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ARTICLE INFO ABSTRACT
Keywords: Chloride ion (CI") ingress significantly reduces the durability of reinforced concrete, particularly
Concrete durability in marine environments, due to the high permeability of concrete pores. Concrete transportation

Transportation inhibitors
Nanoscale
Molecular design

inhibitors (CTIs) have emerged as a potential solution, yet their inhibition mechanisms remain
unclear. In this study, molecular dynamics simulations and quantum chemical analyses are
employed to elucidate the performance of surfactant-like CTIs. Results show that the enhance-
ment of nanoscale interfacial tension (IFT) is central to reducing fluid transport. Among the tested
structures, the Bola-type molecule with phosphonic acid head groups (B-PO%) demonstrates the
strongest adsorption to calcium silicate hydrate (C-S-H), low self-aggregation, and an enlarged
interaction area with water. These properties allow B-PO3 to act as an effective nanoscale barrier
to chloride penetration. This work provides a molecular-level framework for evaluating CTIs and
offers design principles for next-generation concrete additives aimed at improving durability in
aggressive environments.

1. Introduction

The long-term durability of concrete [1,2] in marine infrastructure remains a great challenge, as exposure to the aggressive marine
environment substantially shortens the service life of reinforced concrete [3] compared to inland conditions [4]. This accelerated
degradation undermines structural reliability [5], elevates the risk of premature failure, and incurs considerable maintenance and
rehabilitation costs [6]. One of the primary deterioration mechanisms in marine settings is the ingress of chloride ions from seawater
[7,8], which diffuse through the pore network of the cementitious matrix and accumulate at the steel-concrete interface. Upon
reaching a critical threshold concentration, chloride ions destabilize the passive oxide layer that protects the embedded steel rein-
forcement, thereby initiating localized corrosion [9-11]. Chloride transport through concrete driven by diffusion, capillary suction,
and permeation is therefore recognized as a critical factor governing the onset and propagation of reinforcement corrosion [12].
Consequently, the development of strategies to reduce chloride ion transportation [13], such as microstructural densification [14] or
chemical binding within the matrix [15,16], is a central focus of current research aimed at enhancing the durability of concrete [17] in
marine environments.
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Fig. 1. Diagram of molecularly simulated pores and molecular models including hydrophobic topological species and head group adsorption
functional groups; The white, gray, red, blue, yellow, purple and orange balls represent H, C, O, Na, Si, P and S atoms respectively.

There are several strategies currently employed for inhibiting chloride ion transportation in concrete, including the incorporation
of mineral admixture [18-20], the application of surface coatings [21-23], and the techniques of electrochemical inhibition [24,25]. It
is well established that cement mortars can effectively immobilize chloride ions and reduce their transportation within concrete by
enhancing their adsorption capacity and forming stronger chemical bonds. In the study conducted by Wei et al. [20], the effects of
various mineral admixtures on the chloride-binding capacity of cement mortar were investigated. The results indicated that the
addition of fly ash and finely ground blast furnace slag significantly increased the chloride-binding rate in sulphoaluminate cement
mortar, achieving increases of 46.6 % and 38.7 %, respectively. However, this approach presents challenges in practical engineering
applications due to the complexities associated with mix ratio design and the variability in product properties [26]. Medeiros and
Helen [21] examined the effectiveness of surface protection layers in preventing chloride penetration into concrete. Their findings
revealed that all tested surface treatments significantly reduced the chloride adsorption rate by over 70 %, with polyurethane coatings
achieving an impressive reduction rate of 86 %. Meanwhile, electrochemical inhibition represents a viable repair method that can
effectively remove harmful substances, such as chloride ions, from concrete, thereby enhancing durability. Véronique et al. [24]
reviewed previous research on electrochemical chloride extraction, a technique capable of treating corrosion induced by chlorides and
repairing damaged structures. his method not only improves electrochemical properties but also enhances concrete durability.
However, it also raises concerns regarding potential side effects and risks to concrete integrity. These studies can significantly inhibit
the transportation of chloride ions in concrete, but the industrial manufacturing still hopes for a method that can be applied universally
and is not limited to a specific system.

An alternative strategy involves the direct introduction of additives [27], which effectively prevents fluid ingress while providing a
simple process and high cost-effectiveness [28-30].

