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1. ABSTRACT

In this study, we intended to characterize the impact of carbonation on the main cement hydrate
(C-A-S-H) in terms of chemistry and kinetics of degradation as well as to provide a better understanding
on the carbonation products’ properties. We synthetized C-A-S-H with increasing calcium content, i.e.
Ca/Si ratios ranging from 0.80 to 1.40 and Al/ Si ratios of 0.05 and 0.10. Based on thermogravimetric,
27TAl and 2°Si magic angle spinnining nuclear magnetic resonance and x-ray diffraction preliminary
results, it was observed that C-A-S-H and C-S-H generated, after carbonation, the same major and
minor calcium carbonates polymorphs (vaterite and aragonite, respectively) and the same amorphous
product (silica gel). For the C-S-H, the silica gel embedded the fraction of calcium not transformed in
calcium carbonate and, it was also the case for C-A-S-H silica gel which incorporates also aluminium.
It was also found that coupling a high aluminium content with a high calcium content, i.e. Ca/Si higher
than 0.95, calcium aluminates hydrates of pentahedral and octahedral coordination (third aluminate
hydrate, TAH) are produced. The pentahedral product is located in the C-A-S-H interlayers and the TAH
on its surfaces. The presence of those species correlated with a lower kinetic of degradation for the
C-A-S-Hs. A proper understanding of the mechanisms involved requires further studies but from these
preliminary results, the hypothesis of a CO2 access to the C-A-S-H limited by the calcium aluminates
with Al in pentahedral environment and TAH seems acceptable

2. INTRODUCTION

Extensive studies on cementitious materials carbonation [1,2,11-18,3-10] have been released these
last years and the topic is still the concern of ongoing studies. This is explained by the extent of the
alteration that could originate from the carbonation and its consequences on the materials durability
(carbonation mainly provides the conditions for active corrosion of steel reinforcement). Despite being
extensively studied, several aspects such as the kinetics of carbonation and the properties of the
products of carbonation remain partially understood. In this study we synthetized C(-A)-S-Hs of
(increasing) Ca to Si ratios (C/S) comprised between 0.80 and 1.40 at two Al to Si ratios 0.05 and 0.1.
These samples were submitted to accelerated (Pcoz2= 3%) and natural carbonation (Pcoz= 0.04%). The
representativeness between the two types of carbonation was assessed as well as the progress of the
carbonation and the mechanisms involved. We focused on the consequences of carbonation at the
molecular scale, by investigating the nature of the product yielded by C(-A)-S-Hs’ ultimate state of
carbonation and the influence of Al on the carbonation kinetics.

3. MATERIALS AND METHODS
3.1 Samples

C(-A)-S-Hs were synthetized in ultrapure water (Milli-Q) using CaO (provided by Alfa Aesar), silica
Aerosil 200 (from Evonik industries) and CaOAl:Os (sourced by Alfa Aesar). A water/solid ratio of 50
was used for all syntheses. The C-A-S-H were obtained through one step synthesis by mixing the
stoichiometric amount of powders (Table 1) in HDPE bottles. The bottles were rotated at 15 rpm and
kept at 22 °C + 2 °C during 6 months.



Table 1: composition of the C-A-S-H that were synth  etized

Target C/S 0.80 0.95 1.20 1.40

Target Al/Si | 0.00 | 0.05 | 0.10 | 0.00 | 0.05 | 0.10 | 0.00 | 0.05 | 0.10 | 0.00 | 0.05 0.10

After that, the solutions were filtrated and the resulting products were dried at ambient temperature.
Please note that all these operations were conducted in a CO2-free glovebox to prevent parasitic
carbonation.

3.2 Methods

Thermogravimetric analyses (TGA) data were acquired on a Netzsch STA 409 PC Luxx apparatus.
Analyses were ran under constant N2 flowing (80 ml/min) and a heating rate of 10 °C/min. The weight
losses from samples of 120 mg of powder were recorded from 25 °C to 1150 °C. Quantification were
based on weight losses due to calcium carbonate decompositions.

C-A-S-Hs’ mineralogical properties were unveiled by powder X-ray diffraction (XRD). Data were
collected on a XPD PANalytical X'Pert diffractometer with a Bragg-Brentano geometry, 6-6
configuration, and using Cu Kq radiation as a light source operated at 45 kV and 40 mA.

