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Abstract. Pore condensation and freezing (PCF) is an ice nucleation mechanism that explains ice formation at low ice 

supersaturation. It assumes that liquid water condenses in pores of solid aerosol particles below water saturation, as described 

by the Kelvin equation, followed by homogeneous ice nucleation when temperatures are below about 235 K or immersion 

freezing at higher temperatures, in case the pores contain active sites that induce ice nucleation. Pore water is under tension 10 

(negative pressure) below water saturation as described by the Young-Laplace equation. This negative pressure affects the ice 

nucleation rates and the stability of the pore ice. Here, pressure dependent parameterizations of classical nucleation theory are 

developed to quantify the increase of homogeneous ice nucleation rates as a function of tension and to assess the critical diameter 

of pores that is required to accommodate ice at negative pressures. For growth out of the pore into a macroscopic ice crystal, 

ice supersaturation is required. The required supersaturation as a function of the pore opening width is derived, assuming that 15 

the ice phase first grows as a spherical cap on top of the pore opening before it starts to expand laterally on the particle surface 

into a macroscopic ice crystal.   

1 Introduction 

Cirrus are high-altitude ice clouds that influence the Earth’s climate by reflecting incoming solar short-wave radiation and 

regulating long-wave emissions to space resulting in a net warming effect (Stephens et al., 1990; Lohmann et al., 2008; Kärcher, 20 

2017; Matus and l’Ecuyer, 2017). They vary in optical thickness and vertical extent depending on the atmospheric conditions 

and their formation mechanism (Kärcher, 2017; Kienast-Sjögren et al., 2016). Cirrus may form as outflow from convective or 

frontal clouds or in-situ when rising air parcels humidify while cooling (Krämer et al., 2016; Hartmann et al., 2018). Cirrus may 

form through different mechanisms. Below the homogeneous ice nucleation threshold (HNT) at about 235 K, they can form 

through homogeneous ice nucleation (IN) in diluting liquid aerosol particles at relatively high ice supersaturation along the 25 

homogeneous freezing line of solution droplets (Koop et al., 2000), or heterogeneously at lower ice supersatuation aided by ice 

nucleating particles (INPs), which may induce freezing through immersion nucleation when coated with water-soluble material 

(Kärcher and Lohmann, 2003; Kuebbeler et al., 2014). In the absence of a coating, Marcolli (2014) proposed that the prevailing 

mechanism of ice formation below water saturation is pore condensation and freezing (PCF). In PCF water that condensed in 

porous features of solid particles, freezes, and grows out of pores to form ice crystals. Indeed, most solid aerosol particles exhibit 30 

irregular surfaces with porous features such as cavities, slits, trenches, steps, and interstices between aggregated particles where 

liquid water can condense by capillary condensation below water saturation as described by the Kelvin equation. For 

temperatures below the HNT, pore water freezes homogeneously and may evolve into a macroscopic ice crystal by depositional 

growth. An indication for PCF is a distinct, almost step-like increase in the ice fraction below water saturation for temperatures 

below the HNT as compared to temperatures above it (Welti et al., 2014; Marcolli, 2014; 2017a). Such a jump in IN activity 35 

cannot be explained by applying classical nucleation theory (CNT) to deposition nucleation, assuming ice nucleation by 

deposition of water vapour with no liquid phase involved (Welti et al., 2014; David et al., 2019a). A distinct increase in ice 

fraction below the HNT has been observed for different particle types with inherent porosity. This includes clay minerals with 
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slits and trenches at particle edges (Marcolli et al., 2014; 2017a; Wagner et al., 2016; Wang et al., 2016; David et al., 2019a), 

mesoporous silica particles and zeolites (Wagner et al., 2016; David et al., 2019a; 2019b), soot particles consisting of aggregated 

primary particles (Wagner et al., 2016; Mahrt et al., 2018; 2019; Nichman et al., 2019), porous glassy and crystallized particles 

(Wagner et al., 2012; 2014; Adler et al., 2013), and coal fly ash particles (Umo et al., 2019).  

The role of pores for ice formation below water saturation has further been confirmed in microscopy studies of ice nucleation 5 

as ice crystals always formed at steps and imperfections where water may condense (Zettlemoyer et al., 1961; Wang et al., 2016; 

Kiselev et al., 2016; Pach and Verdaguer, 2019). Moreover, PCF has been directly observed for organic and water vapour 

condensing in wedge-shaped pockets on mica surfaces followed by crystallization and growth out of the confinement 

(Christenson, 2001; 2013; Kovács and Christenson, 2012; Kovács et al., 2012; Campbell et al., 2017; Campbell and Christenson, 

2018).  10 

The theoretical basis for PCF has been established already by Fukuta (1966), however, without the experimental data available 

to constrain the relevant conditions. Here, the different steps involved in PCF are analyzed, drawing from experimental data 

that has become available in the meantime. The conditions for pore filling, the stability of pore ice depending on temperature 

and pore width, and ice nucleation rates are derived, taking the effect of tension within pores into account. In addition to the 

energy barrier associated with ice nucleation, previous studies have invoked a second energy barrier for ice growth out of pores 15 

(Page and Sear, 2006; Campbell and Christenson, 2018; Koop, 2017). Here, the conditions for an energy barrier-free ice growth 

out of pores as a function of pore opening diameter and ice supersaturation are derived. 

2 Capillary condensation in pores  

In the atmosphere, pores of aerosol particles fill and empty in response to changes in ambient relative humidity (RH) as the air 

cools and warms. The Kelvin equation describes the equilibrium vapour pressure over curved surfaces and can be used to 20 

calculate RH of pore filling by capillary condensation. It relies on the Young-Laplace equation that quantifies the pressure in 

liquids with curved surfaces (see Appendix A2 for a derivation of the Kelvin equation). Capillary condensed water forms a 

meniscus within pores as illustrated in Fig. 1 (panels c – e). Solving the Kelvin equation for the radius of the meniscus of a 

cylindrical or conical pore, rm(T), yields:  

𝑟𝑟𝑚𝑚(𝑇𝑇) = 2𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

.           (1)  25 

Here, γvw(T) is the surface tension of the vapour/water interface, vw(T,P0) is the molecular volume of liquid water at standard 

pressure (P0 = 0.1 MPa), k is the Boltzmann constant, and  T is the absolute temperature. Finally,  𝑆𝑆𝑤𝑤 = 𝑝𝑝
𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

 denotes the 

saturation ratio, with pw(T,P0) being the equilibrium vapour pressure above the flat water surface and p the one above the curved 

surface. From Eq. 1 it becomes clear that the meniscus curvature increases with decreasing RH. Moreover, the radius rm(T) 

takes negative values for Sw < 1, indicating a concave curvature of the meniscus. 30 

For wedge-shaped pores or trenches, the pressure difference across the interface between the vapour and the liquid phase is 

described by the Young-Laplace equation in its general form (Eq. A7) with two principal axes of curvatures, r1 and r2. As 

illustrated in Fig. 1b, r2, the radius of curvature along the trench or wedge is infinite (r2 = ∞). Therefore, the Kelvin effect just 

depends on the radius of curvature r1. As a function of the saturation ratio Sw = p/pw(T,P0), it takes the form 

𝑟𝑟1(𝑇𝑇) = 𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
.           (2)  35 

The temperature dependence of the surface tension of liquid water can be calculated using the IAPWS (International Association 

for the Properties of Water and Steam) parameterization (Hrubý et al., 2014; Vinš et al., 2015):  

𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇) = 𝐵𝐵𝜏𝜏𝜇𝜇(1 + 𝑏𝑏𝑏𝑏).           (3) 
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Here τ = 1 – T/Tc is the dimensionless distance from the critical temperature Tc = 647.096 K, µ = 1.256 is a universal critical 

exponent, coefficients B and b have values of 0.2358 Nm-1 and -0.625, respectively, and 𝛾𝛾𝑣𝑣𝑣𝑣(T) is given in units of J/m2.  

The dependence of the surface tension on curvature and pressure as described by the Tolman length, δ, is believed to become 

relevant for strong curvatures (Schmelzer et al., 1996; Kalová and Mareš, 2015). Yet, the Tolman length for water and its 

temperature dependence are still debated. Recently, Kim et al. (2018) determined experimentally the Tolman length to be δ = 5 

0.21 ± 0.05 nm, suggesting that the curvature dependence of the surface tension becomes relevant for pore diameters below 3 

nm. However, modeling studies yield large discrepancies in its magnitude and sign (Malek et al., 2019), such that it is refrained 

here from implementing it in a parameterization.  

The molecular volume of water depends on temperature and pressure. However, the Kelvin equation in its classical form makes 

the simplification to neglect the pressure dependence of the molecular volume (see Appendix A2). For consistency, the 10 

parameterization of the molecular volume for use in Eq. 1 includes temperature dependence at standard pressure (P0 = 0.1 MPa) 

and does not include a pressure dependent density ρw(T,P): 

𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0) = 𝑀𝑀𝑤𝑤
𝑁𝑁𝑎𝑎𝜌𝜌𝑤𝑤(𝑇𝑇,𝑃𝑃0) 

,           (4) 

where Mw is the molecular mass of water, Na is the Avogadro constant, and ρw(T,P0) is the temperature dependent density at 

standard pressure as parameterized in Eq. A1. 15 

Conical pores are filled up to the diameter Dp (see Fig. 1), which equals: 

𝐷𝐷𝑝𝑝 = −2𝑟𝑟𝑚𝑚(𝑇𝑇)𝑐𝑐𝑐𝑐𝑐𝑐𝜃𝜃𝑤𝑤𝑤𝑤,           (5) 

where θws is the contact angle of water on the pore surface, influencing the condensation of water and ultimately ice formation 

via PCF (Fukuta, 1966, David et al., 2019b). Cylindrical pores completely fill at the critical saturation ratio Sc when Eq. 5 is 

fulfilled. In case of perfect wetting (θws = 0°), the pore radius corresponds with the radius of the water meniscus. As the ambient 20 

humidity increases above the value of complete pore filling, the curvature of the meniscus decreases (i.e. the curvature radius 

increases as shown in Fig. 1, panels c – e) and reaches infinity at water saturation.  

According to the Young-Laplace equation, which describes the pressure difference ∆P across the vapour/water interface, a 

concave meniscus at the pore opening implies a negative pressure of the water within the pore, yielding for conical or cylindrical 

pores: 25 

∆𝑃𝑃 = 𝑃𝑃 − 𝑃𝑃0 = 2𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)
𝑟𝑟𝑚𝑚(𝑇𝑇)

,           (6)  

where P is the curvature dependent pressure within the pore water and P0 is the standard pressure (0.1 MPa). For atmospheric 

applications, this pressure difference can be expressed as a function of the water saturation ratio, Sw = p/pw(T,P0), as:   

∆𝑃𝑃 =
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)
.            (7) 

Thus, saturation ratios Sw < 1 yield negative pressure for water within the pore.  30 

The Kelvin equation given in Eq. 1 assumes that the molecular volume of liquid water keeps the value at standard pressure 

(vw(T,P0)), which implies incompressibility (i.e. κ(T) = 0; see Appendix A2). Assuming constant compressibility of water 

instead, the pressure dependence of the molecular volume is taken into account so that Eq. 1 becomes (reformulating Eq. A17 

of Appendix A2): 

𝑟𝑟𝑚𝑚(𝑇𝑇,𝑃𝑃) = 𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)�𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)�
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

.          (8) 35 

A parameterization of the pressure dependent molecular volume vw(T,P) is given in Eqs. A2 – A5. 

The Laplace pressure of water within wedges and trenches can be formulated as: 

∆𝑃𝑃 =
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

2𝑣𝑣𝑤𝑤(𝑇𝑇)
.            (9) 
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When including the pressure dependence of the molecular volume for the curvature of the meniscus in trenches and wedges Eq. 

