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1. Introduction

The current threat of global changes of the climate,
due to emission of greenhouse gases [1], bring to the
fore an increased necessity of rational use of heat. This
requires new approaches and materials for efficient
conversion and storage of heat. In this presentation we
consider, first of all, adsorption methods to
transforming a huge amount of low temperature heat
(50-120°C) which now is poorly used and mostly
dissipated in the ambient in vain. They are adsorptive
heat storage, heat pumping and cooling. Although these
three applications are overlapped, each one does
impose specific requirements to an adsorbent that is
optimal namely for this particular application.

Attempts to formulate these requirements have been
done in many papers [2-8]. Here we mainly discuss
how to synthesise such optimal adsorbent and which
practical tools are available to do it? This paper is
directed to summarise the activity of the Boreskov
Institute of Catalysis, BIC, (Novosibirsk, Russia) on
synthesis and study of new composite adsorbents of
water to be used for conversion and storage of low
temperature heat (sorbent characterisation was partially
done in co-operation with the ITAE/CNR, Italy).

2. The concept of composite adsorbents
Results of [2-8] clearly showed that for each of the
three mentioned applications quite different adsorbents
are required to provide the best performance. Moreover,
even for fixed application (e.g., an adsorptive cooling),
in various climatic zones optimal adsorbents should
significantly differ. Typical cycle of adsorptive chiller
is displayed in Fig. 1; its description can be found in
[2-4]. The cycle is determined by the evaporator
temperature T, condenser temperature T, and maximal
desorption temperature T;. In any case the temperature
of an external heat source which drives the cycle has to
be higher than T,. This threshold temperature can be
estimated from the Trouton’s rule (the intersection of
vapor pressure lines for T approaching infinity [2]) as
[9]
T,=T Te.
@)
Fig. 2 presents as calculated T, vs T, for the three
cooling applications, namely, the deep freezing (T.=
-30°C), ice making (T, = -5°C) and air conditioning (T,
= 10°C). The value of T, appears to considerably differ
for various climatic zones and covers the ranges of
80+156, 47+116 and 30+96°C for the above
applications (Fig. 2) [8].
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Figure 1. Thermodynamic cycle of an adsorptive
cooling.

One might thus expect that an optimal adsorbent for
these particular applications and climatic conditions
should be quite different and, hence, is a subject of
careful choice or specific synthesis.

160

20 T T T T T T T

20 30 40 50
Te, °C
Figure 2. T, vs. T, calculated according to eq. (1) for
various cooling applications: freezing (T.= -30°C), ice
making (T, = -5°C) and air conditioning (T.= 10°C).

This choice can hardly be done among common
single component adsorbents. Indeed, although there
are many trade marks of adsorbents, only few types of
commercially available materials are known and
popular among thermal engineers. The majority of
literature data concern few working pairs,
namely, “water — zeolite”, “water — silica gel”
and “methanol — activated carbon” [10, 11]. Many
types of zeolites are commercially produced, but just
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two of them are commonly studied for adsorption
cooling, 4A and 13X, probably because they are
large-scale products and, hence, they are easily
available, well-characterized and cheap.

Similar situation exists with silica gels: mainly high
density silicas have been tested for heat conversion,
like Fuji types A and RD [12, 13], Davison gel types
125 and 127 (Grace and Co.) [14], Speschim (France),
KSMG (Russia) [6], etc. For all these materials the
pore diameter d is 2.0-3.5 nm, the pore volume V, is
0.3-0.4 cm’/g and the specific surface area Sep 18
400-700 m*/g. Another famous type of silica is that of
regular density [15] with d = 10-15 nm, V, = 0.7-1.2
cm’/g and Sep = 250-450 m?*/g. Sorption properties of
these two types are different and represent two
boundary situations. The properties of other silicas are
more or less between them because the synthesis
technologies allow a change in the sorption properties
within a relatively narrow range. The high density
silica adsorbs more water than the silica with regular
density and larger pores, and the difference can reach
the factor of 2. Thus, for a single component
adsorbent tools to vary sorption properties are rather
restricted. Commonly, it is possible to change only the
chemical nature of adsorbent and the size of its pores.
Sometimes its crystalline structure can also influence
sorption properties (for Al,Os, TiO,, etc).
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Figure 3. Scheme of water sorption on SWSs.

For a two-component adsorbent like ’a porous host
matrix modified by an active substance” at least two
new parameters appear: the chemical nature of the
modifying agent and its content, that can open new
opportunities in varying and designing sorption
properties of the composite. First substances used as
the modifying agents were hygroscopic inorganic salts.
Since 1929 composite ’CaCl, in porous alumina” was
patented as a dehydrating material [16]. Then, other
two-component composites have been proposed for
this application, and composite “CaCl, in porous
carbon” was used in gas-masks. However, no
comprehensive study was done to learn properties of
the composites because the goal of those studies was
technologically focused and restricted to the particular
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conditions of gas drying. Anyway, it became clear that
the modification of common adsorbents by
hygroscopic salts can give a tool for managing their
sorption properties. This idea was then almost
forgotten.

