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SUMMARY  

 

 The simultaneous desire for global economic growth and the threat of climate 

change poses a unique challenge to mankind. Despite warnings from the scientific 

community, the decarbonization of the energy and transportation sectors continues to 

progress at too slow a pace for complete mitigation of the risk of climate change. As 

such, strategies to geoengineer the climate to mitigate such risks have been proposed. 

One of these is direct CO2 capture from air using engineering chemicals, or óair captureô. 

Air capture is a particularly challenging technical problem due to the ultra-dilute nature 

of CO2 in air, currently at a concentration of ~400 parts per million (ppm). Any 

technology intended to separate CO2 from air at a scale relevant to global climate change 

must perform the separation with with near infinite selectivity for CO2, and have the 

capacity to process enormous volumes of air rapidly and at low cost. 

 Amine based solid adsorbents are excellent potential candidates for this 

application, most notably due to their advantageous interaction thermodynamics with 

CO2. These ósupported amines adsorbentsô are able to selectively concentrate CO2 from 

air, and rapidly liberate it upon a temperature increase to ~100 
o
C. Our research group has 

worked in the development of these materials for air capture and other applications, 

partnering with Global Thermostat, LLC and Corning, Inc to that end. Global Thermostat 

has proposed a temperature swing adsorption process for CO2 extraction from air that 

utilizes supported amine adsorbents dispersed in a honeycomb monolith structure, and 

steam to drive desorption. This particular technology is the subject of this dissertation, 
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where the goal was to progress the materials development. The specific areas addressed 

were i) sorbent stability, ii) tuning of oxide properties, iii) tuning of organic properties, 

and iii) amine incorporation into honeycomb monoliths.  

 The operating lifetime of any technology is essential to its economic viability, 

meaning that the performance of adsorbents should last for many thousands of cycles. An 

understanding of the mechanisms of degradation of target adsorbents under relevant 

operating conditions is thus very important. In chapter 2, the hydrothermal stability of 

alumina/poly(ethyleneimine) (PEI) adsorbents are studied in detail. It is shown that under 

relevant timescales of steam exposure, the adsorbents partially hydrate from ɔ-alumina to 

boehmite. It is further shown that his hydration does not affect the porosity or efficiency 

of impregnated PEI to adsorb CO2, the most important properties of the adsorbent. This 

firm understanding of degradation and its relation to performance provides confidence in 

the alumina/PEI composition as a practical choice for commercial deployment.  

 Supported amines have a high degree of tunability in their materials design. These 

include the properties of the host oxide, as well as those of the active organic amine. In 

chapter 3, the relative importance of oxide surface properties in improving the amine 

efficiency of PEI are studied in relation to altered textural properties. It is shown that 

changes to the pore size, particle size and pore surface texture have a more substantial 

effect on the amine efficiency of PEI than the acid/base properties of the surface. In 

chapter 4, the effect of various additive/PEI mixtures are assessed in the context of their 

improvement in the amine efficiency of air capture sorbents. Low molecular weight 

poly(ethyleneglycol) (PEG) is shown to be particularly effective, and target PEG/PEI 
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contents that have improved kinetic and thermodynamic performance are identified. 

These studies both provide insight into the efficacy of particular material design levers in 

improving adsorption performance.  

 Finally, in order to utilize performance levers such as those studied in chapters 3 

and 4 in honeycomb monoliths, a firm understanding of how to prepare such monoliths 

and how their performance compares with analogous powders is necessary. In chapter 5, 

PEI functionalized alumina powders, small monolith pieces, and a large monolith are 

prepared, characterized and assessed relative to one another in CO2 adsorption 

experiments. Despite differences in the deposition of PEI in particular pore size regimes 

observed in monoliths compared to powders, their adsorption performance at each scale 

was similar. A lone exception was the equilibration rate of the large monolith sample, 

suggesting that a study of transport phenomena in such a structure will be an important 

research topic in the near future.  
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CHAPTER 1  

INTRODUCTION TO  CO2 CAPTURE AND SUPPORTED AMINES  

 

 Parts of this chapter are adapted from óSakwa-Novak, Miles A. and Jones, 

Christopher W. (2014). Supported amine materials for CO2 capture. In AccessScience. 

McGraw-Hill Education. http://dx.doi.org/10.1036/1097-8542.YB150578ô with 

permission of McGraw-Hill . 

 

 Introduction & Motivation  1.1

 The development of clean technologies to produce energy while reducing global 

CO2 emissions has emerged as a generational challenge.
1ï3

 The removal of CO2 from the 

emissions mixture of power plants is necessary, as cheap and abundant fossil fuels will 

likely continue to be used to produce electricity on a global scale.
4ï6

  One practical 

approach to this is retrofitting current power plants with separation units to remove the 

CO2 from the plantôs exhaust flue gas, and subsequently sequestering the CO2 in 

underground reservoirs. This process is referred to as post combustion CO2 capture and 

sequestration (PC-CCS). A schematic of this process is depicted in figure 1.1. Currently 

this is practiced in a limited capacity using aqueous amine gas scrubbers at the 

demonstration, or in some cases commercial, scale at several facilities.
7ï10

 Here, flue gas 

leaving the plant, containing ~10-15% CO2 by volume, is contacted with the amine 

solution, where the mildly acidic CO2 molecules interact with the basic amines. When the 

solution saturates with CO2, it is heated to regenerate the sorbent and concentrate the CO2 

http://dx.doi.org/10.1036/1097-8542.YB150578
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for downstream sequestration or use. While these amine solutions effectively remove 

CO2 from the flue gas, the process requires high energy input due to the large thermal 

mass of aqueous solution that must be heated during regeneration. This ultimately results 

in a parasitic loss of ~20-30% of the power generation of the facility, a loss that would be 

reflected in a higher price of electricity if widely implemented.
11,12

 

 

Figure 1.1 Schematic of Post Combustion CO2 Capture 

 Due in part to these limitations, the scale up and deployment of like technologies 

for CCS has progressed slowly.
4,13

 Thus, it has been suggested by some that CCS may 

not be deployed widely enough and soon enough to stabilize the concentration of CO2 in 

the atmosphere at acceptable levels.
14,15

 Additionally, one-third to one-half of global CO2 

emissions do not originate from electricity generating power plants that would be 
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retrofitted for PC-CCS.
16

 The remainder of emissions, those from highly dispersed 

sources such as automobiles, airplanes, and residential fuel combustion, remain 

unaccounted for in scenarios where CO2 is only removed from power plant flue gas. 

Given these considerations, processes that result in a net reduction of CO2 in the ambient 

environment, sometimes referred to as carbon dioxide removal or negative emissions 

technologies, have been increasingly regarded as having a role to play in future emissions 

control strategies.
3,14,15,17

 Such processes include increased land afforestation, ocean 

fertilization, bioenergy with carbon capture and sequestration (BECCS), and direct 

removal of CO2 from air with chemicals (DAC).
17ï19

   

 Direct Air Capture   1.2

 Along with land afforestation and BECCS, DAC does not involve the potentially 

irreversible modification of the atmosphere or ocean, but rather aims to reduce pollution 

emitted at an earlier time. While the environmental benefits of such a process are self-

evident, suitable technologies to provide such a service do not exist commercially at a 

scale relevant to global climate alteration. Several processes have been proposed, and 

cost estimates have ranged from 20-1000 $/ton of CO2 captured, depending on the 

technology type and estimation methodology employed.
14,18,20ï24

 While it is anticipated 

that the cost to remove CO2 from air will be more expensive than the cost to remove it 

from flue gas, the magnitude of this difference remains to be conclusively demonstrated. 

Lackner has suggested 50 $/ton CO2 as a reasonable target price,
14

 and has shown that at 

such a price CO2 could be provided as an input to produce select fuels.
22
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 Keith and Zeman have suggested use of alkaline NaOH solutions that react with 

CO2 to form Na2CO3.
23,25

 In this process, the NaOH is regenerated by caustization of the 

Na2CO3 with Ca(OH)2 to from CaCO3 and NaOH. The solid CaCO3 is then separated 

from the liquid and decomposed at 900 
o
C to form CaO and CO2 where the CO2 can be 

compressed for sequestration or use. Finally, the Ca(OH)2 is regenerated by reaction of 

CaO with H2O. This technology is being pursued commercially for air capture by Carbon 

Engineering LTD, which was started by Keith. The most recently published literature 

estimates a cost of ~300$ / ton CO2 removed from air using this process, including the 

cost of capital.
23

 The primary cost drivers reported for the process were the high cost of 

capital, the cost of fugitive CO2 emissions (those generated in the production of 

electricity and heat from fossil resources to drive the process) and the cost of heating 

during the CaCO3 regeneration step. While high compared to the expected costs of flue 

gas capture, these estimates are nearly half of those previously estimated for a similar 

process.
18,24

 

 Lackner proposed a different process for air capture that offers the potential for 

dramatically reduced heating demands.
26,27

 Here, a CO2 separation cycle using a 

hydroxide or water treated quaternary amine ion exchange resin is driven by a moisture 

swing. The resin cycles between bicarbonate (dry, 2 mol CO2 / mol OH resin site) and 

carbonate (wet, 1 mol CO2 / mol OH resin site) states in the presence of CO2, thereby 

adsorbing CO2 from (relatively) dry air and desorbing CO2 upon the introduction of 

(additional) water vapor or liquid water to the resin surface. The performance of the 

technology is necessarily dependent on the relative humidity of the feed air containing 
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CO2. Relative humidities below 50% (at ~20-30 
o
C) are required for high swing 

capacities,
26

 thus necessitating relatively dry air need be fed to the separation unit. Due to 

the low energy requirement for regeneration the authors have suggested costs as low as 

20-30 $/ton CO2, though these were not derived from rigorous chemical engineering 

based methodologies.  

 Supported amines adsorbents, described in greater detail in the section below, are 

another promising technology candidate for air capture applications. These materials 

differ from the quaternary amines suggested by Lackner in that they are primarily 

composed of primary and secondary amines, and tend to form carbamates instead of 

carbonates upon contact with CO2. Additionally, they can function efficiently at a wide 

range of relative humidities. Several academic groups have explored the use of supported 

amine materials for air capture. Steinfeld has proposed a temperature/vacuum swing 

adsorption process using amine functionalized nanocellulose,
28ï32

 and Climeworks AG, is 

pursuing a similar technology commercially. Drage estimated ~150 $/ton CO2 for a 

temperature swing adsorption processes utilizing a fluidized bed of supported amine 

functionalized porous silica.
33

 Others have focused predominantly on improving 

materials design for air capture applications.
34ï43

 Our research group has explored the use 

of supported amine adsorbents for air capture in collaboration with Global Thermostat 

LLC and Corning Inc.
44ï53

 Polymeric amines, such as poly(ethyleneimine) (PEI), are 

proposed to be dispersed in a honeycomb monolith structure, and utilized in a cyclic 

adsorption process as depicted in figure 1.2. Here, CO2 in air adsorbs onto the amines in 

the monolith and is subsequently liberated by contact with steam, which provides a swing 



 

 

 

 

6 

in temperature and pressure to drive the desorption. A process level model by Kulkarni et 

al found the operational cost of this process to be as low as ~100 $/ton CO2.
21

 In that 

study, a base 50 m
3
 adsorption unit was estimated to have throughputs of 100-600 ton 

CO2 / year, depending on the process cycle dynamics. No capital costs or heat integration 

methods were included in the study, both of which are likely to significant impact process 

economics, though in opposite directions. The potential for concomitant increases in CO2 

throughput and decreases in marginal costs were clearly illustrated for adsorbents with 

improved thermodynamics (increased working capacity / unit volume adsorbent) and 

kinetics (cycles / day). 

 

Figure 1.2 Schematic describing the process proposed to be used with amine 

functionalized monoliths for CO2 capture from air 
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 Adsorbents for CO2 Capture 1.3

 The supported amine adsorbents that are at the core of the technology described 

by Kulkarni are part of a broad array of adsorbents that have been suggested for both 

CCS and DAC applications. Solids are advantageous over liquid absorbents in that their 

heat capacities are, in general, much lower, so the thermal energy required for 

regeneration is potentially less. Adsorbents are typically porous materials with high 

specific surface areas (100- >2000 m
2
/g) and are generally characterized by their pore 

size and interaction strength with the adsorbate of interest, in this case CO2. Many solid 

adsorbents have been proposed for PC-CCS, including zeolites, carbons, aluminas, metal 

organic frameworks (MOFs), and supported amine materials.
54

 For several of these, 

predominantly carbons, MOFs and supported amines, the materials can be specifically 

designed for efficient interaction with CO2. For supported amines, the basic premise in 

the design of the materials is to utilize the effective acid/base chemistry of the aqueous 

amine system while also taking advantage of the potential of reduced thermal 

regeneration requirements of a solid. When properly engineered, these materials can be 

effective in both CCS and DAC applications. 

1.3.1 Supported Amine Materials 

 Supported amines are composite materials comprised of a high surface area 

support and amine containing organic moieties that are distributed along its surface. The 

mesoporous supports are often metal oxides, most often amorphous silica, or carbons, 

and typically possess pores with diameters in the mesopore range of 4-40 nanometers. A 
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wide variety of amine moieties have been incorporated into mesoporous supports and 

evaluated as potential CO2 capture adsorbents. In describing the materials, it is instructive 

to classify them based on the method used to incorporate the amine molecule into the 

support material, as is pictorially demonstrated in figure 1.3. Class 1 materials are 

prepared via the physical impregnation of amines into the pores of the support. Most 

commonly, amine containing oligomers and low molecular weight polymers such as PEI 

are incorporated into supports using this method. Class 1 adsorbents are broadly 

characterized as having high amine loadings, a relative ease of preparation, and weak 

physical interactions between amine molecules and the support surface. Class 2 materials 

are prepared via the covalent tethering of amines to the support surface, often via 

aminosilane grafting. These materials typically contain lower amine loadings than class 1 

materials, but provide a strong covalent amine-support interaction. Importantly, these 

materials are conceptually simple, and have provided an excellent model for studying 

fundamental phenomena. Finally, class 3 materials are prepared via the in-situ 

polymerization of amine containing monomers directly from the support surface. Class 3 

materials combine the high amine densities of class 1 materials and covalent amine 

tethering of class 2, but typically at the expense of a lower degree of control of the 

structure of amine moiety and relatively difficult laboratory preparation. 
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Figure 1.3 Pictorial description of supported amine materials 

 Supported amine materials are chemisorbents for CO2, meaning that the CO2-

amine interaction is relatively strong and often forms a covalent bond. A precise 

understanding of the chemical bond that is formed is both fundamentally and practically 

important. To approach this, the established CO2-amine chemistry from liquid solutions
55

 

has been extrapolated to the solid system, and has been supplemented by spectroscopic 

investigation.
44,56ï58

 A reaction schematic is shown in figure 1.4, where it is currently 

believed that ammonium carbamate ion pairs are the primary reaction product, and are 

formed via a zwitterionic mechanism. This mechanism requires two base molecules in 

the immobilization of one CO2 molecule. In the absence of water, two amines are 

required to capture one CO2, yielding a maximum amine efficiency (moles of CO2 / 

moles of amine), of one half at the saturation limit of the material. However, when water 

is present and can act as a free base, the theoretical efficiency increases to one. 
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Figure 1.4 Proposed reaction chemistry between CO2 and primary or secondary amines 

1.3.1.1 Performance as CO2 Adsorbents 

 The success of any material as a CO2 separation agent requires superior CO2 

uptake and adsorption rate under relevant process conditions, as well as adequate stability 

under those conditions. The strong CO2-amine interaction lends these materials very 

steep CO2 adsorption isotherms, offering them their promise in the proposed applications. 

The majority of research on supported amine materials has been aimed at developing 

structure property relationships and novel material compositions that provide improved 

CO2 capacities at relevant CO2 partial pressures. In general, high CO2 capacities are 

reported for materials with large pore volumes, small amine molecules, and optimal 

loadings of amines in the support. Further modifications such as support surface 

composition and additive incorporation have been shown to enhance CO2 capacities of 

class 1 materials to varying degrees. The rates of CO2 uptake on supported amine 

materials are generally very rapid, as the CO2 molecules can diffuse freely through the 

mesopores of the material to adsorption sites. Data obtained in laboratory testing 



 

 

 

 

11 

generally reflects these rapid uptake dynamics, except when the materials are highly 

loaded with amines and a restriction on CO2 diffusion is incurred. 

 An understanding of how process conditions such as temperature, humidity, 

contaminants and regeneration method affect the CO2 capacity of the material is 

practically important. The effect of adsorption temperature on CO2 capacity of a material 

is dependent on the material composition. Highly loaded materials tend to show an 

optimum capacity at an elevated adsorption temperature due to competing kinetic and 

thermodynamic effects. Moderately loaded materials tend to show decreasing CO2 

capacities with increasing temperature, as would be thermodynamically expected.  As 

described above, water can increase the amine efficiency of a material. Laboratory testing 

of the materials in the presence of humidity tends to reflect this expected increase, though 

rarely by the theoretical factor of two. However, this demonstrated ability to retain high 

CO2 uptakes in the presence of humidity is a significant practical advantage of these 

materials compared to other adsorbents such as zeolites and MOFs. Oxygen does not 

competitively adsorb on these materials, and thus does not impede the CO2 capacity 

except when oxidative degradation occurs, while SOx and NOx tend to degrade the 

material performance by irreversible binding to amines.
59ï61

 

1.3.1.2 Process Considerations 

 Due to the strong, chemisorptive nature of the CO2/amine interaction, the sorbents 

typically require a temperature swing for regeneration. Several regeneration strategies 

have been proposed including combined temperature vacuum swing adsorption 

(TVSA),
29ï31,62

 temperature swing adsorption (TSA) using a concentrated CO2 purge 
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stream,
63ï69

 and steam stripping.
51,70

 Steam stripping has been proposed as the desorption 

method for the process utilizing amine functionalized monoliths described above. Such 

may be advantageous compared to the other proposed options because steam may be 

available as waste heat from industry, does not necessarily require external equipment 

such as large vacuum pumps, and provides both thermal and concentration driving forces 

for CO2 desorption from the adsorption sites. Furthermore, a concentrated CO2 product 

stream can easily be obtained by compression of the effluent steam/CO2 mixture that 

would result from such a process. Ultimately, the success of a particular regeneration 

method will also depend on the stability of the materials to the conditions imposed during 

the regeneration. This is particularly important for supported amine materials, as 

degradation under some relevant operating conditions remains a primary drawback to 

their commercial implementation. In particular, material degradation at regeneration 

temperatures (~100 
o
C) under relevant partial pressures of oxygen,

69,71ï73
 CO2,

66,67,74
 and 

steam
75

 have been reported. Exposure to oxygen and CO2 has resulted in degradation of 

the amine moieties while steam exposure has resulted in degradation of the support 

material, depending in both cases on the chemical composition of the sorbent. Structure 

property relationships have been developed for sorbent stability under these different 

environments, though the engineering of stable and high performing materials remains a 

critical challenge. 
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Figure 1.5 Schematic describing amine functionalized monolith. In this configuration, a 

washcoat of poly(ethyleneimine) functionalized porous alumina is washcoated on a 

cordierite honeycomb monolith substrate. 

 An additional factor to be considered in the process design is the form of 

adsorbent contactor to be utilized. Traditional packed beds,
76

 fluidized beds,
77,78

 hollow 

fibers
79,80

 and monoliths
81,82

 have been suggested for use, depending on the particular 

application. Each option offers different volumetric packing capacities and transport 

characteristics of the contacting gas. The extruded honeycomb monolith, with an array of 

straight, parallel channels, offers the lowest pressure drop of each of the aforementioned 

options. For DAC processes this is essential, as enormous volumes of air are required to 

be processed economically. A schematic of a PEI functionalized honeycomb monolith is 

given in figure 1.5, where a washcoat of porous alumina is supported on a substrate of 
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cordierite and hosts the aminopolymer PEI. However, an optimized air capture 

technology may differ from this picture in the properties of the substrate, washcoat, and 

amine that are utilized. 

