B)
measured upon heating at a rate of 1.5 °C/min. Weight loss below 115 °C (vertical dashed line)
occurs due to evaporation of the absorbed water (first dip in (B)), while above this temperature
and up to nearly 450 °C, the discharge of structural water is observed with the maximum release
rate at about 200 °C (second dip in (B)). Counting the weight loss of structural water between
115 and 400 - 450 °C (dotted arrow in (A)) yields chemical formula of CCHH, CaCOz-mH-0,
with m = 0.48.
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Fig. S2.

PDF patterns (A), Ca K-edge XANES spectra (B), oxygen K-edge XANES spectra (C) and Ca
L-edge XANES spectra (D) of CCHH and other known calcium carbonate phases. The PDF
pattern of CCHH shows some similarities to hydrated ACC (ACC-1H.0) and MHC, but differs
from those of vaterite and calcite. For example, the most intense PDF peak of CCHH occurs at
~2.44 A (attributed to the average Ca-O bond distance), which is similar to that of ACC and
MHC, but its relative intensity is much higher than that in MHC. Moreover, while ACC shows
only short range order up to 6 - 7 A, the order in CCHH extends above 10 A, similarly to other
crystalline phases. The Ca K-edge XANES spectrum of CCHH also differs from those known for
other calcium carbonate phases. The pre-edge feature at ~4040.4 eV (attributed to 1s—>3d
transition, indicative of a non-centrosymmetric coordination) is similar to both ACC and MHC,
but the general shape of the spectrum is more similar to that of MHC. The multiple-scattering
peak at 4046 eV is indicative of increased order relative to ACC and the edge shape including
intra-atomic transitions (shoulders at 4044 — 4046 eV) are similar to those observed in MHC.

In (C) and (D), the experimental data are represented by black dots, whereas the peak-fitted
spectra - by colored solid lines. Black vertical lines indicate the position of each peak found by
peak fitting, the light gray vertical lines indicate the peak positions for CCHH, thus making it
easier to see the difference between CCHH and all other calcium carbonate phases. The oxygen



K-edge spectrum of CCHH differs from those known for all other calcium carbonate crystalline
or amorphous mineral phases. In particular, the peak, marked as 4, appears at 544 eV in CCHH
and at 545 - 546 eV in all other phases. The calcium L-edge spectrum of CCHH resembles in
shape that of ACC-1H.0, but shows an additional small peak in the pre-Lsz-edge at 347.1 eV,
which appears at similar energies only in crystalline calcite, vaterite, MHC, and aragonite.
Moreover, only CCHH and aragonite have two peaks in the pre-L»-edge region, but in CCHH
these are at 351.5 and 351.8 eV, while in aragonite they appear at lower energies. The collected
XANES spectra, therefore, demonstrate that CCHH is distinct from all other calcium carbonate
phases.
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SEM images of ACC nanoparticles (A), coexistence of ACC nanoparticles and CCHH crystals
(B, C), coexistence of CCHH and MHC crystals (D, E) and MHC crystals (F). The initially
precipitated Mg-containing ACC nanoparticles have spherical shapes with an average diameter
of 71 £ 28 nm, which is similar to the pure ACC, synthesized at a calcium carbonate
concentration of 40 mM. During growth of CCHH crystals, some of these nanoparticles are
attached to the needle-like crystals (within red rectangle in (B) and in image (C)), suggesting a
possibility of local dissolution/re-precipitation. During the CCHH/MHC transformation, the
CCHH needles are attaching to the surface of MHC crystals (within red rectangle in (D) and in
image (E)), resulting in the micrometer-sized MHC crystals with well-developed facets, visible
in image (F).
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The pH (A, C, E) and Ca?* activity (B, D, F) change in the solution for all investigated reactions.

For 10% Mg?* reactions (A, B), similar to the pure system, both pH and Ca?* activity decrease

rapidly within 10 min, indicating fast crystallization of crystalline calcium carbonate polymorphs

with lower solubility. For 20% Mg?* in the range of 5 — 20 mM (C, D) and 40% Mg?* at 5 mM