2 becomes: 

𝑟𝑟1(𝑇𝑇,𝑃𝑃) = 𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)�𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)�
2𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

.          (10) 

Figure 2 illustrates the saturation ratio, Sw, above concave water surfaces (top panels) and the Laplace pressure within the liquid 

as a function of the meniscus curvature (bottom panels) for two temperatures. The pressure within the liquid is calculated using 5 

Eqs. 7 and 9 for cylindrical and wedge-shaped pores, respectively. With increasing concave curvature (rm → 0), the pore water 

is under increasing tension. Conical and wedge-shaped pores fill gradually with water as Sw increases. In case of cylindrical 

pores, capillary condensation occurs when the pore diameter equals Dp = -2rm(T,P)cosθws. Similarly, in case of trenches, pore 

filling occurs when the slit equals -r1(T,P)cosθws. At the RH of pore filling, the tension within the pore water is at its critical 

value for bubble nucleation (Blander and Katz, 1975; Marcolli, 2017b) and decreases when RH increases until the tension 10 

vanishes at water saturation. Taking the pressure dependence of the molecular volume into account (using Eqs. 8 and 10) results 

in a shift of the saturation ratio that is negligible given the uncertainties in the parameterization and compared with the 

temperature dependence (see Fig. 2).  

3. Freezing of pore water  

3.1 Homogeneous ice nucleation in bulk water 15 

Classical nucleation theory (CNT) formulates the Gibbs free energy to create ice from water as the sum of a volume term, 

accounting for the energy released when a water molecule becomes part of the ice phase, and a surface term, accounting for the 

energy needed to build up the interface between ice and water. To compensate the energy invested in the buildup of the interface, 

an ice embryo needs a critical size to become stable (e.g. Lohmann et al., 2016). Since the surface-to-volume ratio is least for a 

sphere, CNT assumes spherical morphology of the emerging ice phase (Fukuta, 1966). While spherical morphology may seem 20 

inappropriate considering the distinct faces of ice crystals representing the lattice symmetry, the spherical shape of ice embryos 

evolving in molecular dynamics simulations supports this assumption (Zaragoza et al., 2015).  

The Gibbs free energy to form a spherical ice cluster with radius r within the liquid phase depends on temperature T and the 

absolute pressure P: 

∆𝐺𝐺(𝑇𝑇,𝑃𝑃) = 4𝜋𝜋𝑟𝑟2𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃) + 4𝜋𝜋𝑟𝑟3

3𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃)∆𝜇𝜇𝑖𝑖𝑖𝑖.         (11) 25 

Here, γiw(T,P) is the interfacial tension between ice and water, r is the radius of the emerging ice embryo, νi(T,P) is the molecular 

volume of water in the ice phase, ∆µiw = µi(T,P) – µw(T,P) is the difference between the chemical potentials of ice and liquid 

water, respectively.   

The critical radius rc(T,P) of an ice embryo is reached when growth and shrinkage both lead to a decrease of the Gibbs free 

energy and can be determined by setting δ∆G/δr = 0: 30 

𝑟𝑟𝑐𝑐(𝑇𝑇,𝑃𝑃) = 2𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃)
−∆𝜇𝜇𝑖𝑖𝑖𝑖

.           (12) 

Accordingly, the Gibbs free energy barrier of homogeneous ice formation within the supercooled liquid water phase is given 

by: 

∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃) = 16𝜋𝜋𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃)3𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃)2

3(−∆𝜇𝜇𝑖𝑖𝑖𝑖)2 .          (13) 

3.1.1 Standard pressure  35 

At standard pressure (P0 = 0.1 MPa), the chemical potentials of liquid water and ice as a function of temperature are given as  

 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) = 𝜇𝜇𝑤𝑤(𝑇𝑇0,𝑃𝑃0) + 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘(𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)) ,        (14) 
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and 

𝜇𝜇𝑖𝑖(𝑇𝑇,𝑃𝑃0) = 𝜇𝜇𝑖𝑖(𝑇𝑇0,𝑃𝑃0) + 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘(𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)).         (15) 

Here, pw(T,P0) and pi(T,P0) are the equilibrium vapour pressures of liquid water and ice, respectively. At standard pressure 

µi(T,P0) = µw(T,P0) when T0 = 273.15 K. For T < 273.15 K, the chemical potential decreases when ice forms:  

∆𝜇𝜇𝑖𝑖𝑖𝑖 = 𝜇𝜇𝑖𝑖(𝑇𝑇,𝑃𝑃0) − 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) = 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘(𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0) − 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘(𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0) = −𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 �𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)

�.    (16) 5 

Thus, the change in Gibbs free energy upon freezing can be formulated as a function of the equilibrium vapour pressures of 

water and ice, yielding at standard pressure: 

∆𝐺𝐺(𝑇𝑇,𝑃𝑃0) = 4𝜋𝜋𝑟𝑟2𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃0) − 4𝜋𝜋𝑟𝑟3

3𝑣𝑣𝑖𝑖�𝑇𝑇,𝑃𝑃0�
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 �𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)
�.       (17) 

Parameterizations of the equilibrium vapour pressures over a flat surface of water and ice at standard pressure are given in 

Murphy and Koop (2005): 10 

ln (𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)) ≈ 54.842763 − 6763.22
𝑇𝑇

− 4.210 ln(𝑇𝑇) + 0.000367𝑇𝑇 + tanh �0.0415(𝑇𝑇 − 218.8)�(53.878 − 1331.22
𝑇𝑇

−

9.44523 ln(𝑇𝑇) + 0.014025𝑇𝑇),          (18) 

and 

ln (𝑝𝑝𝑖𝑖ℎ(𝑇𝑇,𝑃𝑃0)) = 9.550426 − 5723.265
𝑇𝑇

+ 3.53068 ln(𝑇𝑇) − 0.00728332𝑇𝑇.     (19) 

Eq. 19 applies to hexagonal ice (for T > 110 K), which is the stable ice phase at standard pressure (Murphy and Koop, 2005). 15 

However, there is evidence that at low temperatures metastable stacking disordered ice nucleates with stacking sequences 

representative of cubic (ABCABC) and hexagonal ice (ABABAB) (Kuhs et al., 2012; Koop and Murray, 2016; Hudait and 

Molinero, 2016; Amaya et al., 2017). The transition from hexagonal to stacking disordered ice involves an enthalpy increase of 

∆𝐺𝐺ℎ→𝑠𝑠𝑠𝑠 = 155 ± 30 J/mol between 180 and 190 K (Shilling et al., 2006). Using this value to obtain the equilibrium vapour 

pressure of stacking disordered ice yields (Murray et al., 2010; Nĕmec, 2013; Laksmono et al., 2015; Koop and Murray, 2016):  20 

𝑝𝑝𝑠𝑠𝑠𝑠(𝑇𝑇,𝑃𝑃0) = 𝑝𝑝𝑖𝑖ℎ(𝑇𝑇,𝑃𝑃0)exp �∆𝐺𝐺ℎ→𝑠𝑠𝑠𝑠
𝑅𝑅𝑅𝑅

�.         (20) 

The interfacial tension between supercooled liquid water and the emerging ice phase (γiw(T,P0)) is a key parameter in CNT but 

poorly constrained by experiments (Ickes et al., 2015). Experimental values are limited to 273.15 K when hexagonal ice and 

liquid water are in thermodynamic equilibrium. Since water becomes more ice-like with decreasing temperature, γiw(T,P0) is 

expected to decrease. Parameterizations of CNT differ in the value of γiw(T,P0) at the melting temperature and its temperature 25 

dependence (see Ickes et al. (2015) and Appendix B).  

3.1.2 The role of pressure 

The stability and nucleation rate of ice both depend on pressure. Since water condensing within pores at Sw < 1 is under tension 

(negative pressure), the impact of pressure needs to be taken into account. Pressure affects the chemical potentials of liquid 

water and ice. The chemical potential of liquid water as a function of pressure P can be formulated as (Nĕmec, 2013): 30 

𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) + (𝑃𝑃 − 𝑃𝑃0) 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
2

,        (21) 

where µw(T,P0) is the chemical potential at standard pressure. The parameterizations of the molecular volume of liquid water at 

standard pressure, vw(T,P0), and including pressure dependence, vw(T,P), are given in Appendix A1 as Eq. A1 and Eqs A2 – A5, 

respectively. 

Since the volume of ice I, which includes hexagonal (Ih), cubic (Ic), and stacking-disordered ice (Isd) hardly changes under 35 

pressure, the pressure dependence of µi(T,P) can be formulated as (Nĕmec, 2013): 

𝜇𝜇𝑖𝑖(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑖𝑖(𝑇𝑇,𝑃𝑃0) + (𝑃𝑃 − 𝑃𝑃0)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0).         (22) 

Thus, the chemical potential difference between ice I and water is given as: 

∆𝜇𝜇𝑖𝑖𝑖𝑖 = 𝜇𝜇𝑖𝑖(𝑇𝑇,𝑃𝑃) − 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑖𝑖(𝑇𝑇,𝑃𝑃0) − 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) + (𝑃𝑃 − 𝑃𝑃0)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0) − (𝑃𝑃 − 𝑃𝑃0) 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
2

.  (23) 
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Inserting Eq. 16 yields: 

∆𝜇𝜇𝑖𝑖𝑖𝑖 = (𝑃𝑃 − 𝑃𝑃0)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0) − (𝑃𝑃 − 𝑃𝑃0) 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
2

−  𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 �𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)

�.     (24) 

Inserting Eq. 24 into Eqs. 12 and 13 yields pressure dependent formulations of the critical radius and the Gibbs free energy 

barrier, respectively, for homogeneous nucleation of pore ice.  

Setting the chemical potential difference in Eq. 24 to zero (∆µiw = 0) provides the condition for the pressure dependent melting 5 

curve of ice, which can be evaluated using the parameterizations of νi(T,P0) and νw(T,P) given in Appendix A1 and the 

equilibrium vapour pressure of hexagonal ice, pih(T,P0). The excellent agreement between this evaluation (solid blue line) and 

the measured melting point depression of hexagonal ice (blue symbols) shown in Fig. 3 confirms the validity of Eq. 24 and the 

parameterizations of the molecular volumes of ice and water given in Appendix A1. Since the molecular volume of ice I is 

larger than of liquid water, increasing pressure decreases the melting temperature and applying tension increases it. The 10 

calculated melting temperature reaches a maximum for P ≈ -170 MPa with T ≈ 279 K.  

Along with the melting point depression, there is a freezing point depression that can be described as a shift of the melting curve 

by ∆P = 307 MPa to lower pressures as shown in Fig. 3 (Koop et al. 2000; Marcolli, 2017b). To describe this freezing point 

depression using CNT, Eq. 24 is inserted into the parameterization of ice nucleation rates to account for the dependence of the 

chemical potentials on absolute pressure. Since CNT parameterizations differ in their formulation of ice nucleation rates, two 15 

different parameterizations, namely the ones by Murray et al. (2010; hereafter referred to as Mr10 parameterization) and Ickes 

et al. (2015; hereafter referred to as Ick15 parameterization) are used here (see Appendix B for their descriptions). Figure 3 

shows that inserting the pressure dependent formulation of ∆µiw in these CNT parameterizations decreases the freezing 

temperatures with increasing pressure. However, the calculated decrease does not describe the experimental data correctly. This 

is expected since the chemical potentials are not the only pressure dependent quantities in the parameterization of ice nucleation 20 

rates. To achieve agreement with the measured freezing temperatures, the pressure dependence of the other parameters also 

need to be considered (see Appendix B).  

Namely, in the Ick15 parameterization, the diffusion-activation energy depends on water diffusivity, which is a pressure 

sensitive parameter. Therefore, its parameterization needs to be extended to include pressure dependence. Moreover, the 

pressure dependent formulation of the interfacial tension is adjusted to obtain agreement with the experimental freezing data 25 

(see Appendix B1). For the Mr10 parameterization, the interfacial tension is extended to include pressure dependence and 

adjusted to obtain agreement with the experimental data, while the pressure dependence of all other parameters is neglected (see 

Appendix B2).   

3.2 Stability of ice within pores 

Freezing of pore water may occur when ice grows into the pore from the outside or when ice nucleates within the pore. For ice 30 

to form in confinement, the dimensions need to be large enough to host the critical embryo. For mesoporous silica, experiments 

have revealed the existence of a quasi-liquid layer (QLL) between ice and the pore surface with thickness t = 0.38 – 0.6 nm 

(Schreiber et al., 2001; Jähnert et al., 2008; Marcolli, 2014; Morishige, 2018). In order to incorporate an embryo of critical 

radius, a cylindrical pore therefore needs a diameter Dp = 2rc(T,P) + 2t (see Fig. 4 for illustration). The presence of a QLL 

adjacent to the pore wall provides an interface similar to bulk water such that the interfacial tension between the QLL and the 35 

ice embryo can be assumed the same as between bulk water and ice.  

An ice embryo of critical size is metastable since ∆G (T,P) ≥ 0. To become stable, it needs to grow further until ∆G(T,P) ≤ 0. 

