INVESTIGACION REVISTA MEXICANA DE FISICA 55 (5) 399-408 OCTUBRE 2009

Optimal configuration of a finite mass reservoir isothermal chemical
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An isothermal endoreversible chemical engine operating between a finite high-chemical- potential reservoir and an infinite low-chemical-
potential reservoir in which the mass transfer between the working fluid and the mass reservoirs obeys the linear mass-transféxdw [

is put forward in this paper. Optimal control theory is applied to determine the optimal cycle configuration corresponding to the maximum
work output for the fixed total cycle time. The optimal cycle configuration is an isothermal endoreversible chemical engine cycle in which
the chemical potential (concentration) of the key component in the finite high-chemical- potential mass reservoir and that in the working fluid
change nonlinearly with time. The difference in chemical potentials (ratio of the concentrations) between the key component in the finite
mass reservoir and the working fluid is a constant, and the chemical potential (concentration) of the key component in the working fluid at
the low chemical potential side is also a constant. A numerical example is provided, and the effects of the concentration changes in the key
component in the finite high-chemical-potential reservoir on the optimal configuration of the chemical engine are analyzed. The obtained
results are compared with those obtained for an endoreversible heat engine operating between a finite heat source and an infinite heat sir
with Newton’s heat transfer lawy[oc AT in the heat transfer processes. The object studied in this paper is general, and the results could
provide some guidelines for the optimal design and operation of real chemical engines.

Keywords: Finite high-chemical-potential reservoir; isothermal endoreversible chemical engine; maximum work output; optimal control;
generalized thermodynamic optimization.

En el presente trabajo se presenta un motangqo endoreversible isetmico trabajando entre un recipiente finito de alto potencishimpo

y un recipiente infinito de bajo potencialiguico, en el cual, la transferencia de masa entre el fluido de trabajo y la masa contenida obedece
a la ley lineal de transferencia de maga{ Au]. Se aplica la teda del controlbptimo para determinar la configuranioptima del ciclo,
correspondiente al aximo trabajo de salida para el tiempo total del ciclo. La configaradiel ciclooptimo es el de un motor guico
endoreversible isétmico en el cual, el potencial @uico (concentradin) de la componente clave en el recipiente finito masivo de alto
potencial gimico y el del fluido de trabajo cambian de forma no lineal con el tiempo. La diferencia en los potencial@psgcociente

de las concentraciones) entre el componente clave del recipiente finito masivo y el fluido de trabajo es una constante, y el fpiwiiencial qu
(concentradin) del componente clave en el fluido de trabajo del lado del potendimicubajo es tamiin una constante. Se proporciona

un ejemplo nurérico donde se analizan los efectos del cambio en la concdntrani la componente clave del recipiente finito con alto
potencial qimico respecto de la configuraci 6ptima del motor gimico. Los resultados obtenidos se comparan con los obtenidos para un
motor £rmico endoreversible que trabaja entre una fuente de calor finita y un disipador de calor infinito, que obedece a la ley de Newton
de transferencia de calog (x AT) en los procesos de tranferencia de calor. El objeto de estudio en el presente trabajo es general y los
resultados podian proporcionar algunas pautas para elfitigtimo y funcionamiento de motoresiquicos reales.

Descriptores: Recipiente finito de alto potencial gmico; motor gimico isoérmico endoreversible; &ximo trabajo de salida; control
optimo; optimizaddbn termodimica generalizada.

PACS: 05.70.-a; 05.30-d

1. Introduction Amelkin et al. [22,23] investigated the optimal configuration
Determining the optimal thermodynamic process for theofamulu—heat-reservow heat engine with stationary temper-

given optimization objectives is one of the standard prob_ature reservoirs for maximum power output. Sieniutycz and

lems in finite-time thermodynamics [1-17]. Curzon and Von Sparkovsky [24] obtained the extremal work and optimal

Ahlborn [18] showed that the efficiency of an endoreversibIetemperature profile of multistage endoreversible continuous

heat engine with Newton's heat transfer lay & AT] at heat engine systems with one reservoir of finite thermal ca-

maximum power boint i — 11— JT. /T, Cutowicz- pacity. Siepiutygz [25] further obt_ained those of multistage
Krusin et aFIJ [19] pprovezlctﬁat in all acf:/epltr;ble cycles, an endoreversible discrete heat engine systems with one reser-

endoreversible Carnot cycle with larger compression ratio’ ' of finite thermal capacity.