(E, F), the curves are similar to the 10% Mg?* reactions. However, for 20% Mg?* at 40 mM (C,
D) and 40% Mg?* at 10 mM (E, F), the pH shows an abnormal increase for about 20 min
(marked by red arrow in C), followed by the gradual decrease. For 40% Mg?* at 20 and 40 mM,

the pH curves reveal two sudden drops in pH after which the pH stabilizes, in accordance with

the step-wise decrease in Ca?* activity. Line colors are indicated in the respective inserts.
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Mg?*/(Mg?*+Ca?*) ratio in the amorphous and crystallized samples prepared with different
amounts of Mg?* and overall carbonate concentrations (A-C). As the particle size of ACC
decreases with increasing concentrations, the Mg?* content in ACC increases slightly with
decreasing particle size. After crystallization, lower Mg?* incorporation in ACC (< 5%) resulted
in the increased Mg?* content in the crystallized products (i.e. calcite), while higher Mg?*
incorporation in ACC (> 5%) resulted in the significantly lower Mg?* content in the crystallized
products (i.e. MHC or CCHH).
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Laboratory XRD patterns taken after sample crystallization. For 10% Mg?* at all concentrations
(A), as well as for 20% Mg?* at 5— 20 mM (B) and 40% Mg?* at 5 mM (C), all crystallized
samples show Mg?*-calcite. For 20% Mg?* at 40 mM (B) and 40% Mg?* at 10 mM (C), CCHH is

obtained. For 40% at 20 and 40 mM (C), pure MHC is formed. Line colors are indicated in the
respective inserts.
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Fig. S7.

Laboratory XRD patterns of crystallized samples prepared by adding first a 1M CaCl; solution to
40 mM Na2COjs solution and then adding a 1M MgCl; solution. In (A), variable amounts of Ca?*
and Mg?* are used, while keeping the total concentration of Ca?* and Mg?* equal to the
concentration of carbonate. In (B), fixed amount of Ca?* (32 mM) was added to 40 mM
carbonate solution to produce ACC and then variable amounts of Mg?* were added to the
solution with the final concentrations of Mg?* to be 4, 5, 6, and 8 mM. These data demonstrate
that the solution concentration of Mg?* indeed determines the polymorph selection, since CCHH
can also be obtained when Mg?* is not incorporated in ACC at all. Line colors are indicated in
the respective inserts.
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Fig. S8.

STEM images of the detected crystal morphologies. Thin needles of CCHH (CaCO3-%2H20)
crystals (left panel) and thin needle-like platelets (middle panel). Electron beam sizes and
positions used for ADT data acquisition are indicated as white spots in the left and middle
panels. In right panel, a slice of the [010] zone cut from 3D reconstruction of ADT data set is
shown. Extinctions due to the c-glide plane are indicated as white arrows (right panel).
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Crystal structure of CCHH (CaCOz-%2H-0), including C-O distances (left panel) and
coordination spheres for both types of Ca atomic positions (right panel).
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Synchrotron HRXRPD pattern of CCHH (CaCOz3-%2H,0) with several peaks of characteristic
triangular shape (highlighted in red). These peaks indicate stacking fault-type lattice disorder in
CCHH. Selected sections of the measured diffraction profile (see inserts) are compared to
simulated patterns of CCHH and CaCO3-1H.0 (MHC). While the (011), (020) and (221)
reflections originated from CCHH are rather sharp, the (200), (111), (120), (210), (021), (131)
and (131) reflections are vastly broadened; they almost merge with the background. In addition,
there are extra reflections (marked by red triangles in inserts) that cannot be assigned to CCHH
or MHC. These reflections are originated from CaCO3-%H-0.
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Fig. S11.

Excerpt of the measured synchrotron HRXRPD pattern of CCHH (CaCO3-%2H20), magnifying
the characteristic triangular peak shape of the (002)-reflection (highlighted by a red area).
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Fig. S12.

(A) Graphical results of the final fit to the measured synchrotron diffraction pattern (Rwp = 7.55
%) using the unit cells of CCHH (CaCO3-%2H20), CaCOs3-%H-0, and MHC (CaCOs-1H20).
Constraints on the lattice parameters were applied to simulate commensurate faulting in the c-
direction referring to CCHH. Inserts (B) and (C) show magnified fits near specific diffraction
peaks located, respectively, at 20 = 6.5° (d =4.37 A) and 20 = 8.7° (d =3.27 A).
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Table S1.

Chemical composition of CCHH. The Ca?*, Mg?* and Na* contents were measured using ICP,
whereas the full water amount - by TGA, as weight loss between room temperature and 300 °C.
Each measurement was repeated five times to obtain the most reliable data.

Na* CO32'

.- Ca?* Mag?* H.0
Composition (WL%) (Wt%/o) (Wt%) (w'f%) (Wt%)

34.92 + 041+ 0.06 + 10.05+ 5450+
0.24 0.08 0.03 0.53 0.23
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Table S2.