In case of spherical growth, ∆G(T,P) = 0 is reached when the embryo has a radius rs of: 

𝑟𝑟𝑠𝑠(𝑇𝑇,𝑃𝑃) = 3𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃)
−∆𝜇𝜇𝑖𝑖𝑖𝑖

.           (25) 

While ice is free to grow spherically in bulk water, growth in pores is constrained by the pore walls. In cylindrical pores, once 40 

a spherical embryo has reached the pore wall, its growth is limited to the direction along the pore axis. Assuming that the 
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spherical ice embryo cannot grow into the QLL and that the interfacial tension between the QLL and the pore ice is the same as 

between bulk water and ice, the Gibbs free energy barrier for growth within a cylindrical pore is minimized when the ice embryo 

continues to grow as a cylinder with spherical caps on both ends once it has reached the pore walls (see Fig. 4 for illustration). 

The Gibbs free energy for such growth is given as: 

∆𝐺𝐺(𝑇𝑇,𝑃𝑃) = 𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃)(4𝜋𝜋𝑟𝑟2 + 2𝜋𝜋𝜋𝜋𝜋𝜋) + ∆𝜇𝜇𝑖𝑖𝑖𝑖
𝑣𝑣𝑖𝑖(𝑇𝑇,𝑝𝑝)

�𝜋𝜋𝜋𝜋𝑟𝑟2 + 4𝜋𝜋
3
𝑟𝑟3�,      (26) 5 

with r = Dp/2 + t equaling the maximum dimension a spherical ice embryo can reach within the pore, and a + r representing 

the extension of the growing ice cylinder along the pore as depicted in Fig. 4.  

In Fig. 5, ∆G(T,P) is shown as a function of a + r for different pore widths using the Ick15 parameterization at 230 K and P0 = 

0.1 MPa. The black dashed line indicates ∆G(230 K,P0) for the growth of a cylindrical ice embryo, starting from a thin disk 

with rc = Dp/2 + t, for comparison. The constant positive value of 1.68⋅10-19 J arises from the contribution of the two ends of 10 

the cylinder to the Gibbs free energy. If these were neglected, the negative Gibbs energy from the volume term would exactly 

compensate the positive contribution from the surface of the cylinder mantle, resulting in ∆G(T,P) = 0 J. The black solid line 

represents ice nucleation in bulk water and is calculated assuming growth as a sphere using Eq. 26 with a = 0. It shows a steep 

decrease of ∆G(230 K,P0) once the energy barrier of 1.12⋅10-19 J at the critical embryo size of rc = 1.095 nm is overcome and 

reaches ∆G(230 K,P0) = 0 J for rs = 1.643 nm. Thus, a spherical pore or cage needs to be clearly larger than the critical size to 15 

host ice permanently.  

When the width of a cylindrical pore is just sufficient to host the critical embryo, i.e. r = rc = 1.095 nm, the red line in Fig. 5 is 

obtained, by first increasing r until r = rc and then increasing a while keeping r = rc constant in Eq. 26. It shows a constant 

Gibbs free energy, which remains at the critical value of ∆G(230 K,P0)  = 1.12⋅10-19 J, which is well below the Gibbs free energy 

of an ice cylinder within the pore, indicating that rounded caps are energetically favored compared with flat ends. If the pore is 20 

slightly wider than the critical size, pore ice becomes stable. The green line assumes that the ice embryo has a spherical shape 

of r = 1.1 nm when it reaches the QLL and then starts to grow in length as a cylinder with half spheres at its ends. The Gibbs 

free energy for this pore drops below zero at a + r = 152 nm, i.e. requesting a pore of at least 304 nm in length to become stable. 

The blue line describes ice growth within a slightly wider pore, such that the ice embryo has grown to a sphere of r = 1.2 nm 

when it reaches the QLL. Since for this pore width, the emerging ice embryo has overcome the energy barrier clearly before it 25 

has reached the pore wall, ∆G(230 K,P0) continuously decreases during further growth and reaches negative values already for 

a + r = 8 nm. Hence, given that the critical radius to host a stable ice phase within a cylindrical pore is only slightly larger than 

the critical embryo size, it is a good approximation to take Dp = 2rc + 2t as the pore diameter requested to host ice stably within 

the pore. Note that a large uncertainty in this expression stems from t, the thickness of the QLL, which is difficult to measure 

and depends on temperature (Webber and Dore, 2004; Webber et al., 2007).  30 

Molecular dynamics simulations have shown recently that for r ≈ rc such that ∆G (T,P) > 0, liquid water and ice coexist in time 

through oscillations between all-liquid and all-crystalline states (Kastelowitz and Molinero, 2018). When r is slightly larger 

such that ∆G (T,P) < 0, all bulk water is frozen. 

Figure 6 shows that for the conditions used in Fig. 5 (Sw = 1; P = 0.1 MPa, and T = 230 K) the Mr10 parameterization predicts 

slightly larger critical radii of 1.24 nm for n = 0.97 and rc = 1.26 nm for n = 0.3 compared to rc = 1.095 nm for the Ick15 35 

parameterization. This exemplifies the uncertainty in critical radius depending on CNT parameterization. These critical sizes 

are applicable to ice formation within pores of particles immersed in water (i.e. prepared as a slurry). The critical size for pore 

ice decreases with decreasing water saturation as shown in Fig. 6. When porous particles are exposed to air with Sw < 1, the 

water that condenses within the pores is under negative pressure and the critical radius requested to keep ice stable decreases. 

Thus, at Sw = 0.3, implying a pressure of -120 MPa within the pore water, the critical radius decreases to 0.73 nm for the Ick15 40 

parameterization and to 0.84 nm for Mr10 with n = 0.97 and to 0.91 nm for Mr10 with n = 0.3. Thus, in very narrow pores, ice 

may be stable at low RH due to the negative pressure but melt when RH increases.  
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3.3 Homogeneous ice nucleation within pore water 

Even if pores are large enough to host ice, pore water may remain liquid when ice nucleation rates are too low. Figure 7a shows 

the pressure dependence of homogeneous nucleation rates for the Ick15 and Mr10 parameterizations (with n = 0.3 and 0.97) at 

four different temperatures from 235 K to 210 K. In panel (b), the nucleation rates are converted to times needed to freeze a 

water volume corresponding to the critical embryo size. All parameterizations predict a strong increase of nucleation rates with 5 

negative pressure; however, they differ in the degree of this increase.  

According to the Ick15 parameterization, the nucleation rate at 230 K at ice saturation (causing a tension of -42 MPa within the 

pore water) is 1.34⋅1017 cm-3s-1. With this rate, it takes about 0.5 h for a critical water volume to freeze. Conversely, in a 

cylindrical pore of 3.3 nm width and 500 nm length implying a radius r = 1.25 nm available for free water (assuming t ≈ 0.4 

nm), freezing takes place within approximately 3 s. However, close to water saturation, when the pore water experiences ambient 10 

pressure, freezing of water in such a pore takes almost a day, highlighting the strong impact of pressure on ice formation. At 30 

% RHw, which corresponds with the pore filling RH for this pore width, the pore water, which is at -124 MPa, freezes within 

6⋅10-5 s, and even a critical water volume should freeze within ~0.1 s.  

The Mr10 parameterization predicts similar trends, however, with a stronger increase of nucleation rates with decreasing 

temperature and increasing tension. Assuming ice saturation at 230 K, a critical water volume freezes in no more than 2 min for 15 

the n = 0.3 parameterization and in 5 s for n = 0.97, while the 500 nm long pore freezes within 0.3 s (n = 0.3) and 0.01 s (n = 

0.97). At water saturation, the pore water takes half a day (n = 0.3) and about an hour (n = 0.97) to freeze, while at 30 % RHw 

even a critical water volume should freeze immediately (within 2⋅10-5 s for n = 0.3 and 10-6 s for n = 0.97).  

At lower temperatures (220 K and 210 K), the Ick15 parameterization predicts only a slight increase of nucleation rates with 

decreasing pressure, while both Mr10 parameterizations (with n = 0.3 and n = 0.97) predict higher rates than the Ick15 20 

parameterization at ambient pressure and a stronger increase when water is under tension. These discrepancies between 

parameterizations reflect that homogeneous ice nucleation rates at standard pressure are not well constrained for temperatures 

below 230 K. Despite these discrepancies, all parameterizations agree that pore water is able to freeze within atmospherically 

relevant timescales. This finding is indeed confirmed in freezing experiments performed with mesoporous silica particles with 

closely spaced cylindrical pores of 3.8 nm diameter, which grew into macroscopic ice crystals within about 10 seconds at 228 25 

K but not at 233 K (David et al., 2019a). Moreover, all parameterizations predict increasing freezing rates with decreasing 

relative humidity, i.e. the higher the tension is within the pore water. Such a behavior was actually observed for mesoporous 

silica particles with 9.1 nm pore diameter, which manifested decreasing ice fraction with increasing RH at 233 K (David et al., 

2019b). 

Above the HNT, homogeneous ice nucleation rates decline and nucleation sites on the pore wall are required to induce freezing 30 

of pore ice.  Thus, freezing needs to occur in immersion mode.  

4 Ice growth from the vapour phase  

Once a critical embryo forms within a pore, freezing consumes all pore water almost instantly and further ice growth needs to 

occur by water vapour deposition. Since cylindrical pores and trenches completely fill with water once the RH of pore filling is 

reached, ice nucleation leads to pores completely filled with ice. Conversely, conical pores and wedges gradually fill with water 35 

such that pores are only partly filled with ice at the instant of pore water freezing. Hence, in this case growth from the vapour 

phase starts already within the pores.  

For growth out of the pore, the pore opening needs to be wide enough or pores need to be closely spaced (David et al., 2019a). 

In the following, the conditions for growth of ice within pores and out of pores are derived. 
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4.1 Ice growth within conical pores and wedges 

Assuming that the Kelvin effect also applies to ice, the pore ice should form a concave meniscus at the ice/vapour interface to 

stabilize the ice phase with respect to evaporation below ice saturation (Fukuta, 1966). Such a curvature can be realized through 

a curved QLL on top of the ice surface. Using the Kelvin equation to describe the equilibrium condition of ice with respect to 

vapour yields the following diameter of pore filling for conical pores: 5 

𝐷𝐷𝑝𝑝(𝑇𝑇) = −4𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0)𝑐𝑐𝑐𝑐𝑐𝑐𝜃𝜃𝑖𝑖𝑖𝑖(𝑇𝑇)
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)
.          (27) 

Here, γvi(T) is the surface tension of ice, and θis(T) is the contact angle between ice and the pore surface. The ratio p/pi(T,P0) 

yields Si, the supersaturation with respect to ice.  

In case of wedge-shaped pores, the diameter of pore filling is given as:  

𝐷𝐷1(𝑇𝑇) = −2𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0)𝑐𝑐𝑐𝑐𝑐𝑐𝜃𝜃𝑖𝑖𝑖𝑖(𝑇𝑇)
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)
.          (28) 10 

The surface tension of ice is not well known. Yet, assuming that a QLL forms at the ice/vapour interface, an upper limit can be 

estimated as the sum of the surface tension of water and the interfacial tension between water and ice: γvi(T) = γvw(T) + γiw(T) 

(David et al., 2019a).  

Assuming that surface wetting precedes capillary condensation within the pore such that the whole pore surface is covered by 

adsorbed water when the pore water freezes, the contact angle θis(T) in Eqs. (27) and (28) can be replaced by the one between 15 

ice and water. Thus, the contact angle between ice and the substrate can be substituted by the one between ice and water:  

𝑐𝑐𝑐𝑐𝑐𝑐𝜃𝜃𝑖𝑖𝑖𝑖(𝑇𝑇) = 𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)−𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇)
𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)

.          (29) 

Figure 8 compares pore filling with ice and water at 230 K, assuming that the growing ice phase is hexagonal and using γiw(T) 

from the Ick15 parameterization and γvw(T) as parameterized in Eq. 2. With these assumptions, a contact angle of θiw(230 K) ≈ 

55° results. Since Fig. 2 showed that using pressure dependent molecular volumes has little impact on pore filling, this effect is 20 

neglected here. Pore filling is calculated once with the assumption that the adsorbed water layer is involved in the curvature of 

the meniscus, and once assuming that it is not involved, such that its presence narrows the effective pore diameter by 2t. Note 

that the thickness of the adsorbed water layer and the width of the QLL between the pore surface and ice do not need to coincide. 