can produce maximum powadre. the Curzon-Ahlborn cy- The idea and method of finite time thermodynamic op-
cle [18] is the optimal configuration with only First and Sec- timization for heat engines can be extended to generalized
ond Law constraints. Ondrechenal. first investigated the thermodynamic processes and devices. De Vos [26-29] has
problem of maximizing work output from a finite reservoir extended the definition of the endoreversible heat engine to a
by sequential Carnot cycles [20], and further investigated thgeneralized endoreversible engine by generalizing heat reser-
optimal configuration of an endoreversible heat engine withvoirs to heat and mass reservoirs and heat exchangers to heat
finite heat reservoirs and Newton’s heat transfer law [21]and mass exchangers. Gordon [30] investigated the problem
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of maximizing work output from a finite chemical potential high-chemical-potential mass reservoir and an infinite low-
reservoir by sequential isothermal chemical engines. Gorehemical-potential mass reservoir in which the mass transfer
don and Orlov [31] further investigated the optimal config- between the working fluid of the chemical engine and mass
uration of an isothermal endoreversible chemical engine opreservoirs obeys the linear mass-transfer law[Ap]. The
erating between two infinite chemical-potential reservoirs foroptimal cycle configuration of the isothermal endoreversible
maximizing power output. The optimal cycle configuration chemical engine for maximum work output will be derived

of endoreversible chemical engine with finite reservoirs wador the fixed total cycle time by using optimal control theory.
also discussed qualitatively in Ref. 31. Chatmal. [32-34]

derived the optimal relation between the power output and

the second law efficiency of the isothermal endoreversibl®. Isothermal chemical engine model

chemical engine and the combined-cycle isothermal endore-

versible chemical engines with the sole irreversibility of massThe isothermal endoreversible chemical engine to be consid-
transfer, and analyzed the effect of mass leakage on the pegred in this paper is shown in Fig. 1. It operates between
formance of isothermal chemical engines [35]. ktral. [36] a finite high-chemical-potential mass reservoir and an infi-
established a model of a generalized irreversible isothermalite low- chemical-potential reservoir. The total mass of the
chemical engine with irreversibility of mass transfer, massmaterial in the high-chemical-potential reservoir is given by
leakage and internal loss, and derived the optimal relation be<'; (¢), and its initial mass is given bg,(0) = G1o. The
tween the power output and the first law efficiency of the ir-high-chemical- potential reservoir is finite in size, so the
reversible isothermal chemical engine. Tsidinal. [37] de-  chemical potential of the key compondBy in it will change

rived the minimum entropy generation rate and the maximunwith the mass transfer between the high-chemical-potential
power output of a class of isothermal endoreversible chemireservoir and the working fluid of the chemical engine. Let
cal engines. Tsirliret al. [38] also analyzed the performance the concentration (mole fraction) and the chemical poten-
of chemical reactors. Chest al. [39] further investigated tial of the key componenB; in the high-chemical-potential

the optimal performance of an endoreversible chemical enreservoir bec; (t) and u(c1), respectively. The chemical
gine with the diffusive mass transfer law. Sieniutycz [40-42]reaction in the chemical engine is assumed to be a single
investigated the optimal performance of multistage endoreisomerization reactio®; < B, [40-42]. The heat absorbed
versible continuous chemical engine systems with simultaer released due to the chemical reaction is very small and
neous heat and mass transfer by applying Hamilton-Jacobgan be neglected, so the temperature over the cycle time is a
Bellman equations. Xi&t al. [43] derived the optimal cy-
cle configuration of the multi-reservoir isothermal endore-
versible chemical engine for maximum work output per ¢y- | Fipite high-chemical-potential reservoir
cle. Previous works have been focusing on investigating

the optimal performance [26-28,30,33-36,38-43] and optimal G0, e, mle)
configuration [29,37] of an isothermal chemical engine oper-

ating between infinite reservoirs. The optimal cycle config- % ¢ (c.c.)
uration of endoreversible chemical engine with finite reser- ="

voirs was also discussed qualitatively in Ref. 31, but the |
model of finite mass reservoir was not described in detail and c (D). u(c)
the results obtained in Ref. 31 did not reflect the essence of . :
optimal cycle configuration of the isothermal endoreversible
chemical engine with finite mass reservoirs.