Recently, a new impact has come from the material
science to promote this concept. It was originated from
a basic research of ultradispersed solids and was aimed
to answer the question "How do sorption properties of
a salt change when it is dispersed inside a porous host
matrix?” and “Which factors do influence these
changes?” The answer required systematic study, that
has been undertaken and resulted in a number of
publications on the new family of composite
adsorbents a hygroscopic salt confined to a porous
host matrix” synthesised at the Boreskov Institute of
Catalysis [17-29]. These materials were called
Selective Water Sorbents (SWSs) [18-20]. Now similar
adsorbents are being synthesised and studied in many
other research centres [30-38]. The SWSs are
considered as promising for energy storage [5, 39],
heat pumping [40] and cooling [30, 37, 41, 42],
because they take an intermediate position between salt
hydrates and solid adsorbents and, thus, can combine
advantages of both these materials. Indeed, a pure salt
can hardly be directly used, because of its corrosive
properties, strong swelling/expansion during the
reaction with water, very slow kinetics and hysteresis
of this reaction, etc. [8]. The salt confinement to pores
allows overcoming these obstacles and easy
management of composite sorption properties to fit
demands of given application, as it will be considered
below.

3. Selective Water Sorbents: design of sorption
properties

In this Section we review the results on SWSs
obtained so far and try to answer the following
question:

“Which tools has material science to design a
composite adsorbent with predetermined properties
optimal for particular application in energy
sector?”

Here we summarise the activity of the Boreskov
Institute of Catalysis in the synthesis of SWSs. So far,
more than 40 new sorbents based on halides (CaCl,,
LiBr, LiCl, MgCl,), sulphates (Na,SO;, MgSO,,
CuSO0,) and nitrates (Ca(NO;),, LiNO;, Mg(NO;),) of
metals incorporated into hydrophilic (silica gels,
alumina, clays) or hydrophobic (porous carbons)
matrices have been synthesised and studied. After that
peculiarities of reversible reaction

<§> + nH,O & <SenH,0> (2)
between a confined salt S and water were studied. The

reaction results in the formation of the hydrated salt <S
e nH,0>. The results of the study were presented in
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more than 40 papers, 50 abstracts and 8 patents and c) salt content,
have been summarized in [8, 26-28]. d) synthesis conditions.

3.1 Effect of the chemical nature of the confined
salt

Since the active substance in SWSs is an inorganic salt,
its chemical nature is of prime importance. Fortunately,
a plenty of salts can form crystalline hydrates
according to reaction (2).

<
~

=]
9%}
h

Table 1. Relative pressure 1, corresponding to
various transitions between different salt hydrates, both
bulk and confined to silica pores of 15 nm in size.

Salt Transition | n, (bulk) N: (confined)
Na,S0, 1=7 0.80 0.5-0.6
7=10 0.91 -
Na,HPO, 0=2 0.37-0.39 -

2 =7 | 052-0.57 -

e
e

Water uptake, w (g H,0/g dry sorbent)
f=]
o

40

Temperature, T (°C)

Figure 4. Isobars of water sorption by silica gel (pore Ca(NO3), 0=2 0.21-0.23 0.15-0.19
size 12 nm) (1), by bulk Ca(NO;), (2), their linear MgSO,4 0=>1 0.03 0.001-0.003
superposition (3) and isobar for composite Ca(NO3),/ 1=2 0.05-0.06 0.003-0.01
silica (4) [29]. P(H,0) = 17 mbar. 2=4 | 0.15-0.17 -
4=6 0.24-0.30 -

The main findings can be generalized as follows: CaCl, 0=1/3 <0.01 -

- three mechanisms of water sorption have been 1/3=2 0.04-0.05 0.03-0.04
found: a) adsorption by the host matrix, b) chemical 2= 4 0.16-0.18 0.12-0.14
reaction between water and salt resulting in the LiBr 0= 1 0.01 0.01
formation of crystalline hydrates, and c¢) absorption by 1 =2 0.04-0.05 0.02-0.03

the salt aqueous solution in the pores (Fig. 3);

- sorption by composite is not a linear combination
of that of the host matrix and salt (Fig. 4);

- the matrix can accommodate the salt swelling
caused by a chemical reaction between the salt and
water;

- gas-solid reaction is much faster for a confined salt
than for a bulk one, so that the rate of sorption process
is commonly controlled by inter- or intrapartical
diffusion;

- inside  pores, the synthesis-decomposition
hysteresis can be reduced or even avoided (see below).

