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ABSTRACT: Concrete composed of magnesium carbonates not only
exhibits the potential for greater strength but also offers reduced carbon
dioxide emissions compared with conventional concrete made with
ordinary Portland cement. In a series of experiments conducted at various
saturation ratios and near-ambient temperatures, hydrated magnesium
carbonate phases were precipitated and subsequently analyzed by using a
range of spectroscopic techniques. Hydrated magnesium carbonates,
including nesquehonite (MgCO;-3H,0) and hydromagnesite
(Mgs(CO;)4(OH),-4H,0), formed readily from the growth solutions.
Time-resolved analysis using atomic force microscopy, Fourier-transform
infrared spectroscopy, X-ray diffraction, and Raman spectroscopy revealed
a correlation between the degree of solution supersaturation with respect
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to hydromagnesite and the delay in the transition from early-stage nesquehonite to hydromagnesite, suggesting that the increased
concentration of magnesium cations impeded phase evolution. Furthermore, the introduction of the additives RbCl and CsCl
accelerated this transformation. These observations can be explained by considering the influences of the ions in solution on the
magnesium ion’s dehydration energy. These findings are significant because they demonstrate a pathway for phase selection during
magnesium carbonate precipitation at near-ambient temperatures. The results of this study have implications for carbon dioxide

mineralization and the design of concrete that gains strength through the precipitation of magnesium carbonates.

1. INTRODUCTION

Global emissions from the construction industry largely arise
from cement production, generating approximately 0.9 t of
carbon dioxide (CO,) emissions per ton of cement produced.1
Cement production alone contributes to about 8-9% of
industrial global emissions.”” This is mainly attributed to the
production of the clinker during cement manufacturing.
Calcination to form magnesia (MgO) requires far lower
temperatures of around 600 °C.*~ The energy savings
associated with this alternative process offer an opportunity
to reduce emissions by lowering energy requirements during
calcination and by capturing carbon using the produced
magnesia.(”7

Magnesium carbonate cements offer several additional
advantages, including comparable® or even greater’ compres-
sive strength than traditional Portland cement, compensation
of thermal shrinkage,'”"" and the ability to accelerate
construction by continuously casting concrete without cold
joints."” It is this array of qualities that has led to an increased
interest, both academically and commercially, in magnesium
carbonate cements. At present, the production of magnesium
carbonate cement through the curing of MgO necessitates high
humidity and elevated levels of carbon dioxide to yield cement
that is suitable for construction purposes.'® In the absence of
these conditions, typically only brucite (Mg(OH),) precip-
itates,® resulting in strength that is unsuitable for construction.
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However, when magnesium carbonate cements are manufac-
tured under optimal conditions, they cannot be cured on-site,
restricting their use solely to precast applications that
necessitate curing in a factory.3

Precipitation of magnesium carbonate phases has been
extensively studied under supercritical conditions of temper-
ature and pressure, which are the most relevant for long-term
CO, storage'”"> and which lead to accelerated precipitation of
hydromagnesite for applications in construction materials.'®
However, the employment of supercritical conditions for
carbonate precipitation requires significant energy and costs up
to $50—$100 per ton."” Cementation arising from magnesium
carbonate precipitation under near-ambient conditions is less
studied, although rapid precipitation under these conditions
enables industrial applications at low costs. Studies of
precipitation of magnesium carbonate phases indicate that
despite the simplicity of the stoichiometry, the kinetics is
highly complex."*'? Although magnesite (MgCO,) is the most
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Table 1. Description of the Experimental Conditions Employed in This Study, Showing the Concentration of Dissolved
Magnesium, Carbon, Rubidium, and Cesium and Reaction Temperature Used as the Initial Conditions for Geochemical