Yet, since both values are not well constrained we assume them the same. Figure 8 shows that for Sw > 0.25, ice is able to fill 

wider pores than liquid water. Moreover, the pore filling extends to larger diameters for conical pores (left panels) than for 25 

wedge-shaped pores (right panels), since conical pores are constrained in two dimensions and wedge-shaped pores only in one. 

The width of the QLL is significant for narrow pores (upper panels) but loses its relevance for wide pores (lower panels). At ice 

saturation, the pore diameter for filling with ice diverges to infinity, while pore filling with liquid water is still restricted to 

narrow pores. Thus, at ice saturation, all pores fill with ice up to the pore opening, while liquid water remains restricted to the 

narrow bottom of conical and wedge-shaped pores. 30 

4.2 Ice growth out of a pore 

For an energy-barrier-free ice growth out of a pore, the energy cost to build-up additional surface needs to be balanced by the 

energy gain due to the increase in ice volume. To realize ice volume growth with minimal increase of ice surface area, ice is 

assumed to grow as a spherical cap as illustrated in Fig. 9. Assuming such growth, the energy balance is given as: 

∆𝐺𝐺𝑔𝑔𝑔𝑔 = 𝜋𝜋 ��𝑟𝑟𝑜𝑜𝑜𝑜 + 𝑥𝑥�2 + ℎ2 − 𝑟𝑟𝑜𝑜𝑜𝑜2� 𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇) + 𝜋𝜋((𝑟𝑟𝑜𝑜𝑜𝑜 + 𝑥𝑥)2 − 𝑟𝑟𝑜𝑜𝑜𝑜2)𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇) − 𝜋𝜋ℎ
6𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0)

�3�𝑟𝑟𝑜𝑜𝑜𝑜 + 𝑥𝑥�2 + ℎ2� 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝
𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)

.     (30) 35 

Here, γis(T) is the interfacial energy between ice and the outer surface surrounding the pore, rop is the radius of the pore opening, 

h the height of the spherical cap and x is the radius increase of the base of the spherical cap to the outer surface as shown in Fig. 

9. The first term on the right side of the equation describes the energy increase due to the increase of the ice/vapour interface, 

the second one is the energy increase due to the increase of the interfacial area between ice and the outer particle surface, and 
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the third is the energy decrease due to the increase of ice volume. When RH exceeds ice saturation, a spherical cap forms on 

top of the pore opening. With increasing ice supersaturation  𝑆𝑆𝑖𝑖 = 𝑝𝑝
𝑝𝑝𝑖𝑖(𝑇𝑇,𝑃𝑃0)

, it increases first in height h without any extension of 

the cap base (x = 0) until the contact angle realizes the critical value for unlimited growth. For the assumption that the outer 

surface is covered with an adsorbed water layer, γis(T) in Eq. 29 can be substituted by γiw(T) and the contact angle for unlimited 

growth is given as the one between ice and water, θiw(T). 5 

The assumption that ice needs to grow to a spherical cap with a contact angle θiw(T) yields for cylindrical and conical pores the 

following pore opening for free growth:  

𝐷𝐷𝑝𝑝𝑝𝑝𝑝𝑝(𝑇𝑇) = 4𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑖𝑖(𝑇𝑇)𝑠𝑠𝑠𝑠𝑠𝑠𝜃𝜃𝑖𝑖𝑖𝑖(𝑇𝑇)
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑖𝑖(𝑇𝑇)
,          (31) 

and for wedge-shaped pores and trenches: 

𝐷𝐷1𝑓𝑓𝑓𝑓(𝑇𝑇) = 2𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑖𝑖(𝑇𝑇)𝑠𝑠𝑠𝑠𝑠𝑠𝜃𝜃𝑖𝑖𝑖𝑖(𝑇𝑇)
𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝

𝑝𝑝𝑖𝑖(𝑇𝑇)
.          (32) 10 

Figure 10 shows that large ice supersaturations are needed for growth out of a narrow pore. At Si = 1.1, conical pore openings 

need to be 36 nm in diameter to allow unrestricted ice growth out of the pore, while for wedge-shaped pores 18 nm suffice.  

A pore filled with ice can be viewed as a perfect active site for deposition nucleation with a contact angle of 0, such that there 

is no thermodynamic energy barrier for ice nucleation, i.e. exp(∆Gcθis/kT) = 1 (see CNT formulation for heterogeneous ice 

nucleation in e.g. Zobrist et al., 2007, or Kaufmann et al., 2017). For contact angles larger than zero, there is an energy barrier 15 

and the active site size for growth into an ice crystal needs to be larger. In other words, deposition nucleation occurring on active 

sites requires IN active areas that are larger than pore openings for unrestricted ice growth. Thus, the required area for deposition 

nucleation occurring on a flat surface needs to be much larger than the one required for immersion freezing as determined e.g. 

in Kaufmann et al. (2017). This makes it unlikely that immersion freezing sites are sufficiently large to host a critical embryo 

in deposition mode. Therefore, immersion mode active sites present on the flat particle surface should be irrelevant for 20 

deposition nucleation.  

The Kelvin equation can also be used to calculate the diameter for unrestricted (energy-barrier-free) growth of a hypothetical 

spherical ice particle. Using the same parameters as for growth of pore ice, yields a diameter of 44 nm at Si = 1.1 and T = 230 

K (see Fig. 10). Smaller ice particles shrink due to sublimation. This large diameter for unrestricted ice growth arises from the 

high surface tension of ice. In the atmosphere, surface tensions may be lowered due to adsorption of semivolatile organic 25 

vapours. The dashed lines in Fig. 10, which were calculated with the interfacial tension γiw(T), and the surface tensions γvw(T), 

and γvi(T) all halved, show that reduced interfacial tensions facilitate growth of ice. Trace amounts of semivolatile organic 

vapours can be assumed omnipresent and should influence PCF mainly through reducing surface tensions. The condensation of 

larger amounts of water-soluble organics in pores influence PCF through lowering the water activity as discussed in Marcolli 

(2017a). When solid particles have acquired a thick coating, pores become irrelevant and freezing may occur through immersion 30 

freezing for particles with nucleation sites or homogeneously along the homogeneous freezing line of solution droplets.  

The supersaturation required for ice growth out of pores in Fig. 10 applies to single isolated pores. Using CNT and molecular 

dynamics simulations, David et al. (2019a) showed that a network of closely spaced pores lowers the supersaturation requested 

for macroscopic ice-crystal growth out of narrow pore openings through bridging of ice caps growing out of adjacent pores.  

4.3 Atmospheric scenario of PCF for conical and wedge-shaped pores 35 

Figure 11 depicts PCF for an isolated conical or wedge-shaped pore assuming continuously increasing RH along an arbitrary 

atmospheric trajectory, e.g. lifting of an air parcel in a convective cloud. The pore surface is supposed to be wettable by liquid 

water but exhibits no ice nucleation activity. At low RH, a water layer forms on the pore surface and some liquid water condenses 

at the bottom of the pore (step 1 in Fig. 11). The pore water remains liquid as its volume is too small to host a critical ice embryo. 

When RH increases, more water condenses (2) until the water volume becomes large enough to freeze. Because the water is 40 
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under high tension, ice nucleation is expected to occur readily once the volume suffices to host the critical embryo (3). Ice 

nucleation is immediately followed by ice growth from the vapour phase (4), because at the same RH, ice is able to fill wider 

pores than water as shown in Fig. 8. As RH further increases, ice fills the pore more and more. Pores with narrow openings are 

completely filled well below ice saturation, while at ice saturation, pores of any widths are completely filled (5). Once ice 

saturation is exceeded, a spherical cap starts to grow on top of the pore opening (6), and, when the angle of the cap has reached 5 

the critical value, further ice growth is unrestricted (7), and the typical ice habit develops (8).  

5 Conclusions 

The conditions derived in this work for ice nucleation within pores and growth of ice out of pores show that porous particles 

are able to nucleate ice at low ice supersaturation and well below water saturation. The focus of this technical note is on 

homogeneous ice nucleation within pores, which occurs below the HNT. Above the HNT, ice nucleation needs to occur 10 

heterogeneously on nucleation sites within pores that are active in immersion mode. Such nucleation sites are considered specific 

for each aerosol particle type. Even though porosity can be considered as a surface characteristic, PCF below the HNT should 

not be viewed as a heterogeneous ice formation process, but as homogeneous freezing because the formation of the ice phase 

occurs within the volume of the supercooled pore water and not on the pore surface.  

Well suited for ice formation by PCF are particles with conical and wedge-shaped pores, or with narrow pores that are closely 15 

spaced. Surface roughness ranging from the small to large nanometer scale is suitable for water condensation, freezing, and ice 

growth. This makes PCF the likely mechanism for ice formation at low ice supersaturation. Deposition nucleation on the other 

hand is unlikely if one considers the much larger IN active areas needed for deposition nucleation than for immersion freezing.  

Yet, the atmospheric relevance of PCF depends on the coating of the aerosol particles. Trace amounts may indeed promote ice 

growth out of pores, if they reduce the surface tension of ice. When solid particles have acquired a thick coating, pores likely 20 

become irrelevant. In these cases, ice formation may occur through immersion freezing for particles that act as INP or along the 

homogeneous freezing line of solution droplets.  

Appendix A 

A1 Temperature and pressure dependent densities of supercooled liquid water and ice  

The equation of state relates density with the state variables temperature and pressure. Water shows a density maximum at 25 

277.13 K at standard pressure that shifts to warmer temperatures for negative pressures (Pallares et al., 2016) and vanishes at 

high pressures (Mishima, 1996; Holten and Anisimov, 2012). Marcolli (2017a) proposed a parameterization of liquid water 

density at standard pressure (0.1 MPa) in units of kgm-3 with a validity range from 50 to 393 K: 

ρ𝑤𝑤(𝑇𝑇,𝑃𝑃0) = 1864.3535 − 72.5821489 ∙ 𝑇𝑇 + 2.5194368 ∙ 𝑇𝑇2 − 0.049000203 ∙ 𝑇𝑇3 + 5.860253 ∙ 10−4 ∙ 𝑇𝑇4  

−4.5055151 ∙ 10−6 ∙ 𝑇𝑇5 + 2.2616353 ∙ 10−8 ∙ 𝑇𝑇6 −  7.3484974 ∙ 10−11 ∙ 𝑇𝑇7 + 1.4862784 ∙ 10−13 ∙ 𝑇𝑇8  (A1) 30 

−1.6984748 ∙ 10−16 ∙ 𝑇𝑇9 + 8.3699379 ∙ 10−20 ∙ 𝑇𝑇10. 

To account for its pressure dependence, the density of liquid water can be formulated in terms of the compressibility κ(T) and 

its derivative 𝜕𝜕κ(𝑇𝑇)/𝜕𝜕𝜕𝜕: 

𝜌𝜌𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝜌𝜌𝑤𝑤(𝑇𝑇,𝑃𝑃0) + κ(𝑇𝑇) ∙ 𝑃𝑃 + 𝜕𝜕κ(𝑇𝑇)/𝜕𝜕𝜕𝜕 ∙ 𝑃𝑃2.        (A2) 

Density data, covering the pressure and temperature ranges from 0.1 to 399 MPa and 200 – 300 K, respectively (Hare and 35 

Sorensen; 1987; Mishima, 2010; Holten and Anisimov, 2012), together with density data from Pallares et al. (2016), covering 

the range from standard pressure to -110 MPa and temperatures from 258.15 to 333.15 K, were used to parameterize κ(T) in 

units of MPa-1: 

κ(𝑇𝑇) = 0.487 − 0.004368 ∙ (𝑇𝑇 − 273.15) + 0.00007235 ∙ (𝑇𝑇 − 273.15)2,     (A3) 
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and 𝜕𝜕κ(𝑇𝑇)/𝜕𝜕𝜕𝜕 in units of MPa-2: 

𝜕𝜕κ(𝑇𝑇)/𝜕𝜕𝜕𝜕 = −0.0003805 + 6.639 ∙ 106 ∙ (𝑇𝑇 − 273.15) − 9.688 ∙ 108 ∙ (𝑇𝑇 − 273.15)2 .   (A4) 

Inserting Eqs. A3 and A4 in Eq. 2 yields a parameterization for the density of water in units of kgm-3 that is valid from 203.15 

to 333.15 K and -110 – 399 MPa with a standard deviation of 3 kg/m3, and maximum deviations of ± 10 kg/m3.  