Research on corrosion transportation inhibitors (CTIs) [31] has primarily focused on their capacity to mitigate ion transportation
and improve the durability of cementitious materials [32]. Existing studies have examined the efficiency of different inhibitor types,
molecular sizes, and topologies, yet investigations into the role of specific adsorbing functional groups remain scarce [33-36]. Our
previous study [37] investigates and predicts the properties of corrosion transportation inhibitors (CTIs) featuring straight-chain and
Bola-type topologies with different functional groups, while elucidating the interaction mechanisms between these inhibitors and
calcium silicate hydrate (C-S-H). A deeper understanding of how functional groups govern inhibitor-substrate interactions is still
lacking, limiting rational molecular design for optimal performance. This study applies molecular dynamics simulations to design CTIs
with various functional groups as head groups and carbon chains as backbones. It investigates straight-chain and Bola-type topologies,
elucidates their interaction with C-S-H, and compares inhibition efficiency across molecular morphologies. The results identify the
Bola-type CTI with phosphonic acid (B-PO%) as the most competitive, enhancing interfacial tension by 15.8 % due to its dual strong
adsorption groups and extended interaction area. These findings highlight the importance of functional groups in CTI design and
provide guidance for developing more effective environmental inhibitors to enhance concrete durability.

2. Models and methods
2.1. Modelling details

In order to enhance the durability of C-S-H by modulating transportation with CTIs, two factors [33], the adsorption properties of
CTIs on the C-S-H surface and the inhibition effect of the main chain topologies, play a crucial role. In the previous research on
transportation inhibitors, it was found that most of the inhibitor structures on the market were straight chain structures (S), and the use
of Bola-type (B) structures as the molecular topology could effectively improve the interfacial tension, thus improving the durability of
concrete [37]. From the previous studies on superplasticizers [38], it is known that the functional groups with good adsorption



C. Liu et al. Case Studies in Construction Materials 23 (2025) e05363

e |

1 1

. 1
i Umbrella Sampling |
1 1
i 30 panes E
1 1
1 1
| e 3ns - !
i Tt ﬁ" - o i
b oL
| 8. @ @ Histograms o ‘@ @ !
| albalbalh albaball
: 1 —l | ﬂWHAM | 1 1 1
: 0.1ns :
YO AN
1 /f Y Y \ ====- 1
! i
{ ]

Fig. 2. Umbrella Sampling (US) diagram: Yellow indicates the sampling windows, blue traces the simulation pathway, and the black curve shows
the reconstructed PMF.

Fig. 3. (a—f) Stabilized adsorption phenomena in straight-chain and Bola-type structures featuring various adsorption functional groups.

properties include carboxyl (-COO"), phosphonic acid (-PO%), phosphoric acid (-PO3), sulfonic acid (-SO3), sulfuric acid (-SO3), tri-
methylsilane (Si) and other adsorption functional groups [39,40].

In order to explore the effect of admixtures with different molecular structures on the transportation properties, twelve different
molecular models were designed, as shown in Fig. 1. These models are distinguished based on the type of functional groups and
different main chain topologies. Design by substitution of head group adsorption functional groups and hydrophobic alkane chain
topology. The newly designed molecular structures follow the nomenclature of the International Union of Pure and Applied Chemistry
(IUPAC) [41]. These are sodium tetracosanoate (S-COO’), disodium tetracosanoate (B-COO), disodium tetracosylphosphonate
(S-PO%), disodium {24-[bis (sodiooxy) phosphoxyl] tetracosyl} phosphonate (B-PO%), disodium tetracosyl phosphate (S-POZ),
({[(24-{[bis (sodiooxy) phosphoxyl] oxy}tetracosyl) oxyl(sodiooxy) phosphoxyl} oxy)sodium (B-PO%’), sodium tetracosane —1-sul-
fonate (S-SO3), 1,24-disodium tetracosane-1,24-disulfonate (B-SO3), sodium tetracosyl sulfate (S-SO3), ({[(24-{[(sodiooxy)sulfonyl]
oxy }tetracosyl)oxy]sulfonyl}oxy) sodium (B-SOZ), trimethoxy (tetracosyl)silane (S-Si), 3,3,28,28-tetxamethoxy-2,29-dioxa-3,28-disil-
triacontane (B-Si).