Modeling”

saturation index

[Mg] [C] [Rb] [Cs] T
(mM) (°C) pH

(mM) (mM) (mM) brucite AMC
20 20 0 0 75 7.55 —-0.54
S0 50 0 0 50 7.51 —-1.57
50 50 0 0 75 7.42 —-0.54
S50 50 S50 0 75 743 —0.55
50 50 0 50 75 7.43 —0.55
100 100 0 0 50 741 —1.58
100 100 0 0 75 7.32 —0.54
200 200 0 0 25 7.47 —2.72 0.07
200 200 0 0 50 7.30 —1.60
200 200 0 0 75 7.22 -0.56
500 500 0 0 75 7.06 —0.63

artinite

dypingite hydromagnesite lansfordite nesquehonite magnesite
0.12 1.10 4.02 —1.09 2.43
—0.52 0.01 3.15 —0.68 2.49
0.58 2.93 5.85 —0.64 2.88
0.54 2.83 5.74 —0.66 2.86
0.54 2.83 5.75 —0.66 2.86
—0.20 1.32 4.46 —-0.35 2.82
0.89 421 7.12 -0.32 3.20
—1.08 —0.94 2.81 0.13 —0.31 2.73
0.08 2.53 5.66 —0.05 3.13
1.16 5.39 8.29 —0.03 3.51
1.44 6.81 9.68 0.32 3.88

“The concentration of N is twice that of Mg, whereas the concentration of Na is equal to that of C. The calculated saturation indices with respect
to brucite, amorphous magnesium carbonate (AMC), artinite, dypingite, hydromagnesite, lansfordite, nesquehonite, and magnesite are also shown.
The reaction duration is 6 h for all experiments. The enthalpies of reaction (AHy) are unknown for lansfordite and AMC, precluding the

calculation of SI at T # 25 °C.

stable phase, under ambient conditions, its precipitation can
take years,”””" leading researchers to explore other metastable
phases such as nesquehonite (MgCO;:3H,0) and hydro-
magnesite (Mgs(CO;),(OH),-4H,0)). Studies have shown
that two primary pathways facilitate the transformation of
magnesium carbonates: (i) dehydration of phases and (ii)
dissolution—precipitation reactions, depending on the magne-
sium concentration in solution, wherein low concentrations
favor dehydration and high concentrations favor dissolution—
precipitation.m’22

Despite recent work on the precipitation of hydrated
magnesium carbonate phases, several research questions
remain, including how saturation indices and temperature
affect phase selection and which pathways are operative during
phase transformation. In this study, we performed experiments
to induce magnesium carbonate precipitation under near-
ambient conditions. Since previous work suggests that alkali
metal salts favor magnesite formation and that this effect
becomes more significant with increasing ionic size and
decreasing hydration energy,””** selected experimental con-
ditions were also conducted in the presence of RbCl and CsCL
Analytical techniques, including atomic force microscopy
(AFM), Fourier-transform infrared spectroscopy (FTIR),
Raman spectroscopy, and X-ray diffraction (XRD), supple-
mented by geochemical modeling, were employed to study the
phase evolution of hydrated magnesium carbonates and the
effects of alkali metal-based additives on their precipitation.
The observed relationships among the solution composition,
reaction temperature, and the rate and extent of phase
transformation, in the absence and presence of additives,
provide insights into operative mechanisms during phase
transformation. These results can be applied to optimize
carbon dioxide mineralization through magnesium carbonate
cementation.