Linetskii and Tsirlin [44], and Andresen and Gordon [45]
investigated the optimal configuration of heat transfer pro-
cesses in heat exchangers with Newton’s heat transfer law fol
minimizing entropy generation. Chetal. [46] investigated
the optimal configuration of heat transfer processes in heat
exchangers with a universal heat transfer law for minimizing
entropy generation. Based on the analogy between heat trans EACYEY
fer and mass transfer, Tsirlin [47] and Tsidinal. [48,49]
derived the optimal configuration of finite rate mass transfer
processes in mass exchangers for minimizing entropy genera
tion by using optimal control theory. On the basis of research
into the optimal configuration of heat engines for maximum € Hhy(cy)
power output [21], and with the method of analogy and trans-
planting, this paper will establish a model of an isothermalFicure 1. Model of the isothermal endoreversible chemical en-
endoreversible chemical engine operating between a finitgine.

Y

Chemical power generator
B =B,

! Lv:.(f}_ Fhy (€y )

Infinite low-chemical-potential reservoir
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constant. The concentration and the chemical potential oivhereh; andh, are constants. The law of mass conserva-
the key componenB; in the working fluid of chemical en- tions givesN; = Na, i.e.

gine on the high- chemical-potential side are givercpyt) -

and pq/(cy/), respectively, while those of the key compo-

nentB; (corZesponding to the low-chemical-potential side are Pl (er) = e (err )t
given byey (t) andpor (c2/ ), respectively. The low-chemical-
potential reservoir is assumed, for simplicity, to be infinite in
size and therefore both the concentration and the chemical — /hg(t)[/@(cw) — pa(c2)]dt = 0. (5)
potential of the key componem, in it are constants and are 0

given bycs and s (cz), respectively. The chemical engine
receives its masd/; from the high-chemical-potential reser-
voir, and rejects its masd’; to the low-chemical-potential

0

T

From the first law of thermodynamics, the equation of en-
ergy conservation over the total cycle is:

reservoir over the cycle time. The chemical engine operates T T
in a cyclic fashion with a fixed time allotted for each cy- /[U1(t) — Us(t)]dt — /P(t)dt =0, (6)
cle. Itis assumed that the mass exchanges between the mass 0 0

reservoirs and the working fluid pf the chemical engine Ob_eX/vhereUl () andUs (1) are the total energy flow rates between
the mass transfer law of linear irreversible thermodynamicge o chemical potential reservoirs and the working fluid of

[g oc Ap]. Then: the chemical engine, respectively, aR() is the power out-
put of the chemical engine. In terms of the second law of
™ thermodynamics, the entropy change of the working fluid of
N, = /91(01 (), ¢y (t))dt the isothermal endoreversible chemical engine for the whole
cycle is zeroj.e. the entropy flux input is equal to the entropy
flux output:

T

0
= | h c1) — py(cyr))d 1
0/ 1lknen) = g (e ) @ {/[Ul(t)—91(01,61')M1'(01')]dt
0

T

- / [Ua(t) — g2(cor, ca) por (02')]dt}/T =0, (7)
0
g2 (2 (1), ea(t))dt whereT is the temperature during the mass transfer process,
which is a constant. Using Eqgs. (6) and (7), the work output
per cycleW is

Ny =

—

0
- / ha(8) [ (e2) — pa(ca))dt @ /
0 W= [ P(t)dt
0

where g;(¢1(¢), c1-(t)) and ga(co (t), c2(t)) are mass flow
rates corresponding to the high- and the low-chemical- :/[gl(cl,cl,)m,(cl,) — ga(cor, c2) o (cor)]dt.  (8)
potential sides, respectively, ahg(t) andhs(t) are the cor- A

responding mass- transfer coefficients, respectively. It is as-
sumed that at = 0 the working fluid is in contact with the L . .
high-chemical-potential reservoir and is separated from th(gcfy1 () (.)f the m?ter_'a' in it versus time obeys the following

. . : . differential equation:

low-chemical-potential reservoir by an instantaneous con-
stant mass-flux branch. At a later timg0 < ¢, < 7), con- dG,