 Outlook 1.4

 Supported amine materials are a promising candidate technology for post 

combustion CO2 capture and direct air capture due to their high CO2 uptakes and 

potential for reduced operating cost compared to conventional liquid amine or alkali 

absorbents. However, several barriers must be overcome prior to their large scale 

deployment. Process and material development must continue to progress in parallel to 

reduce the degradation of the materials so as to provide them with adequate commercial 

lifetimes. Furthermore, process development and scale up of the materials will provide 

better means to estimate the process cost savings over the existing technology. Finally, a 

comprehensive fundamental understanding of the molecular level phenomena occurring 

in these materials, including adsorption, diffusion, and chemical interactions, will provide 

the means for further material development and optimization. 

 Specific to the amine functionalized honeycomb monolith technology of interest 

here, links between material design, stability, and performance along thermodynamic and 

kinetic axes are of critical importance. Structure-property relationships between such 

metrics and individual components of the monolith, such as the oxide and organic, will 

lead to the conceptual design of an improved or optimized structure. To move from 

conceptual design to practical demonstration, the development of effective preparation 
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methods is necessary. These issues have been, in part, addressed and are reported in the 

subsequent text of this dissertation.  
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CHAPTER 2  

HYDROTHERMAL  STABILITY OF PEI/ALU MINA ADSORBENTS  

 

 Parts of this chapter are adapted from óSakwa-Novak, M. A.; Jones, C. W. Steam 

Induced Structural Changes of a Poly(ethylenimine) Impregnated ɔ - Alumina Sorbent for 

CO2 Extraction from Ambient Air. ACS Appl. Mater. Interfaces 2014, 6, 9245ï9255ô 

with permission of The American Chemical Society. 

 

 Introduction & Motivation  2.1

 Our research group and others have recently demonstrated the use of steam 

stripping to regenerate several representative supported amine materials. Li et al
1
 studied 

the steam regeneration of all three classes
2
 of amines supported on a commercial 

mesoporous silica. In that study, a packed bed of sorbent was subjected to three cycles of 

CO2 adsorption followed by exposure to flowing steam for regeneration.  Class 1 and 3 

sorbents, incorporating poly(ethyleneimine) (PEI) into the pores of the support material 

by physical impregnation or in-situ polymerization, respectively, adsorbed as much or 

more CO2 in cycles 2 and 3 as in cycle 1, indicating that the exposure to flowing steam 

fully regenerated the CO2 adsorption sites on the material. On the other hand, a class 2 

sorbent, grafted with 3-(aminopropyl)trimethoxysilane (APS), showed slight reduction in 

CO2 capacity in the second two cycles, relative to the first. However, it was not 

elucidated whether this was due to incomplete regeneration of CO2 adsorption sites in the 

material or due to degradation of the material induced by exposure to steam. Recently, 
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Hammache et al
3
 extended similar analysis to 8 cycles of CO2 adsorption followed by 

steam exposure on both a class 1 PEI impregnated, and a hybrid (class 2 and class 1) APS 

grafted and PEI impregnated commercial mesoporous silica. The authors found that both 

materials retained at least 88% of their initial CO2 capacity from simulated flue gas at 

10% CO2, with the capacities on the 8
th
 cycle being 2.8 mmol/g and 2.7 mmol/g, 

respectively.  Importantly, the authors suggest that no significant structural changes 

occurred to the sorbent as a result of the steam cycling. The materials were also subjected 

to continuous exposure to steam for 5 hours, as well as CO2 free cycling, where the 

sorbent was exposed to cycles of steam for 30-40 minutes followed by drying under 

helium flow. The sorbent exposed to CO2 free cycling showed greater reduction in CO2 

capacity than that exposed to steam continuously, even though the total steam time during 

cycling was 3.5 hours (1.5 hours less than for the continuous sample). Importantly, the 

authors report that no significant structural changes occurred in the sorbent in these 

experiments as well. The authors do suggest, however, that PEI may reagglomerate in the 

pores of the sorbent as a result of steam exposure, which may slightly reduce the surface 

area, pore volume and CO2 capacity of the material. Nonetheless, while these studies 

demonstrate the feasibility of steam to regenerate adsorption sites on supported amine 

sorbents, they do not provide thorough insight into the stability of such materials over the 

very long timescales of industrial operation.  

To this end, longer accelerated steam exposure studies have been performed to 

investigate the possibility of long term steam induced structural changes to representative 

sorbents. Li et al
4
  found that that exposure to steam for 24 hours on sorbents comprised 
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of all 3 classes of amines supported on mesocellular foam (MCF), an extra-large pore, 

thin walled mesoporous silica, caused significant collapse of the silica pore structure, 

which in turn caused significant loss of CO2 capacity. Similarly, Chaikittislip et al
5
 found 

that when PEI was supported on SBA-15 mesoporous silica,  and the material exposed to 

steam for 24 hours, that a significant loss of the mesopore structure occurred, causing 

similarly large reductions in CO2 capacity. However, when PEI was supported a 

mesoporous ‎-alumina, and the material subjected to the same 24 hours of steam 

exposure, there was much less change in the pore structure observed in the N2 

physisorption data, and the material retained a much greater fraction of its initial CO2 

capacity than did the SBA-15 silica analog.
5
 Important to note, however, is that in both of 

these reports the steam treatment was performed under a static environment in an 

apparatus similar to a batch reactor. Noteworthy is that the SBA-15 silica, containing 

much thicker silica walls between pores than the MCF, retained much of its mesopore 

structure after steam treatment when amines were not present in the pores of the material. 

Thus, one may surmise that the presence of amines in the silica pore network 

significantly enhances the degradation of the pore structure, likely due to Si-O-Si bond 

hydrolysis, which would be catalyzed by the amines. Nonetheless, both of these studies 

suggest that mesoporous silica, the most common metal-oxide material reported in the 

literature for use as a support in CO2 capture sorbent preparation, may be susceptible to 

hydrolysis in the presence of steam over very long timescales when amine groups are 

present on the surface. As a result, oxides such as crystalline ‎-alumina, which may be 
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less susceptible to hydrolysis and pore collapse, may be more practical supports for 

sorbents used in a process employing steam stripping as a regeneration technique.
5
  

 However, greater resolution into any steam induced structural changes to ‎-

alumina supported amine sorbents is necessary prior to their large scale deployment. 

Furthermore, study of such materials under the more practical environment of flowing 

steam (as opposed to static), similar to the Hammache study, is desired. Here, we report 

on the findings of an accelerated degradation study of a PEI impregnated (class 1) 

mesoporous ‎-alumina under such conditions. This sorbent is shown to have a high CO2 

capacity under simulated air capture conditions, and retains over 90% of this capacity 

after continuous exposure to steam for up to 12 hours. The material was characterized in 

detail following exposure to flowing steam for various times. It is found that after 

exposure to steam for times of 90 minutes and greater, that the ‎-alumina partially 

hydrates to form boehmite, an aluminum oxyhydroxide. The effect of the presence of 

boehmite in the sorbent on the efficiency of PEI adsorbing CO2 under simulated air 

conditions was probed, and the results suggest that the partial phase transition does not 

significantly affect the PEI amine efficiency. Further subtle structural changes to the 

sorbent observed in the N2 physisorption profiles, which suggest possible PEI 

rearrangement, are discussed as well.  
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  Experimental 2.2

2.2.1 Materials 

The following materials were used as received from the supplier: methanol (ACS 

Grade, BDH), branched poly(ethyleneimine) (PEI) (MW ~ 800, Mn ~ 600, Sigma-

Aldrich), Versal-250 (V-250) pseudoboehmite (UOP). Nitrogen (UHP), helium (UHP) 

and a premixed cylinder of 5% CO2 in helium were purchased from Airgas Inc. A 

specialty gas mixture of 400 ppm CO2 in helium, used in gravimetric CO2 uptake 

experiments, was purchased from Matheson Tri-Gas.  

2.2.2 Preparation of Poly(ethyleneimine) Sorbents 

The ‎-alumina support used throughout the study was prepared by calcination of 

the V-250 mesoporous pseudoboehmite. Calcination was performed by increasing the 

oven temperature from ambient to 550 
o
C at 5 

o
C/min and then holding at 550 

o
C for 12 

h, under static air, before cooling to room temperature. Prior to PEI incorporation, the ‎-

alumina was dried at 110 
o
C under vacuum (~ 20 mTorr) overnight. The dried ‎-alumina 

was then dispersed in methanol in a ratio of 15 mL methanol to 1 g dried ‎-alumina. 

Separately, a given amount of PEI was dissolved in 20 mL of methanol. The separate 

mixtures were equilibrated by stirring for at least 1 h, and then were combined by 

dropwise addition of the PEI/methanol mixture into the ‎-alumina/methanol dispersion. 

The mixtures were then stirred at room temperature for 24 hours, before the solvent was 

removed by rotary evaporation, followed by drying under high vacuum (~20 mTorr) at 

100 
o
C overnight. Prior to testing, sorbents were pelletized by loading 0.5 grams of dried 
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sorbent into a cylindrical pellet die of diameter 13 mm and pressing to a pressure between 

2500-3000 psi. The cylindrical pellets were then crushed and sieved between 150 and 800 

microns.  

2.2.3 Material  Characterization 

Organic loadings of the freshly prepared sorbents were determined by 

thermogravimetric analysis using a Netzsch STA409PG TGA. The organic loading was 

calculated from the measured weight loss between the temperatures of 120 
o
C and 900 

o
C. For samples containing boehmite, contents of C, H, N, and Al were estimated by 

elemental analysis performed by Galbraith Laboratories (Knoxville, TN), and the amine 

loading was determined accordingly. Surface areas and total pore volumes of the sample 

were estimated from N2 physisorption data  obtained by measurements performed on a 

Micromeritics Tristar II 3020 apparatus at 77 K. Prior to physisorption analysis, the 

samples were degassed at 110 
o
C for at least 10 hours. Surface areas were estimated by 

the BET equation, while total pore volumes were taken to be equal to the total amount of 

N2 adsorbed at a P/P0 of 0.99.  Powder XRD patters were obtained by use of a 

PANalytical Xôpert diffractometer with a Cu-K-alpha X-ray source. FT-IR experiments 

were performed on a Bruker Vertex 80v optical bench. FT-Raman experiments were 

performed on an attached Ram II module on the same bench. For FT-IR measurements, 

~1 mg of sample was mixed with ~100 mg KBr and pressed to pellets for analysis. 
27

Al 

solid state NMR experiments were performed on a Bruker DSC 400 spectrometer. 2400 

scans were taken for each sample with a spinning speed of 12 kHz.  
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2.2.4 CO2 Adsorption 

Humid CO2 adsorption capacities were measured in packed bed experiments 

while dry capacities were measured gravimetrically on a TGA. All CO2 capacities 

reported in this chapter were measured at a CO2 concentration of 400 ppm. Packed bed 

experiments were performed in a flow adsorption system (see figure A.1 in appendix A 

for schematic) using 1 g of pelletized sorbent. A Li-COR Li-840A CO2/H2O IR gas 

analyzer was used to follow real time CO2 and H2O gas phase concentrations. Prior to 

CO2 adsorption experiments the samples were pretreated under flowing N2 and heated to 

110 
o
C until less than 0.01 mmol/min of H2O and CO2 minute was observed in the 

effluent downstream of the sorbent bed. CO2 adsorption was then performed by exposing 

the sample bed to a flow of simulated air at 30 
o
C, 400 ppm CO2 balanced by N2 and 50% 

relative humidity (at 30 
o
C). Humidity was controlled by passing the CO2/N2 mixture 

through a sparger containing DI H2O immersed in a temperature controlled fluid bath.  

CO2 adsorption experiments were terminated when the concentration of CO2 in the 

effluent stream was at least 99% of that in the inlet stream. In this way, the reported CO2 

capacities are pseudoequilibrium values. Adsorption capacities were estimated by 

integrating the resulting CO2 breakthrough curves, and were measured both before and 

after steam exposure. 

Dry adsorption capacities were measured gravimetrically on a TA Instruments 

Q500 TGA. The samples were pretreated by heating to 110 
o
C and holding at this 

temperature for 3 h under helium flow. The samples were then cooled to 30 
o
C and 

allowed to thermally equilibrate at this temperature for 60 minutes. Subsequently, the gas 
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flow was switched from helium to a premixed gas containing 400 ppm CO2/He and 

allowed to equilibrate for 12 hours.  

2.2.5 Steam Exposure 

To investigate steam induced structural changes to the ‎-alumina supported PEI 

sorbents, samples were exposed to flowing steam for various times. Steam exposure 

experiments were performed in the same flow adsorption system as was used to measure 

humid CO2 capacities. A schematic of the system is reported in Fig A.1 of appendix A. 

Samples were exposed to steam following an initial measurement of equilibrium 

adsorption capacity (see above). Prior to steam treatment, the samples were pretreated 

under N2 flow at 110 
o
C, during which upstream lines and the packed bed reactor jacket 

were heated to ~115 
o
C. Steam was then introduced at ~5 g/min and allowed to contact 

the samples continuously for times of 5 min, 90 min, 12 h and 24 h in distinct 

experiments. In a separate experiment, one sample was exposed to steam flow in a cyclic 

fashion. Here, the sorbent was exposed to cycles of preheating to 110 
o
C under N2 flow, 

followed by exposure to flowing steam for 5 min, and then finally to partial cooling and 

drying under N2 flow. During the cooling/drying step N2 was immediately introduced 

into the packed bed after the steam was turned off. Heating of the reactor jacket and 

upstream system lines were turned off and N2 was allowed to flow until the packed bed 

reached a temperature of 30 
o
C. A total of 18 cycles of these three steps were completed, 

such that the total steam exposure time was 90 min. Preceding and following all steam 

exposure experiments, pseudoequilibrium CO2 capacities of the materials were estimated 
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by flowing simulated air over the sample and subsequently integrating the resulting 

breakthrough curve, as described above. 

 Results and Discussion 2.3

2.3.1 Fresh Sorbent Characterization 

Figures 2.1 and 2.2 show the XRD patterns and N2 physisorption profiles of the 

calcined ‎-alumina support before and after impregnation with 30 wt% of 

poly(ethyleneimine) (PEI). The diffraction patterns of the bare support and impregnated 

sorbent show characteristic ‎-alumina peaks
6
 at 2— of 37, 46.5 and 66.5 as well as a 

broad peak between 2— of 15-30 that is attributed to diffraction arising from average 

intermolecular distances of Al and O atoms in amorphous regions of the alumina sample
7
. 

‎-Alumina is poorly crystalline and so it may be expected that such regions would exist 

in the sample. The amorphous peak is more prominent and slightly shifted to higher 2— in 

the PEI impregnated sample. This change, while subtle, may be due to coordination of 

aminopolymer to surface atoms, slightly disrupting the ‎-alumina structure at this 

interface. Nonetheless, the prominence of the ‎-alumina peaks in the diffraction pattern 

before and after PEI impregnation suggest the alumina remained predominantly in ‎ 

form.  Table 1 shows the BET surface area (m
2
/g) and total pore volume (cm

3
/g) of the 

materials, calculated by total adsorbed N2 at a partial pressure of 0.99. The values here 

are normalized by the mass of Al2O3. The physisorption profiles of the bare ‎-alumina 

show significant N2 uptake at partial pressures greater than 0.8, indicative of large 

mesopores and macropores. The existence of hysteresis on the desorption branch of the 
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isotherm confirms the presence of mesopores in the material. After impregnation with 

PEI, the surface area and total pore volume of the material decreased substantially. The 

reduction in pore volume between the bare ‎-alumina support and that impregnated with 

PEI was calculated to be 0.50 cm
3
/g Al2O3, which is very close to the expected occupied 

volume of PEI of 0.49 cm
3
/g Al2O3 (calculated assuming a liquid density of 1.05 g/mL 

for PEI), indicating successful impregnation of the PEI into the pores of the ‎-alumina
8
. 

Since samples exposed to steam were in the form of pellets, the BET surface area and 

pore volume of the pelletized material are reported in Table 1 as well. The surface area of 

bare ‎-alumina remained unchanged after pelletization, but the total pore volume 

decreased significantly, by 0.35 cm
3
/g Al2O3. After pelletization of the PEI impregnated 

sorbents a reduction of 39 m
2
/g Al2O3 and 0.27 cm

3
/g Al2O3 was observed in the BET 

surface area and total pore volume, respectively.  

 

Figure 2.1 XRD patterns of ɔ-alumina support before and after PEI incorporation. 
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Figure 2.2 N2 physisorption profiles at 77 K of ‎-alumina before and after PEI 

incorporation in powder and pellet form. Profiles are offset by 150 cm
3
/g 

Table 2.1 Physical characteristics of ♬-alumina support before and after PEI 

incorporation in powder and pellet form. 

3ÁÍÐÌÅ "%4 3! 4ÏÔÁÌ 06Á !ÍÉÎÅ ,ÏÁÄÉÎÇÂ 

 ɉÐÅÒ Ç !Ìς/σɊ ɉÐÅÒ Ç ÓÏÒÂÅÎÔɊ 
 ÍςȾÇ ÃÍσȾÇ ÍÍÏÌ .ȾÇ 
♬-!ÌÕÍÉÎÁ ςτσ ρȢπτ ÎȾÁ 
♬-!ÌÕÍÉÎÁ 0ÅÌÌÅÔÓ ςττ πȢφω ÎȾÁ 
0%) )ÍÐÒÅÇÎÁÔÅÄ 3ÏÒÂÅÎÔ ωχ πȢυσ ψȢτ 
0ÅÌÌÅÔÉÚÅÄ 3ÏÒÂÅÎÔ υψ πȢςφ ψȢυ 

 

2.3.2 Effect of steam exposure on CO2 capacity 

Table 2.2 and Figure 2.3 show the results of the steam exposure experiments. 

Figure 2.3 shows pseudoequilibrium CO2 capacities and amine efficiencies of the 
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materials as a function of time exposed to steam. The data points furthest to left on the 

plot, and containing error bars, correspond to the capacity and efficiency of the material 

prior to steam exposure, measured to be 1.71 mmol/g and 0.22 mol N/ mol CO2, 

respectively. The shortest steam exposure time was 5 minutes, chosen to represent a 

typical exposure time of one desorption cycle in a hypothetical large scale process. After 

exposure to steam flow for 5 minutes, the CO2 capacity of the material increased to 1.96 

mmol/g. Because the sample was thoroughly dried following exposure to steam, and 

adsorption experiments were performed at 50% relative humidity, differences in the 

amount of physisorbed water left from steaming between experiments are likely 

negligible and hence are likely not responsible for this observed increase in capacity. 

While we have not thoroughly investigated the nature of this increase, we hypothesize 

that it may be due to the combined effect of a reduction in surface acidity as a result of 

surface hydration via steam treatment prior to re-agglomeration of PEI inside the sorbent 

pores. As discussed below, the N2 physisorption data suggest that PEI shifts inside the 

pores of the support at steam times of 90 minutes and greater, but not after the 5 minute 

exposure. However, the 
27

Al NMR data suggest a reduction in tetrahedral aluminum sites 

after 5 minutes of steaming, which may indicate a decrease in surface acidity.
9
 These two 

combined phenomena may lead to the increase in capacity that is observed.    After 90 

minutes of continuous steam exposure the capacity of the material was nearly unchanged 

compared to that of the fresh sample. The sorbent was also exposed to steam in a cyclic 

fashion, where the material was subjected to 18 cycles of 5 minutes steam exposure 

followed by partial drying under inert N2 flow (for a total of 90 minutes of cumulative 
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steam time). The capacity of the material after this cyclic treatment was slightly higher 

than that of the fresh sample, though within the expected experimental error limits of the 

adsorption system. The slight increase in surface area and decrease in amine loading, as 

evidenced in table 2, suggests that a small degree of amine leaching may have occurred 

during this testing, though a reduction in CO2 capacity was not observed. Further 

decreases in the capacity after exposure to steam for 12 hours (1.62 mmol/g) and 24 

hours (0.66 mmol/g) were observed. The significant decrease in CO2 capacity of the 

sample exposed to steam for 24 hours is attributed to leaching of PEI out of the pores of 

the ‎-alumina support. As can be seen from the data in Table 2, the amine loading of the 

sample decreased from ~ 8 mmol N/g to ~ 2 mmol N/g after this extensive steam 

treatment. Each of the other samples did not show such a decrease in amine loading. The 

amine efficiency of each of the samples ranged between 0.21 to 0.28 mol CO2/mol N, 

with the highest value being that of the sample exposed to steam for 24 hours. This result 

is somewhat unexpected, since at moderate amine loadings amine efficiency typically 

increases with amine loading.
2
 The slight increase here may be due to a reduction in 

surface acidity associated with hydration and subsequent formation of boehmite on the ‎-

alumina surface, as discussed in detail below.  