The molecular modeling approach in this study adhered to the procedures established by Pellenq et al. [42] and Manzano et al.
[43]. The initial unit cell adopted was a C-S-H structure measuring 11.16 A x 7.39 A x 22.77 A, based on the model introduced by
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Fig. 4. The increase in interfacial tension (AIFT) for aqueous systems upon addition of CTI molecules.

Murray et al. [44]. To generate the final C-S-H configuration with enlarged cell parameters (44.64 A x 44.34 A x 45.54 A, all angles
90°), a supercell was created through a4 x 6 x 2replication of the original unit cell along the three crystallographic axes. To maintain
overall charge neutrality, surface non-bridging oxygen sites were passivated via hydroxylation [45], and selective deletion of surface
calcium ions was carried out. This stabilized structure was then solvated in a periodic boundary box of dimensions
45.0 x 45.0 x 143.3 A. To mimic the initial condition of concrete after admixture application, ten molecules of CTI were arranged on
each of the top and bottom surfaces. Furthermore, to ensure a close-packed system, the number of water molecules was rounded up to
6600 from an initial estimate of 6330, which was derived by dividing the available box volume (189,945 A%) by the molecular volume
of water (30 A®).

2.2. Details of simulation

2.2.1. Force field

Molecular Dynamics can overcome the limitations of static structural models and provide atomic-level dynamic descriptions of a
system’s behavior over time. This approach offers significant advantages for molecular-level design and computational studies. In our
investigation, intermolecular interactions among CTI, water, and C-S-H substrates were modeled using the OPLS force field [46]. This
choice was motivated by its renowned precision in molecular dynamics (MD) simulations [47,48] for complex systems. The OPLS
(Optimized Potentials for Liquid Simulations) [49,50] potential, a foundational achievement in computational chemistry, was
developed primarily by W.L. Jorgensen’s [50] group at Ohio State University between the late 1980s and early 1990s. Its high fidelity
stems from a careful optimization of atomic partial charges and van der Waals parameters, allowing it to accurately capture the
properties and dynamics of diverse molecules. This methodological framework was instrumental in revealing the detailed mechanisms
governing the interactions within our system. This study employs the OPLS-AA force field. It enables precise parameterization of
organic molecules (including relevant functional groups) and reliably reproduces conformational behavior and thermodynamic
properties.

2.2.2. Classical molecular dynamics

As an open-source molecular dynamics package from Sandia National Laboratories, LAMMPS [51] is engineered to simulate
systems at atomic, molecular, and macromolecular scales. It serves as a powerful computational resource for investigating the dynamic
evolution of diverse materials under various conditions. This flexibility has established it as an indispensable tool across numerous
disciplines, including materials science, chemistry, and biochemistry.

All molecular dynamics (MD) simulations were performed in LAMMPS, leveraging the Nose-Hoover thermostat [52] to numerically
integrate the equations of motion based on Hamiltonian dynamics [53], thereby ensuring consistent temperature regulation across the
entire simulation. This method effectively maintains a constant temperature throughout the simulation. The simulation commenced
with an NVT ensemble [54] phase, running for 0.1 ns at 1 K to fully optimize and equilibrate the initial configuration of the system.
Following this phase, simulations are performed under the NPzT ensemble, where the temperature is held constant at 298 K and the
pressure is maintained at one atmosphere in the Z direction for a duration of 1 ns to observe the system’s behavior. The simulation was
then extended for a further 5 ns within the same ensemble to promote structural equilibration and allow for the collection of sufficient
data for statistical evaluation. During this phase, key thermodynamic parameters-including temperature, pressure, energy, and
density-were logged every 100 time steps to support subsequent interpretation.
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Fig. 6. (a) PMF with straight-chain structure (b) PMF with Bola structure.

2.3. Umbrella sample

Umbrella Sampling (US) [55,56] is a computational strategy widely used to determine the potential of mean force (PMF) across a
reaction pathway. Unlike conventional molecular dynamics, which may insufficiently explore configurations separated by large en-
ergy barriers, US improves sampling efficiency by partitioning the reaction coordinate into discrete intervals, or "windows". Within
each window, a harmonic biasing potential is applied to restrict the coordinate near a target value. Separate MD simulations are then
run in these restrained windows, generating the statistical data required for reconstructing the free energy profile.