For the high-chemical-potential reservoir, the total mass

tact with the high-chemical-potential reservoir is broken and i~ lenen) Gul0) = Gao. ©
the working fluid is placed in contact with the low-chemical- Consider that there is a transfer of the key compoii&nt
poFentiaI reservoir. Therefore, one has the following relationomy between the high-chemical- potential reservoir and the
ships: working fluid of the chemical engine; then
d(GlCl) o dG1
hi, 0<t<t - dt (10)
hl(t) = 0 t <t < (3) .
o SUET From Egs. (9) and (10), it follows that:
_ 0, 0§t§t1 dq (1—01)
halt) = { ha, ti<t<rT @ @ e e (1)
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The total mass of the inert component in the high-  Sincega=hs (o — u2), ONe obtains
chemical-potential reservoir is a constant during the finite

rate mass transfer process, (Bga/Dcar)(Duar /Ocar) = ha,
Gi(l—a) =G, (12)  from which Eq. (18) leads to
whereG = G10(1 — c10) is a constant. Substituting Eq. (12) o — A
into Eq. (11) yields: pr=—p5—, h<StsT, (20)
_ 2
b= _(-a) g1, en), (13)  Where bothu; and ) are constants. From Eq. (20), one

can see that the chemical potentiah/() of the key com-
ponentB; in the working fluid is also a constant when the
chemical engine is in contact with the infinite low-chemical-
L potential reservoir. Sincg = h (11— p1-), one also obtains
3. Optimization (8g1/dcyr)/(Opar /Ocy) = —hy, from which Eq. (18) leads

wherec; = dey /dt.

The problem now is to maximize the work output of the o
isothermal endoreversible chemical engine for the fixed dura-
tion 7, i.e. to determine the optimal time paths of parameters ~ u(t) = m(ﬂl —2um =),  0<t<t (21)
c1(t), c1v(t) andey (t) for the maximumiv’ of Eq. (8) sub- !

jected to the constraints of Egs. (5) and (13). Apparently, pifferentiating Eq. (21) with respect to tinteyields:
it is a typical optimal control problem. Correspondingly, the

~

modified Lagrangian L is given by 2G¢,
(t) = (i — 200 — )
(1 — 61)3
L = gi(e1,cr)par(err) — ga(ears ca)par(cor)
+ Mai(er,err) — ga(car, e2) } +(1G(31)2(111—2/l1/), 0<t<t;. (22
) (1—c¢1)?
* u(t){cl + G gilerer) o, (14) From Eq. (13), one can obtain
where )\ is the Lagrangian constant andt) is a function G gler,err)
of time. The paths for the concentration of two key compo- (I—a) =— é’ . (23)
— 1

nents in the working fluid which result in the maximum work

for a given time interval0, 7} may now be obtained from Substituting Eq. (23) into Eq. (22) yields:
the solutions of the Euler-Lagrange equations. The Euler— ' ' '

Lagrange equations are given by 20 )
aft) = - 200en ) (g
OL d (0L -0 oL _ d [ OL —0 (1—c1)
861 dt (901 - 801/ dt 661/ - g1 (Cl Cl’)
— =2 (1 — 2410), 0<t<t. (24)
OL d (0L é
= = Substituting Egs. (21) and (24) into Eq. (16) yields:
Substituting Eqg. (14) into Eq. (15) yields
991 gler,err) . .
— )2 (= pr) + =——(fu — 2f1r) =0,
gil(ul/ +)\+u(t)(1/\cl)> Jdcy 1 1 e 1 1
1 0<t<t. (25)
(1 — Cl) . -
—2u(t)gr——=——= —u(t) =0,0 <t <t (16) .
G From g1 = hi(u; — wy/), one can further obtain
dg1 (1—cp)? 0g1/0c1 = h10u1/0cy. Substituting it into Eq. (25) yields:
e\ FATHO TS
1 ) p1 — p1r = const = C,, 0<t<t, (26)
tp et =0, 0<t<th (17) o .
deyr whereC,, is an integration constant. Eq. (26) shows that the

N Lo difference between the chemical potential of the key compo-
Doy P2 TN F 92570 =0, t<t<7  (18)  nentB in the high-chemical-potential reservoir and that in
_ the working fluid is a constant when the chemical engine is
at) =0,  h<E<T (19 in contact with the high-chemical-potential reservoir.
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Then the entropy generatioAS;) due to the finite rate Combining Egs. (9) with (32), one can obtain the total
mass transfer between the high- chemical-potential reservomass (71 (¢)) of the material in the high-chemical-potential
and the working fluid of the chemical engine is given by reservoir versus time, which is given by

a8 = [{gi(cr,enlim(en) = p(er)])at/T (1) = Cr(0) — MOt 34)
0

=hChty/T. (27)

The entropy generationS:) due to the finite rate mass
transfer between the working fluid of the chemical engine and
the low-chemical-potential reservoir is given by