Hammache et al
3
 reported that PEI leaching did not occur in their similar studies 

using mesoporous silica as a support, though the longest steam exposure time tested was 

5 hours in that study. Nonetheless, our data suggest that PEI leaching can occur over 

significantly longer timescales of steam exposure to ‎-alumina supported PEI. Worth 

noting, however, is that it is difficult to extrapolate degrees of amine leaching from these 
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laboratory studies to what might occur in industrial scale operation of a sorbent. Factors 

such as contactor configuration, sorbent cycle steps, and steam flowrate and quality 

remain unexplored and may play an important role in promoting or reducing PEI 

leaching. Furthermore, extended continuous steam exposure is clearly impractical in a 

large scale operation, and is meant here to accelerate degradative mechanisms. 

 

Table 2.2  Textural properties and CO2 capacities of samples after exposure to steam. 

3ÁÍÐÌÅ "%4 
3! 

4ÏÔÁÌ 06Á !ÍÉÎÅ 
,ÏÁÄÉÎÇÂ 

#/ς 
#ÁÐÁÃÉÔÙÃ 

!ÍÉÎÅ 
%ÆÆÉÃÉÅÎÃÙ 

 ɉÐÅÒ ÇÒÁÍ ÓÏÒÂÅÎÔɊ 
 ÍςȾÇ ÃÍσȾÇ ÍÍÏÌ .ȾÇ ÍÍÏÌ #/ςȾÇ ÍÏÌ #/ςȾÍÏÌ . 
&ÒÅÓÈ 3ÏÒÂÅÎÔ σψ πȢρχ χȢψρ ρȢχρ πȢςς 
υ -ÉÎÕÔÅ 3ÔÅÁÍ σχ πȢρχ χȢωυ ρȢωφ πȢςυ 
ρȢυ (ÏÕÒ 3ÔÅÁÍ τφ πȢρχ ψȢσσ ρȢχσ πȢςρ 
ρȢυ (ÏÕÒ 3ÔÅÁÍ - 
#ÙÃÌÅÄ 

χπ πȢςρ χȢρσ ρȢχω πȢςυ 

ρς (ÏÕÒ 3ÔÅÁÍ υσ πȢρω χȢφρ ρȢυ πȢςπ 
ςτ (ÏÕÒ 3ÔÅÁÍ ρχχ πȢτυ ςȢστ πȢφφ πȢςψ 

a
Values estimated from total N2 sorption at p/p0 = 0.99. 

b
 Values estimated from 

elemental analysis. 
c
Values estimated from humid adsorption experiments in the flow 

adsorption system at 50% RH, 30 
o
C and 400 ppm CO2. 
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Figure 2.3 CO2 capacities of sorbents after exposure to steam for various times. 

Capacities measured in the flow adsorption system at 30 
o
C, 50% RH and 400 ppm 

CO2/N2. Open symbols are fresh sorbent capacity and efficiency values, while closed 

symbols are those after exposure to steam. Error bars on fresh sample capacity and 

efficiency are standard deviations calculated from initial capacity measurements on all 

samples. 

2.3.3 XRD Experiments 

To probe the potential for structural changes to the ‎-alumina itself as a result of 

steaming, the materials were characterized with XRD following steam treatment. 

Mixtures of aluminum oxides, such as ‎-alumina, and water at elevated temperatures are 

known to be thermodynamically unstable,
10ï12

 though the dynamics of phase transition 

are reported to be on the order of hours
12

 for liquid water, and days
11

 for water vapor. 

Figure 2.4 shows the XRD patterns of the materials after the steam exposure experiments, 
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as well as the pattern of the V250 pseudoboehmite precursor that was used in the 

preparation of the ‎-alumina support used in this study. Relatively intense X-ray peaks 

associated with boehmite at 2— of 14.5, 28.2, 38.3, and 49 degrees are observed on the 

samples exposed to steam for 90 minutes or longer, while additional less intense peaks at 

2— of 51.5, 55, 65, 72 degrees can be observed in the samples exposed to steam for 12 

and 24 hours. The boehmite peaks in the patterns of the samples exposed to steam for 12 

and 24 hours are quite intense compared to those on the samples exposed to steam for 90 

minutes, indicating that further boehmite crystallization occurred with increasing steam 

exposure time. In each of the samples, the peaks at 46.5 and 66.5 degrees associated with 

‎-alumina are still present, indicating that on these timescales, full phase transition of the 

materials did not occur. This is further confirmed by 
27

Al MAS NMR experiments as 

discussed below. Notable is that the patterns of the samples exposed to steam for 90 

minutes continuously and in cyclic fashion are nearly identical, in terms of relative 

intensities and the presence of boehmite peaks. This indicates that the cycling did not 

significantly change the dynamics or extent of boehmite formation on these materials 

compared to continuous exposure. 
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Figure 2.4 XRD patterns of the sorbents after exposure to steam for various times. 

Diffraction peaks are labeled according to species (B for boehmite and ‎ for ‎-alumina) 

with the corresponding species Miller index. 

2.3.4 27
Al MAS NMR Experiments 

To further investigate and quantify the phase transition from ‎-alumina to 

boehmite during steam treatment, 
27

Al MAS NMR experiments were performed to probe 

the nature of aluminum atoms present in the samples. It is well established that ‎-alumina 

contains aluminum atoms that are both tetrahedrally and octahedrally coordinated, with 

~30% of the Al atoms present in tetrahedral form.
13,14

 Boehmite, on the other hand, does 

not contain tetrahedral Al atoms.
14

 By comparing relative amounts of tetrahedral and 

octahedral atoms, as determined by peak integration of 
27

Al NMR results, it is possible to 

estimate the amount of boehmite present in a sample.
12

 Figure 2.5 shows the 
27

Al MAS 



 

 

 

 

46 

NMR results for each of the samples. For all of the samples, both the tetrahedral peak (67 

ppm) and octahedral peak (6.6 ppm) are observed, though in different relative intensities. 

It is clear that the relative intensity of the tetrahedral peak decreases for samples exposed 

to steam for 90 minutes or longer compared to  the fresh sample, consistent with the 

results from the XRD experiments.  

 

Figure 2.5 
27

Al NMR spectra of samples after exposure to steam for various times. 

Tetrahedral aluminum peak at ~67 ppm and octahedral aluminum peak at ~7 ppm. 

The peaks corresponding to tetrahedral and octahedral aluminum were integrated, 

and the ratio of the integrated area of the tetrahedral peak to those of the tetrahedral plus 

the octahedral peaks (percentage tetrahedral atoms) are shown in figure 2.6. 
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Figure 2.6 Percentage tetrahedral atoms; estimated by integration of 
27

Al NMR peaks 

associated with tetrahedral and octahedral atoms and taking the ratio of tetrahedral to 

total aluminum. 

The fresh sample contained 24% tetrahedral atoms, slightly less than the ~30% 

that is normally reported. The samples exposed to steam for times between 5 minutes and 

90 minutes, including the cycled experiment, appear to show a reduction in the relative 

amount of tetrahedral aluminum present in the samples. Interestingly, the sample exposed 

to steam for 5 minutes shows this reduction in tetrahedral aluminum content, but no 

peaks associated with boehmite are observed in the XRD patterns of the sample.  This 

may be due to isolated tetrahedral aluminum atoms that are converted to octahedral 

coordination upon hydration,
15

 but that have not been able to form large enough boehmite 

crystals to be observed in the XRD pattern. Further reduction in the tetrahedral aluminum 
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content is observed for the samples exposed to steam for 12 and 24 hours. Importantly, 

both of these samples show essentially equal quantities of tetrahedral aluminum atoms, 

which suggests that significant additional boehmite formation may not occur in hours 12-

24 of steam treatment. Again, this is consistent with the XRD patterns of the samples, 

where the relative intensities of boehmite peaks are very similar for the 12 hour and 24 

hour steamed samples. These data suggest a nonlinear dependence of steam exposure 

time on the rate of boehmite formation under the steam conditions and timescales tested, 

with significant boehmite formation occurring between hours 1.5 and 12 of steam 

treatment and very little boehmite formation occurring after 12 hours of steam treatment. 

It is hypothesized that this could be due to a difference in the rate of boehmite formation 

of surface aluminum atoms compared to those buried deeper inside the walls of the pore 

structure of the material. Aluminum atoms at the surface may undergo a rapid phase 

transition to boehmite at timescales between 1.5 and 12 hours, while those inside the pore 

walls take much longer to form crystalline boehmite under the conditions tested.   

2.3.5 Sorbent Textural Properties  

To probe changes to the textural properties of the sorbents, the N2 physisorption 

profiles of the sorbents after exposure to steam were measured and are shown in Figure 

2.7, while the total pore volumes and BET surface areas are reported in Table 2.2. The 

BET surface areas and total pore volumes of each of the samples remain nearly 

unchanged, aside from the 24 hour steamed sample, which showed an increase in both 

due to PEI leaching. The physisorption profiles for fresh sample and that exposed to 

steam for 5 minutes are nearly identical, suggesting that short exposure times do not 
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significantly change the porous characteristics of the sample. The profiles for the samples 

exposed to steam for 90 minutes, including the sample exposed to cyclic steam treatment, 

and 12 hours show qualitative differences in the hysteresis region of the isotherm, which 

is associated with capillary condensation and evaporation from mesopores.  

 

Figure 2.7 N2 physisorption profiles at 77 K of samples exposed to steam for various 

times. Profiles offset by 150 cm
3
/g. 

The changes to the isotherms for the two 90 minute samples and the 12 hour 

sample in the hysteresis region suggest some change to the mesoporous character of these 

samples, induced by steam exposure. To clearly illustrate these qualitative observations, 

Figure 2.8 (top) shows the physisorption profiles of the fresh and 90 minute samples 



 

 

 

 

50 

overlaid. In the profiles for each of these samples, relative to the profile of the fresh 

sample, the N2 adsorption at a given partial pressure in the region of capillary 

condensation is higher. This may be indicative of an effective decrease in the mesopore 

size. On the desorption branch of the isotherm, the onset of significant N2 evaporation 

occurs at lower partial pressures for the steamed samples compared to the fresh sample. 

While it is much more difficult to draw direct inferences in qualitative changes to the 

desorption branch of a N2 physisorption isotherm to a material property (as compared to 

changes in the adsorption branch), the desorption branch is thought of as being controlled 

by network characteristics of the mesoporous material.
16

 However, it is unclear whether 

these changes are due to rearrangement of the aminopolymer in the pores of the support 

as a result of extended exposure to steam, or if the changes are a result of the phase 

change to boehmite that is observed in each of these samples.  

Figure 2.8 (bottom) shows the physisorption profiles of the bare alumina before 

and after exposure to steam for 24 hours. The surface area of the material increased 

slightly after exposure to steam while the pore volume of the sample exposed to steam 

decreased. The increase in surface area is expected to be due to formation of small 

boehmite particles on the large ‎-alumina surface.
12

 The XRD pattern of the material, 

shown in Figure A.2 (Appendix A), confirms that boehmite did begin to form. 

Interestingly, the intensity of the boehmite peaks in the bare ‎-alumina sample exposed to 

steam for 24 hours are less intense than those of the PEI impregnated sorbent exposed to 

steam for the same amount of time, and even are less intense than the PEI impregnated 

sample exposed to steam for 12 hours. This suggests that the presence of the PEI on the 
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surface may facilitate the phase transition in some manner. The hysteresis region of the 

two samples are qualitatively very similar, and do not appear to show the differences 

observed in the PEI impregnated sorbents discussed above. It is suggested, then, that the 

changes observed in the profiles of the composite sorbents are likely not due to the 

formation of boehmite, but are more likely attributable to physical rearrangement of the 

aminopolymer due to exposure to steam. Worth noting is that Hammache et al
3
 suggested 

a steam induced polymer rearrangement as well, though they invoked this due to their 

observed reductions in surface areas and pore volumes of the sorbents after steam 

treatment.  

 

Figure 2.8 N2 physisorption profiles of PEI containing sorbent (top) and bare ‎-alumina 

support (bottom) before and after steam treatment. Sorbent profiles offset 500 cm
3
/g. 
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2.3.6 FT-IR and FT-Raman Spectra 

To probe whether the steam treatment induced any chemical change to the PEI, 

FT-IR and FT-Raman spectra were collected and are reported here in Figures 2.9 and 

2.10, respectively. Previous studies on steam treatment of all three classes amines 

supported on silica, and exposed to an environment of static steam for 24 hours, showed 

no change in the FT-IR or FT-Raman spectra when oxygen was not present in the 

system.
4
 As such, since oxygen was not expected to be present in the experiments 

reported here, no change was expected to be observed in the spectra for peaks associated 

with PEI.  

 

Figure 2.9 FT-Raman spectra of samples exposed to steam for various times. Red 

assignments are associated with organic moieties while blue assignments are associated 

with boehmite. 
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Figure 2.10 FT-IR spectra of samples exposed to steam for various times. Red 

assignments are associated with organic moieties while blue are associated with 

boehmite. 

Both the FT-Raman and FT-IR spectra for each sample show the expected peaks 

associated with PEI, as well as the emergence of some new peaks associated with 

boehmite. The cycled sample shows a strong peak in both the FT-IR and the FT-Raman 

at 1667 cm
-1

 associated with the carbonyl stretch of an amide group, which is likely due 

to oxidation of the PEI. This oxidation is attributed to an error in sample handling after 

completion of testing and not to the steam treatment itself, as the sample was left in the 

heated reactor overnight in the absence of an inert purge flow passing over it. This is 

explained further in the section A.3 of appendix A. In the FT-Raman spectra, peaks 

observed at 1460, 1390 and 1300 cm
-1

 are associated with methylene motions.
17

 In the 
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FT-IR spectra, peaks associated with methylene motions are observed at 1480 and 1310 

cm
-1

. An additional strong peak in the IR spectra at 1565 cm
-1

 is due to chemisorbed CO2 

from the ambient environment.
18ï22

 Symmetric and antisymmetric C-H stretches from 

PEI are observed at 2950 and 2830 cm
-1 

in both the FT-Raman and FT-IR spectra.
17

 At 

steam times of 90 minutes and greater, peaks in the FT-Raman at 495 and 360 cm
-1

 

associated with Al-O stretches in boehmite begin become observable. Similarly, in the 

FT-IR spectra, an O-H stretching peak at 1070 cm
-1

 is observed for steam times of 90 

minutes and greater. At steam times of 12 and 24 hours, O-H stretches associated with 

boehmite at 3300 and 3080 cm
-1

 are observed in the FT-IR spectra and the low 

wavenumber (< 1000 cm
-1

) fingerprint region of the spectra shows the characteristic 

shape of boehmite.
6
 As expected, there is no evidence in the spectra to suggest any 

degradation of the PEI, aside from the oxidation observed due to improper handling of 

the cycled sample. Small changes in the FT-Raman spectrum of the cycled sample in the 

region of the symmetric C-H stretch (2830 cm
-1

) and one methylene motion (1460 cm
-1

) 

have been observed in the spectra of other oxidized PEI samples supported on ‎-alumina 

as well.
23

  

2.3.7 Effect of Boehmite on CO2 Adsorption Capacity 

Since significant boehmite formation appears to occur in early timescales of 

steam treatment (relative to hundreds or thousands of hours of exposure in a large scale 

operation), and since boehmite formation is observed in the sample exposed to cyclic 

steam exposure, it can be inferred that a partial phase transition to boehmite may occur 

during large scale operation of the sorbents. Furthermore, it has recently been shown that 
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the composition of the mesoporous oxide support can have significant effects on the 

amine efficiency of PEI in CO2 adsorption applications.
24,25

 Thus, it is important to 

understand any impact this partial phase change may have on the properties of the 

sorbent, and its CO2 capture performance.  

To this end, the effect of the presence of boehmite on the mesoporous support of 

the sorbent on the amine efficiency of PEI was directly probed. Two analogous sets of 

materials were prepared at 4 weight loadings of PEI: 10%, 20%, 30% and 40%. In one 

set, PEI was impregnated into freshly calcined ‎-alumina, similar to the sorbents 

discussed previously. In the other set, PEI was impregnated into ‎-alumina that had been 

previously exposed to steam for 24 hours and had partially hydrated to boehmite. By 

preparing the samples in this fashion, the textural properties of each sorbent at a given 

weight loading were very similar. Worth noting is that the pore volume of the 

boehmite/alumina sample was completely filled at 40 wt% PEI while a small pore 

volume remained for the alumina sample at 40 wt% of PEI. The BET surface areas and 

total pore volumes of all the samples are shown in Table 2.3 and the physisorption 

profiles of the PEI impregnated materials are reported in Figure A.4 (appendix A). 

Because the textural properties of the sample sets were very similar at each PEI loading, 

it is expected that the primary difference between each sample set is the presence of 

boehmite on one and not the other. Pseudoequilibrium adsorption capacities were 

estimated for these samples by use of a TGA, using dry CO2 adsorption at 400 ppm CO2 

in helium. The results of the study are shown in Figure 2.11, in which the calculated 
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amine efficiency of the PEI is plotted as a function of the weight percent of PEI in the 

sorbent.  

 

Figure 2.11 Amine efficiency as a function of amine loading of sorbents comprised of 

PEI supported on either pure ɔ-alumina or ɔ-alumina partially hydrated to boehmite. 

Table 2.3 Textural properties, CO2 capacities and amine efficiencies of materials used to 

evaluate the effect of boehmite on the amine efficiency of PEI. 

Sample  BET SA Total PV
a 
Amine 

Loading
b
 

CO2 

Capacity
c
 

Amine 

Efficiency 

 (per g sorbent) (per g sorbent)  

 m
2
/g cm

3
/g mmol N/g mmol 

CO2/g 

mol 

CO2/mol N 

Alumina 10 % 131 0.39 3.1 0.24 0.08 

Alumina 20 % 73 0.27 4.7 0.61 0.13 

Alumina 30 % 19 0.12 7.1 0.95 0.13 

Alumina 40 % 4.7 0.04 8.8 1.23 0.14 

Boehmite/Alumina 10 % 138 0.43 2.3 0.26 0.11 

Boehmite/Alumina 20 % 80 0.34 4.7 0.47 0.11 

Boehmite/Alumina 30 % 27 0.16 6.7 0.89 0.14 

Boehmite/Alumina 40 % 0.1 0.01 9.3 1.12 0.12 
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a
Values estimated from total N2 sorption at p/p0 = 0.99. 

b
 Values estimated from TGA. 

c
Values estimated from dry adsorption experiments at 400 ppm  CO2/He in via TGA. 

 

 Both sample sets show a general trend of increasing amine efficiency with 

increasing weight loading of PEI, a trend that is expected at moderate levels of PEI 

incorporation and is typically associated with an increased amine proximity,2 which is 

thought to be a necessary condition for CO2 adsorption in the absence of water. The 

slight decrease of amine efficiency at 40 wt% for the boehmite/alumina sample is likely 

due to complete pore filling with PEI, which induces severe CO2 diffusion limitation. No 

other obvious trend is evident from these data, leading to the conclusion that the presence 

of boehmite on the support does not significantly alter the ability of the PEI to adsorb 

CO2, at least from a thermodynamic standpoint. Worth noting is that at 30 weight % of 

PEI, the amine efficiencies of the samples are nearly identical. Because the sorbents 

discussed previously in the study were prepared at a weight loading of 30 wt% PEI, these 

data suggests that the formation of boehmite may not have played a direct role in altering 

the CO2 capacity of the material in the steam treatment experiments. 