Silicon and aluminium magic-angle spinning nuclear magnetic resonance (?°Si and 2’Al MAS NMR)
single-pulse data were collected at ambient temperature, using a Bruker Avance Il 500 spectrometer
operating at a Larmor frequency resonance of 99.3 MHz and 130.06 MHz respectively. Conditions were
set to a /2 pulses of 3.5 ps, a recycle delays of 20 s, a 7 mm zirconia rotor spinning at 5.5 kHz and a
minimum number of 4000 scans for each 2°Si spectrum. For 2’Al analyses, a 1 us 1/6 pulse and a
recycle delay between 1s and 2 s was retained. A 4 mm zirconia rotor was spun at 12.5 kHz and a
minimum number of 4000 scans were acquired. Tetramethylsilane and AICls aqueous solutions were
used as an external standard to report the chemical shifts for 2°Si and 27Al respectively. NMR data were
processed using an internally developed software [19]. The Tobermoritic structure model was adopted,
which implies for the C(-A)-S-Hs chains based on the dreierketten pattern: paired tetrahedra noted Q2»
forming dimers and linked by a third tetrahedron noted Q2 thus forming the dreierketten pattern. The
Tobermoritic structure model was applied by defining the number of bridging tetrahedra (Q?®) as half of
the population of the pairing tetrahedra (Q?P) i.e.: Q?P = 2Q?P.

The natural and the accelerated powders’ carbonation were implemented using climatic chambers at
25 °C, relative humidity of 55%, Pcoz of 0.04% and 3% respectively.

4. RESULTS

For the C-S-H (i.e. C-A-S-H with the Al/Si ratio of 0), the 2°Si MAS-NMR spectra showed two main types
of environment: silicates tetrahedra connected either to one tetrahedron (Q) or two tetrahedra (Q2°,
Q%) (Figure 1). An increase of the coordination of the silicates tetrahedra was observed with the
decrease of the C/S ratio. A decrease of the C/S ratio led to a predominance of Q2 environments as
expected from numerous previous studies, see for example [20-22]. The C-A-S-H 2°Si MAS-NMR
spectra (Figure 2 and Figure 3) exhibited the same type of silicates environment (mainly Q, Q%, Q)
as C-S-H but with broader resonances. This was believed to arise: (1) firstly from Q"(mAl) environments
(silicates tetrahedra connected to m tetrahedral aluminium) as resulting from the substitution of silicates
tetrahedra by aluminium tetrahedra [23—25]) and, (2) from the disorder generated by the presence of Al
which led to a larger distribution of the chemical shifts. For a given C/S, an increase in the relative
proportion of silicates with higher coordination number (Q2%°, Q2°) [26] was noticed when the aluminium
content increased (Figure 1, Figure 2, Figure 3).
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The 27Al MAS-NMR spectra are presented on Figure 4. One can see the variation induced by both the
C/S ratios and the Al content on C-A-S-H'’s Al environments. C-A-S-Hs of low C/S ratios (0.80 and 0.95)
mainly exhibited Al resonances in agreement with tetrahedral (50-80 ppm) and octahedral (0-20 ppm)
environments, as previously observed [27—-29]. Occurrence of Al in pentahedral coordination (= 35 ppm)
correlated with an increase of the calcium content, noticeable in the spectra of the samples with a C/S
ratio of 0.95 to 1.40. However, the relative proportion of Al pentahedral resonance at C/S= 0.95 barely
exceeds 5% of the total 2’Al NMR signal intensity, for all Al contents (0.05 and 0.1), see Table 2. At
higher C/S ratios (1.20 and 1.40), the three coordinations of Al were observed namely tetrahedral,
pentahedral and octahedral. The increase of the calcium content from the C/S ratio 0.95 to 1.2 induced
either an increase of the proportion of the pentahedral environment and a strong change in octahedral
environments. A second type of octahedral environment called the third aluminate hydrate (TAH)
appeared (0-5 ppm). The proportion of TAH increased from traces at C/S= 0.80 and 0.95 to reach 45%
of the total Al environments at C/S =1.40 Al/Si =0.10 (Table 2). The second type of Al octahedral
environment is attributed to species such as calcium aluminium hydrates [27,28,30]; phases that were
not associated to C-A-S-H [31] (noted Al h in Table 2).
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Al(IV) Al(V)
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Figure 4: 27Al MAS-NMR of the C-A-S-Hs