Substituting Eqg. (34) into Eqg. (11) yields

dCl - (1 —Cl)

T = GO a®=co. (@39)

88y = [gater )l (ca) - pafe)] it/ T
F From Eg. (35), one can obtain the concentratiornt())
of the key componen3; in the high- chemical-potential

122,22
= hiCpti/ha(r — )T} (28) reservoir versus time, which is given by

The total entropy generation per cyaes is given by
AS = AS; + ASs
= Coty /T + hiChty /[ha(T — t1)T]  (29)

According to Refs. 37, 47 to 49, the chemical potential
(u;) of thei-th component in a mixture that is similar in prop-
erties to ideal gases or ideal solutions can be expressed as

Go

Cl(t) =1- (]. — Clo)m.
o

(36)

Substituting Eq. (36) into Eg. (31), one can obtain the
concentration of the key componeht in the working fluid
of the chemical engine versus time during the mass absorbed
pi(ci) = poi(P,T) + RTIne;, i=1, 1", 2,2, (30)  process, which is give by
wherec; is the concentration of theth component,P and
T are the mixture's absolute temperature and pressuis, [1—Gio(1 —c10)/(Gro — hiCpt)]
the universal gas constant, apgl P, T) is the chemical po- cv(t) = exp(C,,/RT) ’ (37)
tential of the pure-th component (known for most of sub-
stances). Substituting Eq. (30) into Egs. (1) and (2), respec-
tively, yields: Combining Egs. (5), (32) with (33), one can get the con-
centration of the key compone#t, in the working fluid of
c1(t)/ev () = exp(Cp/RT). (1) the chemical engine during the mass released process, which
From Eq. (31), one can see that the ratio of the concentrds given by
tion of the key componenB, in the high-chemical-potential
reservoir to that in the working fluid of the chemical engine
is a constant for the optimal cycle configuration. Substituting
Eqg. (30) into Egs. (1) and (2), respectively, yields:

Cyr = Co exp{th#tl/[thT(T - tl)]} (38)

T

From Eq. (8), one can further obtain the work output per

Ny = /91(61, crr)dt =hi RT'In(c1/c1 )ty cycle, which is given by
0
= Cuty (32) f .
- W = hlcu |://,L1/dt—t1(/ Mgldf)/(T — tl):|. (39)
N2 = /92(62/, Cg)dt :thT 111((32//62)(7’ — tl). (33) 0 b

0
| Combining Egs. (30) and (37)-(39) yields

t1
W = hlcu{ / {/J01 - CM + RTll’l[l — Glo(l — 010)/(G10 — thMt)]}dt - /.Lgf,l — hlcﬂti/[hg(T — f,l)]}. (40)
0
Equation (40) further gives
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ty

W = hlc,,,RT/ {m 1
0

~ Gio(1 —c0)
Gio — thMt

hg(T*tl) +h1t1
hQ(T_t1>

]}dt — hiCity +hCput1(Apo — RT'Iney)  (41)

whereApuy = po1 — poz2. Integrating the first term of Eq. (41) yields

G10010 — h10 tl) (G10 — th tl Gloclo — hlcttl
h1Cy,tiIn £ +Gioln [ ———= | = Gipc10In :
1wt ( G10 — th’Htl 10 G10 10710 G10610

W = RT

o(T —t1) + hits
hg(T—tl)

h
+ thutl(Auo — RTIn Cg) - thztl (42)

The reversible work per cycle is given by

Wrev = hlc;t /Mldt—fl (/ H?dt)/(T - fl)] . (43)

0 ty

Combining Egs. (30), (36) with (43) yields

hiCuty In <G10610 - h1C/Lt1> + Groln (W)  Guenln (Glocm - th’Mh)

Wiyew = RT
e Gio — hCuts Go Giocio

+ th’utl(Auo — RT'In CQ). (44)

From Egs. (29), (42) and (44), one can obtain |

W = W,e, — TAS. (45) and two instantaneous constant mass-flux branches. By

From Eq. (45), one can see that the work output per Cyplefmmg

cle of the isothermal endoreversible chemical engine with the ¢

finite high-chemical-potential reservoir is equal to the dif- ph= 1 /m(t)dt
ference between the reversible work per cycle and the ex- t1

ergy lost. This result proves that the performance limits im- 0

plied by the finite time thermodynamics are more realistic,and

stronger than those implied by classical thermodynamics. For "

the given values of parametets, c19, ho, Apg andT’, the . l / (t)dt
work output (V) per cycle is a function of the integration o = tq pr ’
constaniC,, and the timet;. One cannot obtain the analyti- 0