To reconstruct the complete PMF curve from the windowed sampling data, the weighted histogram analysis method (WHAM) [57,
58] is utilized. This approach effectively removes the bias introduced by the restraints, thereby recovering the true PMF. The PMF
profile depicts the variation in free energy along the defined reaction coordinate, elucidating key molecular characteristics including
energetically stable states and transition barriers. For this investigation, umbrella sampling was applied to twelve individual CTI
molecules. Each molecule was simulated using a bias potential divided across 30 discrete windows at 298 K, with each window un-
dergoing a 3 ns molecular dynamics simulation. (Fig. 2).

2.4. Quantum chemical calculations

The key molecular structures are modeled and quantum chemical calculations are performed by CP2K [59,60] to obtain the
electronic structure after the simulation is completed. The key parts include the C-S-H surface Ca?" and the partial structure of the head
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Fig. 7. (a) and (b) depict top views of S-PO3 and B-PO?, respectively, with molecules colored cyan to denote the initial adsorption state and gray to
signify the stable adsorption state.

Table 1

Percentage of area covered by CTIs calculated.
Type -COO" -PO% -PO% -S03 -S0; Si
Stright 25.8% 26.3 % 23.3% 24.2% 27.1% 32.7%
Bola 30.8 % 349% 36.3 % 34.6 % 35.8% 37.5%

group functional group region of each molecule. The computationally generated wavefunction files were analyzed for electronic
structure reduced density gradient (RDG) [61] and electron localization function (ELF) [62] using Multiwfn wavefunction analysis
software [63]. RDG enables visualization and characterization of noncovalent interactions within systems, providing an intuitive
representation of interaction types. ELF elucidates the localization properties of electron pairs and the nature of covalent bonds.

3. Results and discussion
3.1. Performance and structures
3.1.1. Stable structures
The adsorption properties of the molecular structure represent the initial step in understanding the stabilizing effects of CTIs and

enhancing the durability of C-S-H. Consequently, investigating the adsorption behavior is essential. Upon reaching equilibrium in the
kinetic simulations (Fig. 3), a representative configuration was chosen for each molecule to examine its adsorption characteristics after
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Fig. 8. (a) displays the two-dimensional density distribution of the main chain topology; (b) shows the two-dimensional density distribution of the
head group; (c) illustrates the two-dimensional density distribution of the terminal carbon (C) in straight-chain types or the intermediate carbon (C)
in Bola types. (a;)-(c;) represent -PO%, -PO7, Si in straight chain type and (az)-(c2) represent -PO%, -PO7, Si in Bola type, respectively.

the stabilization phase.

All CTIs exhibit effective adsorption on the C-S-H surface. As shown in Fig. 3, Bola-type molecules adsorb closer to the surface than
straight-chain types, indicating superior performance. This advantage arises from their dual head groups, which enhance interaction,
while the shorter effective chain length does not compromise inhibition efficiency.

The adsorption orientations also differ between topologies: straight-chain molecules tend to align uniformly, whereas Bola-type
molecules adopt a more random distribution. This dispersion is likely driven by the presence of two head groups, which reduce
packing density but enlarge the effective contact area with water molecules, thereby influencing ion transportation. Functional group
chemistry further modulates adsorption. For instance, S-Si shows poor adsorption and weak inhibition potential, whereas B-Si achieves
markedly stronger adsorption. Notably, -PO3% head groups consistently adsorb closest to the C-S-H surface, while -SO3 and -SOj
groups also display favorable performance. In summary, both molecular topology and functional groups strongly govern CTI
adsorption behavior. These insights lay the groundwork for subsequent analyses of their mechanical, microstructural, and intermo-
lecular effects on inhibition efficiency.

3.1.2. Relative interfacial tension

Interfacial tension (IFT) [64] serves as an indicator of the interfacial interactions between C-S-H surfaces and water, with elevated
IFT values implying a diminished capacity for transportation. The calculated AIFT values (Fig. 4) were positive in all cases, confirming
that the incorporation of CTIs effectively inhibits solution transportation.
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groups of CTIs with calcium on the C-S-H surface.