2. MATERIALS AND METHODS

2.1. Sample Preparation. Samples were prepared by mixing
stock solutions of magnesium nitrate hexahydrate (Mg(NO;),-6H,0,
99% purity, 256.41 g/mol) and sodium bicarbonate (NaHCO;, 99%
purity, 84.007 g/mol), with ultrapure deionized (DI) water
(ThermoFisher Scientific Barnstead Micropure, >18.20 MQ-cm)
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used as the solvent. For the additive-containing samples, two stock
solutions were prepared: (i) 100 mM Mg(NO;),-6H,0 and 100 mM
of the additive (either rubidium chloride (RbCl, 99% purity, 120.92
g/mol) or cesium chloride (CsCl, 99% purity, 168.36 g/mol)) and
(i) 100 mM NaHCO;. Magnesium carbonate samples were prepared
in two ways: either deposited on a mica substrate or as a bulk powder
for use in XRD characterization. The experimental design employed
dissolved Mg** and CO5;~ ions rather than solid MgO and gaseous
CO, to isolate the influences of MgO and CO, dissolution on the
overall rates of magnesium carbonate precipitation, allowing focus on
the kinetics of the precipitation process itself. For samples grown on
mica, 1 mL of each stock solution was prepared in a 10 mL
polypropylene tube for a total volume of 2 mL. A mica substrate (Ted
Pella V1 grade, 10 mm in diameter) was immediately (within a few
seconds) inserted into the resulting solution with final concentrations
of Mg and total dissolved CO,, [Mg] = [C], of either 50, 100, or 200
mM (Table 1), allowing for heterogeneous precipitation directly on
the substrate. To ensure thermal equilibration, centrifuge tubes
containing 1 mL of each stock solution were placed in a water bath for
~15 min before mixing. The tubes containing the growth solutions
were kept in the water bath to maintain a constant temperature of
either 25, 50, or 75 °C for set periods of reaction time (i.e., 1, 30, 60,
120, and 360 min). The additive-containing growth solutions have a
final solution composition of [Mg] = [C] = [Rb] or [Cs] = S0 mM
and were left to react for 6 h at 75 °C. The growth solutions were not
stirred during the reaction. Once the reaction interval was completed,
the mica substrate was removed from the solution, and the excess
moisture was removed by a brief exposure to ultrahigh-purity nitrogen
gas. Once dried, the mica substrates were placed in sealed high-
density polyethylene containers and stored under ambient conditions.
One sample was prepared for each experimental condition.

The bulk powder samples were prepared by mixing stock solutions
containing 1 M Mg(NO,),-6H,0 and 1 M NaHCOj, resulting in a
growth solution with [Mg] = [C] = 500 mM. The growth solution
was left to react for 6 h at 75 °C. The precipitates were allowed to
settle at the bottom of the container and then separated from the
residual solution by decanting. The samples were then dried in a
vacuum oven at 25 °C for 1 week to completely remove water. The
precipitates were then homogenized by manual grinding using an
agate mortar and pestle before characterization.

Solution speciation and saturation indices of relevant phases were
calculated using the geochemical modeling software, PHREEQC™
with the llnl database, which contains thermodynamic data for brucite,
various hydrated magnesium carbonate phases (artinite
(Mg,CO5(0OH),-3H,0), lansfordite, hydromagnesite, magnesite,

https://doi.org/10.1021/acs.cgd.4c01071
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nesquehonite), and the alkali metals used in this study. In addition,
the solubility product (log K, = —34.93 at 25 °C, for
Mg,(CO3),(OH),-H,0 = SMg?* + 4COs*~ + 20H™ + H,0) and
enthalpy of reaction (AHy = —191.71 kJ/mol, estimated from the
solubility products at 25 and 35 °C) for dygingite were added in the
database using data from Harrison et al,”® whereas the solubility
product at 25 °C for amorphous magnesium carbonate (log K, =
—5.1804 at 25 °C, for MgC0;-0.47H,0 = Mg** + CO;>™ + 0.47H,0)
was taken from Chang et al.”” The initial solutions in the simulations
considered the elemental concentrations of Mg, N, Na, and C,
allowing for the calculation of pH through charge balance. The
tendency for the precipitation of a given phase is given by the
saturation index (SI) of the solution with respect to the phase and is
defined as log €, where the saturation ratio, Q = Q/Kj;, where Q is
the ion activity product and K, is the solubility product.

2.2. Characterization of Precipitates. Bulk powder specimens
were analyzed by using a Bruker D8 Advance X-ray diffractometer
with a Cu Ka (1.54 A) over scattering angles, 20, of 5—80°. The
precipitates were frontloaded onto a silicon substrate for XRD
measurements. The following parameters were employed: a step size
of 0.02° in 26, count time per step of 0.3 s, current of 40 mA, and
voltage of 40 kV. The substrate-grown samples were characterized by
using a Nicolet isSO Fourier-transform infrared spectrometer (FTIR).
Infrared spectra were collected for 32 background and sample scans
with the atmospheric suppression option enabled over a range of
525—4000 cm™'. These samples were also characterized using a
Renishaw RM1000 confocal Raman microscope using the following
parameters: 200—1200 cm™! wavenumber range, 785 nm laser, 50X
magnification, and 25% power. Ambient topographical imaging was
conducted using a Cypher ES environmental atomic force microscope
(Oxford Instruments Asylum Research) and a gold-plated probe with
nominal characteristics: 225 pm length, 28 um width, and resonance
frequency of 75 kHz. Images were collected in the AC/tapping mode.