 Conclusions 2.4

The CO2 adsorption properties of PEI-impregnated alumina sorbents after exposure 

to flowing steam for various times were evaluated here. The as-synthesized sorbent was 

shown to have a high equilibrium CO2 capacity of ~1.7 mmol/g at simulated air 

conditions. It was found that the ‎-alumina support partially hydrated to form boehmite, 

an aluminum oxyhydroxide, at steam exposure times of 90 minutes and greater, including 
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in a sample exposed to cyclic steam exposure. XRD and 
27

Al NMR, experiments 

suggested that significant boehmite formation occurred between 90 minutes and 12 hours 

of steam exposure, but then the phase transformation slowed after 12 hours of steam 

exposure. It was shown that the presence of boehmite in the sorbent did not significantly 

affect the equilibrium CO2 capacity of the PEI at simulated air capture conditions. 

Significant PEI leaching occurred in only the sample exposed to flowing steam for 24 

continuous hours, and was primarily responsible for the observed reduction of CO2 

capacity for that sample, whereas the PEI content of the other sorbents remained 

unchanged. Subtle changes observed in the N2 physisorption data for samples exposed to 

steam for times of 90 minutes and 12 hours were attributed to PEI rearrangement inside 

the pores of the support material during steam cycling. 
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CHAPTER 3  

INFLUENCE OF SUPPORT PROPERTIES ON AMINE 

EFFICIENCY OF SUPPORTED PEI  

 

 Parts of this chapter are adapted from óSakwa-Novak, M. A.; Holewinski, A.; 

Hoyt, C. B.; Yoo, C.-J.; Chai, S.; Dai, S.; Jones, C. W. Probing the Role of Zr Addition 

vs. Textural Properties in Enhancement of CO2 Adsorption Performance in Silica/PEI 

Composite Sorbents. Langmuir 2015, 31 (34), pp 9356ï9365ô with permission of The 

American Chemical Society. 

 

 Introduction & Motivation  3.1

 Along with porous alumina, mesoporous silicas are regarded as particularly 

promising supports for creation of adsorbents for CO2 capture applications when organic 

amine groups are incorporated into the pore space or onto the pore surface.
11,12

 

Mesoporous silicas with ordered pore structures, namely SBA-15 and MCM-41, have 

proven to be excellent model supports for amine groups, permitting controlled 

experiments to derive physical understanding of underlying phenomena governing the 

adsorption process.
13ï19

  

 More broadly, ordered mesoporous oxides are an important class of porous 

materials that have shown promise in catalytic, adsorptive, drug delivery and other 

applications.
1,2

 In particular, hexagonally ordered mesoporous silicas such as MCM-41 

and SBA-15 have been extensively explored for use in such applications, as their textural 
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and morphological properties can be altered with a relatively high degree of control.
3ï5

 

These materials can be tailored with a wide variety of functional moieties to tune the 

material activity and selectivity towards a desired result through a variety of synthetic 

strategies.
6ï8

 Additionally, these structured mesoporous materials have been extensively 

characterized and thus provide a well-defined model platform to study fundamental 

surface phenomena relevant to their suggested applications.
9,10

  

 In the case of physically impregnated amines, the textural and morphological 

nature of the host mesoporous silica is known to have an effect on the efficiency of the 

guest polyamines impregnated into the pore structure during CO2 adsorption processes. In 

general, larger pore diameters, larger pore volumes and a higher degree of 

interconnectivity between pores are properties of the silica that have been shown to 

enhance such efficiencies. However, the underlying phenomena governing these 

observations are not fully understood. In 2008, Ahn and coworkers
20

 prepared a set of 

materials with varying textural properties and compared the CO2 capacities of the 

materials at 50 wt% PEI. Improvement in the capacity and kinetics of the materials 

correlated with the pore diameter of the bare oxide and not with the pore volume of the 

materials. Noteworthy is that some of the oxide materials in their study contained 2D 

pore systems while others contained 3D pore systems. This finding was corroborated by a 

recent study by Fan et al,
21

 who reported adsorption-breakthrough experiments on 

materials comprised of PEI at 50 wt% supported on mesoporous silica of varying pore 

size but similar pore volume. Here, breakthrough capacities were higher for the materials 

with the larger pore size, and qualitative differences in the shapes of the breakthrough 
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curves of the materials with different pore sizes were observed. Both observations 

suggested that a smaller pore size induced kinetic limitations on CO2 diffusion and 

adsorption into the impregnated PEI.  

 In contrast to these results, Yan et al
22

 found that when tuning the synthesis of 

SBA-15 through an increased hydrothermal aging time and temperature to alter the pore 

size, pore volume and intrawall pores, increased CO2 capacity was correlated with 

increased pore volume and not with increased pore size for adsorbents prepared with 50 

wt% PEI. A similar conclusion was reached by Olah
23

 and Rodrigues-Castellon
24

, 

whereby in both studies a series of siliceous materials was prepared with systematically 

varying textural properties and, when impregnated with PEI, those with the highest pore 

volumes had higher CO2 capacities at higher PEI loadings.  

 Supplementing these studies was a comprehensive report by Song
25

 that showed 

that PEI impregnated into oxide supports with pores connected in a 3D network led to 

higher capacities (~20-100% improvement, depending on the specific materials and 

conditions) than those with 2D pore networks, especially at higher PEI loadings. 

Noteworthy is that this trend held true even when an oxide with a 2D network had larger 

pores and higher pore volume than an oxide with a 3D network. Additionally, in this 

report, SBA-15 was assumed to have a 2D pore network, though it is known that SBA-15 

has intrawall micropores that create a 3D pore network of hierarchal pore size when 

synthesized using many recipes.
26,27

 The effect of these intrawall micropores in SBA-15 

on the efficiency of impregnated PEI was directly addressed by Yan et al,
28

 who tuned 

the amount of intrawall porosity in SBA-15 by the systematic addition of NaCl to the 
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synthesis. Their data suggested that when PEI was impregnated at 6 mmol N / g, (~25 

wt%) increases in CO2 capacities correlated with decreased micropore volume of the 

oxide, and not with mesopore size or total pore volume. Additionally, the authors 

concluded that CO2 uptake on the PEI impregnated material was correlated with the 

surface areas of the materials after PEI impregnation, suggesting perhaps that materials 

with less microporosity led to an improved dispersion of impregnated PEI. Finally, 

adding yet another dimension of importance, Sayari
29

 showed that the pore length of 

SBA-15 was important in determining observed amine efficiencies of impregnated PEI, 

with shorter pores leading to more efficient CO2 adsorption with impregnated PEI 

compared to longer pores.  

 The nature of the oxide surface has also been implicated to affect impregnated 

PEI. Sayari showed that hydrophobizing the surface of pore expanded MCM-41 resulted 

in increased adsorption efficiencies of impregnated PEI,
30,31

 while Zhu et al showed a 

similar result for SBA-15.
32

 It was demonstrated by our group that the incorporation of 

heteroatoms, such as zirconium, as isolated species in the siliceous framework of an 

SBA-15 silica induced significant increases in the efficiency of a physically impregnated 

PEI to adsorb CO2 from dilute streams.
33,34

 These heteroatoms increased the number of 

acidic and basic sites on the silica surface, and it was hypothesized that this change in 

surface chemistry may have caused the PEI to deposit differently on the surface in such a 

way as to more efficiently interact with CO2. In that study, care was taken to ensure that 

the textural properties of the samples, specifically the surface area, pore volume, and 

mesopore size, were comparable across all heteroatom-incorporated and bare SBA-15 



 

 

 

 

68 

samples. Jaroniec also recently found that CO2 capacities of zirconia-alumina-

organosilica composites increased with the content of zirconia, though in that study 

amines were not utilized and CO2 adsorption occurred on the oxide structure itself.
35

  

 In this contribution we have extended our analysis of doped SBA-15 / PEI 

composites as CO2 adsorbents to include post-synthetic Zr incorporation and Zr 

incorporation onto an SBA-15 silica with improved textural and morphological 

properties. The incorporation of Zr by either synthetic (during the SBA-15 synthesis) or 

post-synthetic (on premade SBA-15) methods improved the amine efficiency of PEI 

when using an SBA-15 prepared by a óstandardô synthesis method, which included 

hydrothermal aging at 100 
o
C. However, when an optimized SBA-15 silica was used as a 

support no enhancement in CO2 capacity was observed when Zr was incorporated by 

either method. The optimized silica was prepared by careful choice of initial temperature, 

stirring conditions,
5
 and a hydrothermal aging step at 130 

o
C. The resulting material 

showed increased pore volume, pore size and primary particle size, reduced 

microporosity, and large, well defined particle morphology. Thus, previously reported 

improvements in CO2 capacity for the Zr-doped SBA-15 aged at 100 
o
C were, in part, 

due to alterations in the textural and morphological nature of the materials (induced by Zr 

incorporation) rather than surface properties. The enhancements were magnified in the 

standard SBA-15 but not in the SBA-15 with improved textural and morphological 

properties. This suggests that subtle textural properties play a more decisive role than the 

acid/base properties of the silicate surface in controlling PEI/CO2 interactions.   
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  Experimental 3.2

3.2.1 Materials 

 All chemicals were used as received from the supplier. Pluronics P123, 

tetraethyleorthosilicate (TEOS), poly(ethyleneimine) (PEI) aluminum chloride 

hexahydrate (AlCl3 8H2O, 99%) were purchased from Sigma-Aldrich. Zirconyl chloride 

octahydrate was purchased from Acros. Sodium chloride (ACS grade) was purchased 

from EMD. Methanol (ACS grade) and HCl (fuming, ACS grade) were purchased from 

BDH chemicals. Tetramethylammonium hydroxide (TMAOH, 25 %wt aqueous solution, 

electronic grade) was purchased from Alfa Aesar.   

3.2.2 SBA-15 Synthesis 

 SBA-15 was prepared according to two procedures, denoted in the text by the 

temperature of the hydrothermal treatment (100 
o
C or 130 

o
C), though there were other 

differences in the preparation as described below. SBA15-100 was prepared in a similar 

manner to other reports from our group. Here, in a 2000 mL Erlenmeyer flask equipped 

with a stirring rod, 24 g of P123 was dissolved in an acidic mixture containing 636 g DI 

H2O and 120 mL of concentrated HCl (37%) by allowing to stir at room temperature for 

3h. Subsequently, 46.26 g of TEOS was added to the mixture by pipette and the flask was 

placed in an oil bath. A glass funnel was placed loosely over the top of the flask to act as 

a condenser. The temperature was increased to 40 
o
C and the mixture was stirred at this 

temperature for 20h. Subsequently, the stir bar was removed and the temperature of the 

oil bath was raised to 100 
o
C and maintained at that temperature for 24 hours. Finally, the 
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material was filtered, washed with copious amounts of DI H2O and dried overnight at 75 

o
C. The template was removed by calcination of the material at 550 

o
C for 10 h, using a 

ramp rate of 1.2 
o
C/min, with an intermediate soak at 200 

o
C for 1 h to remove residual 

water. SBA15-130 was prepared in a 700 mL Berghof synthesis reactor equipped with an 

impeller to accommodate sealing the container during the 130 
o
C hydrothermal treatment. 

Due to the volume limitation of the container, the synthesis was scaled down relative to 

SBA15-100. Here, 4 g of P123 was dissolved in an acidic mixture containing 129.4 g 

H2O and 20.57 g HCl (37%) at 35 
o
C for 3h under stirring at 600 rpm (set by the impeller 

controller). Next, 8.5 g of TEOS was rapidly poured into the container and stirring was 

allowed to continue for 5 minutes, before the impeller controller was turned off. The 

container was then sealed shut, and the material was statically aged at 35 
o
C for 20 h, 

followed by 130 
o
C for 48 h. Finally, the material was filtered, washed, dried and 

calcined in the same manner as the SBA15-100 described above. All samples were stored 

in glass jars under ambient conditions prior to use.  

3.2.3 Heteroatom Incorporation 

 Zirconia was incorporated into the SBA-15 via two methods; a ósyntheticô 

method, where zirconium chloride octahydrate (ZrOCl2 8H2O) was added during the 

synthesis just prior to the addition of TEOS and a ópost-syntheticô method, where Zr was 

deposited on pre-formed SBA-15 through an impregnation of ZrOCl2 8H2O. 

Additionally, aluminum was doped onto the SBA-15 post-synthetically via the same 

procedure but with aluminum chloride hexahydrate (AlCl3 6H2O) as the aluminum 

precursor. The synthetic Zr doping method was adapted to the different synthesis 



 

 

 

 

71 

procedures of SBA15-100 and SBA15-130; the synthetic Zr-SBA15-100 was prepared 

according to the procedure of SBA15-100 and synthetic Zr-SBA15-130 was prepared 

according to the procedure of SBA15-130. 

ñSyntheticò Zr Incorporation was adapted from previous reports from our group
46,47

 but 

developed elsewhere.
49

 Zr-SBA15-100 syntheses were carried in a 250 mL Erlenmeyer 

flask equipped with a stirring rod and loosely capped with a glass funnel to act as a 

condenser. In a given synthesis 3.0 g P123 and 1.77 g NaCl were dissolved in 120 mL DI 

H2O and stirred for 3h. Next, a given amount of zirconium chloride octahydrate (ZrOCl2 

8H2O) was added, and subsequently 6.44 g TEOS was added by pipette. Zr was added 

according to expected Zr/Si molar ratios of 0.05, 0.10, 0.15 or 0.20, which corresponded 

to 0.5 g, 1 g, 1.5 g or 2 g of ZrOCl2 8H2O in the synthesis. Zr-SBA15-130 syntheses were 

carried out in the same vessel as used for the parent SBA15-130 synthesis (700 mL 

Berghof reactor with impeller). Here, the quantity of materials used in the synthesis was 

the same as the synthetic Zr-SBA15-100 but the synthesis procedure was the same as the 

parent SBA15-130. The P123 (3g), NaCl (1.77g) and DI H2O (120g) were equilibrated at 

35 
o
C under stirring for 3h. Subsequently, ZrOCl2 8H2O (0.5g or 1g) and TEOS (6.44g) 

were added and the solution stirred for 5m before the stirring was stopped and the 

solution allowed to age at 35 
o
C for 20 h, followed by 130 

o
C for 48 h. Finally, the 

material was filtered, washed, dried and calcined in the same manner as the SBA15-100 

described above. 

ñPost Syntheticò Al and Zr Incorporation of Al and Zr onto SBA-15 was adapted from 

the procedure Auroux et al. for grafting of Al onto SBA-15.
50

 SBA-15 was dried at 110 
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o
C overnight under high vacuum prior to use. A solution was prepared containing 10 mL 

of DI H2O and a given amount AlCl3 6H2O or ZrOCl2 8H2O. To this solution, 2 molar 

equivalents of TMAOH solution were added (mol TMAOH / mol Al or Zr = 2). This 

solution was then placed in an oil bath at 70 
o
C and stirred for 3h. Then, 1 g of dry SBA-

15 was added to the solution and the resultant slurry mixed for 3h at 70 
o
C. Then, the 

solution was filtered, washed with 100 mL DI H2O and dried overnight in a 75 
o
C oven. 

Finally, the material was calcined at 500 
o
C for 10h, with a 2.5 

o
C/min ramp rate.  

3.2.4 Adsorbent Preparation 

 Prior to PEI impregnation, all support materials (SBA-15) were dried at ~20 mtorr 

at ~100 
o
C for 12-16 h. All adsorbents here were prepared at 30 wt% PEI. In a given 

adsorbent preparation, 0.25 g of SBA-15 was dispersed in 20 mL of MeOH. In a separate 

container, 0.107 g of PEI was dissolved in 10 mL of MeOH. The two mixtures were 

allowed to stir for 1 h to completely dissolve the PEI and fill the pores of the SBA-15 

with MeOH. Then, the PEI containing solution was added by pipette to the SBA-15 

containing solution and the mixture was allowed to stir for 3h. The solvent was then 

removed with rotary evaporation at ~50 
o
C. Finally, the resulting adsorbent was dried 

under vacuum at ~20 mtorr and ~60 
o
C for 12-16 h to remove adsorbed solvent. Samples 

were stored in vials under ambient conditions prior to use.  

3.2.5 Characterization 

Organic Content of Materials ï TGA experiments were performed using a Netzch 

STA409PG and a flow of diluted air as the oxygen source. Organic content of the 
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materials was determined from weight loss in the 120 
o
C ï 900 

o
C region of the TGA 

experiment. ~10-15 mg of material were used in a typical TGA experiment. 

CO2 Adsorption ï Dry CO2 capacities were estimated using TGA analysis under a flow 

of 400 ppm CO2/N2 using a TA Instruments Q500 instrument. In a given experiment, ~14 

+/- 0.2 mg of sample was used. Samples were first pretreated under He flow at 110 
o
C for 

3h before cooling to 30 
o
C under He and subsequently thermally equilibrating for 1h. 

Then, the gas flow (90 mL/min) was switched to 400 ppm CO2/He and the sample was 

allowed to equilibrate for 12h.  

Elemental Analysis ï Zr and Si contents were measured at Galbraith Laboratories 

(Knoxville, TN) using the ME-70 procedure. 

SEM ï SEM images were taken on two microscopes. Figures 3.4 a-c and C.2 were taken 

on a Hitachi SU8010 at an accelerating voltage of 5 kV. Samples were prepared by 

depositing the sample on carbon tape and subsequently coating with gold sputter using a 

sputtering time of 60 s (Quorum Q150T). Figures 3.4d and S3 and S4 were recorded on a 

Zeiss Auriga Crossbeam, also at an acceleration voltage of 5 kV. 

TEM ï TEM images were acquired on an FEI Tecnai F30 field emission gun microscope. 

The accelerating voltage was 300keV. Samples were prepared by suspending the various 

silica powders in methanol at 5mg/mL via sonication and pipetting a droplet onto a 

formvar-coated Cu grid. 

N2 Physisorption ï Nitrogen isotherms were collected at 77K on a Micromeritics Tristar 

II 3020. Samples were degassed at 110 
o
C for 10-12h prior to each measurement. The 

BET method was applied for the calculation of surface areas using the MicroActive 
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software package while for pore size analysis the NLDFT equilibrium kernel for N2 

adsorption onto silica was employed via the Quantachrome VersaWin software package.. 

 Results and Discussion 3.3

3.3.1 Impact of Zirconium Incorporation on SBA -15 Properties 

 SBA-15 was prepared according to two different synthesis procedures in order to 

generate materials of differing textural and morphological properties. The syntheses 

differed in several ways, including the containers and stirring devices that were used, the 

stirring time after the addition of TEOS to the P123 micelle template solution, and the 

hydrothermal aging treatment, where the material was either aged at 100 
o
C for 24h or 

130 
o
C for 48h. Alteration of the hydrothermal treatment to longer time (48 h) and higher 

temperature (130 
o
C) has been shown to reduce the intrawall porosity of the resultant 

material, by dehydrating the hydrophilic PEO corona of the surfactant micelles.
39

 Control 

of the initial stirring conditions also tunes the morphology of the SBA-15 particles, with 

faster stirring generally resulting in larger particles (~10 fold increase) for a given 

temperature and micelle concentration.
5
 For simplicity, materials prepared by the two 

methods are referred to throughout the text with reference to their hydrothermal aging 

temperature, as either SBA15-100 or SBA15-130. Figure 3.1 shows the N2 physisorption 

profiles of SBA-15 prepared by both methods, as well as the resulting pore size 

distributions derived from the NLDFT equilibrium model for N2 adsorption onto 

cylindrical pores of silica.  
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. 

Figure 3.1 N2 physisorption (a) and NLDFT pore size distributions (b) for parent SBA-

15. 

 The SBA15-130 showed a higher pore volume and larger pore size (1.18 cm
3
/g 

and 9.4 nm, respectively) compared to the SBA15-100 (0.97 cm
3
/g and 7.6 nm). The 

surface area of the SBA15-130 was less than that of the SBA15-100, with corresponding 

values of 675 m
2
/g and 804 m

2
/g. Each of these differences are consistent with the 

expected dehydration of PEO chains in the P123 micelle, which has been shown to result 
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in materials with larger, but less numerous intrawall pores, compared to the SBA15-

100.
9,39,40,51

  

 The incorporation of zirconium onto the different SBA-15 supports led to 

materials of differing textural properties, depending on the incorporation method utilized. 