Peak positions in the Raman and IR spectra of CCHH and peak assignment to different vibration
modes.

E:?er%n l?g%‘.rfid Assignment
3382 3379 Anti- and symmetric OH
3285 3290 stretch von(B2)
1661 1659 HOH bending vior(A1)
1524
1579 1490 Asymmetric CO stretching
1483 as 9
1423 1392 Vco (E , V3)
1423
Symmetric CO stretching
1102 1096 veo (AL, v1)
862 866 Out-of-plane bending
860 nco®(A2”’, v2)
731 723 In-plane bending 8co™(E’,
700 692 Va)
212
266 Lattice vibrations
297
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Table S3.

The Mg?*/(Mg?*+Ca?*) in ACC and the Mg?*/Ca?* in solution at different reaction conditions.
Mg?* ions were added into the reaction solution immediately after the precipitation of ACC.

Carbonate ~ Mg?>*  Mg?*+Ca**  Initial Mg /(Mg?>*+ Mg?"/Ca®"  Crystalline
(mM) (mM) (mM)  Mg*/(Mg** Ca’)in ACC in solution phase
+Ca®")
40mM 4 36 0.111 0.007614 3.5460 Calcite
40mM 5 37 0.135 0.00897 4.6764 CCHH
40mM 6 38 0.158 0.010035 49313 MHC
40mM 8 40 0.2 0.013706 5.8047 MHC
40mM 4 40 0.125 0.006361 2.6865 Calcite
40mM 5 40 0.15 0.008348 3.9544 CCHH
40mM 6 40 0.15 0.047261 2.4268 Calcite
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Table S4.
Lattice parameters of the original unit cells of CCHH (CaCO3-%2H,0), CaCO3-%H20, and MHC

(CaCOs3:1H20), as well as the transformed unit cells (metric of CCHH).

original unit cells

CaC0Os3-%2 H20

CaCOs-% H20

CaCO3-1 H20 (43)

space group P2i/c P2: P31
Z 8 9
v/ A3 600.17 610.55 727.73
al A 9.33 9.51 10.55
b/ A 10.44 6.16 10.55
c/ A 6.16 11.26 7.55
al ° 90 90
pl° 90.5 112.3 90
v/ ° 90 120
transformed unit cells for commensurate defects
A CaCOs-% H0 Cacos-1 H:0 (43)
trans- . trans- .
. mismatch . mismatch
formation formation
Z 8 16 - 18 -
Xl 600.17 V=2V 1221.20 - V=2V 1455.46 -
3
al A 9.33 a=a 9.51 1.93% | a'=2-b* 18.28 2.04 %
b/ A 10.44 b'=2.c* 20.86 0.01 % b'=a 10.55 1.05 %
c/ A 6.16 c'=b 6.16 0.00 % c'=c 7.55 22.56 %
al ° 90 a'=a 90 - a=p 90 -
pl° 90.5 L=y 90 - L =a 90 -
vl ° 90 y' = f* 90 - y' = y* 90 -
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Table S5.

Quality parameters of ADT data sets for four measured CCHH crystals.

Crystal Rint /% Coverage of Overall Biso , | Independent R(F)
independent reflections, A? reflections
%
Cr-1 17.7 55 2.55 314 0.271
Cr-2 17.1 59 2.63 376 0.293
Cr-3 13.9 37 1.25 232 -
Cr-4 15.3 40 2.08 252 -
Cr-2/Cr-3 16.9 62 2.35 392 0.219
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Table S6.

Refined lattice parameters of the unit cells of CCHH (CaCO3-%2H,0), CaCO3-%H20, and MHC
(CaCOs3-1H20) used to simulate commensurate faulting in the c-direction, referring to the
structure of CCHH.

CaCOs3-¥2 H20 CaCOs- 3% H20 CaC0Os3-1 H20

space group P1 P1 P1
z 8 16 18
v/ As 588.46(4) 1175.50(4) 1448.78(4)
al A 9.1922(1) 9.1922(1) 18.3843(2)
b/ A 10.4180(2) 20.8360(4) 10.4180(2)
c/ A 6.1461(4) 6.1393(1) 7.5647(1)
al ° 90.57(1) 87.70(1) 89.64(1)
ple° 90.87(1) 89.67(1) 89.88(1)
yl ° 89.56(1) 89.56(1) 89.56(1)
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Data S1.
The CIF-file (CCHH.cif) for calcium carbonate hemihydrate
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