3. RESULTS AND DISCUSSION

3.1. Geochemical Modeling. A description of the
experimental conditions and the modeled saturation indices
of the as-mixed growth solutions is shown in Table 1. In
general, the solutions are undersaturated in brucite and
supersaturated in hydromagnesite and magnesite. The solution
is slightly undersaturated with respect to nesquehonite,
although supersaturation is observed when using a different
thermodynamic database. The similarity between all of the
experimental conditions is further supported by the observa-
tion of nesquehonite in all cases, even in growth solutions that
show an undersaturation. These experimental conditions allow
for the investigation of the precipitation kinetics of hydrated
magnesium carbonate precipitation without the competition of
brucite. Notably, although a solution having higher [Mg] and
[C] was used to generate enough material for XRD
characterization (Section 3.2), general trends in saturation
indices remain the same.

In general, the reaction solution will evolve toward
decreasing supersaturation with respect to magnesium
carbonates, decreasing the rate of precipitation as time
progresses. Our observations show that in the magnesium
carbonate system, the degree of supersaturation is insufficient
in predicting the specific phases that would form. For instance,
increasing the concentrations of Mg and C increased both
saturation indices with respect to hydromagnesite and
nesquehonite but only promoted the persistence of nesque-
honite (Section 3.2).

3.2. Growth and Transformation of Hydrated
Magnesium Carbonates. The stepwise phase evolution in
hydrated magnesium carbonates generally results in the
following pathway: lansfordite (MgCO;-SH,0), then nesque-

honite (MgCO;-3H,0), dypingite (Mg;(CO;),(OH),-5H,0),
hydromagnesite (Mg;(CO;),(OH),-4H,0), and finally mag-
nesite (MgCO3).13 Other magnesium carbonate phases also
include artinite (Mg,(CO;)(OH),-3H,0), barringtonite
(MgCO;2H,0), and amorphous magnesium carbonate
(AMC). The extent to which these metastable hydrated
magnesium carbonates are observed is a sensitive function of
the specific environmental conditions,” and previous works
show that a combination of thermodynamic and kinetic effects
determines the progression of phase transformation.”” For
example, artinite and lansfordite are unlikely to form under our
experimental conditions."**°”** To assess which progression is
observed under our experimental conditions, the XRD patterns
of the samples grown from a solution containing [Mg] = [C] =
500 mM at 75 °C are compared with the reference XRD
pattern of hydromagnesite and nesquehonite,””** the most
prevalent metastable phases of hydrated magnesium carbonate
(Figure 1). X-ray diffractograms for dypingite and magnesite
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Figure 1. X-ray diffraction pattern of bulk powder samples formed
from a growth solution containing [Mg] = [C] = 500 mM at 75 °C
showing the transition from nesquehonite toward hydromagnesite.
The reference spectra for hydromagnesite and nesquehonite are
shown.>*** At 30 min, numerous characteristic nesquehonite peaks
appear and then subsequently disappear or recede as reaction time
increases. Conversely, numerous characteristic hydromagnesite peaks
emerge over time.

do not match the observed patterns. The transformation from
dominantly nesquehonite (at 30 min) to dominantly hydro-
magnesite (at 2 and 6 h) is evident from the notable decreases
in the intensities of the peaks at 14, 23, 30, 35, and 47° (see
Peaks 2, 6, 11, 14, and 20, respectively, in Figure 1), which are
characteristic of nesquehonite.?’3 Conversely, as the experiment
progressed, characteristic hydromagnesite peaks such as at 15,
21, 26, and 31° (see Peaks 3, S, 8, and 12, respectively, in
Figure 1) became more prominent. The peak at 15° (see Peak
3) exemplifies this trend, displaying as a low-intensity peak at
30 min before increasing in intensity over time (Figure 1). It is
also observed that numerous diffraction peaks are broad,
indicating poor crystallinity and the presence of amorphous