Moreover, a host matrix provides a network for 3.2 Effect of the pore size of the host matrix

efficient transfer of heat and reagent which greatly Table 1 also shows that the transition humidity n for
enhances these processes, as it was conceived and confined hydrate can significantly differ from that in
reached for composite sorbents of ammonia “salt + bulk. Thus, confining salt to small pores can result in
expanded graphite” [43] or “salt + carboneous textile shifting the equilibrium of hydrate formation towards
Busofit” [44]. lower relative pressure (higher temperature), what

LiCl 0=1 0.09-0.12 0.04-0.05
1=2 0.12-0.13 0.06-0.09

Table 1 demonstrates that reaction (2) for various
hydrated salts in bulk does occur at values of P/P,
distributed over a wide range of 0.01 to 0.91. Thus, the
first step of salt selection should be the calculation of
relative pressure 1, which corresponds to point 2 of the
cycle diagram (Fig. 1) and searching the salt hydrate
decomposed at 1 equal or close to n,. Then, the chosen
salt can be placed inside pores of a host matrix.

The data obtained so far are a fundamental to answer gives a valuable tool for adjusting the transition
the question “Which practical tools are available to temperature.
design the optimal adsorbent?” First, we shall list these This effect was comprehensively studied by
tools and then give examples of ,ho“i‘ do they affect confining Ca(NO;), to silica with different pore size
sorption properties of a composite “salt in porous [29]. A gradual shift was found for the transition
matrix”. In our previous studies [18-29, 45-49] it has between anhydrous salt and its dihydrate (synthesis
been clearly shown that sorption properties of SWSs reaction) from 45-48°C for bulk salt to 53-58°C and
can be peculiarly changed in a wide range by varying 83-105°C for the salt confined, respectively, to pore of

a) chemical nature of confined salt,
b) average size of pores of the host matrix,

=B 200647 A -14- J. HTSJ, Vol. 45, No. 192



Rtk - B oL — 25 HA - IR

12 and 3.5 nm in size (Fig. 5). Confining the salt
inside the pores of silica also reduces the
sorption/desorption hysteresis which becomes almost
negligible for 3.5 nm pores (Fig. 5).

Water uptake, mol/mol

0; - v v v T T
20 40 60 80 100 120 140 160
Temperature, T (°C)

Figure 5. Isobars of sorption/desorption for Ca(NOs3),:
bulk (¢/m), confined to pores of 12 nm (A/o) and 3.5

nm € ¢) [29].

3.3 Effect of the salt content
The salt content can affect both the final water
uptake and the reaction temperature (Fig. 6) [24].

8

=N

Water uptake, mol/mol

0.0

Figure 6. Temperature independent curves for CaCly/
Si0, with the salt content 22.3 (&) and 33.4 % (W).

It was found that reducing the salt content from 33.4
to 22.3 wt.% shifts the transitions (0.33 = 2) and 2 =
4) to lower relative pressure (Fig. 6). This effect is
caused either by smaller size of salt nano-crystallites
deposited on the silica surface from less concentrated
salt solution or by the salt-silica interaction [45-47].

3.4 Effect of the synthesis conditions

We have found that among conditions, which can be
varied during synthesis procedure the most important
are pH of the impregnating solution [46, 47] and
calcination temperature [45]. The increase of pH and
Teae leads to qualitatively similar impacts: the
transition becomes less sharp and proceeds over wider
range of the relative pressure. This can be explained by
the ion exchange interaction between the silica surface
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and the salt solution, which occurs during the
impregnation procedure [45-47]. This interaction was
found to cause the formation of the surface complexes

=Si-0 Ca’"---Cl', which stabilizes two phases of the
confined salt, namely, the volume crystalline phase and
the surface X-ray amorphous phase. The fractions of
the crystalline and amorphous phases depend on the
salt content and pH of salt solution and affect the
sorption equilibrium between the composites and water
vapor. Water sorption by the composites, which
contain predominantly crystalline salt, leads to the
formation of crystalline hydrates of the salt with
monovariant equilibrium. Water sorption by the
composites,  containing  predominantly  X-ray
amorphous phase, monotonically changes with the
increase of relative pressure, which is typical for salt
solutions and hydrates of the lacunary structure.
Relative contributions of the mentioned phases can be
also controllably changed by varying the temperature
of SWS final treatment [45].

3.5 Adsorbent properties vs. unit performance

Several SWSs synthesised in the Boreskov Institute
of Catalysis have already been tested in the ITAE/CNR
(Italy) [50, 51]. The adsorber of the chiller was filled
with SWS-type material —calcium chloride in silica gel
KSK (SWS-1L). The host matrix, active salt and its
content (33 wt. %) were selected based on the
knowledge gained as described above. The aim was to
obtain solid sorbent optimal for air conditioning cycle
(Tey = 10°C, Teong = 35°C) driven by low temperature
heat. The tests showed that the cooling COP can
achieve 0.6 at desorption temperature as low 85-95°C
[50]. This was a gross COP that is affected by heat
losses, the heat capacity of the inert masses and the
heat efficiency of exchangers, which will be optimised
in the next unit. Of course, it can be further improved
in a multi-bed system with internal heat recovery. So
large COP achieved for a simple unit configuration
shows the advantage of this new composite sorbent
with respect to common commercial materials (zeolite
or silica gel) at such a low regeneration temperature.
Indeed, 85-90 °C can be easily obtained with a simple
and cheap flat receiver of solar energy or from
industrial waste heat. Anther prototype has been tested
with consolidated SWS layer [51].