OW/0C,, = 0, which could only be solved numerically. efficiencyn are

When the high-chemical-potential reservoir is a finite
mass reservoir, the initial mags,, is also a finite value. P=W/r=(u} — po)Na/7 (46)
From Eg. (36), the concentratiom;(¢)) of the key com- . .
ponentB; in the high-chemical-potential reservoir changes n= W (”1; —p2)Ny (”1; — ”2')7 (47)
non-linearly with timet. Becausey, = o, + RT In ¢y, the Wiew (] — p2)N1 (13 — p2)

chemical potentiali;, also changes non-linearly with tinte  yagpectively. From Egs. (1), (2) and (47) , one can obtain
From Eg. (26), one can see that the chemical potentia) (

of the key componenB; in the working fluid of the chemi- wy = pi — N1/(hity) (48)
cal engine changes non-linearly with timeuring the mass

absorbed process also. Bgth andy;, change non-linearly pa = pz + Nif[ho(T —11)] (49)
with time, but the difference between them is a constat, (W — o) = n(s — p2) (50)

the mass transfer ratg is a constant. The optimal cycle con-

figuration of the isothermal endoreversible chemical engine Combining Egs. (1), (2) and (47) yields

operating between a finite high-chemical-potential and an in- . )

finite low-chemical-potential reservoir for maximum work p— (L —n)(pi — p2) (51)
output consists of two constant mass transfer rate branches T{(hat1) =t + [ha(r — t1)] 71}
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For the finite high-chemical-potential reservqit; is a This is the same result as that obtained in Ref. 32. Equa-
function of timet;. Comparing Egs. (41) with (42), one ob- tion (56) shows that the optimal relationship between the
tainsuy, which is given by power and the efficiency for the isothermal endoreversible

chemical engine operating between two infinite mass reser-
1= por + RT | In (GlOClO — thﬂl) voirs is a parabolic-like curve, which is analogous to that for
Gio —mCyuty the endoreversible heat engine operating between two infinite
heat reservoirs [18]. From Eqg. (56), one can see that 0
Gho Gio — hCuts _ _ _
+ In whenn = Nmin = 0 andn = nmax = 1, and
h1Cuty Go
5 5 ha (g1 — p2)®
G1ocio Giocio — hiCuty PPy =
_ 1 52 =7 max 0.5]2
hiCuty ! Giocio 2) AL (hn/h2)>?]

From Eq. (52), one can see that there is no closed-fort?henn = np = 0.5 = fmax/2.
solution for the extreme conditiofhP/0t; = 0. However,
from Eqg. (51), one can see that there are two zero points for . i .
the average power outpi®, i.e. P = 0 whenn = nmm =0 4. Numerical examples and discussions
and”n = 7max = 1. The optimal relationship between ) . . )
the power output and the efficiency of the isothermal enFor the convenience of calculation and analyais= h, is
doreversible chemical engine with the finite high-chemical-set and the following dimensionless variables and constants
potential reservoir is a parabolic-like curve, which is analo-
gous to that for the endoreversible heat engine with the finite _ : ; :
heat source [21]. : S S P :

When the high-chemical-potential reservoir is an infinite L .
mass reservoir, the initial mags,; — oo. From Eq. (36), : :
the concentrationc((t)) of the key componens; in the 0.4 ;
high- chemical-potential reservoir is equal to its initial con- : : e
centrationcyo. Frompu; = po1 + RT Incy, one can see that '™ : oo :
the chemical potentiat, is a constant. From Eq. (26), one %37 :
can also see that the chemical potential | of the key com- : : P
ponentB; in the working fluid of the chemical engine is also I I
a constant. The optimal cycle configuration of the isother- | : e
mal endoreversible chemical engine operating between two 0.4~~~ , s
infinite mass reservoirs for maximum work output consists 0.6 - 06 065 07

! : ! C, 08— .
of two constant chemical potential branches and two instan- ‘ 0.5 0.55 f

taneous constant mass-flux branches, which is analogous I:OIGURE 2. The average power output of the chemical engine

the CA cycle for the endoreversible heat engine [18]. Thisversus the parametef, andi, (cio — 0.8)
is the same result as that obtained in Refs. 31 and 37. The P o, Lic1o = 1.8).
corresponding average power outgitand the second law

efficiencyn are 0.95 — T T

P =W/t = (u — p2)Ni/7  (53)