Table 2: Properties and distribution of C-A-S-Hs 27Al signal intensities, Al h refers to calcium



aluminates hydrates such as C2AH8, C4AH13-19

Target . Al/Si (from 27Al % Al incorporated %Al (V) %Al (V1)
CIS-Al/Si NMR) in C-S-H as Al(IV) %Alh | %TAH
0.80-0.05 0.038 75 0 25 =0
0.95-0.05 0.032 64 5.2 30.8 =0
1.20-0.05 0.013 26.7 14.3 35 24
1.40-0.05 0.017 34.3 115 31 23.2
0.80-0.10 0.059 59.1 0 40.9 =
0.95-0.10 0.062 61.6 5.0 334 =
1.20-0.10 0.031 31.4 16.4 25.8 26.4
1.40-0.10 0.011 10.7 17.2 27.4 44.7

Two pristines C-S-H's (C/S = 0.80 and 1.40) diffractograms are displayed (in black colour) in Figure 10.
The typical C-S-H broad maxima are exhibited at small angles < 10° (26), and at = 16.7, 29.1, 32.0,
49.8° (20) [26,32—-34]. The sounds C-A-S-Hs’ diffractograms (C/S = 0.80 and 1.40, Al/Si=0.05 and 0.1)
shown in Figure 11 and Figure 12 displayed the same pattern as the C-S-H’s but with broader peaks.
One could attribute this feature to the presence of aluminium within the nanocrystalline C-S-H structure.

The 2°Si MAS-NMR spectra of the pristine and the carbonated C-S-H are displayed on Figure S5Figure
5. One can see the alteration induced by the carbonation on C-S-H environments (Q?, Q2 and Q%)
leading to silica gel environment where higher silicates’ coordination are predominant (Q2 and Q%). The
carbonation product was the same irrespective of the C/S ratios, i.e. a silica gel containing Q2 and Q*
environments. Two different C/S ratios are chosen to illustrate the observed C-A-S-H behavior upon
carbonation: 0.8 and 1.2. The effect of carbonation on the C-A-S-H's lower C/S ratio 0.8, with an
increasing aluminium contents, Al/Si = 0.05 and 0.1 is shown in Figure 6. The higher C/S ratio 1.2 at an
Al/Si = 0.05 is presented on Figure 7. The carbonation product detected is the same as the one detailed
previously for the C-S-H (silica gel with Q2 and Q* environment). However, the silica gel environment
incorporate a small fraction of silicates tetrahedra that are connected to two others tetrahedra (Q?),
attributed to silicates tetrahedra with silanols as oftenobserved in silica gel [24,29]. The estimated
proportion of the Q2 in the gel varies from 6 to 14 % for the C-A-S-H. The Q3%/Q* ratio in the gel varies
from 0.5 to 0.8 for all the C-A-S-Hs.
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The 27Al MAS-NMR spectra of both the carbonated and the pristine materials C/S = 0.80, Al/Si = 0.05
and 0.10 are displayed in Figure 8, the same features are shown for the C-A-S-H C/S = 1.20 Al/Si = 0.05
in Figure 9. The spectra of the carbonation product exhibited the same type of environment for all
calcium and Al contents. The calcium aluminate hydrate environment (around 10 ppm) was partially
affected by the carbonation. The tetrahedral environments of the pristine material was altered by
carbonation resulting in a silica gel embedding Ca and Al. Tetrahedral Al environment within the gel is
observed at a lower resonance frequency compared to the pristine material. The carbonation of the
C-A-S-H of C/S = 1.20 gave insight on the change in all Al environment upon carbonation: another
tetrahedral environment was produced; pentahedral environment and octahedral environment such as
TAH were not observed after carbonation; their Al was mobilized into the newly formed tetrahedral
environment. The resonances of calcium aluminates hydrate (Al h) that are not included in the C-A-S-H
structure remained unchanged.
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The C-S-H diffractograms after accelerated and natural carbonation are presented on Figure 10. One
can notice that vaterite was the main product, with aragonite as minor phase on either type of
carbonation. After 18 days of accelerated carbonation, the typical C-S-H signal disappeared from the
diffractograms of accelerated carbonation for all C/S ratios (1.40 and 0.80). The diffractograms of the
C-A-S-Hs of Al/Si = 0.05 and Al/Si = 0.10 are displayed on Figure 11 and Figure 12 respectively. The
C-A-S-Hs powders exhibited the same crystalline products as the C-S-H after carbonation, i.e. vaterite
as the main phase and aragonite as minor phase. After 34 days of accelerated carbonation, the
degradation of the C-A-S-H (Al/Si = 0.05 and 0.10) revealed to be incomplete for the higher C/S ratios
(1.20 and 1.40) for which C-(A-)S-H signal was still detected. Conversely to C-S-H carbonation, which
was complete in less than 20 days for all C/S ratios.
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The progress of the carbonation was monitored using XRD for C-A-S-Hs of C/S ratios of 0.80 and 1.40
and Al/Si ratios of 0.05 and 0.10. One can notice the complete carbonation of the C-A-S-H of low C/S
ratio (0.80) in about 20 days regardless of the Al content (Figure 13 and Figure 14). The carbonation of
higher C/S ratios (1.40 see Figure 15 and Figure 16) demonstrated reduced kinetics and incomplete
carbonation after 145 days