Figure 3.2 shows the N2 physisorption isotherms, NLDFT pore size distributions, and the 

corresponding cumulative pore size distributions, while table 3.1 contains the tabulated 

Zr content and textural properties of the resultant families of SBA15-100 and SBA15-

130. The two incorporation methods are distinguished throughout the text as either 

ósyntheticô where Zr was added during the SBA-15 synthesis, or ópost-syntheticô where 

Zr was added to pre-synthesized SBA-15. In the synthetic method, the zirconium 

precursor, zirconium chloride octahydrate (ZrOCl2 8H2O), was added just prior to the 

addition of TEOS during the SBA-15 synthesis. This method of Zr incorporation was that 

used in prior studies from our group,
46,47

 and is a óself-acidifyingô method, meaning that 

the pH of the P123/H2O solution is reduced only upon addition of the Zr precursor.
49

 

Both techniques were used to incorporate Zr onto SBA-15 prepared via the 100 
o
C and 

130 
o
C synthesis methods, and each at two similar loadings of Zr. The synthetic Zr-

SBA15-100 was prepared at four Zr loadings to reproduce the results of our previous 

studies.
46,47

 Additionally, aluminum was post-synthetically added to SBA15-100, with the 

characterization presented in appendix B table B.1 and figure B.3. Such Al-SBA15 has 

been thoroughly characterized for acid/base properties in the literature and thus was 

chosen as a control material for this study. 
50
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Figure 3.2. N2 physisorption isotherms, NLDFT pore size distributions, and NLDFT 

cumulative pore size distributions of SBA15-100 (a-c) or SBA15-130 (d-f) during the 

synthesis and Zr-SBA-15 prepared by the synthetic (open squares) or post-synthetic 

(closed squares) methods. 
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 The textural properties of the Zr-SBA15 materials differed relative to those of the 

parent SBA-15 to varying degrees for both the SBA15-100 and SBA15-130 families. 

Importantly, the nature of the changes in the textural properties of the Zr-SBA15 was 

dependent on the method of Zr incorporation used. Compared to the parent SBA-15 

materials, synthetic Zr incorporation led to materials with very similar surface areas and 

pore volumes but slightly different mesopore sizes, as evident in the NLDFT PSDs 

shown in figures 3.2b and 3.2e. Conversely, post synthetic Zr incorporation led to 

materials with reduced surface areas and pore volumes, but unaltered mesopore sizes 

relative to the parent SBA-15. Additionally, the nature of the pores with diameters 

smaller than the primary mesopores (those running through the walls of the silica) was 

altered by the method of Zr incorporation as well as SBA-15 synthesis procedure, as 

noted above. Figure 3.2c shows the cumulative pore volume as a function of pore size for 

the family of SBA15-100 materials. There was significant pore volume resulting from 

these smaller pores, especially for the parent SBA15-100 and the synthetic Zr-SBA15-

100ôs. Figure 3.2f shows the same data for the SBA15-130 set of samples. Here, the 

parent SBA15-130 had less pore volume resulting from pores with diameter below its 

primary mesopore size compared to the parent SBA15-100. For the both the synthetic Zr-

SBA15-100 and Zr-SBA15-130, there were increases in the amount of intrawall pore 

volume relative to the parent SBA-15 samples, perhaps induced by the NaCl utilized in 

the synthesis.  Conversely, for the post-synthetic Zr-SBA-15-100 and Zr-SBA15-130, 

there was a reduction in the intrawall pore volume. This was most pronounced for the Zr-

SBA15-100 with Zr/Si ~ 0.1. It is hypothesized that this was due to filling of the smaller 
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pores and smoothing of the corrugated SBA-15 surface from the impregnation and 

deposition of the Zr species during the post-synthetic procedure. 

Table 3.1 Textural properties of SBA-15 samples with and without incorporated 

zirconium. 

Sample Name Zr 

Incorporation  

Synthesis 

Method 

Zr/Si 

Gel
a
 

Zr/Si
b
  Surface 

Area
c
 

Pore 

Volume
d
 

Pore 

Size
e
  

 Method 100/130 mol/mol mol/

mol 

m
2
/g cm

3
/g nm 

SBA15-100 Family of Supports 

SBA15-100 - 100 0 0 804 0.97 7.6 

Zr05-SBA15-

100-S 

Synthetic 100 0.05 0.05 804 0.92 8.5 

Zr10-SBA15-

100-S 

Synthetic 100 0.10 0.10 736 0.93 8.7 

Zr15-SBA15-

100-S 

Synthetic 100 0.15 0.15 608 0.47 5.1 

Zr20-SBA15-

100-S 

Synthetic 100 0.20 0.20 520 0.35 5.1 

Zr03-SBA15-

100-PS 

Post Synthetic 100 0.03 0.03 661 0.84 7.6 

Zr13-SBA15-

100-PS 

Post Synthetic 100 0.13 0.13 489 0.74 7.6 

 

SBA15-130 Family of Supports 

SBA15-130 - 130 0 0 675 1.18 9.4 

Zr05-SBA15-

130-S 

Synthetic 130 0.05 0.05 698 0.91 9.5 

Zr10-SBA15-

130-S 

Synthetic 130 0.10 0.10 632 1.17 11.0 

Zr03-SBA15-

130-PS 

Post Synthetic 130 0.03 0.03 563 1.01 9.4 

Zr13-SBA15-

130-PS 

Post Synthetic 130 0.13 0.14 527 0.89 9.4 

a
Based on content of ZrOCl2 and TEOS (or expected Si content of SBA-15) added during 

synthesis; 
b
Measured by elemental analysis; 

c
Estimated using BET method from N2 

physisorption data; 
d
Estimated using total N2 adsorption at p/p0 = 0.99; 

e
Derived from 

NLDFT equilibrium model for N2 adsorption onto cylindrical silica pores 
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 TEM images are shown in figure 3.3 for samples prepared by both SBA-15 

synthesis methods and both Zr incorporation methods at a Zr/Si content of ~ 0.1. In all 

cases, the straight, parallel pores of SBA-15 can be observed. In the case of post-

synthetic Zr-SBA15, dark spots were observed on the particles that were not present in 

the images of the synthetic Zr-SBA15 or the parent SBA15. These spots are attributed to 

agglomerates of ZrO2 that precipitated during the synthesis and remained on the particle 

surface. The presence of agglomerates on the post-synthetic Zr-SBA15 materials is 

consistent with the deposition/pore filling hypothesis posed above, as smaller ZrO2 

particles may deposit into the small intrawall pores.  
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Figure 3.3 TEM images of materials prepared with the 100 
o
C SBA-15 synthesis (a-c) 

and 130 
o
C synthesis (d-f). Zr-SBA-15 materials are each at the ~0.1 Zr content for both 

the synthetic (middle row) and post-synthetic (bottom row) incorporation methods. 
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 The various synthetic methods also impacted the macroscopic particle 

morphology of the SBA-15 materials. SEM images of the parent SBA-15 samples and 

synthetic Zr-SBA15 samples at Zr/Si ~ 0.1 are shown in figure 3.4. The images illustrate 

morphological differences both between the parent silicas and between each synthetic Zr-

SBA15 derivative. The SBA15-100 had oval shaped particles that were less than a 

micron in diameter, while the SBA15-130 had much larger particles, with diameters of 

~1-2 microns, most of which were hexagonal in shape. Unlike the pure SBA15-100, the 

synthetic Zr-SBA15-100 particles had a platelet-like morphology of high aspect ratio, 

with the diameter of the particles being ~ 1-4 micron and the thickness less than 1 

micron. Such a morphology of SBA-15 has been previous observed upon the 

incorporation of Zr in synthesis,
52

 though the Zr-SBA15 synthesis in that study differed 

by the presence of HCl in the P123 micelle template solution. The Zr-SBA15-130 also 

showed a deviation in morphology from the parent SBA15-130, clearly losing the distinct 

hexagonal features of the particles. However, the particles did not show as dramatic of a 

change to platelet like morphology like their SBA15-100 counterparts, instead taking on 

a more ill-defined shape with roughness on the particle surfaceðpossibly due to 

agglomeration and sintering of smaller primary SBA-15 particles. As expected, post-

synthetic Zr incorporation did not alter the morphology of the parent SBA-15. SEM 

images of synthetic Zr-SBA15-100 at Zr/Si ~0.05 and post-synthetic Zr-SBA15-100 at 

Zr/Si ~0.1 are shown in figures B.1 and B.2 of appendix B, respectively.  
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Figure 3.4 SEM images of parent SBA-15 (a,c) and Zr-SBA-15 (b,d) prepared at Zr/Si 

~0.1 by the synthetic method. 

 Overall, the array of materials prepared here represents a set of supports for PEI 

incorporation having varying degrees of similarity in textural, morphological and surface 

properties. Synthetic Zr-SBA-15 allowed for the incorporation of Zr into the silica while 

keeping constant surface area and pore volume, at the expense of altered particle 

morphology and pore size. The post-synthetic Zr-SBA15 method allowed for the 

incorporation of Zr into the silica while keeping constant particle morphology and pore 

size, at the expense of altered surface area and pore volume. Additionally, the Zr in the 

synthetic technique was rigorously characterized in prior work to be solely isolated metal 
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species in the SiO2 framework.
46,47

  In contrast, the post-synthetic Zr incorporation was 

not subjected to such characterization, and the presence of agglomerates (noted in the 

TEM images), indicates that, at minimum, a significant portion the Zr in the post-

synthetic materials was not atomically dispersed. 

3.3.2 PEI Impregnation and CO2 Adsorption 

 PEI was incorporated into each of the support materials at a common weight 

loading of 30%. This loading of PEI represents a moderate filling of the pores (~40%), 

and was the same weight content used in our prior work to investigate the effect of 

surface properties on CO2 adsorption.
46,47

 Figure 3.5 shows the CO2 capacity, measured 

under 400 ppm CO2 (simulated air concentration), of adsorbents prepared with SBA15-

100 (5a) and SBA15-130 (5b) as supports. The capacities are shown as a function of Zr 

content and method of Zr incorporation. Additionally, the post-synthetic Al-SBA15-100 

adsorbents are shown in figure 3.5a for comparison.  
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Figure 3.5. CO2 capacities of SBA-15 materials impregnated with PEI at 30 weight % as 

a function of Zr loading. CO2 capacities were measured at 400 ppm CO2 at 30 
o
C for 12h. 

Error bars estimated using multiple runs on Zr-free sample. 

 For the synthetic Zr-SBA15-100 supported set of materials, the CO2 capacity 

increased from ~0.6 mmol/g (corresponding to an amine efficiency of 0.09 mol CO2/mol 

N) and reached a maximum of 1.0 mmol / g (0.14 mol CO2/mol N) at ~0.1 mol Zr/ mol Si 

before falling at higher Zr loadings, due to severely compromised textural properties of 

the support material, as shown in table 3.1. This trend was qualitatively similar to that 
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observed in our previous studies,
46,47

 though to a lesser magnitude. The change in 

capacity for the post-synthetic Zr-SBA15-100 followed a similar trend, increasing as a 

function of loading to a similar maximum capacity value. Higher Zr content materials 

were not examined. In our previous study the addition of Zr on the SBA-15 via the 

synthetic method increased both the acidity and basicity of the SBA-15. The increase in 

capacity was hypothesized to have resulted from this surface modification, whereby the 

amphoteric surface may have helped to redistribute the PEI in a more efficient manner for 

CO2 interaction in the pore. 

 Unlike the zirconated SBA15-100 materials, the adsorbents prepared with the 

SBA15-130 family of materials showed different adsorption characteristics upon addition 

of Zr. There was no increase in capacity of the post-synthetic Zr-SBA15-130 set, and an 

apparent decrease in the capacity of the synthetic Zr-SBA15-130. The parent SBA15-130 

supported adsorbent had a higher capacity (0.94 mmol / g) than the parent SBA15-100, 

and importantly, the capacity of the parent SBA15-130 / PEI adsorbent was similar to the 

maximum observed in the Zr-SBA15-100 materials. As described above, compared to the 

SBA15-100, the SBA15-130 had a higher pore volume, larger pore size, a lower intrawall 

pore volume, and a larger particle size. It is well established that increases in pore size 

and pore volume result in increased amine efficiency of impregnated PEI, while it is less 

well understood what effect the smaller, intra-wall pores or particle morphology have. 

We thus ascribe the higher CO2 capacity of the SBA15-130 to the improved properties of 

the mesopore structure relative to the SBA15-100. Upon addition of Zr by either the 

synthetic or post-synthetic methods, the capacity of the SBA15-130 material did not 
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increase. These data clearly indicate that doping of Zr on SBA-15 to increase the CO2 

adsorption characteristics of impregnated PEI is not a universally applicable methodology 

at the given PEI content. This result led us to reexamine our initial hypothesis that Zr has 

an inherent effect on improving PEI efficiency independent of the alterations in the 

textural and morphological properties induced by the doping.  

 We posit that two of the physical alterations to the SBA-15 resulting from the Zr 

doping may have contributed to the increased efficiency of the PEI in adsorbing CO2. For 

the synthetic Zr-SBA15-100, it is hypothesized that the drastic change to the particle 

morphology from oval shaped particles to platelet shaped particles, was a contributing 

factor to the observed increase in CO2 capacity. Such has been shown previously to 

increase the amine efficiency of impregnated PEI due to the shortening of the SBA-15 

pores.
42

 For the post-synthetic Zr-SBA15-100, it is hypothesized that the deposition and 

subsequent filling of the smaller intrawall pores by the Zr contributed to the improved 

performance. These smaller pores, which are not expected to be prevalent in the SBA15-

130 materials as argued above, contribute to an effective roughness of the silica surface, 

increasing the local surface area. Partial filling of these pores by Zr and the subsequent 

reduction in surface area, as observed upon post-synthetic Zr incorporation, would reduce 

the amount of PEI interacting with rough pore walls and in mouths of the smaller pores. 

Since the effect that these pores have on the efficiency of impregnated amines in CO2 

adsorption experiments has been explicitly studied only to a limited degree, a full 

elucidation of their effect remains an open question. It is thus reasonable to hypothesize 

that some amount of impregnated PEI may adsorb in the mouths of these micropores and 
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thus become inaccessible to CO2. Filling of the pores or smoothing of the wall with Zr or 

another material would reduce the amount of PEI ólostô in these smaller pores, resulting 

in improved capacity. This hypothesis is supported by adsorption data for post-

synthetically doped Al-SBA15-100 based adsorbents, shown in figure 3.5a. These 

samples showed an increase in capacity only at the higher Al content, where the capacity 

increase was similar to that of the post-synthetic Zr-SBA15 at a similar heteroatom 

loading (~5%). Importantly, as shown in table B.1 of the appendix B, the loss in pore 

volume of the post-synthetic Al-SBA15 was similar to that of the Zr-SBA15 sample at 

the metal loading of ~5% (shown in table 3.1), suggesting that the Al filled a similar 

amount of the intra-wall pores, correlating qualitatively with the trend in CO2 capacities. 

3.3.3 Zirconated SBA-15 with Controlled Morphology 

 To assess the hypothesis that particle morphology contributed to the observed 

increase in CO2 capacity of the supported PEI in Zr-SBA15-100, an attempt was made to 

prepare synthetic Zr-SBA15-100 without significantly altering the morphology of the 

material relative to the parent SBA15-100. SBA-15 is formed kinetically from the 

condensation of silicon containing precursors around polymeric micelles in acidic 

solution. The synthesis conditions in the time just after the addition of the silicon 

precursor can be very important in the formation and final properties of the material.
53

 

While we did not extensively explore or rigorously elucidate the effects of various 

conditions early in the Zr-SBA15 synthesis on the particle morphology, synthetic Zr-

SBA15 at Zr/Si contents of 0.05 and 0.1 with ellipsoidal particle morphology  (similar to 

native SBA15 samples) were successfully prepared. The primary difference in the 
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synthesis between these materials and the set described above was the temperature at 

which the Zr and TEOS were added to the mixture. For the synthetic Zr-SBA15-100 

materials described above, the ZrOCl2 8H2O and TEOS were sequentially added while 

the P123/H2O/NaCl solution was at room temperature. After addition, the mixture was 

placed in an oil bath and the temperature was increased to 40 
o
C. For the synthetic Zr-

SBA15-100 materials described in this section, the P123/H2O/NaCl solution was pre-

equilibrated at 40 
o
C, and the ZrOCl2 8H2O and TEOS were subsequently added. An 

SEM image of the resultant material at a Zr/Si of 0.1 is presented in figure B.4 of 

appendix B, showing that the particles were ellipsoidal in shape, similar to the parent 

SBA15-100. N2 physisorption isotherms of the ellipsoidal Zr-SBA-15 materials are 

presented in figure B.5 of appendix B. Figure 3.6 shows the CO2 capacity of the 

ellipsoidal Zr-SBA15-100 materials when impregnated with PEI at 30 wt%, along with 

the synthetic Zr-SBA15-100 materials described above as having platelet-like 

morphology, for comparison. Here, the materials are denoted by their morphology as 

either óplateletô or óellipsoidalô Zr-SBA-15. 
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Figure 3.6. CO2 capacities of synthetically doped Zr-SBA-15 / PEI adsorbents at 30 

weight % PEI with differing morphology of SBA-15. CO2 capacities were measured at 

400 ppm CO2 at 30 
o
C for 12h. Error bars estimated using multiple runs on Zr-free 

sample. 

 

 The capacity of the ellipsoidal Zr-SBA15-100 adsorbents increased as a function 

of Zr content in the support, but to a much more moderate degree compared to the 

original set. While the textural properties of these ellipsoidal Zr-SBA15-100 set of 

materials differed from the parent SBA15-100 to a larger degree than the platelet Zr-

SBA15-100 set of materials, the capacities here are interpreted as representing the 

underlying effect of zirconia on PEI in the SBA-15, which is much less than originally 

postulated.
46,47

 All together, the results presented here underlie the dominant importance 

of support textural properties compared to surface acid/base character in the creation of 

supported PEI CO2 adsorbents. 
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 Conclusions 3.4

 SBA-15 was prepared according to two synthesis procedures, with the resulting 

materials differing in textural and morphological properties. Zirconium was doped onto 

the materials via two methods, either during or after the SBA-15 synthesis, and the 

textural and morphological properties of the resultant Zr-SBA15 materials were altered in 

ways that depended on the method of Zr incorporation. When these materials were used 

as supports for PEI in CO2 adsorption experiments at a common PEI loading of 30 wt%, 

the changes in CO2 capacity were dependent on the method of SBA-15 synthesis, but not 

on the method of Zr incorporation. The SBA-15 prepared with higher pore volume, larger 

mesopores and less intra-wall pores had a higher CO2 capacity (0.95 mmol / g) when 

impregnated with PEI compared to the SBA-15 support prepared via the óstandardô 

method (0.61 mmol / g). Incorporation of Zr into the larger-pore SBA-15 support did not 

result in increased CO2 capacities when PEI was impregnated. Conversely, the 

incorporation of Zr into the standard SBA-15 support resulted in increased capacities by a 

maximum of ~60%, regardless of the Zr incorporation method. However, comparison of 

the Zr-doped materials derived from both parent SBA15ôs revealed that alterations to the 

particle morphology and intrawall pore volume were major contributing factors to 

increased capacity on the less optimal material family. These results highlight the 

complexity and importance of the interconnection between surface properties, pore 

properties, and particle morphology on the efficiency of impregnated PEI in CO2 

adsorption performance. 
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CHAPTER 4  

INFLUENCE OF ADDITIV ES ON THE AMINE EFFICIENCY OF 

SUPPORTED PEI 

 Parts of this chapter are adapted from óSakwa-Novak, M. A.; Tan, S.; Jones, C. 

W. Role of Additives in Composite PEI/Oxide CO2 Adsorbents: Enhancement in the 

Amine Efficiency of Supported PEI by PEG in CO2 Capture from Simulated Ambient 

Air . ACS Appl. Mater. Interfaces. 2015, DOI:  10.1021/acsami.5b07545ô with permission 

of The American Chemical Society. 

 Introduction & Motivation  4.1

 Amine efficiencies of supported amine materials are typically reported to be 

lower than the theoretical maximum of one half set by the CO2-amine reaction chemistry. 