0.90

w 1 — por ) N1 pyr — por
n= = ( ) = . (54) 0ss L i
Wrew (/i1 - Mz)Nl 1 — p2 :

Combining Egs. (1), (2), (46) with (47) yields

0.80 E
5 n(l —n)(p — p2)? ! ]
P = . 55 N —— e =07
A+ G- 0 ] ws07 ]
From the extreme conditiof”/dt; = 0, one can obtain r e ¢, =09
T I -
tl - —Or ______________
[1+ (h1/h2)%7]
0.65 L 1 " 1 L Il L 1 " 1 L
and the optimal power versus efficience. 00 0l 02 03 04 05 0.6

et

]5:

2
han(1 = n) (i 0_r”22) (56)  FIGURE 3. The optimal concentration profile of the key component
[L 4 (h1/h2)05] B; in the finite high-chemical-potential reservoir.
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TABLE |. Some operational parameters of the chemical engine corresponding to the optimal cycle configuration for maximum work output.

Case t~1 CN'H C1 (51) 61/(0) Cll(gl) Cor P n
ci0 = 0.7 0.5970 0.5312 0.6797 0.4115 0.3996 0.2196 0.4290 0.5066
c10 =0.8 0.5652 0.6206 0.7849 0.4301 0.4220 0.2240 0.5109 0.5052
cio = 0.9 0.5333 0.7170 0.8917 0.4394 0.4354 0.2269 0.5950 0.5032
are defined: linear mass transfer law corresponding to the optimal cycle
- Gio ~ Lot } L02 configuration for maximum work output is larger than that
Gio = hRTT Hor = pr> Ho2 = pHr with infinite mass reservoirs and the same mass transfer law.
- P ot - C Figures 3 and 4 show the optimal concentration and the
P = hR2T? = g Cu= Ri optimal chemical potential profiles of the key componBnt
A in the finite high-chemical-potential reservoir, respectively.
Qi = Hi (1=1,2), (57) From Fig. 3, for the cases with different valuescgf, when
RT the working fluid of the chemical engine absorbs mass from
Then Egs. (36) and (42) can be rewritten as the high-chemical-potential reservoir, the concentration of
1= CGho(1 = o) o the_ key componenBl in the high-chemigal-potential reser-
a(t) = ————=, 0<t<t (58) voir decreases with the increase in time However, the
(Gro — Cpt) concentrationc, () changes non-linearly with time from
- Grocio — Cpuly Go — C’;fl Eq. (58). Comparing Fig. 3 with Fig. 4, one can see that the
P=C,In (GmCtl> +Gioln (10> optimal chemical potential profile of the key componéht

in the finite high-chemical-potential reservoir is very similar
Giocio — Cﬂfl) to its optimal concentration profile, which is due to the fact

— Gicroln ( that they follow the equatiop; (¢1) = o1 (P, T)+RT In¢;.

G1ocio
L i Figure 5 shows the optimal concentration configurations
+ Cuti(Afip —Incz) — C2 = (59)  ofthe two key components in the working fluid of the isother-
B mal endoreversible chemical engine for maximum work out-
The following parameters are used in the calculationspyt. Ondrecheret al. [21] showed that the optimal configu-