Despite encouraging results of the laboratory
investigations, only further strict testing of SWSs in
real prototypes of adsorptive heat transformers can
prove the worth of these new materials.

4. Kinetics of water sorption on SWSs
So far, we considered only equilibrium sorption
properties of new composite adsorbents and showed
that they can be regulated in a wide range during
synthesis stage. For heat pumps or cooling machines
with short cycle times dynamical properties like the
specific power, become important, too. That is why we
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have measured isothermal kinetics of water sorption on
loose grains of SWS-1L at T = 33 — 69 °C and P(H,0)
= 8 — 70 mbar for various grain sizes R, (0.355 - 1.4
mm) [52]. For comparison we also measured the same
kinetics on loose grains of well-known adsorbent —
silica Fuji Davison RD [12, 13]. It was indicated as the
adsorbent of water used in Japanese commercialized
adsorption chillers which utilize low-temperature heat
(50-80°C) [53, 54].

20

&

10

4sqrt(t/mig)
Figure 7. Water uptake m/m, vs. square root of time
for silica gel Fuji Davison RD, the average grain size
D,=0.9 mm (M), and SWS-1L, D,=0.8 mm (O). T =
49°C, Piaoin = 17 mbar, Pio sn = 19.5 mbar. Line -
approximation for SWS-1L based on the LDF
approach.

It is appeared, that kinetic behavior of both materials
conforms well with the Fickian diffusion model [52,
55] rather than with the Linear Driving Force (LDF)
model (Fig. 7) that is often used for modeling
adsorptive heat pumps and chillers [56]:

- the dependence of the water uptake on +/z is
linear at short times (Fig. 7);

- the apparent water diffusivity depends on the local
slope  of the water sorption isotherm;

- the Knudsen mechanism of the interparticle
diffusion is found;

- contribution of thermal effects for water sorption
became significant for small grains.

The pore diffusivity of water in SWS-1L was
calculated from experimental data over temperature
range 33-69°C D, = (1.2 £ 0.6)-10° m%s, that is 2-4
times lower than that of the pure silica KSK. The
possible reason might be related to a partial blockage
of the silica pores by the salt. It could result in the
increase of the pore tortuosity and, thus, in the
reduction of the effective pore diffusivity.

Despite of this difference in the D, the specific cooling
power W = (m¢/m,) AH.,/t generated at the beginning
of sorption is the same for both the materials, as the
initial slopes are equal (Fig. 7). This is due to the fact
that for SWS-1L, the lower diffusivity is compensated
by larger equilibrium uptake (Fig. 7), which also leads
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to higher COP than for the pure silica [52, 55].

The obtained results evidence that for layer of loose
grains of the both adsorbents rather short adsorption
times can be realized. This could result in the average
cooling power 500-1000 W/kg, that makes it possible
construction of quite compact adsorptive units for heat
transformation.

5. Other SWS-type materials
Composite materials for sorption of ammonia [43, 44,
57-62] and methanol [63-66] have also been developed
and tested taking in mind application for heat
conversion.

5.1 Ammoina
Recent study of CaCl, and BaCl, inserted to
inorganic matrices [62] confirmed that the ability of the

confined salt to absorb NH; can differ from those of a

bulk salt:

- transitions between complexes CaCl,xnNHj; are
shifted to higher ammonia pressure in comparison
with those in bulk;

- both the enthalpy and entropy of complex
formation for the confined salt are significantly
reduced respect to those for the bulk one;

- the equilibrium of ammonia sorption in the
confined state is divariant that means the NHj;
uptake increases continuously as the NH; pressure
rises;

- the solid compound CaCl,x8NH; does not form
inside pores. This could be caused by the
formation of a CaCl,/ammonia solution inside the
pores.

5.2 Methanol

A new family of methanol sorbents “salt in
mesoporous silica” for utilization in adsorptive air
conditioner driven by solar energy or low temperature
waste heat (7=65-100°C) has been proposed in the BIC
[63-66]. The composites were synthesized by
impregnation of various silica gels with an aqueous
solution of different salts (CaCl,, LiCl, LiBr, MgCl,,
NiBrz, Ca(NO3)2, MnClz, CuClz, COClz, MgBrz, BaC12,
CaBr,). The methanol sorption capacity of composites,
under conditions of typical cooling cycle, was
measured by using a new express method [64, 65].
Furthermore, estimation of the cooling COP was
carried out in order to compare the performance of
such sorbents with other methanol, ammonia and water
sorbents. Results obtained showed that most of the
composites synthesised present methanol sorption
ability which is higher than that of common methanol
sorbents (e.g. active carbons). The composite LiC1(30.6
wt.%)/Si0, appears to show the highest sorption
capacity wy—= 0.8 g/g. Methanol uptake after
desorption stage decreases as well wg= 0.09 g/g
giving an uptake variation per cycle Aw = 0.71 g/g. The
corresponding cooling COP is 0.74 (maximum
T,.=363 K, single-bed cycle), which is comparable to
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the typical COP values of the best water sorbents.