Table 2
BTE of CTIs during the last 1000 frames of their stable state.
Type -COO" -PO% -PO% -S05 -S0; Si
Sum Stright 30 46 52 18 19 55
Bola 73 63 102 34 61 93
Average Stright 30.72 47.39 52.44 18.17 19.77 57.25
Bola 72.45 65.04 98.31 33.5 59.18 102.73

Bola-type inhibitors consistently outperformed straight-chain types, showing superior dispersion and enhanced inhibition. Among
them, molecules with -PO% and Si head groups produced the most significant AIFT increases, consistent with their strong adsorption
observed in Fig. 3. In particular, B-PO% achieved the highest AIFT, owing to its dual strong adsorption sites and effective molecular
dispersion, which maximize transportation inhibition. By contrast, S-Si showed the weakest performance, with low AIFT values linked
to poor adsorption and stronger disruption by water. For

-POZ-based inhibitors, the difference between Bola and straight-chain structures was minimal, likely because the high intrinsic
adsorption strength of the -PO$" group offsets head-group repulsion, resulting in only small changes in surface coverage. Both mo-
lecular topology and head-group chemistry critically determine the extent of transportation inhibition, with Bola-type structur-
es—especially B-PO%—showing the most effective performance.

3.2. Micro-structural analysis

3.2.1. One-dimensional density distribution
To further examine nanoscale structural properties, Fig. 5 presents the one-dimensional density distribution [65] curves of the CTIs.
Along the Z direction, the ranges of 50-52 A and 90-92 A correspond to the C-S-H adsorption surface, where functional groups
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primarily interact with surface calcium atoms. Compared with straight-chain molecules, Bola-type structures display stronger overlap
between functional groups and Ca?", resulting in more adsorption sites and enhanced surface binding.

Quantitatively, B-PO%’ shows the highest intersection value (0.03), whereas S-Si exhibits the lowest (<0.01), confirming B-PO%’ as
the most effective and S-Si as the least effective inhibitor. Moreover, both -PO3 and Si head groups in Bola-type structures achieve
roughly double the adsorption capacity of their straight-chain counterparts, consistent with the adsorption patterns in Fig. 3 and the
interfacial tension results in Fig. 4. Differences also emerge in the chain distribution. Straight-chain molecules show multiple peaks for
tail carbons, reflecting flexible alkane chains that deform easily and distribute uniformly, but are also more susceptible to perturbation
by water. In contrast, Bola-type molecules exhibit fewer, more concentrated peaks, indicating stiffer chains with reduced interaction
with water molecules, thereby enhancing resistance to transportation.

Density distribution analysis reinforces that both molecular topology and functional groups critically shape adsorption behavior.
Bola-type structures, particularly B-PO%, combine stronger adsorption with better resistance to water disturbance, which explains
their superior inhibition performance observed across Figs. 3-5.

3.2.2. Potential of mean force

To further probe adsorption strength, the umbrella sampling (US) method was applied along the Z-axis to simulate molecular
pullout and calculate potential of mean force (PMF) [66] curves (Fig. 6). The PMF profile starts at the lowest free-energy point,
corresponding to the most stable adsorption state, while subsequent peaks represent energy barriers that must be overcome during
desorption. The depth of the potential well and the magnitude of the energy drop reflect the stability of adsorption and the strength of
molecular binding.

As shown in Fig. 6, Bola-type molecules display deeper potential wells and larger energy drops compared to straight-chain mol-
ecules, confirming their stronger adsorption capacity. Among them, B-PO% and B-PO3 exhibit the most pronounced decreases,
consistent with their superior adsorption observed in Fig. 3. By contrast, although B-Si shows a higher energy barrier, its relatively
small energy drop indicates weaker adsorption. This suggests that the enhanced inhibition of B-Si arises more from the structural
characteristics of the Bola-type topology than from the intrinsic adsorption of its head group.

3.2.3. Coverage area calculation

Fig. 7 shows that straight-chain molecules undergo aggregation upon stable adsorption, while Bola-type molecules retain their
initial adsorption configuration with minimal change, maintaining their contact area with water as they do not self-aggregate.

To more intuitively illustrate the extent of the area covered by different molecular models, the area ratios of the molecules
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Fig. 14. ELF of Ca>" on -SO3, where (a) is the isosurface and (b,c,d) are the ELF curves for -SO3. The blue and green colours represent the lone pair
domains of Ca?* and the core of oxygen atom, respectively. The values marked on the curves represent the ELF values at the time of interaction.