https://doi.org/10.1021/acs.cgd.4c01071
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Table 2. Characteristic Wavenumbers of FTIR Absorbance Peaks of Magnesium Carbonates

peak labels wavenumber (cm™!) bond

800 CO,>" (bending)

850 CO;*" (bending)

880 CO,>" (bending)
1 1350 CO;>" (symmetric stretching)
2 1400—1420 CO,>" (asymmetric stretching)
3 1470 CO,* (asymmetric stretching)
4 1515 CO,>" (asymmetric stretching)
S 1641 O—H (in-plane bending)
6 2900—3600 O-H
7 3620 O—-H

associated phases references
hydromagnesite, dypingite 40
hydromagnesite, dypingite 40,41
hydromagnesite, dypingite 40,41
magnesium carbonates 37
magnesium carbonates 38,41
hydrated magnesium carbonates 38,41,42
nesquehonite 38,41,43
water 43,44
water 40,42
hydrated magnesium carbonates, brucite, muscovite 40,42,45
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Figure 2. Representative FTIR spectra of magnesium carbonates grown on mica substrates from growth solutions containing (a) [Mg] =[C]=50

mM, (b) [Mg] = [Rb] = [C] = 50 mM, and (c) [Mg] = [Cs]
importance are marked with dashed lines (Table 2).

[C] = 50 mM, reacted at 75 °C from 1 min to 6 h. Wavenumbers of primary

phases. Amorphous magnesium carbonate has been observed
to precipitate under similar conditions at lower temperatures
([Mg] = [C], 15 °C) for 416 h.*® This suggests the successive
formation of AMC, nesquehonite, and finally, hydromagnesite.

Among the primary FTIR peaks associated with magnesium
carbonates (Table 2), of particular interest are the peaks
present at 1350, 1400—1420, and 1515 cm™', whose
appearance and disappearance provide insights into the phases
present. Specifically, the carbonate peak at 1350 cm™*° that
forms early on may be associated with lansfordite®” whereas
the peak at 1515 cm™ is characteristic of nesquehonite.””**
On the other hand, the peaks at 1400—1420 and 1470 cm™
are characteristic of multiple hydrated magnesium carbonate
phases such as hydromagnesite, nesquehonite, and dypingite,
with the former peak present in all magnesium carbo-
nates.”>*****’ The absence of all other peaks between 1000
and 4000 cm™' besides 1400—1420 cm™' would therefore
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suggest the presence of magnesite.”” The broad peak centered
at 2900—3600 cm™' suggests the presence of water within
hydroxylated phases, whereas that at 3620 cm™" is associated
with brucite, which is not observed in our samples.

The FTIR spectra focused on the regions between ~1200 to
2000 and ~2800 to 4000 cm™" because of overlap with peaks
corresponding to the mica substrate at wavenumbers <1200
cm™" (Figure 2). During the early stages of precipitation at 75
°C, specifically between 1 min to 1 h, peaks at 1350, 1515, and
1640 cm™ are present (see Peaks 1, 4, and 5, respectively, in
Figure 2a). Peaks 4 and S suggest the presence of
nesquehonite, whereas Peak 1 suggests that another early-
stage hydrated magnesium carbonate phase may be briefly
appearing. Although the peak position reasonably matches that
of lansfordite,® this phase does not typically precipitate at
temperatures greater than 10 °C.* Furthermore, the presence
of poorly crystalline phases as evident from XRD and the

https://doi.org/10.1021/acs.cgd.4c01071
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presence of irregularly shaped nanoparticles visible in the AFM
micrographs at short reaction times suggest that Peak 1
represents amorphous magnesium carbonate that initially
forms before transforming briefly to nesquehonite then
hydromagnesite, a known precipitation pathway for magne-
sium carbonates.”® The characteristic nesquehonite peak at
1515 cm™" decreased in relative intensity over time, suggesting
a corresponding decrease in the amount of the phase. After 2 h
of reaction, Peaks 1 (1420 cm™') and 2 (1470 cm™") are most
prominent, whereas Peaks 1 and 4 begin to recede until they
largely vanish after 6 h, indicating the transformation from
nesquehonite to hydromagnesite (Figure 2a), consistent with
the XRD results (Figure 1). This agrees with the Ostwald Rule
of Stages and known phase transformation behavior associated
with hydrated magnesium carbonates.'” Peaks 5 (1640 cm™),
6 (2900—3600 cm™"), and 7 (3620 cm™!) are indicative of the
hydrated nature of the precipitated carbonate.