6. Other Applications

Two other applications of SWSs have been realised
commercially in Russia. They are a) adsorptive drying
of a compressed air that was implemented in twelve oil
refinery plants and cryogenic stations in Russia (more
than 200 tonnes of SWS-1A are in use) [67] and b)
thermal protection of electronic memory chips (“’black
box™) [68]. Other possible applications of SWSs for
obtaining water from air [69], desiccant rotary wheels
[38], regeneration of heat and moisture in ventilation
systems [70] are under intensive investigation.

7. Conclusions

In this communication we give the review of activity
developed at the Boreskov Institute of Catalysis of the
Russian Academy of Sciences (Novosibirsk) on
synthesis and characterization of new composite
materials which can be used for conversion and storage
of low temperature heat. We mainly focus on how to
design new solid sorbents with sorption properties
close or even equal to those perfectly fitting particular
cycle of heat transformation. It has been concluded that
such sorbents should be two-component materials
“hygroscopic salt confined to porous host matrix”
(called Selective Water Sorbents, SWSs). More than
fourty SWS composites were synthesised and studied.
It was proved that sorption properties of SWSs can be
monitored by a proper choice of the chemical nature
and content of the confined salt, the average size of
pores of the host matrix and synthesis conditions. All
these tools can be used to adjust the real adsorbent to
the ideal one which was predetermined as an optimal
for chosen cycle. Thus, we review the current
state-of-the art at the BIC on the new family of the
SWS composites.

It is important to mention that although we have
mainly considered here water as a refrigerant, new
efficient composites of the SWS-type have also been
prepared for sorbing ammonia and methanol, thus,
confirming the general approach which we are using
for synthesis new adsorbents.
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Study of Adsorption Heat Pump

Air conditioning System for Earth and Room
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Type of Inlet Outlet Water content
Silicagel RH T RH T before after
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B 0 286 62 20 40 2
B 15 291 64 16 40 6
B 30 296 63 15 40 8
ID 0 285 73 4 14 1
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Recent Development on Adsorption Refrigeration

Hideharu YANAGI (Cyclect Electrical Engineering Pte Ltd)

e-mail: Yanagi.h@cyclect.com.sg

INTRODUCTION

It is well known that adsorption chillers have a distinct
advantage over other systems due to their ability to
produce cooling using waste heat and being absolutely
benign for the environment. They have higher efficiency
at low driving temperatures than absorption chillers.
However adsorption technology has a few weaknesses
for practical use.

I. They are more expensive per kW cooling
capacity than absorption chillers.

2. There is a limited market choice (only two
manufacturers in Japan).

3. The process has a cyclic nature, which requires
more effort in design and control.

4. The machines are big and heavy.

Hence most research efforts have been made to cancel

its weaknesses or improve the benefits of adsorption.

One effort is to aim for compact and lower cost in
production. However its efficiency is sacrificed by
housing both adsorption heat exchanger and
evaporator/condenser in the same vacuum chamber. The
heat capacity of evaporator/condenser becomes heat loss
for cooling due to a cyclic operation.

Other effort is to improve the adsorbent properties by
impregnating salt or by forming into consolidated

composite.
In this article, I would first review ongoing research and

development on adsorption refrigeration and thereafter
propose a system to extend its development and market.
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RECENT RESEARCH AND DEVELOPMENT

Let me sum up on-going or finished research and
development works in order to grasp trends of
investigations on adsorption chillers:

1. Hybrid adsorption cooling system with a
booster pump.
Four-bed adsorption chiller.
Adsorption Heat Pump where its adsorption
reactor and evaporator/condenser are housed in
the same vacuum chamber.

4. Adsorption chiller using a heat pipe on
evaporator.

5. Adsorption chiller using a direct contact
evaporator/condenser with refrigerant spray.

6. New working materials for adsorbents.

1. Hybrid adsorption cooling system with a
booster pump [1]

Adsorbent/adsorbate Silica gel / Water

Cooling capacity/ COP 50kW/10  defined by
electricity input (9 °C
outlet)

Features Booster pump facilitates

desorption  process and
enable high efficiencies at
lower driving temperatures
as 55C

Developing Institutes Mycom & Chubu Electric

Power Company (Japan)