(represented by gray molecular chains) to the C-S-H surface at the stable adsorption state were calculated to obtain the results for
Table 1. It is evident that all CTIs exhibit an increased coverage area for Bola-type structures compared to straight-chain types. This
indicates a greater interaction area with water, which enhances their ability to inhibit transportation.

3.2.4. Two-dimensional density distribution
Calculations from the coverage area alone may be subject to error. In order to more accurately assess the mechanism of action, we

calculated two-dimensional density distributions [67] in the X- and Y-plane directions (Fig. 8). Notably, there is little difference be-
tween the distributions of S-POF and B-PO7, resulting in similar transportation inhibition effects. In contrast, the distributions of the
other CTIs show significant differences, with Si exhibiting the most pronounced change. This observation aligns closely with the results
related to interfacial tension presented in Fig. 4.

Bola-type molecules show a uniform distribution of head groups that closely matches their main chain distribution, whereas
straight-chain molecules display a denser but less consistent head-group arrangement. This indicates that Bola-type structures provide
a broader range of adsorption sites and a larger effective coverage area, while straight-chain molecules, with their more flexible to-
pology, are easily perturbed by water. Fig. 8c further supports this distinction: the darker regions of the Bola-type structures reflect a
concentrated distribution of intermediate carbons, highlighting their rigidity and reduced sensitivity to water. In contrast, the
dispersed terminal carbons of straight-chain molecules reveal stronger water influence and greater conformational flexibility. When
considered together with Fig. 8b, the correspondence between head-group and terminal-carbon distributions suggests that Bola-type
molecules are more strongly anchored to the surface.

These observations are consistent with the adsorption patterns in Fig. 3 and the interfacial tension results in Fig. 4, providing
additional evidence that the wider coverage and stronger resistance to water of Bola-type CTIs underpin their superior inhibition

performance.

3.3. Interaction mechanism

To thoroughly investigate the mechanism of intermolecular interactions, we conducted radial distribution function (RDF) [68]
calculations for calcium on the C-S-H surface in CTIs and for oxygen on the head groups of CTIs (Fig. 9a). It is evident that the peaks for
Bola-type structures are higher than those for straight-chain types across all CTIs, except for -PO3" and Si, within a radius of 2.7 A. This
indicates that the anchored adsorption strength of Bola-type structures is greater. Conversely, the lower values observed for -PO% and
Si suggest a more dispersed distribution of their Bola-type head groups, resulting in more homogeneous adsorption and a larger contact
area with water. This finding aligns with the interfacial tension results presented in Fig. 4.
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Fig. 9b present the time correlation function (TCF) [69] analyses. It is evident that the Bola-type curves for -PO% and -PO7 exhibit a
trend of rapid stabilization following a steady decline, indicating that their bond energies are sufficient and their adsorption per-
formance is favorable, which corresponds to the conclusions drawn from the PMF in Fig. 6. In contrast, Si shows a continuous rapid
decline, suggesting insufficient bond strength. Notably, B-PO% demonstrates the strongest bond energy and also exhibits good
adsorption performance, aligning with the findings presented in Fig. 4.

We calculated the total number of bond interactions and the average number of bonds for CTIs during the last 1000 frames of their
stable state, as shown in Table 2. It is evident that both the total number and the average for Bola-type molecules are higher than those
for straight-chain types, indicating greater stability for Bola-type structures. Notably, B-Si shows a significant discrepancy between its
total and average values, suggesting considerable fluctuations and instability in its bond interactions.

To further assess the adsorption characteristics of CTIs, quantum chemical calculations were performed on the head groups of each
molecule in interaction with Ca** on the C-S-H surface, using the Multiwfn analysis package. RDG and ELF analyses were conducted to
visualize weak interactions and to evaluate their nature. In the RDG isosurfaces and scatter plots (Fig. 10a-f), red, green, and blue
regions represent steric effects, van der Waals (vdW) interactions, and electrostatic interactions, respectively. The results show that
-COO" (Fig. 10a) interacts with Ca?* mainly through vdW forces (-0.022) and electrostatics (-0.036), with no evidence of chemical
bonding, confirming purely physical adsorption. Similarly, -SOs™ (Fig. 10d) exhibits three electrostatic interactions (—0.035) via its
oxygen atoms, again without chemical bonding. In contrast, Si (Fig. 10f) shows a mixed behavior: two oxygens form electrostatic
interactions (-0.04), while a third generates a ring-shaped isosurface indicative of weak chemical bonding, suggesting a combined
physical-chemical adsorption process. Notably, -POs%, -PO+%, and -SO4™ (Fig. 10b, ¢, €) all produce annular isosurfaces with inner blue
and outer red rings, characteristic of weak bonding interactions and stronger adsorption capacity.