G1o = 5, fio1 = 1.5, o = 0.5,andcy = 0.1. Inordertoan-  ration of endoreversible heat engine operating between a fi-
alyze the effects of the concentration changes of the key conite heat source and an infinite heat sink for maximum work
ponentB in the high-chemical-potential on the optimal cy- output with Newton’s heat transfer law in the heat transfer
cle configuration of the chemical engine for maximum work processes is a generalized Carnot heat engine in which the
output, the values di.7, 0.8 and0.9 are set foic1o, respec-  temperatures of the heat source and the working fluid change
tively. Figure 2 shows the average power outply of the  exponentially with time and the ratio of the temperatures of
chemical engine versus the parametgrsandt; (cio = 0.8).  the working fluid and the heat source is a constant, and the
From Fig. 2, one can see that there is a maximum valugemperature of the working fluid at the low-temperature side
for P as a function ofC,, and#;. Table | lists some oper- is also a constant. This paper shows that the optimal con-
ational parameters of the chemical engine corresponding tfiguration of the isothermal endoreversible chemical engine
the optimal cycle configuration for maximum work output operating between a finite high-chemical-potential reservoir
(or maximum average power output). From Table |, one carand an infinite low-chemical-potential reservoir for maxi-
see that with the increase of the concentration of the key commum work output with linear mass-transfer law in the mass
ponentB; in the finite high-chemical-potential reservoir, the transfer processes is an isothermal endoreversible chemical
optimal time ¢;) spent on the mass transfer between the fiengine in which the chemical potential (concentration) of
nite high-chemical-potential reservoir and the working fluidthe key component in the finitehigh-chemical-potential mass
of the chemical engine decreases, the concentratign®)  reservoir and that in the working fluid change nonlinearly
andcy/ (%)) of the key componenB; in the working fluid  with time and the difference in chemical potentials (ratio of
increase, and the concentratian. { of the key component the concentrations) between the key component in the finite
B> in the working fluid increases. Besides, with the increasemass reservoir and the working fluid is a constant, and the
of ¢,0, the average power outpuP{ of the chemical engine chemical potential (concentration) of the key component in
increases; however, the efficiengydecreases. Also from the working fluid at the low chemical potential side is also a
Table 11, the efficiencyy is a bit larger than 0.5 for differ- constant, as shown in Fig. 5. Refs. 21 and 50 showed that the
ent values of1o. For the given numerical example herein, optimal configurations of any heat engines were achieved in
the efficiency of the isothermal endoreversible chemical ena heat engine by operating it so as to keep the entropy gener-
gine with the finite high-chemical- potential reservoir and theation rate constant along each heat transfer branch. From
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MW - - potential reservoir and an infinite low- chemical-potential

reservoir in which the mass transfer between the working
Lo 7 fluid and the mass reservoirs obeys the linear mass-transfer
i 1 law [g o< Ap), is put forward in this paper. Optimal control

130 - § theory is applied to determine the optimal cycle configura-
Sy ] tion corresponding to the maximum work output per cycle for
125 - . the fixed total cycle time. The optimal cycle configuration is
=0 : an isothermal endoreversible chemical engine cycle in which
120 | —_— =038 . the chemical potential (concentration) of the key component
i e €y =009 ] in the finite high-chemical-potential mass reservoir and that
115 b 4 in the working fluid change nonlinearly with time, the differ-

R bt ] ence in the chemical potentials (ratio of the concentrations) of
i L the key component between the finite mass reservoir and the
o0 4l 2R T o e o working fluid is a constant, and the chemical potential (the

concentration) of the key component in the working fluid at
the low chemical potential side is also a constant. Numerical
examples are provided, and the effects of the concentration
045 ‘ . ' ' ' ' changes of the key component in the infinite high-chemical-
----- T m e potential reservoir on the optimal cycle configuration of the

Z ] chemical engine are analyzed. The obtained results are com-
- . pared with those obtained for an endoreversible heat engine

FIGURE 4. The optimal chemical potential profile of the key com-
ponentB; in the finite high-chemical-potential reservoir.

040 | -

" c;'}" - = =07 operating between a finite heat source and an infinite heat
< 0ss L — =08 | sink with Newton’s heat transfer law in the heat transfer pro-
o —= ;=09 cesses.

e 1 ical engine with finite mass reservoirs, which is more gen-

ey 1 eral compared to the common isothermal endoreversible

I chemical engine with infinite mass reservoirs [26-39].

R The idea and method used in this paper could be ex-
STTTETsems tended to research into the optimizing performances of two-
bRt Y mass-reservoir chemical pump [51-53], three-mass-reservoir
chemical pump [54], three-mass-reservoir chemical trans-
FIGURE 5. The optimal concentration configurations of the two former [55,56], four-mass-reservoir chemical pump [57,58]
key components in the working fluid of the isothermal endore- and four-mass-reservoir chemical transformer [59,60]. The
versible chemical engine for maximum work output. results herein can provide some guidelines for optimal de-
sign and operation of real chemical engines, such as mass

Egs. (27) and (28), one can see that the entropy generatiQfychangers, electrochemical, photochemical and solid state
rate along each mass transfer branch of the optimal cycle coRjeyices and so on.

figuration of the chemical engine is also a constant. This is
the similarity between the optimal cycle configuration of the
endoreversible heat engine and that of the isothermal endor
versible chemical engine.

}
[}
I
:
| | The subject studied in this paper is an isothermal chem-
:
:
025 I
I

=
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