With this density, a temperature and pressure dependent molecular volume of liquid water can be formulated as: 5 

𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝑀𝑀𝑤𝑤
𝑁𝑁𝑎𝑎𝜌𝜌𝑤𝑤(𝑇𝑇,𝑃𝑃)

.           (A5) 

The temperature dependent molecular volume at standard pressure, vw(T,P0), is obtained by inserting Eq. A1 into Eq. A5. The 

density of ice I is only slightly pressure dependent. Neglecting this pressure dependence, it can be parameterized as (Zobrist et 

al., 2007):  

𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0) = 𝑀𝑀𝑤𝑤
𝑁𝑁𝑎𝑎𝜌𝜌0

�1 − 0.05294 𝑇𝑇−273.15
273.15

− 0.05637 �𝑇𝑇−273.15
273.15

�
2
− 0.002913 �𝑇𝑇−273.15

273.15
�
3
�
−1

.   (A6) 10 

Using Eq. A6, the molecular volume of hexagonal ice is 3.264⋅10-29 m3 at 273.15 K and decreases to 3.231⋅10-29 m3 at 200 K. 

The same density parameterization is used for hexagonal, cubic and stacking disordered ice because diffraction data showed 

that the densities of ice Ih and ice Ic are the same within experimental uncertainty (Murray et al., 2010; Dowell and Rinfret, 

1960). 

A2 Derivation of the Kelvin equation 15 

The Young-Laplace equation describes the pressure difference ∆P across an interface with interfacial tension γ(T,P) as a 

function of the curvature of the surface. In its general form, it is given as:  

∆𝑃𝑃 = 𝑃𝑃 − 𝑃𝑃0 = 𝛾𝛾(𝑇𝑇,𝑃𝑃) � 1
𝑟𝑟1

+ 1
𝑟𝑟2
�,          (A7) 

with r1 and r2 being the principal radii of curvature, which are orthogonal to each other. Furthermore, P is the additional absolute 

pressure and P0 is the pressure over the flat surface.  20 

In case of a curved water surface in contact with its vapour the Young-Laplace equation becomes: 

𝑃𝑃 − 𝑃𝑃0 = 𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇,𝑃𝑃) � 1
𝑟𝑟1

+ 1
𝑟𝑟2
� .          (A8) 

For a sphere with r1 = r2 = rm one obtains Eq. 6 of the main text.  

Thus, underneath convex surfaces, such as spherical cloud droplets, pressure is increased, whereas, underneath concave 

surfaces, such as the meniscus of capillary condensate/pore water, pressures are negative, which corresponds with a tension.  25 

In thermodynamic equilibrium, the chemical potentials of water vapour and liquid water are equal: 

𝜇𝜇𝑣𝑣(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃).            (A9) 

If additional pressure is exerted the chemical potential of the liquid phase changes to:  

𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) + ∫ 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃′)𝑑𝑑𝑑𝑑′𝑃𝑃
𝑃𝑃0

.         (A10) 

Integration yields: 30 

𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) + (𝑃𝑃 − 𝑃𝑃0)
𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)

2
 .        (A11) 

Here, the temperature and pressure dependent formulation of the molecular volume, vw(T,P), as parameterized in Appendix A1 

can be used.  

Similarly, the pressure dependence of the chemical potential of the vapour phase can be formulated as:  

𝜇𝜇𝑣𝑣(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑣𝑣(𝑇𝑇,𝑃𝑃0) + ∫ 𝑣𝑣𝑣𝑣(𝑇𝑇,𝑃𝑃′)𝑑𝑑𝑑𝑑′𝑃𝑃
𝑃𝑃0

.         (A12) 35 

Using the ideal gas law, the molecular volume of the gas phase as a function of the vapour pressure p is given as: 

𝑣𝑣𝑣𝑣(𝑇𝑇,𝑃𝑃) = 𝑘𝑘𝑘𝑘
𝑝𝑝

             (A13) 

Insertion into Eq. A12 and integration yields: 
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𝜇𝜇𝑣𝑣(𝑇𝑇,𝑃𝑃) = 𝜇𝜇𝑣𝑣(𝑇𝑇,𝑃𝑃0) + 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝
𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

 .         (A14) 

Inserting Eqs. A11 and A14 in Eq. A9 yields:  

𝜇𝜇𝑣𝑣(𝑇𝑇,𝑃𝑃0) + 𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝
𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

= 𝜇𝜇𝑤𝑤(𝑇𝑇,𝑃𝑃0) + (𝑃𝑃 − 𝑃𝑃0) 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
2

 .      (A15) 

Since in thermodynamic equilibrium µv(T,P0) = µw(T,P0), Eq. 15 simplifies to: 

𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘 𝑝𝑝
𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

= (𝑃𝑃 − 𝑃𝑃0) 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
2

 .         (A16) 5 

Using the Young-Laplace equation as given in Eq. 6 to calculate the pressure change (∆P = P – P0) due to the curvature of the 

water surface yields: 

𝑙𝑙𝑙𝑙 𝑝𝑝
𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

= �2𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)
𝑟𝑟𝑟𝑟𝑟𝑟

� 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
2

          (A17) 

The Kelvin equation results when the liquid phase is assumed incompressible (𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃) = 𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)): 

𝑙𝑙𝑙𝑙 𝑝𝑝
𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)

= 2𝛾𝛾𝑣𝑣𝑣𝑣(𝑇𝑇)𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑟𝑟𝑟𝑟𝑟𝑟

 .          (A18) 10 

Appendix B: Parameterizations of ice nucleation rates 

CNT describes ice nucleation as an activated process with a thermodynamic energy barrier and a pre-factor that often includes 

an additional kinetic energy barrier. Main differences in parameterizations of ice nucleation rates concern the way they 

parameterize the pre-factor and in their assumption of the solid phase that nucleates. While older parameterizations presume the 

nucleation of hexagonal ice (Ickes et al., 2015; Zobrist et al., 2007; Pruppacher and Klett, 1997), more recent ones assume the 15 

formation of stacking disordered or cubic ice (Murray et al., 2010; Koop and Murray, 2016; Nĕmec, 2013; Laksmono et al., 

2015), with consequences for the equilibrium vapour pressure over ice.  

The pre-factor is usually parameterized in terms of viscosity or the self-diffusion coefficient of liquid water. In both cases, the 

experimental data range needs to be extrapolated to lower temperatures, usually applying the empirical Vogel-Fulcher-

Tammann equation or a power law (Jenniskens and Blake, 1996; Smith and Kay, 1999; Angell, 1995; Koop and Murray, 2016; 20 

Murray et al., 2010).  

In order to reach agreement with experimentally observed nucleation rates, the interfacial tension between ice and liquid water 

(γiw(T)) is generally used as the tuning parameter (Ickes et al., 2015). While there is reasonable agreement between measured 

nucleation rates for temperatures above 234 K, there is large disagreement at lower temperatures. Nucleation rates covering the 

temperature range from 238 to 234 K, which are usually measured on micrometre-sized droplets, show discrepancies among 25 

each other of up to two orders of magnitude, most probably arising from uncertainties in absolute temperature measurements 

(Ickes et al., 2015; Riechers et al. 2013). Measurements below 234 K, which require drastically increased cooling rates and/or 

extremely small sample volumes (Bartell and Chushak, 2005; Manka et al., 2012; Laksmono et al., 2015; Amaya and Wyslouzil, 

2018; Kimmel et al., 2019) show systematic discrepancies between each other, which are outside the error range of the different 

techniques. Therefore, parameterizations need to choose with which datasets they want to comply at low temperatures.  30 

Some parameterizations have a restricted application range. Zobrist et al. (2007) and Pruppacher and Klett (1997) are limited 

to T > 230 K. The parameterization by Koop and Murray (2016) claims to be well constrained by experiments, yet, it predicts 

critical radii rc < 0 nm for T < 220 K. Hence, it is only applicable above 220 K. Given that for ice nucleation within pores, the 

temperature range below 230 K is most relevant, these parameterizations cannot be used. 

To explore the range of predictions for the “no-man’s land of ice nucleation”, two different parameterizations are compared 35 

here, namely the ones by Ickes et al. (2015; Ick15) and Murray et al. (2010, Mr10). Both parameterizations give physically 

reasonable values over the whole atmospherically relevant temperature range down to 180 K. However, these parameterizations 

differ in their assumption of the ice phase that nucleates and the treatment of the pre-factor, as will be outlined below. To account 
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for the effect of tension (negative pressure) within the pores, these parameterizations are extended to include pressure dependent 

formulations of nucleation rates.  

B1 Parameterization by Ickes et al. (2015) 

The Ick15 parameterization of homogeneous ice nucleation rates has the form: 

𝐽𝐽ℎ𝑜𝑜𝑜𝑜 = 𝐶𝐶𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝exp �∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃0)
𝑘𝑘𝑘𝑘

� 𝑒𝑒𝑒𝑒𝑒𝑒 �
∆𝐹𝐹𝑑𝑑𝑑𝑑𝑑𝑑𝑑𝑑(𝑇𝑇,𝑃𝑃0)

𝑘𝑘𝑘𝑘
�,        (B1) 5 

with a constant pre-exponential factor Cprefac = 1041 m-3s-1. The thermodynamic energy barrier is formulated in terms of 

∆Gc(T,P0), and the diffusion-activation energy of a water molecule to cross the water/ice embryo interface, ∆Fdiff(T), is given 

as:  

∆𝐹𝐹𝑑𝑑𝑑𝑑𝑑𝑑𝑑𝑑(𝑇𝑇,𝑃𝑃0) = 𝜗𝜗𝜗𝜗𝜗𝜗𝜗𝜗(𝑇𝑇,𝑃𝑃0)
𝜗𝜗𝜗𝜗

𝑘𝑘𝑇𝑇2.          (B2)  

The Ick15 parameterization uses the empirical Vogel-Fulcher-Tammann equation with the parameterization proposed by Smith 10 

and Kay (1999) to express the temperature dependence of the water diffusivity: 

𝐷𝐷(𝑇𝑇,𝑃𝑃0) = 𝐷𝐷0𝑒𝑒𝑒𝑒𝑒𝑒 �−
𝐸𝐸

𝑇𝑇−𝑇𝑇0
�,          (B3) 

with D0 = 3.06⋅10-7 m2s-1, E = 892 K and T0 = 118 K valid in the temperature range from 150 to 273 K, yielding 

∆𝐹𝐹𝑑𝑑𝑑𝑑𝑑𝑑𝑑𝑑(𝑇𝑇,𝑃𝑃0) = 𝑘𝑘𝑇𝑇2𝐸𝐸
(𝑇𝑇−𝑇𝑇0)2

.           (B4) 

The Gibbs free energy for the formation of the critical ice embryo, ∆Gc(T,P0), is given as: 15 

∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃0) = 16𝜋𝜋𝛾𝛾𝑖𝑖𝑖𝑖�𝑇𝑇,𝑃𝑃0�
3𝑣𝑣𝑖𝑖�𝑇𝑇,𝑃𝑃0�

2

3�𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘�𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑝𝑝𝑖𝑖ℎ(𝑇𝑇,𝑃𝑃0)��

2 .         (B5) 

Here, pw(T,P0) and pih(T,P0) are the equilibrium vapour pressures of supercooled liquid water and hexagonal ice, respectively, 

from the parameterization of Murphy and Koop (2005) as reproduced in Eqs. 18 and 19 of the main text. The interfacial tension 

between ice and liquid water, γiw(T,P0), is assumed to show a linear temperature dependence and is parameterized as  

𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃0) = 0.03 − 0.18 ∙ 10−3(273.15 𝐾𝐾 − 𝑇𝑇),      (B6) 20 

where 𝛾𝛾𝑖𝑖𝑖𝑖 has units of Jm-2.  