Taken together, these results indicate that while -COO™ and -SOs rely on weaker physical adsorption, groups such as -POs", -PO.%,
-S04, and partly Si engage in weak chemical bonding, thereby offering more robust interaction with Ca?* and enhanced adsorption
strength.

While RDG analysis provides a qualitative view of the interaction types, it does not capture the strength of adsorption between
functional groups and Ca?*. To address this, Electron Localization Function (ELF) analysis was performed. ELF is a three-dimensional
real-space function ranging from 0 to 1, which reveals electron localization, lone pairs, and the nature of chemical bonding. Regions of
high ELF indicate tightly bound electrons and stronger binding, while low ELF reflects weaker electron confinement and easier electron
mobility.

Figs. 11-16 present the local electronic structures of Ca?* adsorbed on different functional groups. In each figure, the a-plots show
the isosurfaces, and the remaining plots depict ELF values. The four apical peaks in the ELF plots correspond, from left to right, to:
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electrons of Ca2*, electrons shared by Ca" in Ca-O pairs, electrons contributed by oxygen in Ca-O pairs, and the oxygen electrons
themselves. Across all functional groups, Ca®" consistently forms covalent interactions with oxygen atoms, in agreement with the
atom-level interactions shown in Fig. 5.

Specifically, in -COO™ (Fig. 11), oxygen atom II dominates the interaction (ELF = 0.053 vs. 0.024 for atom I). In PO (Fig. 13),
oxygen atoms II and III are the primary contributors, while in -SO} (Fig. 15), atoms I and III play major roles. For Si (Fig. 16), oxygen
atom III is the main contributor. In contrast, -PO% and -SO3 (Figs. 12 and 14) show similar ELF values across all oxygen atoms (-PO% ~
0.109, -SO3 ~ 0.05), indicating that the three oxygens jointly participate in adsorption.

Based on overall ELF analysis, the adsorption strength of functional groups to Ca>* follows the order: -PO% > -PO% > > -SO3 ~ Si
> -S03 & -COO". This ranking highlights that -PO?{ and -PO%‘ provide the strongest interactions, followed by -SO% and Si, whereas -SO3
and -COO" exhibit weaker adsorption. These trends are consistent with the molecule-surface adsorption distances observed in Fig. 3.

In the investigation of adsorption properties, it was observed that -PO3 and -POZ, which exhibit the best adsorption characteristics,
produced contrasting results in the AIFT calculations presented in Fig. 3. Specifically, the increase in AIFT for B-PO% was less pro-
nounced compared to that of B-PO%". This discrepancy may suggest that the enhanced adsorption performance of -PO3" influences the
ability of the Bola-type structure to increase the effective area. Further investigation is warranted to explore this phenomenon. To
further investigate the reasons behind the larger effective area of Bola-type structures, we performed RDF calculations on the head
groups themselves during the simulation process (Fig. 17) to validate the self-aggregation capability of the CTIs.

A lower peak value and a gentler slope in the curves indicate poorer self-aggregation capability, which correlates with a larger
interaction area with water, thereby enhancing the suppression of transportation effects. Conversely, a higher peak and steeper slope
suggest less effective suppression. In Fig. 17, it is clear that although the number of head groups of the Bola-type molecule is twice that
of the straight-chain molecule, the peak of the Bola-type molecule is less than twice that of the straight-chain molecule, and the curve is
flatter. This indicates that Bola-type molecules have weaker self-aggregation capabilities but exhibit better suppression effects.

Additionally, in Fig. 17a, both structures of -PO3 show a broad distribution, suggesting similar suppression effects. The B-PO3 peak
is not only lower than that of the straight-chain type, but also more uniformly distributed, which suggests that it is less capable of self-
aggregation and the transportation inhibition effect is more pronounced, and the same conclusion is found for B-Si in Fig. 17b. These
conclusions align well with the results regarding IFT presented in Fig. 4.