C-A-S-H 0.80-0.05

0 20 40 60 80 100 120 140 160

days
CASH Vaterite Aragonite

Figure 13: Progression of the C/S = 0.80 and
Al/Si = 0.05 carbonated powder intensities (in
arbitrary unit) with respect to time

C-A-S-H 1.40-0.05

0 20 40 60 80 100 120 140 160
days
CASH Vaterite Aragonite

Figure 15: Progression of the intensities (in

arbitrary unit) of the phases observed during
the carbonation of the C/S = 1.40 and

Al/Si = 0.05 C-A-S-H, with respect to time.
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Figure 14: Progression of the intensities (in
arbitrary unit) of the phases observed during
the carbonation of the C/S = 0.80 and Al/Si =

0.10 C-A-S-H, with respect to time.
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Figure 16 : Progression of the intensities (in

arbitrary unit) of the phases observed during
the carbonation of the C/S = 1.40 and

Al/Si = 0.10 C-A-S-H, with respect to time

5. DISCUSSION

The 2°Si MAS-NMR analyses evidenced the same (amorphous) carbonation end product for the
C-A-S-H and C-S-H (a silica gel). However, in contrast to the case of C-S-H, the silica gel generated by
the carbonation of the C-A-S-H evidenced a small fraction of Q? silicates with a lower degree of
coordination that we attributed to silanols. The presence of the silanols could be attributed to the
presence of Al and Ca within the silica gel network. However, the Q3/Q* ratio in the gel for all the samples
varied from 0.5 to 0.8. Similarly, the same (crystalline) carbonation products were evidenced by C-A-S-H
and C-S-H, namely calcium carbonates. Two polymorphs were detected, a major and a minor phase,
which were vaterite and aragonite respectively. For each sample, the progress of the carbonation was
monitored using XRD. The C-S-H exhibited complete carbonation in about 20 days, regardless of the
C/S ratio, likewise for the C-A-S-H samples of low C/S ratio (0.80). The carbonation of C-A-S-H samples
with higher C/S ratios (especially 1.20 and 1.40) remained incomplete after 145 days of accelerated
carbonation.

The effect of Al on C-S-H chemistry was studied using 2’Al NMR. We focused on the changes related
to Al environments following the carbonation. We observed the presence of pentahedral and octahedral
(TAH) Al species prior to carbonation; those phases are known to occur at high calcium content in
C-A-S-H interlayers and surfaces respectively. Those environments disappeared after carbonation.
They were believed to slow down the C-A-S-H carbonation rate by limiting the access of the COs..
Futhermore, the samples demonstrating the slower kinetics, incorporated the higher population of TAH
and pentahedral Al environments. The incorporation of Al(IV) within the C-A-S-H appeared to have a



limited influence on the carbonation kinetics, since the low calcium samples C/S = 0.80 and 0.95 present
the higher Al content of all the C-A-S-H tested in this study.

6.

7.

PRELIMINARY CONCLUSION

Kinetics of degradation of C(-A)-S-Hs in materials submitted to carbonation is not based on the
stability of the Si-O-Al bond, since there is no correlation observed between the Al (IV) content
in C-A-S-H and the degradation kinetics.

The main parameter seems to be the high calcium content which allows, in presence of Al, the
formation of calcium aluminate species with aluminium in octahedral environment such as TAH
and Al in pentahedral environment.

There is a probable passivating effect of TAH and Al (V) calcium aluminates species leading to
a limited CO:2 access to the C-A-S-H for high C/S ratios.
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