2. Four-bed adsorption chiller [2]

Adsorbent/adsorbate Silica gel / Water
Cooling capacity / COP | 17.6kW/0.6 (10°C outlet)
Features Delivery of steadier cooling

than two-bed systems and
waste heat recovery with a
high temperature difference

AT=15C
Developing Institutes National ~ University.  of
Singapore (Singapore)
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3. Adsorption Heat Pump where its adsorption
reactor and evaporator/condenser are housed in
the same vacuum chamber. [3]

Adsorbent/adsorbate Silica gel / Water

Cooling / COP 6.84kW/0.37 (16°C outlet)

Features Adsorption  reactor and
evaporator/condenser  are

housed in the same chamber
and no vapor valve

Fraunhofer-Institute
(Germany)

Developing Institutes

Figure 1 shows an adsorption module where its reactor
and an evaporator/condenser are placed face to face.

reactor

evaporator/condenser

L—

sealed module . _
hydraulic connections

Figure 1: Adsorption module

No vapor valve is placed between its adsorption reactor
and evaporator/condenser; therefore no moving element
is inside the vacuum container.

The temperature of each heat exchanger and thus its
equilibrium pressure governs mass flow of the vapor
the the

evaporator/condenser. Each module has about 35 kg of

from adsorption reactor to and from
Silica gel and its external dimension is 355mm high,
260mm wide and1360mm long. The total weight

including adsorbent and process water is about 130 kg.

I would say that COP of 0.37 at al6 “C of chilled outlet

is a little bit lower.
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Silica gel

Reactor

Figure 2(a): One body system of adsorption module

JATATAVAVAVATAAVA

P S AVAVAVAVAVAVAVAVAVAVAVAY

2

| Hot /cooling water 4 Perforated cover
channel

2 Silica gel 5 | Corrugated serrate-fin
Perforated Cooling/chilled water

3 6
corrugated-fin channel

Figure 2(b): Inner structure of adsorption module
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When I began to investigate adsorption chillers in 1991,
I have first tried a system in the same philosophy as the
above adsorption module, which was made of an
adsorption heat exchanger and an evaporator/condenser

as one body as shown in the Figure 2(a).

Figure 2(b) shows its inner structure [4]. The module,
taking into accounts its heat transfer and heat loss due to
heat capacity, was made of aluminum plate-fin and
housed in a vacuum chamber. The client requested to
obtain a COP larger than 0.5 at 75°C heat input in
addition to being compact.

As shown in Figure 2(a) and 2(b), its structure could be
made simple and compact, and also an inventory of
refrigerant could be less. It seemed the efficiency
became better, though the heat capacity of heat
exchanger itself became heat load of its cooling due to a
cyclic operation of condenser /evaporator. Hence the
value of COP resulted in less than 0.4.

Another reason was that at the beginning of adsorption
cycle the adsorption strength was so strong and then
liquid droplets from the evaporator directly sucked in
silica gel. At that time no eliminator was provided
between the adsorption heat exchanger and the

evaporator/condenser.

Nowadays environmental considerations are most
important issues. Even if a COP is not high enough, as
long as their cost and installation size become less and
can contribute to reducing greenhouse gas effects, this
kind of adsorption chillers would be recognized as

waste heat recovery unit.

Though one body system, which is made of adsorption
reactor and evaporator/condenser is thought to be
limited to smaller machines up to 35kW (10RT), it can
be applied in solar assist cooling or co-generation with
Microturbines (MGT). IEA Task 25 final report
strongly recommended the development of 15kW class

solar panels driven ad/absorption chillers.
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4. Adsorption chiller using a heat pipe on

evaporator
Adsorbent/adsorbate | Silica gel / Water
Cooling / COP 6-10kW/0.3-0.4 (11°C outlet)
Features Adsorption  reactor  and

condenser are housed in the
same chamber and evaporator
is made of heat pipe.

Developing Institute | Shanghai Jiao Tong University

(China)
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(1-hot water outlet, 2-hot water inlet, 3-left adsorber, 4-left
condenser, 5-left isolator, 6-methanol, 7-evaporator, 8-chilled
water inlet, 9-cooling water outlet, 10-cooling water inlet,
11-vavle unit, 12-vacuum valve, 13-the chiller shell, 14-right
adsorber, 15-right condenser, 16-refrigerant (water), 17-right
isolator, 18-chilled water outlet, 19-condenser outlet, 20-left
adsorber inlet, 21-left adsorber outlet, 22-right adsorber outlet,
23-right adsorber inlet, 24-condenser inlet).

Figure 3: Small scale adsorption chiller schematic

Figure 3 shows an adsorption chiller where its reactors
and condensers are placed in the vacuum chamber and
its evaporators are composed of heat pipes [5]. This
system is also a structure of no vapor valve in between.

However heating and cooling become heat loss due to
the cyclic operation of condensing and evaporating of
liquid at the bottom. And also the heat capacity of its
bottom evaporator outer wall causes the heat loss.
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5. Avapor valve less adsorption chiller using
sprays as a direct contact heat exchanger [6,7]

Adsorbent/adsorbate | Silica gel / Water

Cooling / COP 35kW/0.5 (7°C outlet)

Features Adsorption  reactor  using
sprays as direct contact
condenser/evaporators.