At lower reaction temperatures, i.e, T < 50 °C,
nesquehonite persists even after 6 h of reaction, as evidenced
by the presence of the peaks at 1350 and 1515 cm™ (e.g,, see
Peaks 1 and 4, respectively, in the precipitates grown from
solutions containing [Mg] = [C] = 200 mM at 50 °C) (Figure
3). Similarly, higher concentrations (i.e. greater degrees of
supersaturation) also slowed down the phase transition (e.g.,
compare spectra for [Mg] = [C] = 50 mM vs 200 mM at 50
°C in Figure 3). These trends persist at different reaction times
(not shown). This can be partially explained by magnesium’s
resistance to dehydration due to the multiple solvation shells
around the cation. At near-ambient temperatures, water
exchange mechanisms in magnesium’s hydration shell occur
through either direct or indirect exchange.”’” This exchan%e is
limited by the strength of magnesium’s hydration shells,””**
consistent with its high hydration energy,” as well as the
inability of the water molecules trapped in the hydration shells
to form hydrogen acceptor bonds.*' Subsequently, the
dehydration that is necessary for the phase transition could
be impeded by the increasing concentration of magnesium
cations in solution, as water exchange becomes more limited.
Additionally, the decrease in transformation rate toward
hydromagnesite with increasing magnesium concentration
suggests that dissolution—precipitation may be the dominant
mechanism”” and that the rate-limiting step (either dissolution
or precipitation) may change as the concentration increases.”
Moreover, higher temperatures (and vibrational energies)
promote phase evolution by increasing the rate at which water
exchange occurs in the hydration shell of magnesium.”” A
similar temperature dependence in hydrated magnesium
carbonate phase evolution has been observed previously.'>"®

The Raman spectra of hydromagnesite, nesquehonite, and
magnesite are similar, with primary differences in peak
positions within 200—1200 cm™'. In hydromagnesite, the
CO;* symmetric stretching mode shifts from a lower
wavenumber (Peak 9, 1094 cm™') to a higher wavenumber
(Peak 10, 1121 cm™), whereas this peak is shifted to the lower
value in nesquehonite®*’ and magnesite’””' (Table 3).
Within this range of wavenumbers, magnesite is very similar
to nesquehonite,” but the former can be identified through
the absence of O—H peaks at higher wavenumbers between
1600 and 1700 and 3200—3600 cm™' (Table 3).

By comparing with peaks associated with magnesium
carbonates (Table 3), Raman spectra show the evolution of
the phase from what appears to be a precursor magnesium
carbonate with nesquehonite characteristics toward hydro-
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Figure 3. Representative FTIR spectra of magnesium carbonates
precipitated on mica substrates from growth solutions containing
[Mg] = [C] ranging from 20 to 200 mM and temperatures ranging
from SO to 75 °C for 6 h (Table 1). The wavenumbers of primary
importance are labeled by dashed lines (Table 2).

Table 3. Characteristic Wavenumbers of Raman Peaks of
Magnesium Carbonates

peak  wavenumber associated
labels (em™) bond phases references

1 261 0O-Al-0, muscovite 52,53
0-Si-0

2 407 0O-AI-0, muscovite 52,53
0-Si-0

3 635 HCO;™ (in-plane  nesquehonite 33,54
bending)

4 70S CO,*" (in-plane magnesium 54,55
bending) carbonates

S 758 CO,*" (in-plane magnesium 54,55
bending) carbonates

6 910 CO,*" (out-of- nesquehonite 33
plane bending)

7 952 CO;* (out-of- nesquehonite 33
plane bending)

8 105S CO,*" (symmetric nesquehonite 33,56
stretching)