This has been hypothesized to be associated with amines that are not in close proximity 

to one another in low loaded materials
1ï3

 or amines that are buried and subjected to CO2 

diffusional limitations in highly loaded materials.
4
 Hence, an important research focus 

has been to develop synthetic strategies to engineer supported amine materials to have 

increased amine efficiencies. One route that is effective in this regard is to incorporate 

non-amine containing molecules or polymers into poly(ethylenimine) (PEI) impregnated 

porous materials. PEI is the most frequently reported aminopolymer used for CO2 

adsorption in solids, due to its amine rich structure and commercial availability. 

Poly(ethylene glycol) (PEG), has been incorporated into amine containing solids and has 

led to improved capacities, and in some cases, kinetics.
5ï10

 Additionally, PEG has been 

http://pubs.acs.org/doi/abs/10.1021/acsami.5b07545
http://pubs.acs.org/doi/abs/10.1021/acsami.5b07545
http://pubs.acs.org/doi/abs/10.1021/acsami.5b07545
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shown to reduce the oxidation of supported amines, suggested to be the result of 

hydrogen bonding between the PEG and PEI.
11ï13

 Similarly, improvements have been 

shown to result from the incorporation of a wide range of co-impregnated surfactant 

molecules,
14ï16

 including those left from the micelle template used during silica 

syntheses
17ï19

 as well as grafted and ungrafted silanes
20ï25

  and inorganics such as 

potassium carbonate.
26

 A more detailed summary of these studies is provided in section 

C.1 of appendix C. 

 Several hypotheses have been proposed to explain the additive promoting effect, 

including improved dispersion of impregnated PEI,
14,17

 a reduction in the organic 

viscosity,
10

 and an increase in the theoretical amine efficiency through the formation of 

bicarbonates.
7
 Compelling evidence that the nature of the enhancement is kinetic (rather 

than thermodynamic) has been reported in several papers, where the optimal adsorption 

temperature of decreased for additive incorporated samples relative to their counterparts 

with no additive, reflecting an effective decrease in the aforementioned diffusional 

resistances. However, a more fundamental description of what gives rise to this 

phenomena has not been compellingly elucidated. Recently, Baker et al. addressed this 

question directly with the hypothesis that the promoting effect of PEG was due to the 

Lewis basicity of the polymer, however their study did not fully validate the hypothesis.
27

  

While additive molecules have generally enhanced the performance of supported 

polyamines, the degree of improvement has been a strong function of the experimental 

conditions such as material composition and adsorption temperature. In this regard, the 

goal of this work was to explicitly assess the effect of additive incorporation on the 
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adsorption performance of PEI impregnated mesoporous oxides upon exposure to ultra-

dilute, 400 ppm CO2. This was done to directly assess the efficacy of the strategy for 

improving materials for air capture processes, and also to ensure that CO2 physisorption, 

which can begin to convolute adsorption data at CO2 partial pressures above ~0.1 bar,
28

 

was negligible and thus provides for a suitable experimental platform to study the 

underlying adsorption phenomena. Additionally, practical considerations such as pore 

filling, adsorption dynamics and support characteristics were carefully studied. The effect 

of three additives, CTAB, PEG200, and PEG1000 were systematically co-impregnated 

with PEI into a model SBA-15 silica support. The best performing additive, PEG200, was 

subsequently studied at varying PEI loadings and on two varieties of mesoporous 

alumina. A kinetic threshold was reached, whereby at PEG/PEI ratios that correspond to 

nearly equimolar OH/ reactive (1
o
, 2

o
) amine ratios, the adsorption became completely 

thermodynamically controlled. 

 Experimental  4.2

4.2.1 Preparation of Materials 

Chemicals: All chemicals were used as purchased from the supplier. Pluronics P123, 

tetraethylorthosilicate (TEOS) (98%, Reagent Grade), nitric acid, poly(ethylenimine) 

(PEI) (Mw 800, Mn 600), and poly(ethylene glycol) (avg mol wt. 200) were purchased 

from Sigma Aldrich. Methanol (ACS Grade) and hydrochloric acid (fuming, ACS grade) 

were purchased from BDH Chemicals. Psuedoboehmite (74.3 % Al2O3, Capitol B) and 

the ócommercialô ɔ-alumina (Sasol SBa-200) were purchased from Sasol North America. 
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Cetyl trimethylammonium bromide (CTAB) (99+%. TLC grade) was purchased from 

Acros Organics. Poly(ethylene glycol) (avg mol wt. 1000) was purchased from J.T. 

Baker. Ethanol (200 proof) was purchased from Koptec.  

SBA-15 Silica was synthesized according to the following procedure: 24 g of Pluronic 

P123 was dissolved in an acidic solution of 120 mL fuming (~37%) HCl and 636 g H2O 

under stirring at room temperature in a 2L Erlenmeyer flask. Once the polymer template 

was fully dissolved, 46.26 g of TEOS was drop wise added to the mixture by pipette. 

This solution was vigorously stirred at 40 
o
C for 20 hours, before the stir bar was 

removed and the synthesis mixture was hydrothermally aged at 100 
o
C under ambient 

pressure for 24 hours. After aging, the material was immediately filtered and washed with 

copious amounts of DI H2O, before drying at 70 
o
C overnight. Finally, the template was 

removed by calcination at 550 
o
C for 10 hours, with a ramp rate of 2 

o
C per minute and 

an intermediate H2O removal step of 200 
o
C for 2 hours.  

Mesoporous Templated ɔ-Alumina was prepared by a method used previously for the 

synthesis and preparation of ɔ-alumina supported amine materials,
29,30

 but developed 

elsewhere.
31ï33

 P123 was used as a soft template in the self-assembly of pseudoboehmite 

nanoparticles into a mesoporous structure. To prepare the alumina, 13.75 g of 

psuedoboehmite was first peptized by dispersing and sonicating for 90 minutes in an 

acidic mixture consisting of 1.27 g nitric acid (~70%) and 200 mL DI H2O followed by 

aging at 60 
o
C for 17 hours. Separately, 15.3 g P123 was dissolved in 200 mL of ethanol, 

and the peptized psuedoboehmite containing dispersion was slowly added to this and the 

resultant mixture was stirred at room temperature for 24 hours. Solvent evaporation was 
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then performed by aging at 60 
o
C for 48 hours in an open beaker. The resulting yellowish 

solid was further dried at 75 
o
C before being calcined in static air at 700 

o
C for 4 hours 

with an intermediate drying step at 150 
o
C to remove water. A temperature ramp rate of 1 

o
C / min was used for both temperature steps.  

Preparation of Adsorbents: Adsorbents were prepared by impregnation of a given amount 

of PEI and additive into a support material in one step using methanol as a solvent. Prior 

to adsorbent preparation, the silica or alumina support materials were dried under vacuum 

(~20 mtorr) overnight at ~100 
o
C to remove adsorbed species. To prepare the adsorbent, 

0.25 g of dried support material was weighed and dispersed in 20 mL of methanol in a 

100 mL round bottom flask. Separately, given amounts of PEI and additive were weighed 

and added to a 25 mL round bottom flask, before 10 mL of methanol was added. The two 

mixtures, one containing the support and the other containing the organic contents, were 

stirred separately for 1 hour to equilibrate. Then, the solution containing PEI and additive 

was added by pipette to the solution containing support. This mixture was then stirred for 

3 hours to equilibrate. Finally, the methanol was removed by rotary evaporation at ~60 
o
C 

and the resulting powder was further dried under high vacuum (~20 mtorr) at ~60 
o
C for 

12-18 hours before collection. Samples were stored in vials under ambient conditions 

prior to evaluation.  

4.2.2 Characterization Methods 

Thermogravimetric Analysis was used to estimate total organic compositions of 

adsorbents using a Netzsch STA409PG. 10-14 mg of sample was heated from ambient 

condition to 900 
o
C in the presence of air and the weight loss was recorded. Total organic 
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loadings were taken as the sample weight loss between 120 
o
C and 900 

o
C, and were 

normalized by the residual mass of the sample recorded at 900 
o
C. Strongly bound water 

and water produced via silanol or aluminol condensation was subtracted from this value 

by estimation from TGA analysis of the appropriate bare support. 

Elemental Analysis for carbon, nitrogen and hydrogen was performed by Atlantic 

Microlabs (Norcross, GA). Samples were dried at 100 
o
C under vacuum at the facility 

prior to analysis to ensure a dry material basis. Estimates of the ratio of additive to PEI in 

a given sample were derived from the obtained C/N ratio according to equation 1 (g 

Additive / g PEI was derived explicitly as a function of the other, known or measured, 

quantities). 

 

 

 

 
  

 

 
  

 

 
  

  
(1) 

 

Nitrogen Physisorption experiments were performed on a Micromeritics Tristar II 3020 

instrument at 77 K. Surface areas were estimated using the BET method, using data 

obtained below a partial pressure of 0.3. Pore volumes were estimated by the total N2 

sorption at a partial pressure of 0.99. Surface areas and pore volumes of composite 

materials (organic + inorganic) were normalized to per gram SiO2 or Al2O3 using the 

inorganic weight percent derived from TGA experiments. Pore size distribution of the 

SBA-15 was estimated using the NLDFT equilibrium model with Quantachrome 

VersaWin software. Pore size distributions of the alumina samples were estimated using 

the BdB-FHH method employing the adsorption branch of the N2 isotherms and 
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assuming cylindrical pores. NLDFT was not used for the alumina PSD calculations due 

to the nature of the calculation, requiring a silica surface. 

X-ray Diffraction patterns were collected using a PANalytical XôPert diffractometer 

using Cu-K-alpha radiation.   

FTIR Spectroscopy: A Bruker Vertex 80v optical bench was used to collect FTIR spectra. 

For powder samples, ~ 1 mg of sample was mixed with ~ 100 mg KBr and pressed to 

pellets. For polymer samples, a small amount of (liquid) polymer was brushed onto a 

preformed KBr pellet. 

X-ray Photoelectron Spectroscopy spectra were collected on a Thermo K-Alpha 

spectrometer and a monochromatic Al kŬ X-ray source. Scans were taken from 0 to 1350 

eV with a scanning step of 0.1 eV. The spectrum was calibrated using the C1s peak at 

284.6 eV. Vacuum pressure of 4x10
-7

 torr was employed in the analytical chamber during 

analysis.  

CO2 Adsorption experiments were performed by thermogravimetric analysis (TGA) 

using a TA Instruments Q500 apparatus using 14 mg (+/- 1 mg) of material. Estimates of 

CO2 capacities were obtained by pretreating the given sample under a flow of helium at 

110 
o
C for 3 hours, followed by thermal equilibration at 30 

o
C and subsequent exposure 

to a gas mixture of 400 ppm CO2 balanced by helium at the same temperature for 12 

hours.  

 Results and Discussion 4.3

 An SBA-15 silica was synthesized and used as a model support to study the effect 

of additive mixtures on impregnated PEI during CO2 adsorption. The N2 physisorption 
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profile, NLDFT pore size distribution and small angle XRD pattern of the SBA-15 are 

shown in figures 4.1 a-c. The textural properties derived from the N2 physisorption data 

are tabulated in table 4.1. The NLDFT pore size distribution suggested a primary 

mesopore size of 8.6 nm, which corresponded well with the d100 spacing of ~9.2 nm 

derived from XRD. The surface area and pore volume of the SBA-15 were consistent 

with those found in the literature. 
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Figure 4.1 N2 physisorption (a), NLDFT pore size distribution (b), XRD pattern (c), of 

bare SBA-15. 

4.3.1 Effect of Additive Type on Amine Efficiency in SBA-15 

 Three additives, cetyl trimethylammonium bromide (CTAB), Mw 200 

poly(ethylene glycol) (PEG200) and Mw 1000 poly(ethylene glycol) (PEG1000), were 

co-incorporated with poly(ethylenimine) (PEI) into the SBA-15 to assess how the nature 

and quantity of additive changed the amine efficiency of the adsorbent at 400 ppm CO2. 

To prepare an adsorbent, specific amounts of additive and PEI were dissolved in 

methanol and subsequently equilibrated with an SBA-15/methanol dispersion before the 

methanol was removed by rotary evaporation. FTIR spectra, reported in figure C.1 of 

appendix C, confirmed that the additives were incorporated into the resultant materials. 

Additional spectra of PEI and PEG physically mixed as liquids, impregnated alone, and 

co-impregnated into SBA-15 are provided in figure C.3 of appendix C as well.  

 Table 4.1 shows the physical and textural properties of the resultant materials, as 

well as the CO2 capacities measured by TGA. Each of the materials shown in table 4.1 

was prepared with a constant PEI to SiO2 ratio of ~0.45 in the preparation mixture. The 

slight discrepancy between this PEI to SiO2 ratio in the preparation mixture and that 

reported in table 4.1 for the non-additive containing control material reported is attributed 

to adsorbed water on the silica and small losses of silica during sample handling, which 

would decrease the effective silica weight in the mixture slightly.  
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Table 4.1 Physical, textural and CO2 adsorption properties of SBA-15/PEI/Additive 

mixtures 

Additive Organic 

/ Silica
a
 

Carbon / 

Nitrogen
b
 

Additive 

/ PEI
c
 

Surface 

Area
d
 

Pore 

Volume
e
 

Amine 

Content
b
 

CO2 

Capacity 

 (g Org/g 

SiO2) 

(mol C/ 

mol N) 

g / g m
2
 / g 

SiO2 

cm
3
 / g 

SiO2 

mmol N / 

g  

mmol 

CO2 / g  

 
Reference Materials  

Bare SBA-15 - - - 880 1.13 - - 

PEI (no PEG) 0.51 2.2 - 317 0.67 6.36 0.63 

PEG200 (no PEI) 0.33 - - 35 0.11 - 0.00 

 
Low Molecular Weight PEG (PEG200) 

PEG200 0.54 2.6 0.31 236 0.50 5.75 0.79 

PEG200- low 0.66 3.2 0.61 263 0.54 4.97 0.73 

PEG200- med 1.32 5.6 1.82 147 0.33 3.88 0.64 

PEG200- high 2.13 8.8 3.42 1 0.00 3.42 0.49 

 
High Molecular Weight PEG (PEG1000) 

PEG1000-low 0.65 2.9 0.47 262 0.53 5.37 0.71 

PEG1000- med 1.39 5.8 1.92 4 0.01 4.17 0.49 

PEG1000- high 2.29 10.2 4.08 1 0.00 2.84 0.30 

 
CTAB 

CTAB- low 0.60 2.8 0.32 277 0.56 5.70 0.55 

CTAB- med 1.30 5.7 1.77 74 0.17 4.63 0.31 

CTAB- high 1.99 8.1 3.60 47 0.12 4.03 0.21 

a
Estimated by TGA; 

b
Estimated from elemental analysis; 

c
Estimated from elemental 

analysis using equation 1; 
d
Estimated by the BET method from N2 physisorption; 

e
Estimated from total N2 adsorbed at P/P0 = 0.99  
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 For each of the additives co-incorporated with PEI, as the organic content 

increased the C/N ratio and correspondingly the additive/PEI mass ratio also increased 

while the surface areas and pore volumes decreased. Since the additives were non-amine 

containing (with the exception of the quaternary amine in CTAB, which has a much 

higher C/N ratio than PEI) the amine content per gram of adsorbent decreased as the 

additive content increased.  

 The CO2 capacities for the PEI/PEG200 and PEI/PEG1000 were higher than the 

reference material at low PEG/PEI content; however the CO2 capacities of the samples 

decreased as the additive content increased for each additive molecule. For the 

PEI/PEG200 samples, as the content of PEG increased, the relative decrease in the CO2 

capacity was less than the relative decrease in the amine loading, indicating that the 

amine efficiency increased in these materials even as the CO2 capacity decreased. Most 

related studies in the literature have focused solely on changes to the CO2 capacity, while 

the amine efficiency is arguably a more practically important metric. It is important to 

note that that the reference sample with (only) PEG200 had a negligible CO2 uptake at 

the 400 ppm adsorption condition, indicating that the increased capacities of PEI/PEG200 

samples were not simply a result of PEG adsorbing CO2 independently of PEI. The amine 

efficiencies of each sample plotted against the estimated additive/PEI mass ratio are 

shown in figure 4.2. The horizontal line drawn through the figure represents the amine 

efficiency of the reference PEI/SBA-15 material with no additive. Samples at common 

additive/PEI content were grouped into low, medium and high loading groups for ease in 

observation of later data analysis. 
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Figure 4.2 Amine efficiency as a function of additive/PEI mass ratio for CTAB, PEG200, 

and PEG1000 co-incorporated with PEI into SBA-15. Horizontal line represents amine 

efficiency for PEI/SBA-15 without additive. The PEI/SiO2 mass ratio was held constant 

at ~0.45 for all samples. 

 The incorporation of both low and high molecular weight PEG increased the 

amine efficiency over all of the loadings tested, while the incorporation of CTAB 

decreased the amine efficiency. The incorporation of both low and high molecular weight 

PEG increased the amine efficiency over all of the loadings tested, while the 

incorporation of CTAB decreased the amine efficiency. This is contrary to the findings of 

Wang et al.,
14,34

 who reported an increase of ~10% in the CO2 capacity of a porous silicas 

and carbons impregnated with PEI and 5 wt% of CTAB, and Sayari et al.
17

 who reported 

a near doubling of the CO2 capacity during adsorption at room temperature when PEI was 

impregnated in a pore expanded MCM-41 with CTAB left behind from the silica 
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synthesis. However, the materials here contained much higher amounts of CTAB than in 

Wangôs study and were measured under ultra-dilute CO2 pressures, whereas in Sayariôs 

study the adsorption gas was pure CO2. Notably, the adsorbents were prepared with 

supports of differing properties in each case as well. The trends in figure 4.2 also show 

that the amine efficiency decreased as the additive levels increased in the PEG1000 and 

CTAB incorporated samples, while the opposite was true in the PEG200 incorporated 

samples. 

4.3.2 Pore Filling Characteristics 

 Physical differences between the materials were probed with N2 physisorption and 

XPS analysis. BET surface areas and pore volumes derived from N2 physisorption and 

normalized per gram SiO2 are reported in table 4.1. The percentage reduction in pore 

volume caused by pores being filled or blocked by organic was estimated by normalizing 

the N2 physisorption isotherms per gram SiO2, and comparing the final pore volumes of 

the materials with those of the unmodified SBA-15 support. Figure 4.3 shows this 

percentage reduction in pore volume plotted against the additive/PEI mass ratio for 

materials with all three additives at varying loading. Samples are grouped by common 

additive/PEI content, as with figure 4.2. 



 

 

 

 

112 

 

Figure 4.3 Percentage of pore volume filled by organic as a function of estimated 

additive/PEI mass ratios for CTAB, PEG1000, and PEG200 incorporated samples. 

 The percentage of pore volume filled or blocked by organic increased with the 

addition of additive for each set of materials. At additive/PEI ratios of ~0.5 g/g, the pore 

volumes of the adsorbents were very similar, with just over 50% of the pore volume 

filled. Similarly, at the highest additive/PEI content the pores of the SBA-15 were nearly 

full or blocked for each sample set, though the reduction in pore volume of the CTAB 

sample was slightly less than the others. At the intermediate ~2 g/g additive/PEI content 

there were stark differences in the reduction in pore volume. The physisorption profiles 

of the samples at this composition, normalized per gram SiO2, are shown in figure 4.4.  
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Figure 4.4 N2 Physisorption profiles for PEI and PEG200 (top), CTAB (middle), and 

PEG1000 (bottom) co-incorporated SBA-15 samples prepared at additive/PEI mass ratios 

of ~2 (medium additive loading). 

 The PEI/PEG200 and PEI/CTAB samples retained the characteristic SBA-15 

isotherm shape with shifted hysteresis regions, indicating effective reductions in pore size 

relative to the bare SBA-15 in both cases. The PEI/PEG1000 sample adsorbed negligible 

amounts of N2 and was effectively nonporous. Importantly, the mass content of organic 

in the materials in figure 4.4 were all within 10% of each other, as indicated in table 4.1, 

and differences in the bulk density of the different organic mixtures were too small to 

account for the observed differences in pore volume (see figure C.3 of appendix C). Due 

to the large quantity of organic contained in the sample, the expected occupied volume of 

organic exceeded the pore volume of the bare SBA-15 for each of the samples shown in 
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figure 4.4, suggesting that there may have been some appreciable organic deposition on 

the external surface of the particle.  