For the formulation of a pressure dependent nucleation rate, the pressure dependence of both, the kinetic and the thermodynamic 

energy barriers need to be considered by replacing P0 by P in Eq. B1, yielding:  

𝐽𝐽ℎ𝑜𝑜𝑜𝑜 = 𝐶𝐶𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝𝑝exp �∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃)
𝑘𝑘𝑘𝑘

� 𝑒𝑒𝑒𝑒𝑒𝑒 �
∆𝐹𝐹𝑑𝑑𝑑𝑑𝑑𝑑𝑑𝑑(𝑇𝑇,𝑃𝑃)

𝑘𝑘𝑘𝑘
�.        (B7) 

The pressure dependence of ∆Gc(T,P) is given by inserting the pressure dependent chemical potential into Eq. B5, yielding: 25 

∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃) = 16𝜋𝜋𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃)3𝑣𝑣𝑖𝑖�𝑇𝑇,𝑃𝑃0�
2

3�𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘�𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑝𝑝𝑖𝑖ℎ(𝑇𝑇,𝑃𝑃0)�−(𝑃𝑃−𝑃𝑃0)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0)+(𝑃𝑃−𝑃𝑃0)𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)

2 �
2 .      (B8) 

Here, the temperature dependence of the molecular volume of ice is again neglected, i.e. νi(T,P) =νi(T,P0). The diffusion-

activation energy of a water molecule to cross the water/ice embryo interface depends on the water diffusivity, which is pressure 

dependent. The pressure dependence of the self-diffusion coefficient of water has been measured by Prielmeier et al. (1988) in 

the temperature range from 203.5 – 363 K and for pressures up to 400 MPa. The self-diffusion of water increases by 10 – 70 % 30 

along isotherms up to about 100 – 200 MPa and then decreases again when pressure further is increased to 400 MPa. This 

temperature dependence can be accounted for by introducing a pressure dependent T0 in Eq. B4: 

𝑇𝑇0(𝑃𝑃) =  117.6 − 0.07416𝑃𝑃 + 0.0002213𝑃𝑃2,        (B9) 

with P given in MPa.  

The thermodynamic energy barrier contains the interfacial tension γiw(T,P) as only additional pressure dependent parameter, as 35 

the pressure dependence of the molecular volume of ice is neglected. Increased pressure decreases the number of tetrahedral 
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coordinated water molecules and makes water less similar to ice, which should increase the interfacial tension. Indeed, to bring 

the nucleation rate in agreement with the experimental pressure dependent freezing data given in Fig. 3, the interfacial tension 

needs to increase with increasing pressure, yielding the following expression: 

𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃) = 0.03 − 0.18 ∙ 10−3(273.15 𝐾𝐾 − 𝑇𝑇) + 4.99 ∙ 10−5𝑃𝑃 − 1.37 ∙ 10−7𝑃𝑃2 + 1.53 ∙ 10−10𝑃𝑃3 + 1.40 ∙ 10−12𝑃𝑃4 −

2.97 ∙ 10−15𝑃𝑃5 − 3.05 ∙ 10−17𝑃𝑃6,            (B10) 5 

where P is the absolute pressure in units of MPa and γiw(T,P) the interfacial tension in units of Jm-2. The validity range of this 

parameterization is from 200 to 260 K and from -200 to 160 MPa. 

B2 Parameterization by Murray et al. (2010)  

The Murray parameterization is formulated without an exponential term for the kinetic energy barrier:  

𝐽𝐽ℎ𝑜𝑜𝑜𝑜 = 2(𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃0)𝑘𝑘𝑘𝑘)0.5

𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0)5/3η(𝑇𝑇,𝑃𝑃0)
exp �∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃0)

𝑘𝑘𝑘𝑘
�.         (B11)  10 

The pre-factor is taken from Jenniskens and Blake (1996) and shows a dependence on viscosity η(T). The temperature 

dependence of viscosity is parameterized as an adapted Vogel-Fulcher-Tammann relation: 

η(𝑇𝑇,𝑃𝑃0) = η0𝑒𝑒𝑒𝑒𝑒𝑒 �
𝐷𝐷𝑇𝑇0
𝑇𝑇−𝑇𝑇0

�,           (B12) 

with the fragility parameter (Angell, 1995) D = 10, η0 = 105 Pas, and T0 = 108.33 K. 

The Gibbs free energy for the formation of the critical ice embryo, ∆Gc(T,P0), is given as: 15 

∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃0) = 16𝜋𝜋𝛾𝛾𝑖𝑖𝑖𝑖�𝑇𝑇,𝑃𝑃0�
3𝑣𝑣𝑖𝑖�𝑇𝑇,𝑃𝑃0�

2

3�𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘�𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑝𝑝𝑠𝑠𝑠𝑠(𝑇𝑇,𝑃𝑃0)

��

2 .         (B13) 

Here pw(T,P0) and psd(T,P0) are the equilibrium vapour pressures of supercooled liquid water and stacking disordered ice, 

respectively, as given in Eqs. 18 – 20 of the main text. 

The interfacial tension between ice and water, γiw(T), is parameterized as: 

𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃0) = 0.0208 � 𝑇𝑇
235.8 𝐾𝐾

�
𝑛𝑛

,     (B13) 20 

having units of Jm-2. Murray et al. (2010) find that for n = 0.3, the parameterization passes best through their experimental data, 

while n = 0.97 is needed to fit to the data of Huang and Bartell (1995) at 200 K. 

To extend the parameterization to cover both negative and high pressures, the pressure dependence of the molecular volume is 

neglected, and the thermodynamic energy barrier is modified to: 

∆𝐺𝐺𝑐𝑐(𝑇𝑇,𝑃𝑃) = 16𝜋𝜋𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃)3𝑣𝑣𝑖𝑖�𝑇𝑇,𝑃𝑃0�
2

3�𝑘𝑘𝑘𝑘𝑘𝑘𝑘𝑘�𝑝𝑝𝑤𝑤(𝑇𝑇,𝑃𝑃0)
𝑝𝑝𝑠𝑠𝑠𝑠(𝑇𝑇,𝑃𝑃0)�−(𝑃𝑃−𝑃𝑃0)𝑣𝑣𝑖𝑖(𝑇𝑇,𝑃𝑃0)+(𝑃𝑃−𝑃𝑃0)𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃)+𝑣𝑣𝑤𝑤(𝑇𝑇,𝑃𝑃0)

2 �
2.      (B14) 25 

The pressure dependence of the viscosity of water η(T,P) has been investigated by Först et al. (2000) within the temperature 

range from 260 K to 293 K. For supercooled water, viscosity slightly decreases in the pressure range from ambient to about 100 

MPa, followed by a slight increase up to 700 MPa. Overall, the variation of viscosity in the investigated pressure and temperature 

range is less than a factor of two. Since the pre-factor given in Eq. B11, just depends inversely proportional on viscosity, 

doubling viscosity decreases the nucleation rate just by a factor of two, which is negligible considering overall uncertainties in 30 

measurements and parameterizations. Therefore, the pressure dependence of viscosity is neglected and pressure is assumed to 

act only on the interfacial tension.  

With this assumption, the following formulations of interfacial tensions are obtained by adjusting the calculated nucleation rates 

to the experimental pressure dependent freezing curve shown in Fig. 3: 

For n = 0.3 35 
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𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃) = 0.0208 � 𝑇𝑇
235.8 𝐾𝐾

�
0.3

+ 3.15 ∙ 10−5𝑃𝑃 − 2.14 ∙ 10−7𝑃𝑃2 + 1.63 ∙ 10−10𝑃𝑃3 + 3.86 ∙ 10−12𝑃𝑃4 − 3.63 ∙ 10−15𝑃𝑃5 −

9.61 ∙ 10−17𝑃𝑃6.            (B15) 

For n = 0.97 

𝛾𝛾𝑖𝑖𝑖𝑖(𝑇𝑇,𝑃𝑃) = 0.0208 � 𝑇𝑇
235.8 𝐾𝐾

�
0.97

+ 4.14 ∙ 10−5𝑃𝑃 − 1.69 ∙ 10−7𝑃𝑃2 − 8.01 ∙ 10−12𝑃𝑃3 + 1.41 ∙ 10−12𝑃𝑃4 + 3.10 ∙ 10−15𝑃𝑃5 −

2.96 ∙ 10−17𝑃𝑃6.            (B16) 5 

where P is pressure in units of MPa and γiw(T,P) the interfacial tension in units of Jm-2. The validity range of these equations is 

from 200 to 260 K and from -200 to 160 MPa. 

 

Data availability. There is no new data involved. 

 10 

Author contributions. Everything is contributed by CM.  

 

Competing interests. The author declares that she has no conflict of interest. 

Acknowledgments 

The author would like to thank Robert O. David, Zamin A. Kanji and Fabian Mahrt for carefully reading and correcting the 15 

manuscript and Beiping Luo for helpful discussions. 

References 

Adler, G., Koop, T., Haspel, C., Taraniuk, I., Moise, T., Koren, I., Heiblum, R. H., and Rudich, Y.: Formation of highly porous 

aerosol particles by atmospheric freeze-drying in ice clouds, P. Natl. Acad. Sci. USA, 110, 20414–20419, 

doi:10.1073/pnas.1317209110, 2013. 20 

Amaya, A. J. and Wyslouzil, B. E.: Ice nucleation rates near ∼225 K, J. Chem. Phys. 148, 084501, doi:10.1063/1.5019362, 

2018. 

Amaya, A. J., Pathak, H., Modak, V. P., Laksmono, H., Loh, N. D., Sellberg, J. A., Sierra, R. G., McQueen, T. A., Hayes, M. 

J., Williams, G. J., Messerschmidt M., Boutet, S., Bogan, M. J., Nilsson, A., Stan, C. A., and Wyslouzil, B. E.: How cubic 

can ice be?, J. Phys. Chem. Lett., 8, 3216–3222, doi:10.1021/acs.jpclett.7b01142, 2017.  25 

Angell, C. A.: Formation of glasses from liquids and biopolymers, Science, 267, 1924–1935, 

doi:10.1126/science.267.5206.1924, 1995. 

Bartell, L. S. and Chushak, Y. G.: Water in Confining Geometries, edited by V. Buch and J. P. Devlin (Spinger-Verlag, Berlin) 

pp. 399–424, 2003. 

Blander, M. and Katz, J. L.: Bubble nucleation in liquids. AIChe J., 21, 833–848, doi:10.1002/aic.690210502, 1975. 30 

Campbell, J. M. and Christenson, H. K.: Nucleation- and emergence-limited growth of ice from pores, Phys. Rev. Lett., 120, 

165701, doi:10.1103/PhysRevLett.120.165701, 2018. 

Campbell, J. M., Meldrum, F. C., and Christenson, H. K.: Observing the formation of ice and organic crystals in active sites, P. 

Natl. Acad. Sci. USA, 114, 810–815, doi:10.1073/pnas.1617717114, 2017. 

Christenson, H. K.: Confinement effects on freezing and melting, J. Phys.-Condens. Mat., 13, R95–R133, doi:10.1088/0953-35 

8984/13/11/201, 2001. 

Christenson, H. K.: Two-step crystal nucleation via capillary condensation, CrystEngComm, 15, 2030–2039, 

doi:10.1039/c3ce26887j, 2013. 

https://doi.org/10.5194/acp-2019-973
Preprint. Discussion started: 8 November 2019
c© Author(s) 2019. CC BY 4.0 License.



17 
 

David, R. O., Marcolli, C., Fahrni, J., Qiu, Y., Sirkin, Y. A. P., Molinero, V., Mahrt, F., Brühwiler, D., Lohmann, U., and Kanji, 

Z. A.: Pore condensation and freezing is responsible for ice formation below water saturation for porous particles, P. Natl. 

Acad. Sci. USA, 116, 8184–8189, doi:10.1073/PNAS.1813647116, 2019a. 

David, R. O., Fahrni, J., Marcolli, C., Mahrt, F., Brühwiler, D., Lohmann, U., and Kanji, Z. A.: The role of contact angle and 

pore width in pore condensation and freezing, Atmos. Phys. Chem., to be submitted, 2019b. 5 

Dowell, L. G. and Rinfret, A. P.: Low-temperature forms of ice as studied by X-ray diffraction, Nature, 188, 1144–1148, 

doi:10.1038/1881144a0, 1960. 

Först, P., Werner, F, and Delgado, A.: The viscosity of water at high pressures – especially at subzero degrees centigrade, Rheol. 

Acta, 39, 566–573, doi:10.1007/s003970000114, 2000. 

Fukuta, N.: Activation of atmospheric particles as ice nuclei in cold and dry air, J. Atmos. Sci., 23, 741–750, doi:10.1175/1520-10 

0469(1966)023<0741:AOAPAI>2.0.CO;2, 1966. 

Hare, D. E. and Sorensen, C. M.: The density of supercooled water. II. Bulk samples cooled to the homogeneous nucleation 

limit, J. Chem. Phys., 87, 4840, doi:10.1063/1.453710, 1987.  