9 1094 CO32’ (symmetric  nesquehonite, 33,37,39,57
stretching) magnesite

10 1121 CO,*" (symmetric hydromagnesite S4

stretching)
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Figure 4. Representative Raman spectra of magnesium carbonates grown on mica substrates from growth solutions containing (a) [Mg] =[C]=
50 mM, (b) [Mg] = [Rb] = [C] = SO0 mM, and (c) [Mg] = [Cs] = [C] = S0 mM, reacted at 75 °C from 1 min to 6 h. Wavenumbers of primary

importance are marked by dashed lines (Table 3).

magnesite (compare 1 min vs 6 h of reaction time in Figure
4a). Characteristic peaks for nesquehonite are located at 642,
910, 955, and 1094 cm™" and persist for up to 2 h of reaction
(Peaks 3, 6, 7, and 9, respectively, in Figure 4a). After 6 h of
reaction, the spectra match those of hydrated magnesium
carbonates, where the primary peaks of interest that remain are
those at 705, 758, and 1121 cm™' (Peaks 4, 5, and 10,
respectively, in Figure 4a). Each of these peaks is associated
with carbonates, either in-plane bending for Peaks 4 and 5 or
symmetric stretching for Peak 10. The Raman peaks located at
261 and 407 cm™' (Peaks 1 and 2, rspectively) are
characteristic of the muscovite mica substrate.”>>> The early
presence and then subsequent disappearance of these peaks are
due to the magnesium carbonate precipitates eventually fully
covering up the mica substrate.

Our observations generally agree with previous literature. At
temperatures above 60 °C, hydromagnesite is prevalent, at
both high and low concentrations.'*® Increasing temperature
was observed to increase the rate of transformation toward
hydromagnesite as well as the degree of precipitation.'®*">**
Conversely, at temperatures of 50 °C and below, the decrease
in temperature results in a delay in transformation toward
hydromagnesite. The experiments at 25 °C resulted in the
formation of nesquehonite despite the predicted super-
saturation of hydromagnesite, consistent with a previous
work wherein nesquehonite was observed to precipitate
under similar conditions.'® Hydromagnesite was observed to
form under some of these conditions but in lesser quantities
and always with amorphous magnesium carbonates and
nesquehonite present as intermediate phases.”
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3.3. Influence of Rb and Cs on the Growth of
Magnesium Carbonate. Raman and FTIR spectroscopies
were used to understand how the monovalent ions Rb* and
Cs" affect the precipitation of hydrated magnesium carbonates.
Compared with the additive-free samples, those that were
formed in the presence of additives showed a faster
transformation to hydromagnesite under otherwise equivalent
experimental conditions (Figures 2 and 4). Note that the
saturation indices are not significantly altered in the presence
of additives (Table 1). FTIR spectra show that the peaks
associated with hydromagnesite (e.g., Peaks 2 and 3 in Figure
2) emerge sooner than in the additive-free sample (Figure 2a),
specifically at 30 min rather than between 1 and 2 h of reaction
(Figure 2b,c). Furthermore, the Raman spectra of both
additive-containing cases (Figure 4b,c) reveal the persistence
of hydromagnesite within 2 h of reaction (e.g.,, compare Peaks
3 and 10 in Figure 4b,c with Figure 4a) instead of 6 h. Previous
work suggests that it is possible to reduce the time required for
the precipitation of magnesite by decreasing the activity and
thickness of the magnesium hydration shell.®®* Other
investigators have studied the effect of specific alkali metal
cations such as K' and found that their addition greatly
accelerated the phase transition toward magnesite from
hydromagnesite by disrupting the hydration shells of the
magnesium ion.”> The acceleration of hydromagnesite
formation in the presence of RbCl and CsCl can be explained
by the decrease in the dielectric constant of the reaction
solution,”* which reduces the solvation energy or dehydration
energy of magnesium as described by the Born equation.’*
This has been previously demonstrated for magnesium
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carbonate precipitated from aqueous solutions with ethanol
replacement."”