No vapor valve in between

Developing Cyclect Electrical Engineering

Institutes Pte Ltd (Singapore)

Cooling water Hot water Spray nozzle

bt
| N

AD-1

_‘DN

Plate heat exchanger

NN

AD-2

Chilled water

= =)

Cooling water

Q'

Spray pump

Figure 4: Vapor valve less adsorption chiller using

sprays
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Figure 5: Experimental set up view

Figure 4 shows a schematic diagram of vapor valve-less
adsorption chiller and Figure 5, a SO0W experimental
setup of the vapor valve-less adsorption chiller using
sprays as a direct contact heat exchanger. The main
components are two sets of an adsorber housing
neighboring on spray nozzle chamber working for a
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condenser or evaporator, which is connected to an outer
receiver for condensed or evaporated liquid.

The adsorber- 1

evaporated water vapor on the atomized surface of spray

in the adsorption cycle adsorbs

water, while the desorbed water vapor from the adsorber
-2 in the regeneration cycle is condensed on the sprayed

water so that vapor valves are not necessary in between.

Direct condensation and evaporation on
heat
coefficients of 1 X 10 W/m’K and mass transfer.

sprayed

refrigerant provides much higher transfer
Moreover the temperature drop across the separation
wall of copper fin tubes in conventional adsorption
with  this

construction, vapor valves in between adsorber and

chillers is eliminated. Furthermore
evaporator/condenser can be removed. Hence the
performance of the refrigerator can be greatly enhanced
with the decrease of pressure drop as well as the high
heat transfer coefficients. In addition the refrigerator

itself could be made compact.

6. New working materials for sorption cooling [8]

Adsorbent/adsorbate | CaCl, impregnated Silica gel /
Water

Cooling / COP —

Features Power density of the chiller

could be increased due to a
larger up-taking of refrigerant

/cycle at given operation
conditions.

Developing Institutes | Boreskov Institute of Catalysis

(Russia)

Adsorption isobar measurements have been made on
CaCl, impregnated on mesoporous Silica gel (SWS-1L)
with a surface area of 350 m%/g, a pore volume of 1.0
cm’/g and an average pore diameter of 15 nm.

Figure 5 illustrates a comparison of the silica gel and
SWS-1L in standard refrigeration cycle. Though an
evaporating temperature of 14°C is high, the driving
refrigerant per cycle of AW is 2.5 times larger than that
of silica gel. From Figurel in the paper [8], the

adsorption heat can be evaluated as approximately 2600
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kJ/kg-SWS-1L. It sounds good that the chemical
sorption effect on the adsorption heat is small.

Aw=006 , f
! —
4 Wmin
3 SWS-1L
E
o ~Silica
4
|
—
80 100
Figure 5: Comparison of the silica gel and SWS-1L

in standard refrigeration cycle

6.1 Adsorption reactor using consolidated Silica gel
[9]

Adsorbent/adsorbate | CaCl, impregnated Silica gel /
Water

Cooling / COP 0.17-0.48

Features High specific power density:
60-200 kW/kg.

Longer cycle time:

20-40min.

Developing Boreskov Institute of Catalysis

Institutes (Russia)

Figure 6: Finned tube covered with consolidated
adsorbent
Figure 6 illustrates a finned tube covered with

consolidated adsorbent. Even if the specific power
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density is high, the cycle time of 20 to 40 minutes is too
long. The reason is that mass transfer rate is
considerably decreased due to consolidated composite.
Increase of up taking refrigerant/cycle and rising
temperature of desorption due to an improved heat
conductivity of adsorbent were all canceled out by a
longer cycle time. The original purpose of consolidating
adsorbent is to shorten cycle time by improving heat
transfer rate, that is, to increase of specific cooling
power density per unit adsorbent [10]. For that purpose
coating adsorbent layer on the fin tubes should be

thinner than 4mm to a few minute of cycle time.

6.2 CaCl, impregnated active carbon fiber felt (ACF)
on ammonia adsorption [11]

This salt impregnated adsorbent has been developed
originally for utilizing an ammonia scrubber but the
material is applied to an adsorption chiller as well.

Table 1: Properties of a Activated Carbon Fiber
(ACF)

Type ACF-1000
Specific ~ Surface  Area 900-1000
(m’/g)
Benzene Adsorption (wt%) 30-35
lodine Adsorption (mg/g) 850-900
Pore Volume (ml/g) 0.8-1.2
Average Pore Diameter 1.7-2.0
(nm)
Weight (g/ m®) 400
Thickness (mm) 4
PH 5-7
Fire Point (deg C) > 500

X10000

X'1000

Figure 7(a) SEM photograph of cross section of
45wt% CacCl, impregnated sample
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X'1000

X'10000
Figure 7(b) SEM photograph of surface of 35wt %
CacCl, impregnated sample

Table 1 illustrates a base material ACF provided by
Nantong Tonghui Industrial & Trading Co., Ltd in

China.