Hartmann, D. L., Gasparini, B., Berry, S. E., and Brossey, P. N.: The life cycle and net radiative effect of tropical anvil clouds, 

J. Adv. Model. Earth Sy., 10, 3012–3029, doi:10.1029/2018MS001484, 2018. 15 

Henderson, S. J. and Speedy, R. J.: Melting temperature of ice at positive and negative pressures, J. Phys. Chem., 91, 3069–

3072, doi:10.1021/j100295a085, 1987. 

Holten, V. and Anisimov, M. A.: Entropy-driven liquid-liquid separation in supercooled water, Sci. Rep., 2, 713, 

doi:10.1038/srep00713, 2012. 

Hrubý, J., Vinš, V., Mareš, R., Hykl, J., and Kalová, J.: Surface tension of supercooled water: no inflection point down to −25 20 

°C, J. Phys. Chem. Lett., 5, 425–428, doi:10.1021/jz402571a, 2014.  

Huang, J. and Bartell, L. S.: Kinetics of homogeneous nucleation in the freezing of large water clusters, J. Phys. Chem., 99, 

3924–3931, doi:10.1021/j100012a010, 1995. 

Hudait, A. and Molinero, V.: What determines the ice polymorph in clouds?, J. Am. Chem. Soc., 138, 8958−8967, 

doi:10.1021/jacs.6b05227, 2016. 25 

Ickes, L., Welti, A., Hoose, C., and Lohmann, U.: Classical nucleation theory of homogeneous freezing of water: 

thermodynamic and kinetic parameters, Phys. Chem. Chem. Phys., 17, 5514–5537, doi:10.1039/c4cp04184d, 2015. 

Jähnert, S., Chávez, F. V., Schaumann, G. E., Schreiber, A., Schönhoff, M., and Findenegg, G. H.: Melting and freezing of 

water in cylindrical silica nanopores, Phys. Chem. Chem. Phys., 10, 6039–6051, doi:10.1039/b809438c, 2008. 

Jenniskens, P. and Blake, D. F.: Crystallization of amorphous water ice in the solar system, Astrophys. J., 473, 1104–1113, 30 

doi:10.1086/178220, 1996. 

Kalová, J. and Mareš, R.: Size dependences of surface tension, Int. J. Thermophys., 36, 2862–2868, doi:10.1007/s10765-015-

1851-1, 2015. 

Kanno, H., Speedy, R. J., and Angell, C. A.: Supercooling of water to -92°C under pressure, Science, 189, 880−881, 

doi:10.1126/science.189.4206.880, 1975. 35 

Kärcher, B.: Cirrus clouds and their response to anthropogenic activities, Curr. Clim. Change Rep., 3, 45–57, 

doi:10.1007/s40641-017-0060-3, 2017. 

Kärcher, B. and Lohmann, U.: A parameterization of cirrus cloud formation: Heterogeneous freezing, J. Geophys. Res. Atmos., 

108, 4402, doi:.10.1029/2002JD003220, 2003. 

Kastelowitz, N. and Molinero, V.: Ice-liquid oscillations in nanoconfined water, ACS Nano, 12, 8234 – 8239, 40 

doi:10.1021/acsnano.8b03403, 2018. 

https://doi.org/10.5194/acp-2019-973
Preprint. Discussion started: 8 November 2019
c© Author(s) 2019. CC BY 4.0 License.



18 
 

Kaufmann, L., Marcolli, C., Luo, B., and Peter, T.: Refreeze experiments with water droplets containing different types of ice 

nuclei interpreted by classical nucleation theory, Atmos. Chem. Phys., 17, 3525–3552, doi:10.5194/acp-17-3525-2017, 

2017. 

Kienast-Sjögren, E., Rolf, C., Seifert, P., Krieger, U. K., Luo, B. P., Krämer, M., and Peter, T.: Climatological and radiative 

properties of midlatitude cirrus clouds derived by automatic evaluation of lidar measurements, Atmos. Chem. Phys., 16, 5 

7605–7621, doi:10.5194/acp-16-7605-2016, 2016. 

Kim, S., Kim, D., Kim, J., An., S., and Jhe, W.: Direct evidence for curvature-dependent surface tension in capillary 

condensation: Kelvin equation at molecular scale, Phys. Rev. X, 8, 041046, doi:10.1103/PhysRevX.8.041046, 2018. 

Kimmel, G. A., Xu, Y., Brumberg, A., Petrik, N. G., Smith, R. S., and Kay, B. D.: Homogeneous ice nucleation rates and 

crystallization kinetics in transiently-heated, supercooled water films from 188 K to 230 K, J. Chem. Phys., 150, 204509, 10 

doi:10.1063/1.5100147, 2019. 

Kiselev, A., Bachmann, F., Pedevilla, P., Cox, S. J., Michaelides, A., Gerthsen, D., and Leisner, T.: Active sites in heterogeneous 

ice nucleation – the example of K-rich feldspars, Science, 80, 367–371, doi:10.1126/science.aai8034, 2016. 

Koop, T.: Crystals creeping out of cracks, P. Natl. Acad. Sci. USA, 114, 797–799, doi:10.1073/pnas.1620084114, 2017. 

Koop, T. and Murray, B. J.: A physically constrained classical description of the homogeneous nucleation of ice in water, J. 15 

Chem. Phys., 145, 211915, doi:10.1063/1.4962355, 2016. 

Koop, T., Luo, B. P., Tsias, A., and Peter, T.: Water activity as the determinant for homogeneous ice nucleation in aqueous 

solutions, Nature, 406, 611–614, doi:10.1038/35020537, 2000. 

Kovács, T. and Christenson, H. K.: A two-step mechanism for crystal nucleation without supersaturation, Faraday Discuss., 

159, 123−138, doi:10.1039/c2fd20053h, doi:10.1021/jz300450g, 2012. 20 

Kovács, T., Meldrum, F. C., and Christenson, H. K.: Crystal nucleation without supersaturation, J. Phys. Chem. Lett., 3, 1602–

1606, doi:10.1021/jz300450g, 2012. 

Krämer, M., Rolf, C., Luebke, A., Afchine, A., Spelten, N., Costa, A., Meyer, J., Zöger, M., Smith, J., Herman, R. L., Buchholz, 

B., Ebert, V., Baumgardner, D., Borrmann, S., Klingebiel, M., and Avallone, L.: A microphysics guide to cirrus clouds – 

Part 1: Cirrus types, Atmos. Chem. Phys., 16, 3463–3483, doi:10.5194/acp-16-3463-2016, 2016. 25 

Kuebbeler, M., Lohmann, U., Hendricks, J., and Kärcher, B.: Dust ice nuclei effects on cirrus clouds, Atmos. Chem. Phys., 14, 

3027–3046, doi:10.5194/acp-14-3027-2014, 2014. 

Kuhs, W. F., Sippel, C., Falenty, A., and Hansen, T. C.: Extent and relevance of stacking disorder in “ice Ic”, P. Natl. Acad. Sci. 

USA, 109, 21259, doi:10.1073/pnas.1210331110, 2012. 

Laksmono, H., McQueen, T. A., Sellberg, J. A., Loh, N. D., Huang, C., Schlesinger, D., Sierra, R. G., Hampton, C. Y., Nordlund, 30 

D., Beye, M., Martin, A. V., Barty, A., Seibert, M. M.,  Messerschmidt, M., Williams, G. J., Boutet, S., Amann-Winkel, K., 

Loerting, T., Pettersson, L. G. M., Bogan, M. J., and Nilsson, A.: Anomalous behavior of the homogeneous ice nucleation 

rate in ‘no-man’s land, J. Phys. Chem. Lett., 6, 2826–2832, doi:10.1021/acs.jpclett.5b01164, 2015. 

Lohmann, U., Spichtinger, P., Jess, S., Peter, T., and Smit, H. G. J.: Cirrus cloud formation and ice supersaturated regions in a 

global climate model, Environ. Res. Lett., 3, 045022, doi:10.1088/1748-9326/3/4/045022, 2008. 35 

Lohmann, U., Lüönd, F., and Mahrt, F.: An introduction to clouds: From the microscale to climate, Cambridge University Press, 

Cambridge, doi:10.1017/CBO9781139087513, 2016. 

Mahrt, F., Marcolli, C., David, R. O., Grönquist, P., Barthazy Meier, E. J., Lohmann, U., and Kanji, Z. A.: Ice nucleation 

abilities of soot particles determined with the Horizontal Ice Nucleation Chamber, Atmos. Chem. Phys., 18, 13363–13392, 

doi:10.5194/acp-18-13363-2018, 2018. 40 

Mahrt, F., Kilchhofer, K., Marcolli, C., Grönquist, P., David, R. O., Rösch, M., Lohmann, U., and Kanji, Z. A.: The impact of 

cloud processing on the ice nucleation abilities of soot particles at cirrus temperatures, doi:10.1029/2019JD030922, 2019. 

https://doi.org/10.5194/acp-2019-973
Preprint. Discussion started: 8 November 2019
c© Author(s) 2019. CC BY 4.0 License.



19 
 

Malek, S. M. A., Poole, P. H., and Saika-Voivod, I.: Surface tension of supercooled water nanodroplets from computer 

simulations, J. Chem. Phys., 150, 234507, doi:10.1063/1.5096990, 2019. 

Manka, A., Pathak, H., Tanimura, S., Wölk, J., Strey, R., and Wyslouzil, B. E.: Freezing water in no-man’s land, Phys. Chem. 

Chem. Phys. 14, 4505–4516, doi:10.1039/c2cp23116f, 2012. 

Marcolli, C.: Deposition nucleation viewed as homogeneous or immersion freezing in pores and cavities, Atmos. Chem. Phys., 5 

14, 2071–2104, doi:10.5194/acp-14-2071-2014, 2014. 

Marcolli, C.: Pre-activation of aerosol particles by ice preserved in pores, Atmos. Chem. Phys., 17, 1595–1622, doi:10.5194/acp-

17-1595-2017, 2017a. 

Marcolli, C.: Ice nucleation triggered by negative pressure, Sci. Rep. 7, 16634, doi:10.1038/s41598-017-16787-3, 2017b. 

Matus, A. V. and l’Ecuyer, T. S.: The role of cloud phase in Earth’s radiation budget, J. Geophys. Res. Atmos., 122, 2559–10 

2578, doi:10.1002/2016JD025951, 2017. 

Mishima, O.: Relationship between melting and amorphization of ice, Nature, 384, 546–549, doi:10.1038/384546a0, 1996. 

Mishima, O.: Volume of supercooled water under pressure and the liquid-liquid critical point, J. Chem. Phys., 133, 144503, 

doi:10.1063/1.3487999, 2010. 

Morishige, K: Influence of pore wall hydrophobicity on freezing and melting of confined water, J. Phys. Chem. C, 122, 5013–15 

5019, doi:10.1021/acs.jpcc.8b00538, 2018. 

Murphy, D. M. and Koop, T.: Review of the vapour pressures of ice and supercooled water for atmospheric applications, Q. J. 

Roy. Meteor. Soc., 131, 1539–1565, doi:10.1256/qj.04.94, 2005. 

Murray, B. J., Broadley, S. L., Wilson, T. W., Bull, S. J., Wills, R. H., Christenson, H. K., and Murray, E. J.: Kinetics of the 

homogeneous freezing of water, Phys. Chem. Chem. Phys., 12, 10380–10387, doi:10.1039/c003297b, 2010. 20 

Nĕmec, T.: Estimation of ice-water interfacial energy based on pressure-dependent formulation of classical nucleation theory, 

Chem. Phys. Lett., 583, 64–68, doi:10.1016/j.cplett.2013.07.085, 2013. 

Nichman, L., Wolf, M., Davidovits, P., Onasch, T. B., Zhang, Y., Worsnop, D. R., Bhandari, J., Mazzoleni, C., and Cziczo, D. 

J.: Laboratory study of the heterogeneous ice nucleation on black-carbon-containing aerosol, Atmos. Chem. Phys., 19, 12175 

– 12194,  doi.:10.5194/acp-19-12175-2019, 2019. 25 

Pach, E. and Verdaguer, A.: Pores dominate ice nucleation on feldspars, J. Phys. Chem. C, 123, 20998–21004, 

doi:10.1021/acs.jpcc.9b05845, 2019. 

Page, A. J. and Sear, R. P.: Heterogeneous nucleation in and out of pores, Phys. Rev. Lett., 97, 065701, 

doi:10.1103/PhysRevLett.97.065701, 2006. 