Notably, a shoulder at 1350 cm™ (Peak 1), indicative of an
earlier magnesium carbonate phase such as AMC, is present in
both the control sample and the Rb-containing sample after 2
h but not in the Cs-containing sample (Figure 2), suggesting a
greater extent of hydromagnesite formation in the latter. The
greater acceleration for CsCl suggests that the larger ionic size
and lower hydration energy of Cs* compared to Rb**
facilitated the disruption of the Mg** hydration shell more
effectively.

3.4. Morphological Observations. The phase trans-
formation indicated by XRD, FTIR, and Raman corresponds to
morphological changes as observed using AFM (Figure $).
After 1 min, amorphous nanoparticles begin to form (Figure
5a) in addition to elongated precipitates characteristic of
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Figure 5. Representative AFM micrographs of magnesium carbonate
precipitates deposited on a mica substrate reacted with a growth
solution containing [Mg] = [C] = S0 mM at 75 °C for (a) 1 min, (b)
30 min, (c) 1 h, (d) 2 h, and (e) 6 h. Topography (height) images are
displayed on the left, and amplitude error images are shown on the
right. Red arrows mark blade-like features, suggestive of nesquehonite,
whereas yellow arrows mark platelet-like features, suggestive of
hydromagnesite.

nesquehonite® but are more blade-like than needle-like (red
arrows in Figure S). The nesquehonite-like carbonate persisted
in the 30 min sample, as evidenced by the same morphology
(Figure Sb). In addition, small amounts of sheet-like
precipitates also started to form (yellow arrows in Figure S).
Based on their morphology, these are either dypingite or
hydromagnesite, which form into either loose platelets or a
more tightly bound rosette structure constructed from
platelets.”® Based on the XRD (Figure 1), FTIR (Figures 2
and 3), and Raman spectroscopy (Figure 4) results, we posit
these precipitates to be hydromagnesite. After 1 h,
nesquehonite is observed precipitating alongside hydro-
magnesite (Figure Sc). This is evident from the characteristic
platelet structures growing from the nesquehonite blades (see
features marked by yellow arrows in Figure Sc). At 2 h,
hydromagnesite precipitates begin to grow to a few microns in
height, with only a few nesquehonite blades remaining (Figure
5d). Finally, after 6 h, the dominant phase is hydromagnesite,
identified by the characteristic rosette structure of interlocking
plates forming ridges (Figure 5e).”” Observations from
scanning electron microscopy of selected precipitates are
consistent with the AFM observations (Supporting Informa-
tion).

The micrographs in Figure S suggest that the magnesium
carbonate precipitates form by dissolution—precipitation. This
is most directly visible in Figure Sc, where nesquehonite blades
are observed alongside interlocking hydromagnesite platelets,
suggesting interfacial dissolution—precipitation from nesque-
honite to hydromagnesite.”**” It has been shown that, under
similar environmental conditions, hydromagnesite can form
both by direct precipitation from solution and through the
transformation of nesquehonite.”'

4. CONCLUSIONS

We systematically analyzed the phase evolution of hydrated
magnesium carbonates under near-ambient conditions as well
as the effect of alkali metal cation additives on the phase
evolution. While this study is focused on short-term
precipitation (ie, on a time frame of hours) rather than
long-term (i.e., on a time frame of days to years), the analysis
presented herein provides key insights into how solution
composition and temperature influence the rate and extent of
phase transformation via influences on the hydration shells of
magnesium ions. Specifically, FTIR, XRD, Raman spectrosco-
py, and AFM simultaneously confirm precipitation pathway
models, where nesquehonite precipitates before it transitions
into hydromagnesite. The transition from nesquehonite to
hydromagnesite is delayed at high supersaturations, while
hydromagnesite is dominant at low supersaturations, presum-
ably due to water exchange limitations as a result of increased
magnesium concentrations. Analogous experiments in the
presence of alkali cations, RbCl and CsCl, resulted in
accelerated phase transformation to hydromagnesite, poten-
tially by decreasing the dielectric constant and solvation energy
of Mg** as observed previously for ethanol—water mixtures.
These learnings can be applied in designing chemical
admixtures for carbonate cementation that achieve rapid
room-temperature hydromagnesite precipitation.
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