 To further investigate this possibility, XPS spectra of the samples at the medium 

additive loading were measured, as well as for the reference PEI/SBA-15 with no 

additive. For SBA-15 particles, which are expected to be ~500-1000 nm in diameter,
35

 

XPS provides a good representation of the surface, probing only a few nanometers deep. 

Table 4.2 shows various molar ratios derived from the XPS measurements, along with the 

bulk C/N molar ratio obtained from elemental analysis for comparison. The raw XPS 

spectra are provided in figure C. 4 of appendix C. 

Table 4.2 Molar ratios derived from XPS spectra and elemental analysis for samples with 

medium additive loading 

 SBA/PEI SBA/PEI/CTAB SBA/PEI/PEG200 SBA/PEI/PEG1000 

 mol / mol 

C/Si 1.1 2.3 1.5 3.0 

O/Si 1.7 1.7 2.0 2.5 

N/Si 0.5 0.4 0.4 0.5 

C/N 2.3 6.6 3.8 6.0 

C/N (EA) 2.3 5.7 5.6 5.8 

 

 The C/Si ratios of the samples containing additive were each higher than that of 

the reference PEI/SBA-15, indicating an enhanced degree of organic deposition on the 

outer surface of the particles. The C/Si ratios followed a similar trend as the reduction in 

pore volume shown in figure 4.3, with the PEI/PEG1000 sample having the greatest 

amount of organic on the surface, followed by PEI/CTAB and finally PEI/PEG200. O/Si 

ratios were higher in both PEI/PEG samples than the SBA/PEI control, providing a 

signature of PEG on the particle exterior of these samples. The surface N/Si ratios were 
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similar for all the samples, suggesting that the amount of PEI deposited on the exterior of 

the particle did not significantly change during the preparation with or without additive. 

However, N and Si had the weakest signal in the spectra, and thus may have the highest 

intrinsic error associated with integration of the peaks.  

 The bulk C/N was very similar for each sample while the surface C/N varied 

between samples. For the control PEI/SBA-15 sample, the C/N ratio measured by both 

techniques was identical, providing merit for the use of this comparison in distinguishing 

physical differences within a single material. The most striking difference between 

surface and bulk C/N was that of the PEI/PEG200, where the surface C/N was 

significantly lower than the bulk but still higher than that of the PEI/SBA-15 control. 

This indicates that there was some PEG on the exterior of the particle, consistent with the 

C/Si and O/Si data, but to a lesser degree than in the bulk. Thus much of the PEG200 

likely went inside the pores of the SBA-15 along with the PEI. Taken together with the 

TGA, N2 physisorption and bulk density data, which suggest that this sample contained 

enough organic to completely fill the pores but retained significant porosity, we 

hypothesize that the PEI and PEG may have packed in the pores in such a way that the 

confinement induced a difference in the density of the mixture relative to the bulk 

(unconfined). 

 The PEI/PEG1000 had comparable surface and bulk C/N content, indicating that 

either all of the organic was deposited on the surface, or there was a distribution of 

homogeneously mixed organic in the interior and exterior of the particles. The significant 

C and O content on the exterior of the particle coupled with the physisorption data 



 

 

 

 

116 

showing no porosity suggests a disproportionate deposition of organic on the exterior of 

the particle. The PEI/CTAB had a higher surface C/N than bulk, indicating a higher 

content of CTAB on the particle exterior, consistent with the increased C/Si surface ratio.  

The efficient filling of pores is expected to be an important practical consideration in the 

scale up of adsorbents to structured contactors of hierarchical pore structure such as 

hollow fibers.
16,36

 As such, these findings of heterogeneities in the deposition of 

polyamine/additive mixtures onto porous particles is an important development, and to 

our knowledge such have not been previously identified in the literature. 

 At a more fundamental level, the observed differences in organic deposition and 

pore filling are hypothesized to derive from additive/PEI molecular interactions. 

Specifically, through clusters formed between PEG and PEI, but not CTAB and PEI, due 

to hydrogen bonding interactions.  PEG and PEI likely hydrogen bond primarily through 

interactions between the alcohol end groups on the PEG and primary and secondary 

amines on the PEI. CTAB likely does not interact as well with the PEI due to the lack of 

H bonding sites. PEG/PEI clusters would contain multiple PEG chains per PEI chain as a 

single PEI chain contains ~22 N groups, 75% of which are primary or secondary 
37,38

, 

while PEG contains two alcohol groups. Thus, clusters of PEI/PEG1000 would likely be 

larger in radius than PEI/PEG200 and would be more susceptible to blocking SBA-15 

mesopores during the solvent removal step of the synthesis, where capillary forces likely 

play a role in forcefully drawing solution into the pores of the solid. We hypothesize that 

this is what causes the pore blockage observed in N2 physisorption of the PEI/PEG1000 

sample. Smaller clusters of PEG200 and PEI could have the opposite effect, promoting 
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pore filling, by reducing the interaction between amine groups on the PEI and hydroxyls 

on the pore surface of the silica, thus allowing PEI to settle in a dispersed configuration. 

4.3.3 Effect of PEI loading on Amine Efficiency in SBA-15 

 To further explore the promoting effect of PEG200 on supported PEI, SBA-15 

was co-impregnated with PEG200 at two additional PEI/SiO2 ratios. Figure 4.5 shows the 

amine efficiencies as a function of the PEG/SiO2 quantity for each PEI loading. Table C. 

1 in appendix C presents the relevant data in tabulated form for these samples. 

 

Figure 4.5 Amine efficiency of PEI co-impregnated with PEG200 at varying PEG200 

loadings at three PEI/SiO2 loadings plotted against estimated PEG/SiO2 mass ratios 

estimated from equation 1 and TGA estimations of total organic loading. 
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 The promoting effect of PEG on the amine efficiency was not strongly influenced 

by the quantity of PEI in the sample, as the shapes of the curves are very similar for each 

of the PEI loadings tested. The curves of the sample sets at the two higher PEI loadings 

were essentially overlapping and shifted a constant value above that for the lowest amine 

loading. For each of the three PEI loadings, the relative increase from minimum to 

maximum was similar at ~60% of the initial efficiency.  

4.3.4 CO2 Adsorption Dynamics 

 Fractional uptake (normalized adsorbed amount vs. time) plots of CO2 adsorption 

onto samples discussed in the preceding sections are shown in figure 4.6. These provide a 

qualitative comparison of the adsorption dynamics independent of the total amount of 

CO2 adsorbed.In figure 4.6 a-c samples of varying additive type and amount are shown, 

and the data are grouped by similarity in additive/PEI content. In figure 4.6 d-f samples 

of varying PEI and PEG200 content are shown, and the data are grouped by similarity in 

PEI loading. 
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Figure 4.6 Fractional uptakes of adsorbents prepared with varying additive at a single PEI 

loading (a-c) and with PEI and PEG200 at varying PEI loading (d-f). 

 The uptakes are characterized by a region of rapid mass uptake at early times of 

CO2 exposure, followed by a transition to a slow approach to equilibrium in the long time 

region. Such is commonly reported in the literature for supported amines. While a simple 

model of gas diffusion into a sphere yields a curve with a qualitatively similar shape,
39

 

the literature suggests that the two regions are the result of two regimes of differing mass 

transfer resistance.
4
  The early-time rapid uptake region is likely controlled by gas phase 
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mass transfer of CO2 to highly accessible amines, perhaps those that are exposed to void 

space in the pores of the particle. In the long-time region, the slow approach to 

equilibrium is likely controlled by CO2 diffusion through an amine barrier layer. This 

may be due to CO2 diffusion through amines that are buried under other amines,
4
 or a 

result of inter-amine cross-linking through bound CO2,
40,41

 which would rigidify the PEI 

and create a physical barrier for CO2 to diffuse through.  

 The fractional uptake curves were similar at the low and medium additive 

loadings as shown in figure 4.6b and 4.6c, even though the amine efficiencies were 

improved (shown in figure 4.2). Thus, the changes in amine efficiency were manifested at 

very early times of CO2 adsorption, suggesting that the additives served to increase the 

fraction of readily accessible amines. At the higher additive loading, the samples 

containing CTAB and PEG1000 showed a deviation from the initial region of rapid mass 

uptake at a lower fractional uptake (y-axis value), than the PEG200 and PEI counterparts, 

reflecting a diminished kinetic performance. In figure 4.6 d-f, the effect of PEG200 on 

the uptake dynamics at varying PEI loading is shown. At the low PEI loading the uptake 

curves were nearly identical, while the dynamics showed a marked improvement at the 

two higher PEI loading at high PEG content. In both cases, at the highest PEG/PEI 

content the slow approach to equilibrium in the long-time region was not observed. At 

these two highest PEG/PEI ratios, the content of alcohol end groups of impregnated PEG 

approached the content of reactive (1
o
 and 2

o
) amines of PEI (75% of total N),

37,38
 taking 

values of 0.61 and 0.75 mol OH/ mol N for medium and high PEI loadings.  
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 Using this observation as an indication that the physical origin of the promoting 

nature of PEG may be related to OH/N interactions, the observed kinetic improvement is 

rationalized in the context of the PEI/PEG cluster formation discussed in the preceding 

section. Specifically, it is hypothesized that as PEI and PEG cluster together, PEG 

physically shields PEI chains from one another and from the silica wall. At equimolar 

OH/N, each reactive amine interacts with an end of a PEG chain and hence PEI/PEI 

interactions are substantially reduced. This physical shielding of neighboring PEI chains 

from one another is likely to promote intrachain CO2 adsorption events (rather than 

interchain). This would reduce the extent of CO2 induced PEI cross linking and the 

resulting barrier formation and diffusional limitations. Both molecular weights of PEG 

may interact with PEI to improve performance in this fashion, but the observed effect is 

subject to the clusters being able to efficiently enter the pores of the material. Our data is 

consistent with this, where at low loadings of PEG1000, where the hypothesized 

PEG/PEI clusters would have a lower PEG/PEI chain ratio and therefore be smaller, the 

clusters are more likely to efficiently enter the SBA-15 pores and an improved CO2 

capacity and amine efficiency are observed. However, as the PEG content is increased 

and the clusters grow in size, clogging at pore mouths occurs and more amines become 

buried and thus are not available for CO2 adsorption, even at long adsorption times. Since 

CTAB likely would not have such interactions with PEI, and deposits on the particle 

exterior disproportionally, it simply may completely block pores at their entrance and 

bury the impregnated amines at moderate loadings, hence reducing the amine efficiency 
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without significantly altering the dynamics. The relative size of the clusters and pore 

diameter of the support thus becomes an important metric for future studies. 

 To further investigate the kinetic threshold identified above, amine efficiencies of 

the samples at the medium and high PEI loadings with and without PEG at the highest 

PEG content were measured at 40 and 50
 o
C, with the results of these experiments shown 

in figure 4.7. 

 

Figure 4.7 Amine efficiency as a function of adsorption temperature for materials 

prepared at 0.7 (squares) and 0.9 (circles) g PEI / g SiO2 with PEG200 at the highest 

PEG/SiO2 loading (green, hollow) and without PEG (black, solid) 

 The amine efficiencies decreased at increased adsorption temperature for each 

sample; however the samples with PEG showed much sharper reductions in amine 

efficiency at increased temperature than those without PEG. Typically, amine efficiencies 

of PEI impregnated aminosilica adsorbents show a maximum value at temperatures 

above 30 
o
C at higher partial pressures of CO2, reflecting kinetically controlled systems 

during the lower temperature experiments.
42

 The results in figure 4.7 suggest that these 
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kinetic effects may be less important under ultra-dilute adsorption conditions, where only 

the most reactive amines will be active, compared to more typical experiments done 

under higher partial pressures of CO2 (0.1-1 bar). The steep decrease in capacity of the 

PEG/PEI samples relative to the samples without PEG indicate a system that is strongly 

controlled by thermodynamics, thus corroborating the above finding that the adsorption is 

completely thermodynamically controlled at PEG/PEI ratios approaching equimolar 

OH/(1
o
, 2

o
) N ratios.  

4.3.5 Incorporation of PEI and PEG200 in Mesoporous ɔ-Alumina Supports 

 Finally, while SBA-15 silica was a useful model for probing adsorption 

phenomena due to its well-structured nature, such a silica support may not be practical 

for use in a commercial process. We have previously demonstrated that steam stripping is 

a potentially practical method for the regeneration of supported amine materials, and that 

mesoporous alumina is more robust than silica to the conditions imposed by such a 

process.
29,43ï45

 While others have suggested that certain silica compositions may also be 

hydrothermally stable,
46

 it is important to explicitly extrapolate the findings of the 

PEG/PEI/SBA-15 system to other oxides that could be employed as adsorbent supports. 

As such, the use of PEG as an additive in two ɔ-alumina supported materials was also 

explored. One alumina was prepared in house using a soft template (P123), referred to 

here as ótemplatedô alumina, while the other was a commercially available Sasol Sba-200 

alumina referred to here as ócommercial aluminaô. The physisorption profiles, pore size 

distributions and XRD patterns of the alumina supports are provided in figures C.5 and 

C.6 of appendix C, while the physical and textural properties of the samples derived from 
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such experiments are tabulated in table C.2 in appendix C. Figure 8 shows the amine 

efficiency of the adsorbents plotted as a function of the PEG/PEI ratio for adsorbents 

prepared at ~0.45 g PEG200 / g PEI (analogous to figure 2) as well as that of the SBA-15 

materials prepared at the same PEI/SiO2 loading, for comparison. 

 

Figure 4.8 Amine efficiency plotted as a function of PEG200/PEI mass ratio as estimated 

from equation 1 for SBA-15 (green), templated alumina (blue) and commercial alumina 

(magenta). 

 The amine efficiencies of the samples without additive differed between supports 

used, perhaps due to differences in the textural or acid/base properties of the parent 

support material. The PEI/SBA-15 had an efficiency of ~0.10, the PEI/commercial 

alumina was slightly higher at ~0.12 and the PEI/templated alumina was significantly 

higher at ~0.17 mol CO2 / mol N. The pore size of the supports followed the same trend 
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from small to large, suggesting that for these materials, pore size is an important textural 

property. The acid/base properties likely differed between the supports as well, with the 

SBA-15 having mild acidity derived from the surface hydroxyls, while the commercial 

alumina has been shown to have mild acidity,
47,48

 and the templated alumina has been 

shown to have a basic surface.
31

 Each material showed the expected increase in amine 

efficiency with increased PEG200 quantity. The templated alumina reached a maximum 

before decreasing, while the commercial alumina did not show a maximum. It was 

attempted to incorporate a higher quantity of PEG into this alumina at the given 

PEI/alumina content but the attempts were unsuccessful, likely due to the much lower 

pore volume of that support compared to the others used (~0.45 vs 1 cm
3
/ g). 

Interestingly, the shapes of the curves for each of these samples were qualitatively 

different, while those for differing PEI content on the same support (figure 4.6) were very 

similar. This may be due to differences in the textural properties of the supports, or to a 

differing nature of the PEI-surface interaction that is altered upon the addition of the 

PEG, however these hypotheses were not explored. Nonetheless, these data explicitly 

demonstrate that the addition of PEG200 to PEI is effective in improving the amine 

efficiency of PEI supported in alumina, which is important for the further development 

and engineering of practical materials for CO2 capture. 

 Conclusions 4.4

 Additive molecules, particularly low molecular weight PEG, PEG200, 

substantially increased the amine efficiency of PEI supported on mesoporous silica and 

alumina adsorbing CO2 from dry simulated air. Amine efficiencies were increased by a 
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maximum of ~60% for each of the PEI loadings tested on SBA-15 silica. A threshold 

PEG/PEI ratio was identified, at which the adsorption is completely thermodynamically 

controlled, and which corresponds to equimolar OH / reactive (1
o
, 2

o
) amine ratios, 

providing the means to hypothesize a physical origin of the behavior. It is suggested that 

PEG and PEI cluster together to reduce PEI/PEI and PEI/SiO2 interactions, the former of 

which is dominant at high PEI loadings and the latter of which is dominant at low PEI 

loading, and that a reduction in PEI/PEI interactions would lead to a higher probability of 

intrachain CO2 adsorption events, thus reducing the extent of CO2-induced PEI 

crosslinking. A non-homogenous deposition of organic on the interior/exterior of the 

SBA-15 particles is observed, with the larger molecules (PEG1000, CTAB) preferentially 

depositing on the particle exterior; thus the PEG/PEI promoting effect is subject to 

efficient organic incorporation into the support pores. Finally, the use of PEG200 was 

explicitly demonstrated to be effective in improving the amine efficiency of PEI when 

supported on mesoporous alumina, a more robust support for practical applications. 
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CHAPTER 5  

FUNCTIONALIZATION OF  MONOLITHIC ALUMINA 

HONEYCOMBS WITH PEI  

  

 Introduction & Motivation  5.1

 As noted in chapter 1, it is proposed to disperse polymeric amines in a 

honeycomb monolith structure, similar to that of a catalytic converter, as such a structure 

provides a high surface area substrate that imposes low pressure drop on fluids moving 

through its channels. There is very little understanding of how to engineer high 

performing monolithic adsorbents beyond structure/performance relationships derived in 

literature for powder sorbents. The functionalization of porous monolithic structures with 

polymeric amines for CO2 capture has been explored in the literature only to a limited 

degree. Meso-macroporous silica monoliths have been impregnated with PEI and 

tetra(ethylenepentamine) (TEPA) and investigated for gas adsorption in several papers.
1ï6

 

Higher adsorption capacities have been observed with the monolithic supports than with 

powders, a phenomena that has largely been explained by the increased total pore volume 

and pore connectivity in the structured materials. However, these monoliths were not of 

the preferred honeycomb channel arrangement noted above. Other macrostructures with 

hierarchical pore systems have been impregnated with PEI as well, such as polymeric 

hollow fibers spun to contain silica particles within the polymeric matrix.
7ï10

 PEI 

incorporation into the silica monoliths has been carried out using wet impregnation 
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techniques that are popular for powder sorbents. Conversely, a step for PEI incorporation 

into the hollow fibers was integrated into the solvent exchange process of fiber 

preparation by immersing fibers in a solution of methanol and PEI to impregnate the 

embedded silica.
8
 

 Most of these studies have focused more on the performance of the materials, and 

less on developing scalable PEI impregnation procedures or thorough characterizations of 

the sorbent properties. Specifically, there has been no investigation or discussion as to the 

preferred occupancy regimes (micropores vs. mesopores vs. macropores) of the amines 

upon impregnation into hierarchically porous materials. Efficient incorporation of amines 

into the micro and mesopores of a hierarchical material is likely to play a critical role in 

defining important performance characteristics such as amine accessibility, propensity for 

amine leaching, and wasted heat (from heating of unused amine in a temperature swings). 

It is therefore critical to develop scalable and effective techniques of amine incorporation 

into practical structures for inexpensive wide scale production and deployment of CO2 

capture technologies. Additionally, the performance of such structured adsorbents has not 

been assessed in the context of literature precedents for adsorption capacities and uptake 

rates.  

 In this chapter, we report on the systematic scale up of powder sorbents to 

monolithic sorbents. Small pieces of monolithic alumina were functionalized with PEI 

and thoroughly compared to powders prepared with the same alumina support. Compared 

to analogous powders, the monolithic sorbents showed a larger discrepancy in the 

expected mesopore filling of PEI, suggesting that PEI deposited in macropores to a larger 
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extent in the monoliths than in the powders. A larger monolithic sorbent was stable to 

five cycles of CO2 adsorption followed by steam stripping, and showed similar 

thermodynamic performance to powders and smaller monolithic samples. Despite the 

similar performance in the monoliths and powders, this physical difference suggests that 

there is room for improvement in the preparation of monolithic sorbents through novel 

and/or improved procedures.   

  Experimental 5.2

5.2.1 Materials 

 Poly(ethyleneimine) (PEI) (branched, Mw~ 800, Sigma-Aldrich), and methanol 

(ACS grade, BDH chemicals) were used as received from the supplier. Cylindrical 

monoliths of ~1 in diameter and ~4 in length were provided by Corning, Inc. The 

monoliths had a honeycomb channel arrangement with either 200 or 400 cells per square 

inch (cpsi) of frontal cell density. For both cell densities, the wall thickness was 7 mil 

(0.007 in.).The materials used in this study were either small pieces cut from a full 

cylindrical monolith, or powders created from crushing the smaller pieces with pestle and 

mortar. A single, full monolith cylinder (1 in. x 4 in.) with a cell density of 200 cpsi was 

used as well.    