Pallares, G., Gonzalez, M. A., Abascal, J. L. F., Valeriani, C., and Caupin, F.: Equation of state for water and its line of density 30 

maxima down to −120 MPa, Phys. Chem. Chem. Phys. 18, 5896−5900, doi:10.1039/c5cp07580g, 2016. 

Prielmeier, F. X., Lang, E. W., Speedy, R. J., and Lüdemann, H.-D.: The pressure dependence of self diffusion in supercooled 

light and heavy water, Ber. Bunsenges. Phys. Chem., 92, 1111–1117, doi:10.1002/bbpc.198800282, 1988. 

Pruppacher, H. R. and Klett, J. D.: Microphysics of clouds and precipitation, Kluwer, Dordrecht, the Netherlands, 1997. 

Riechers, B., Wittbracht, F., Hütten, A., and Koop, T.: The homogeneous ice nucleation rate of water droplets produced in a 35 

microfluidic device and the role of temperature uncertainty, Phys. Chem. Chem. Phys., 15, 5873–5887, 

doi:10.1039/c3cp42437e, 2013. 

Roedder, E.: Metastable superheated ice in liquid-water inclusions under high negative pressure, Science, 155, 1413–1417, 

doi:10.1126/science.155.3768.1413, 1967. 

Schmelzer, J. W. P., Gutzow, I., and Schmelzer, J., Jr.: Curvature-dependent surface tension and nucleation theory, J. Colloid. 40 

Interface Sci., 178, 657–665, doi:10.1006/jcis.1996.0163, 1996. 

Schreiber, A., Ketelsen, I., and Findenegg, G. H.: Melting and freezing of water in ordered mesoporous silica materials, Phys. 

Chem. Chem. Phys., 3, 1185–1195, doi:10.1039/b010086m, 2001. 

https://doi.org/10.5194/acp-2019-973
Preprint. Discussion started: 8 November 2019
c© Author(s) 2019. CC BY 4.0 License.



20 
 

Shilling, J. E., Tolbert, M. A., Toon, O. B., Jensen, E. J., Murray, B. J., and Bertram, A. K.: Measurements of the vapour pressure 

of cubic ice and their implications for atmospheric ice clouds, Geophys. Res. Lett., 33, L17801, doi:10.1029/2006GL026671, 

2006. 

Smith, R. S. and Kay, B. D.: The existence of supercooled liquid water at 150 K, Nature, 398, 788–791, 1999. 

Stephens, G. L., Tsay, S.-C., Stackhouse Jr., P. W., and Flatau, P. J.: The relevance of the microphysical and radiative properties 5 

of cirrus clouds to climate and climatic feedback, J. Atmos. Sci., 47, 1742–1753, doi:10.1175/1520-

0469(1990)047<1742:trotma>2.0.co;2, 1990. 

Umo, N. S., Wagner, R., Ullrich, R., Kiselev, A., Saathoff, H., Weidler, P. G., Cziczo, D. J., Leisner, T., and Möhler, O.: 

Enhanced ice nucleation activity of coal fly ash aerosol particles initiated by ice-filled pores, Atmos. Chem. Phys., 19, 8783–

8800, doi:10.5194/acp-19-8783-2019, 2019. 10 

Vinš, V., Fransen, M., Hykl, J., and Hrubý, J.: Surface tension of supercooled water determined by using a counterpressure 

capillary rise method. J. Phys. Chem. B, 119, 5567–5575, doi:10.1021/acs.jpcb.5b00545, 2015. 

Wagner, R., Möhler, O., Saathoff, H., Schnaiter, M., Skrotzki, J., Leisner, T., Wilson, T. W., Malkin, T. L., and Murray, B. J.: 

Ice cloud processing of ultra-viscous/glassy aerosol particles leads to enhanced ice nucleation ability, Atmos. Chem. Phys., 

12, 8589–8610, doi:10.5194/acp-12-8589-2012, 2012. 15 

Wagner, R., Möhler, O., Saathoff, H., and Schnaiter, M.: Enhanced high-temperature ice nucleation ability of crystallized 

aerosol particles after preactivation at low temperature, J. Geophys. Res. Atmos., 119, 8212–8230, 

doi:10.1002/2014JD021741, 2014. 

Wagner, R., Kiselev, A., Möhler, O., Saathoff, H., and Steinke, I.: Pre-activation of ice-nucleating particles by the pore 

condensation and freezing mechanism, Atmos. Chem. Phys., 16, 2025–2042, doi:10.5194/acp-16-2025-2016, 2016. 20 

Wang, B., Knopf, D. A., China, S., Arey, B. W., Harder, T. H., Gilles, M. K., and Laskin, A.: Direct observation of ice nucleation 

events on individual atmospheric particles, Phys. Chem. Chem. Phys., 18, 29721–29731, doi:10.1039/C6CP05253C, 2016. 

Webber, B. and Dore, J.: Structural and dynamic studies of water in mesoporous silicas using neutron scattering and nuclear 

magnetic resonance, J. Phys.-Condens. Mat., 16, S5449–S5470, doi:10.1088/0953-8984/16/45/009, 2004. 

Webber, J. B. W., Dore, J. C., Strange, J. H., Anderson, R., and Tohidi, B.: Plastic ice in confined geometry: the evidence from 25 

neutron diffraction and NMR relaxation, J. Phys.-Condens. Mat., 19, 415117, doi:10.1088/0953-8984/19/41/415117, 2007. 

Welti, A., Kanji, Z. A., Lüönd, F., Stetzer, O., and Lohmann U.: Exploring the mechanisms of ice nucleation: From deposition 

nucleation to condensation freezing, J. Atmos. Sci., 71, 16–36, doi:10.1175/JAS-D-12-0252.1, 2014. 

Zaragoza, A., Conde, M. M., Espinosa, J. R., Valeriani, C., Vega, C., and Sanz, E.: Competition between ices Ih and Ic in 

homogeneous water freezing, J. Chem. Phys., 143, 134504, doi:10.1063/1.4931987, 2015. 30 

Zettlemoyer, A. C., Tcheurekdjian, N., and Chessick, J. J.: Surface properties of silver iodide, Nature, 192, 653, 

doi:10.1038/192653a0, 1961. 

Zobrist, B., Koop, T., Luo, B. P., Marcolli, C., and Peter, T.: Heterogeneous ice nucleation rate coefficient of water droplets 

coated by a nonadecanol monolayer, J. Phys. Chem. C, 111, 2149–2155, doi:10.1021/jp066080w, 2007. 

 35 

 

 

 

https://doi.org/10.5194/acp-2019-973
Preprint. Discussion started: 8 November 2019
c© Author(s) 2019. CC BY 4.0 License.



21 
 

 
Figure 1.   Illustration of pore shapes and pore filling: panel (a) shows an empty conical pore with diameter Dp and panel (b) 
an empty wedge-shaped pore with a width D1 and a length D2 = ∞. The radius of meniscus in a conical or cylindrical pore is 
denoted rm and the radius of meniscus in a wedge-shaped pore or trench is denoted as r1 = D1/2 while r2 = D2 = ∞. Panels (c) to 
(e) show pore condensation with increasing radius of the meniscus for a conical or wedge-shaped pore assuming complete 5 
wetting (θws = 0°). The radius r corresponds with rm in case of a conical pore and with r1 in case of a wedge-shaped pore. 

 

 

Figure 2. Upper panels: Saturation ratio as a function of the meniscus radius of cylindrical or conical pores (rm, left panels) and 
trenches or wedges (r1, right panels) at 298 K and 230 K. Saturation ratios are given neglecting the effect of negative pressure 10 
on the molecular volume of water (indicated as VP in the legend and calculated using Eqs. 1 and 2) and accounting for the 
Laplace pressure exerted on the pore water (indicated as LP and calculated using Eqs. 8 and 10). The dashed portions of the red 
and blue lines indicate the extrapolation of the molecular volume to strongly negative pressures as shown in the lower panels. 
Lower panels: Laplace pressure as a function of the radius of the meniscus. 
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Figure 3. Pressure dependence of melting (blue) and freezing (black) temperatures of ice I. Melting point measurements of ice 
I are from Kanno et al. (1975) (blue squares), Mishima (1996) (blue diamonds), Henderson and Speedy (1987) (blue circles) 
and Roedder (1967) (blue triangles). For simplicity, melting data of other ice polymorphs are not shown. The blue solid line is 5 
the melting curve calculated by setting Eq. 24 to zero. The dashed blue line is a fit to the measured melting temperatures (blue 
symbols) using the equation given in Marcolli (2017b): T(K) = 557.2 − 273exp((300 + P(MPa))2/2270000). Freezing 
temperatures of ice I (black triangles) are from Kanno et al. (1975). The black solid and dashed lines represent a homogeneous 
ice nucleation rate of 108 cm−3s−1 obtained by shifting the blue curves by ΔP = 307 MPa to lower values. Red line: Ick15 
parameterization with pressure dependent chemical potential (Δµiw of Eq. 24), all other parameters without pressure dependence. 10 
Orange and brown lines: Mr10 parameterization with pressure dependent chemical potential (Δµiw of Eq. 24) with n = 0.3 
(brown) and n = 0.97 (orange), all other parameters without pressure dependence. Fully pressure dependent Ick15 and Mr10 
parameterizations were optimized to overlay with the experimental freezing data and are not shown here. 
 

 15 

 

 

 

 
Figure 4. Ice nucleation and growth within a cylindrical pore of diameter Dp = 2r + 2t, with a describing the growth along the 20 
pore axis, t being the thickness of the QLL and r being the maximum radius the embryo can reach perpendicular to the pore 
axis. 
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Figure 5. Gibbs free energy of a growing ice embryo calculated with CNT using the Ick15 parameterization for T = 230 K and 
P0 = 0.1 MPa. The black solid line describes spherical growth of the ice embryo as expected in bulk water. The black dashed 
line gives ∆G for the growth in length of a cylinder starting from a thin disk with radius rc = 1.095 nm. The colored lines show 
∆G for growth in cylindrical pores with radii available for free water of 1.095 nm (critical value, red line), 1.1 nm (green line), 5 
and 1.2 nm (blue line), respectively.  

 

 

Figure 6. Dependence of the critical embryo radius on the water saturation ratio at 230 K for ice nucleation within pores using 
Ick15 (red) and Mr10 (orange: n = 0.97; brown: n = 0.3) parameterizations. Saturation with respect to bulk ice is indicated as 10 
the black dashed vertical line. The blue dashed line shows the negative pressure that builds up in pore water when the water 
saturation ratio decreases. 
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Figure 7. Pressure dependence of homogeneous nucleation rates (panel a) and the time to freeze the critical water volume for 
homogeneous ice nucleation (panel b) at four different temperatures as indicated in the legend. Ick15 is shown in red, Mr10 in 
orange for n = 0.97 and in brown for n = 0.3. 
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Figure 8. Comparison of pore filling with water and ice for conical (left panels) and wedge-shaped pores (right panels). For 
water and ice, the Kelvin effect is calculated without QLL, given as light blue and light brown lines, respectively, and assuming 
a QLL with width t = 0.38 nm, given as dark blue and dark brown lines, respectively. The black, dashed horizontal line indicates 
ice saturation. 5 

 

 

 

 

Figure 9. Growth of ice out of the pore as a spherical cap with an increasing height h covering an increasing area π(rop + x)2.  10 
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Figure 10. Diameters of pore opening allowing barrier-free ice growth out of cylindrical or conical pores (red), wedges or 
trenches (green), and spherical particles (blue) as a function of ice saturation ratio. The lower panel is a zoomed in view of the 
upper panel. Solid lines are obtained for T = 230 K with γvi = γvw + γiw = 0.0811 Jm-2 + 0.0226 Jm-2 = 0.1033 Jm-2, γiw from Ick15, 
and θiw = 55°. Dashed lines are calculated by halving all involved interfacial tensions to account for the presence of trace 5 
amounts of organic substances that adsorb on surfaces and interfaces. Note that the dashed red line overlays the green solid line. 

 

 

 

 10 

Figure 11. Pore condensation and freezing in conical or wedge-shaped pores (brown) assuming continuously increasing RH 
(red line). The pore is assumed to be covered with a QLL of width t (darker blue) already at low RH. Free water (lighter blue) 
collects in pores and freezes to ice (white) that further grows within the pore. At ice saturation (dashed black horizontal line), 
the pore is completely filled with ice. 
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