Figure 7(a) and (b) shows typical SEM photographs of
the samples. The calcium chloride is uniformly
deposited on the active carbon fiber surface as well as
cross section.

The test sample of 31 wt% calcium chloride
impregnated carbon fiber was synthesized using ACF
felt and CaCl, aqueous solution and then isosters of
ammonia sorption were measured at T = 20-90°C and P
=0.1-9.0 bar.

From the measured isosters the adsorption isotherm
curves were evaluated as Fig.8 [12]

20°C  30°C

30 A 60 °C

w,%
2]
o
(@]

20 1

10 1

o -

P, bar

Figure 8: Isotherms on ammonia sorption

evaluated by the polanyi potential theory

Based on the above discussions, I would like to propose
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how to progress on development and to extend market
extension of adsorption chillers.

PROPOSAL ON FUTURE DEVELOPMENT AND
MARKET EXTENSION

Table 2 represents the specification of adsorption
chillers to be developed.

Table 2:  Proposed Adsorption Chillers
Component Developing Item
Cooling capacity 15-35kWclass with heat &

mass recovery cycle under
10°C chilled water outlet
Adsorbent CaCl, impregnated granular

silica gel: at lower
regenerating temperature as
75°C uptake refrigerant per
cycle should be increased.

Adsorption reactor Aluminum  plate heat
exchanger should be

fabricated as unit module.

Evaporator/condenser | Aluminum plate fin heat

1st option exchanger with corrugated
serrate fin

2" option Spray nozzle:

Evaporator/condenser | Optimization of nozzle

by direct contact spray | shape and spray patterns

Market Solar assisted cooling in

Europe & Co generation by
MGT in Asia

As far as silica gel/water pair is concerned, the
consolidated composite adsorbent is considered to be
not suited for adsorption reactors.

Adsorption capacity on impregnated composite is surely
increased but in fact due to added binder its effective
adsorbent density itself becomes low, in addition its
mass transfer rate becomes also too low. Hence increase
of uptake of refrigerant per cycle is compensated by
decrease of density and longer cycle time. For practical
use adsorption/desoption cycle time should be less than
10 minutes.

Accordingly the improvement of adsorbent should be
made on granular silica gel by impregnation of suitable
chemicals taken into material of heat exchanger.

For air conditioning fan coils are normally standardized

J. HTSJ, Vol. 45, No. 192
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as 7/12°C(supply/return temperature), but in order to
make use of benefits for adsorption properties chilled
water 10/15°C (rate of change of uptake refrigerant per
cycle significantly increases) should be allowed to
increase cooling capacity and to design more
economically. In Germany radiation cooling on the
ceiling at 15°C has been widely used combined with

adsorption chillers.

Plate-fin type heat exchangers were expensive in 1990
years. Most of applications were cryogenically use as
air separation, hydrogen, helium refrigeration and
liquefaction. At that time only one company in Japan
was dealing with brazed aluminum plate-fin heat
exchangers and so they were once very expensive.
However they are now widely used and it is readily ease
to get plate-fin type heat exchangers with reasonable
cost [13,14].

Even if commercially available fin copper tubes are
used for adsorption heat exchangers as shown in the Fig.
9. End disk and cylindrical mesh cover made of
stainless steel must be fixed and welded to each fin
tube.

Mesh cover

End disk

Figure 9: Fin tubes type adsorption module

For example to get cooling capacity of 35kW, 400
bundles of fin tubes with loading of 360kg silica gel
have to be fabricated. Processes of filling silica gel into
fin tubes and fix mesh cover and seal welding are quite
tedious thereby increasing fabrication cost.

Whereas if plate fin type adsorption heat exchangers are
employed with 15kg loading /one panel, we have only
to fabricate 24 panels. Lesser manufacturing processes

compensate the additional blazing cost.
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Moreover when the CaCl, impregnated silica gel is
applied, aluminum plate fin heat exchangers are
appropriate after taking into consideration of material
and heat capacity. Because copper is severely corroded
by contacting with CaCl, impregnated silica gel.

CONCLUSION

Finally I would say that all we have to do is first to
fabricate the above proposed one with a reasonable
cost. If we could make it, then the market for
adsorption chillers will improve.
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Additional Remark

I have been invited in 2003 to join in CYNERGY
research project under RISC (Research Incentive
Scheme For Companies) grant administrated by
Singapore Economic Development Board (EDB). Since
then I have been engaged in R&D on adsorption
refrigeration by co-working with professor Ng Kim
Choon of NUS (National Univ. of Singapore). Lately I
have developed a mobile Ammonia Scrubbing Vehicle
under the Singapore Civil Defense Force (SCDF)
through the TEC (The Engineering Challenge) grant
administrated by the Singapore Prime Minister Office.
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