5.2.2 Monolith PEI Impregnation  

 All samples were dried under high vacuum (~20 mtorr) for 12-16 h under 

elevated temperature prior (~100 
o
C) to PEI impregnation. Small monolith pieces, with 

weights ranging from ~ 0.1 ï 0.25 g, were dipped in solutions containing PEI and 
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methanol (MeOH) through one of two methods described below. All impregnations were 

performed with a 20 mL total liquid (PEI/MeOH) volume in a capped 50 mL round 

bottom flask. Monolith pieces were suspended in solution by way of Nylon wire that was 

looped through several monolith channels and passed through the interior of a syringe. 

The syringe protruded through a rubber septa that capped the round bottom flask. 

Suspended monolith pieces were lowered into, or raised out of, solution by adjusting the 

syringe up or down in the septa. During monolith immersion, the PEI/MeOH solutions 

were stirred with a stir bar and magnetic stirrer. A picture of a typical setup is provided in 

appendix D, figure D.1.  

 In the Capillary Method, a given wt% PEI/MeOH solution was equilibrated under 

stirring for 30 min prior to monolith immersion. Monoliths were then dipped into the 

solution by lowering completely into the liquid, and subsequently immersing for either 5 

min, 1 h or 6 h. Following immersion, the monolith pieces were lifted out of solution, and 

suspended above the dipping solution for 30 min to allow excess liquid to drip from the 

channels and exterior of the structure. Finally, the samples were dried under ~20 mtorr of 

vacuum at ~60 
o
C to fully remove the MeOH. 

 In the Diffusion Method, a PEI/MeOH solution at double the target PEI wt% was 

equilibrated under stirring for 30 min (e.g. a 60 wt% PEI solution would be prepared for a 

target final 30 PEI wt% solution). Separately, a monolith piece was immersed for 30 

minutes in a quantity of methanol that, when combined with the concentrated PEI/MeOH 

solution, would result in the target solution concentration. The PEI/MeOH solution was 

then rapidly added to the monolith/MeOH system without lifting the monolith out of the 
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MeOH. The resultant mixture was stirred for a given amount of time and then treated in 

the same manner as in the Capillary Method.  

5.2.3 Powder Preparation 

 Powders were prepared directly from monolith pieces by gentle grinding with a 

pestle and mortar. The monolith pieces were ground until a flowing powder was formed. 

Powder sorbents were prepared though a traditional impregnation method. Powder 

alumina was dried under vacuum at ~100 
o
C prior to PEI impregnation. Each powder 

sample was prepared using 0.25 g of dry alumina. The alumina was dispersed in 20 mL 

of MeOH under stirring. Separately, a given amount of PEI was dissolved in 10 mL of 

MeOH. The two mixtures were allowed to stir separately for 1 h, before the solution 

containing PEI was added dropwise via pipette to the dispersion containing alumina. The 

resultant mixture was stirred for 3 h at room temperature. The solvent was then removed 

by rotary evaporation at ~50 
o
C, before residually adsorbed solvent was further removed 

by drying under vacuum (~20 mtorr) at ~60 
o
C overnight.  

5.2.4 Characterization 

Thermogravimetric Analysis ï The organic and inorganic content of samples were 

estimated via TGA analysis by use of a NETSCH STA 449 F3 Jupiter. ~10-14 mg of 

sample were placed in a platinum pan and exposed to diluted (in N2) air with a 

temperature ramp. The organic fraction of the sample was taken as the ratio of weight 

loss in the region of 120-900 
o
C relative to the residual mass at 900 

o
C. Organic loadings 
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derived in this manner were corrected by the weight loss of the bare alumina in the 

appropriate temperature region. 

Nitrogen Physisorption ï N2 physisorption experiments were carried out on a 

Micromeritics Tristar II 3020. Samples were dried at 110 
o
C under vacuum for 12h on a 

Schlenk line prior to the adsorption analysis. Approximately 200 mg of sample was used 

in each analysis. Surface areas were estimated with the BET method, pore volumes 

estimated using the total N2 adsorbed at P/P0 ~ 0.99, and pore size distributions derived 

using either the BdB-FHH, BJH (using the adsorption branch of the isotherm) or NLDFT 

models. BJH and NLDFT PSDs were derived using the VersaWin software package from 

Quantachrome.  

Mercury Porosimetry ï Mercury intrusion porosimetry was performed at Micromeritics 

(Norcross, GA). Samples were degassed at 100 
o
C under vacuum prior to analysis. 

Mercury pressures of 0.2 ï 60000 psi were applied to 0.2g of sample at 18 
o
C. A 

mercury/alumina contact angle of 130
o
 was assumed in the conversion of mercury 

pressure to pore size using the Washburn equation.
11

 

XPS ï XPS spectra were recorded on a Thermo K-Alpha spectrometer and a 

monochromatic Al kŬ X-ray source. Prior to analysis, samples were dried overnight 

under vacuum to remove adsorbed species. Scans from 0 to 1350 eV were measured with 

a scanning step of 0.1 eV. The spectra were calibrated using the C1s peak at 284.6 eV. A 

chamber vacuum pressure of 4x10
-7
 torr was employed during the analysis. All samples 

were measured in ópowderô form. Samples prepared as monoliths were crushed to form 

powders prior to experiment. 
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SEM Imaging ï SEM images were recorded on a Hitachi SU8010 microscope. Samples 

were prepared by depositing on carbon tape and subsequently sputtering with gold for 

60s. 

CO2 Adsorption ï CO2 adsorption was performed by TGA analysis and in fixed bed 

experiments. TGA experiments were carried out on a TA Instruments Q500for 12 h under 

a 90 mL/min flow of 400 ppm CO2 / He. Prior to exposure to the CO2 containing gas, the 

samples were pretreated under He flow at 110 
o
C for 3 h. Fixed bed, steam stripping 

experiments were carried out on a home-made flow adsorption apparatus equipped with a 

Sussman MBA-3 boiler to provide steam. A schematic of the system is provided in the 

appendix A, figure A.1. A full monolith core (1 inch diameter, 3 inches length) was used 

in these experiments. The monolith was wrapped in Teflon tape and place inside of a 

cylindrical stainless steel monolith housing container. The top of the monolith was 

wrapped with a thicker layer of Teflon tape as to create an interface between the tape and 

the inside edge of the housing container to minimize gas bypass. The container was 

sealed on the top and bottom with O-rings, and connected to the system piping by way of 

ıò Swagelok adapters. The monolith was subjected to cycles of (i) drying under hot N2 

(1 L/min, lines upstream of container heated externally with heat tape and monolith 

chamber heated with a fluid heating jacket), (ii) cooling under ambient N2 (1 L/min), (iii) 

CO2 adsorption (400 ppm CO2/N2, 12.5 SLM), and (iv) steam exposure (~5 g/min, 110-

120 
o
C saturated). 
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 Results and Discussion 5.3

5.3.1 Preparation and Characterization of Sorbents 

 Extruded honeycomb monoliths prepared with Sasol Sba-200 mesoporous ɔ-

alumina powder were provided by Corning and used in this study. The honeycombs were 

received as cylindrical structures of ~1 inch diameter and ~4 inches length, with a cell 

density of either 200 or 400 cells per square inch (cpsi) and a wall thickness of 7 mil 

(0.007 inch, ~180 ɛm). The SEM image in figure 5.1a reveals the square channel cross 

section and wall thickness of the structures. Figures 5.1b and 5.1c show the macroporous 

nature of the wall on length scales of 10-50 ɛm. These images illustrate that the walls of 

the monolith consisted of purely of ɔ-alumina particles sintered together to form a 

network of particles and voids with sizes on the length scale of micrometers. For 

convenient analysis using standard powder characterization instrumentation, smaller 

monolith pieces (~200 mg) that retained the honeycomb structure were cut from the 

larger cylinders. Additionally, a powder analogue was prepared to provide comparison 

with the monolith pieces. The powder was formed by grinding bare monolith pieces with 

mortar and pestle. SEM images shown in figure 5.1(d-f) reveal the large particle size 

distribution of the powder. The images suggest that the powder was comprised of large 

primary porous particles, much smaller binder particles, and clusters of binder and 

primary particles.  
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Figure 5.1 SEM images of small pieces of monolith (a-c) and powder (d-f) formed by 

grinding similar small pieces of monolith. 

The monoliths and powders both contained measureable porosity in the meso and 

macropore size regimes. N2 physisorption and mercury porosimetry were used to assess 

the porosity of the samples and their corresponding pore size distributions are shown in 

figure 5.2. The data show that the mesoporous characteristics of the monoliths and 
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powders were very similar, while there were differences in the macroporous nature of the 

samples. Consistent with the creation of new voids between alumina particles from the 

powder preparation, the macropore volume of the powder (0.91 cm
3
/g) was significantly 

higher than that of the monolith (0.54 cm
3
/g) while the mesopore volumes (obtained from 

the N2 experiment) were very similar for both samples (~0.42 and 0.39 cm
3
/g for 

monolith and powder, respectively); the data are tabulated in table 5.1. 

 

Figure 5.2. N2 physisorption isotherms (a), BdB-FHH pore size distributions (b), mercury 

porosimetry profiles (c), and the resulting pore size distributions (d) of a bare alumina 

monolith (magenta) and powder (grey). N2 pore size distribution derived from the BdB-

FHH method, using the adsorption branch of the N2 isotherm. Pore size distributions of 

monoliths offset by 0.05 cm
3
/g in (b) and (d). 
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 The N2 isotherms of the monolith and powder nearly overlapped and show 

moderate N2 uptake at low P/P0 followed by a sharp N2 uptake and hysteresis at high 

P/P0, confirming the mesoporous nature of the alumina. Correspondingly, the pore size 

distributions of both sample types reflect a common mesopore structure, with a pore 

diameter centered at ~9 nm, and a low micropore volume. These data show that the 

mesoporosity of the alumina was not altered by crushing the monolith to form a powder. 

More stark differences are apparent in the mercury porosimetry profiles. The most 

striking of these is the large mercury uptake at large pore size (low mercury pressure) in 

the monolith sample, corresponding to filling of the extruded channels. Clearly, the 

channels were not present in the powders and such uptake is not observed in the powder 

profile. There is a gradual increase in the mercury uptake in pores of ~10-100 ɛm present 

in the powders but not in the monoliths, manifested as small peaks appearing only in the 

powder pore size distribution in this region. Finally, there is a sharp mercury uptake and 

gradual increase in sorption in pore sizes between ~100 nm to 10 ɛm in both the monolith 

and powder profiles. The bulk of the macroporosity of both samples fell in this regime, as 

is obvious in the pore size distributions. There was a wider range of macropore diameters 

in the powder, as evidenced by the smaller pore size at which the onset of the sharp 

mercury uptake occurred in the monolith sample.  

 PEI was impregnated into the monolith pieces by two methods, both of which 

involved the immersion of a monolith in a PEI/MeOH solution for a period of time 

followed by solvent removal via vacuum treatment. The two impregnation methods, 

denoted by the hypothesized means of PEI transport into the monolith pores, differed 
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most fundamentally by the nature of the fluid occupying the pores prior to introduction of 

PEI. In the ócapillaryô based method, monolith pieces, previously in ambient air, were 

immersed into the PEI solution for a given amount of time before being removed and 

dried. It was hypothesized that capillary forces acting to displace the air in the pores with 

PEI/MeOH would play a significant role in drawing PEI into the structure. In the second, 

ódiffusionô based method, monolith pieces were immersed in methanol prior to 

introduction of PEI into the solution. Here, it was expected that the role of capillary 

forces in drawing PEI into the monolith pores would be substantially reduced as a result 

of the much smaller density difference between the fluid occupying the pores before and 

after introduction of PEI. As such, it was hypothesized that PEI would enter the pores of 

the structure primarily through diffusion and possibly convection (from the stirred 

solution), rather than convection induced by capillary forces. In both methods, the total 

volume of solution used in the impregnation of a single monolith piece was kept constant 

(20 mL), and in all cases the immersion of a monolith was followed by a short ambient 

drying treatment to remove excess liquid from the channels and exterior of the monolith 

and then subsequent vacuum treatment to fully remove the methanol.   

 The two impregnation methods yielded monolithic sorbents of similar 

composition and textural properties. Figure 5.3a shows the composition (g PEI / g Al2O3) 

of sorbents prepared by immersion in solutions of 30 wt% PEI for three times by both 

methods. The average sorbent composition varied between ~0.30 and 0.45 g PEI / g 

Al 2O3 depending on the immersion time, for both methods. The horizontal line in figure 

5.3a represents the particular sorbent composition at which the volume of PEI in the 
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sample matches the mesopore volume of the (bare) alumina. The average PEI loadings 

achieved for sorbents immersed for 1 h and 6 h by the capillary method were very close 

to this mesopore filling threshold. The sorbent loading prepared by the diffusion method 

and a 6h immersion time also was very close to this value.   

 

Figure 5.3 PEI content (left, a) and percentage difference in measured vs expected pore 

volume (right, b) for monolithic sorbents prepared by the capillary based method (purple) 

or diffusion based method (orange). Horizontal line in (a) represents PEI content equal to 

mesopore volume of bare alumina. Error bars determined from preparation of replicate 

monolith sorbents under similar conditions. 

 The textural properties of the sorbents prepared via both impregnation methods 

were also similar, though there was some degree of variability as indicated by the error 

bars in figure 5.3b. Importantly, the pore volume measured by N2 physisorption deviated 

significantly from expected characteristics. Figure 5.3b shows the difference in measured 

vs. expected mesopore volume (expressed as percent of expected) of the monolithic 

sorbents. The expected mesopore volume was calculated by means of the loading and 

density of PEI, assuming exclusive occupation of mesopores by PEI, while the measured 
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pore volume was calculated from N2 physisorption isotherms normalized to the total 

amount of Al2O3 in the sample. The discrepancy in pore volume ranged from 25-35% of 

the expected value, but had standard deviations that approached 50-75% of the average 

value. This variance was larger for the ódiffusionô based impregnation method for each of 

the immersion times, perhaps due to unequal penetration of the PEI into the smaller pores 

of the monolith without capillary induced convection.  

 The measured pore volumes of the monolithic sorbents were always higher than 

the expected value, and deviated to a greater extent than powders prepared at similar 

loadings. These findings are more clearly demonstrated in figure 5.4, where the pore 

volumes of monolithic and powder sorbents are shown as a function of PEI loading. All 

samples reported in figure 5.4 were prepared by the ócapillaryô method, for consistency. 

Here, results of individual samples are presented rather than averages, as are shown in 

figures 5.3a and 5.3b. Solid lines representing the expected pore volume for given PEI 

loadings are drawn in the figure for comparison. The expected pore filling lines for 

powders and monoliths are slightly offset due to the small difference in measured pore 

volume of the bare powder and bare monolith. The figure establishes that monolithic 

sorbents had higher pore volumes than powder sorbents across the entire range of 

measured PEI content, and correspondingly deviated further from the expected pore 

filling .  
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Figure 5.4 Normalized pore volume for monoliths (magenta) and powders (grey) at 

varying PEI content compared to expected pore volumes (solid lines). All monolith 

samples prepared via capillary method. 

 To explore the differences between the powder and monolith sorbents in greater 

detail, samples with common PEI content (+/- 0.02 g PEI / g Al2O3) were selected and 

further characterized. Tabulated in table 5.1 are the physical and textural properties of the 

selected sorbents. Each of the monolith samples was prepared using the ócapillaryô 

method and an immersion time of 1 h. Powder and monolith pairs at similar amine 

content are labeled as having ólowô, ómediumô, or óhighô amine content, for simplicity in 

the subsequent discussion. 
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Table 5.1 Textural properties of selected monolithic and powder samples. Monoliths 

prepared using ócapillary methodô, an immersion time of 1h, and PEI contents of 5, 10 

and 30 wt% for low, medium, and high PEI samples. 

Sample Form Amine 

Loading
a
 

Surface 

Area
b
 

Macropore 

Volume
c
 

Mesopore 

Volume
b
 

Expected 

Volume 

PEI
d
 

Pore 

Volume 

Loss
b
 

  g PEI / g 

Al2O3 

m
2
 / g 

Al2O3 

cm
3
 / g 

Al2O3 

   

Bare  Powder n/a 194 0.91 0.45 n/a n/a 

Bare  Monolith n/a 195 0.54 0.41 n/a n/a 

Low  Powder 0.19 119 - 0.26 0.16 0.16 

Low  Monolith 0.17 167 - 0.34 0.18 0.06 

Medium Powder 0.29 77 - 0.19 0.28 0.23 

Medium Monolith 0.30 127 - 0.27 0.28 0.12 

High Powder 0.43 16 - 0.08 0.41 0.34 

High Monolith 0.44 31 - 0.10 0.42 0.31 
a
Estimated from TGA. 

b
Estimated from N2 physisorption at P/P0 = 0.95.

c
 Estimated from 

Hg porosimetry data between 100 nm and 100 um. 
d
Estimated from TGA assuming a PEI 

density of 1.05 g/mL. Dashes represent measurements that were not made. 

 As described above, the mesoporous characteristics of the monolith and powder 

supports were nearly identical while the macropore characteristics differed. The 

mesoporosity was likely contained in the large, primary alumina particles shown in figure 

5.1. These are unlikely to have been interrupted by the powder preparation, in which 

mainly the interconnections between such particles were broken. The BET surface areas 

of the monoliths and powders were identical, despite the necessarily larger external 

surface area of powders. Assuming a solid volume occupancy of 64% (typical of hard 

packing of spheres) and a nonporous alumina density of 4 g/cm
3
, the total external 

surface area of particles ranging from 0.5-20 micron diameter ranges from 0.3-12 m
2
/g 

based on geometric considerations and thus comprise only a small fraction of the total 

surface area (~200 m
2
/g). Surface areas of pores in the micrometer range derived from 
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mercury analysis are consistent with these calculations, as shown in appendix D, figure 

D.2. Upon breaking the continuous network of the monolith, only a fraction of this 

external surface area would become exposed. The particular fraction would depend on 

the degree of interconnectivity between particles, where highly interconnected particles 

would have a higher fraction of newly exposed external surface area than less 

interconnected particles.  

 Full N2 physisorption isotherms of the sorbents, shown in figure 5.5, show that 

both the powder and monolithic sorbents retained isotherm shapes similar to their bare 

counterparts, despite differences in total N2 adsorbed. The monolithic sorbents adsorbed 

more N2 over the entire partial pressure range of the experiment than the powder 

analogues. This suggests that less mesopore volume was filled or blocked by PEI in the 

monolithic sorbents compared to the powder sorbents. Additionally, each powder sample 

showed a slight uptick at partial pressures greater than 0.95, while the monolithic samples 

did not. This is due to N2 condensation in small macropores, consistent with the larger 

macropore volume and pore size range described above. Pore size distributions were 

derived from the isotherms using three models (BdB-FHH, BJH, and NLDFT), and are 

shown in appendix D, figure D.3. Each of the sorbents showed a decrease in the average 

pore size from ~9 nm (bare support) to ~7 nm (sorbents), though there were not 

significant differences in the pore sizes of the monolithic sorbents compared to powders. 
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Figure 5.5. N2 physisorption of alumina monolith (magenta) and powder (grey) sorbents. 

Powder and monolithic sorbents grouped by commonality in amine loading and offset 

from one another by the values indicated in the figure. 

 The differences in pore filling between monoliths and powders suggests that a 

fraction of the PEI was deposited in pore size regimes outside of that accessible to N2 

physisorption (> ~100 nm) in the monolithic sorbents. Conversely, it is suggested in 

literature that powder impregnation results in PEI depositing predominantly inside the 

mesopores of host mesoporous oxides.
12ï15

 The close but not extract agreement between 

measured and expected pore filling of the powders presented here are consistent with the 

literature precedent of efficient impregnation. The slight discrepancy may derive from a 

ówetting layerô of polymer on the alumina surface, including the external surface area of 

particles. Such is established in literature of the creation of polymer nanostructures from 
























































































