To further investigate the self-aggregation capability of CTIs and the underlying reasons for this phenomenon, we placed the CTI
molecules individually in a water box and conducted a 10 ns simulation to observe their natural state (Fig. 18a). Taking B-PO% as an
example, after 10 ns, the distance between the head groups increased from 7.78 A to 24.42 A, indicating a tendency towards an
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Fig. 17. RDF calculations between the head groups of CTIs to verify their self-aggregation capability. (a) represents the straight-chain and Bola-type
structures with -COO", -PO%, and -POZ as the head groups. (b) represents the straight-chain and Bola-type structures with -SO3, -SO3, and Si as the
head groups.

elongated state. Similar results were observed for other Bola-type structures. Additionally, we calculated the average bond length over
1000 frames after the system reached stability (Fig. 18b). Further calculations confirmed that all Bola-type molecules tend to elongate
in their natural state, demonstrating poor self-aggregation capability. This characteristic facilitates the formation of more distant
adsorption sites on the C-S-H surface, thereby increasing the effective area of their topology and enhancing resistance to trans-
portation. Notably, S-Si tends to bend while B-Si tends to elongate, suggesting a repulsive interaction between the two head groups of a
Bola-type structure, thereby extending the topology. This is a primary reason for the poor self-aggregation capability and effective
transportation suppression of Bola-type structures. This analysis also further indicates that the adsorption interaction between -PO3’
and Ca?" is stronger than the repulsive interactions between the head groups, leading to stable adsorption without significant elon-
gation. Consequently, the changes in self-aggregation capability are minimal, resulting in the IFT outcomes observed in Fig. 4.

For evaluating the stability of CTIs’ effects, the root mean square displacement (RMSD) [70,71] was calculated over the last 1000
frames to assess their variations and stability (Fig. 19). RMSD serves as a key metric for evaluating the average structural deviation of a
molecule relative to its reference conformation during simulation, thereby reflecting its structural stability and conformational
flexibility.

As shown in Fig. 19, the Bola-type structures exhibit lower values than their corresponding straight-chain structures, indicating a
higher structural similarity and greater stability in their effects. It is evident that S-Si and B-Si differ significantly, indicating a sub-
stantial change in stability. In contrast, -PO3 and -PO3 show only minor differences, suggesting that both are relatively stable in their
effects. This observation aligns with previous conclusions.
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Fig. 19. Root mean square displacement analysis of CTIs.

17



C. Liu et al. Case Studies in Construction Materials 23 (2025) e05363
4. Conclusion

This study sheds light on the mechanism by which surfactant-like concrete transportation inhibitors (CTIs) suppress chloride ion
transportation in reinforced concrete. Combining molecular dynamics simulations and quantum chemical calculations, the results
show that Bola-type molecules substantially enhance nanoscale interfacial tension (IFT). Among the functional groups tested, -PO%
provides strong adsorption without interfering with repulsive interactions, and B-POZ" emerges as the optimal structure, effectively
acting as a barrier to fluid transportation. The findings highlight the critical roles of adsorption groups and molecular topology in
optimizing CTI performance, offering guidance for the molecular design of concrete additives.

(1) All CTIs increase the interfacial tension between C-S-H and water, but the Bola-type topology consistently outperforms tradi-
tional straight-chain structures. Molecular dynamics simulations offer a reliable way to evaluate nanoscale IFT, circumventing
experimental challenges.

(2) The repulsive interactions between the two head groups of Bola molecules promote a uniform distribution on the C-S-H surface
and reduce self-aggregation. This maximizes the hydrophobic coverage area, enhancing suppression of transportation. Head
groups must balance adsorption strength: strong enough to maintain attachment, but not so strong that they override repulsive
interactions and increase aggregation, which would reduce surface coverage.

(3) -POs> exhibits sufficient adsorption strength and stability, and the Bola-type topology ensures low self-aggregation, allowing
uniform surface distribution and effective transportation suppression. These characteristics make B-PO3" the optimal molecular
structure.

Overall, this work provides a new perspective for understanding CTI mechanisms in concrete systems. Future efforts could focus on
synthesizing these molecules and exploring more complex systems, offering a powerful approach to observe and characterize CTIs at
the microscopic level. Such studies will also support theoretical and experimental evaluation of performance in diverse concrete
environments.
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