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2- Thermodynamic

The release of energy can be used to provide heat when a fuel burns in a furnace, to

produce mechanical work when a fuel burns in an engine, and to generate electrical

work when a chemical reaction pumps electron through a circuit. _

Thermodynamics, the study of the transformations of energy, enables us to discuss

all these matters quantitatively and to make useful predictions.
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2-3 Types of systems

Jaoeall e d8Uallg Bkl Joldh zewn U1 98 (Open System) zgikoll pladl .3

Jaseadl g Baled) JOLh zeewg Vg BylyxS d8Uall Jolds e (Closed System) @lioll paidl b

JSad! 3 LS Jasseadl ae d8Uall 9 85l Jolils e Y (Isolated System) Jgjaed! pUaidl, .c
(1:2)

Open Closed Isolated

(a) (b) (c)
Figure 2-1: (a) An open system can exchange matter and energy with its surroundings. (b) A closed system can

exchange energy with its surroundings,butiticannot.exchange matter. (c) An isolated system can exchange
neither energy nor matter with its surrounding.

2-4 Extensive and.intensive thermodynamic quantities

(3:Sanlizo 9ol SlusS) 83S5all5 A gad] ol g2l

Extensive properties such as (mass, volume, entropy, enthalpy and energy) depend
upon the amount of matter in the system that is being measured.
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An extensive property is a property of matter that changes as the amount of matter

changes. Like other physical properties, an extensive property may be observed and
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measured without any chemical change (reaction) occurring. As more matter is added to
a system, both mass and volume changes (Table 2.1).
In contrast intensive properties such as pressure, temperature, density and color do not

depend upon the amount of matter in the system. They are the same whether you're

looking at a large amount of material or tiny quantity. An example of an intensive
property is electrical conductivity. The electrical conductivity of a wire depends on its
composition, not the length of the wire. Density, concentration and solubility are two

other examples of intensive properties (Table 2.1).

Table 2-1: properties of thermodynamic (Intensive and extensive)

INTENSIVE EXTENSIVE

Independent property
Size does not change
It cannot be computed

Can be easily identified

luster, freezing point, odor, density, etc

Example: melting point, color, ductility, conductivity, pressure, boiling point,

Dependent property
Size changes
It can be computed

Cannot be easily
identified

Example: length, mass,
weight, volume

o

Boiling Point

Color

AL

Mass

Volume

Intensive Properties

:5‘

Temperature

v <

Luster Hardness

Extensive Properties

Size

o1 |

Weight Length

(intensive) 855w duols e Juases Ll dlols ol s (extensive) dlolidl duolsl dowd Jis
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|4

E =V (2-1)
X

o Xm (2-2)
m — Il

7 =D, Density (2-3)
m_ M

M: represents the molecular mass (Intensive), m represents the mass (Extensive) and n:

no. of moles (Extensive).
2-5 State of function

Ul Jguo gl plaidl e e dasian Vg plladll Dl e Jadd uatial JI pllail jolgs il (p
Lo pd ey dSllug S gaylall e daias Vg daidd &gty dsluyl Blod! e datias ST Bugucxl
Q11 d8lal el Jbe

uz
AU = .f du (2_4)
ui

Path function (&)l d15)
Bylyoelly Jasdl U3 Jlis Lo pi5 ey dSly U gaykall e daiad 21 Aol 2
q=dq (2-5)

AW IS5 w Jadd! cldSy gosb Al Y Aq oo Y
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2-6 The first law of thermodynamic
3T IS (0 Leligaes (S (09 S Vg (5 dBUAI Of (e iy ehaiglogall JoI 0g3ll!

AU = q +w (2-6)
AU (Extensive property), represents the internal energy (ddsIWi d3Wall), and it is
measured by Joule unit = (U2-U1) or (U= U)), where U, or U; represents theinitial state,
while Uz or Ur represents the final state.

g = heat and w = work, two of them are path function while AU is state function.

2-6-1 Internal energy

The internal energy is the total kinetic and potential energy of the constituents (the
atoms, ions, or molecules) of the system. Changing any one of the state variables, such
as the pressure, results in a change in internal energy.

Blall oday (WUgT § ©h3 (i) pladl G dnblly 48, Blall ggazxe (p 1dds-Wl d3Uall

02l lgan ae pladll b3 of Wi Ll Blby djlaYls gl o LEsY) d8Uall Jes3
Q-1/ How it can be knowingthat the heat is gained or released from the system to the
surrounding and vice versa?

Answer/ the signal + and — for g and w, can help to know that.

Signal Type of process
= ball e pladl (o Jgdaed! Jadd!
+ Pl e Jamall (o gibeall Jdl
- (Exothermic) pUadl (po Jaoee dlawlgs dyaiosd! 8)ly=!
+ (Endothermic) daeoll (o pladl dlacwlgs diationd! B)lyell

Q-2/How many types of processes
Ans/ AS following:
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0955 Oldeaall (10 g9l 1o (3 Cus (Isothermal process) &)=l dxys @gdy (§y258 wldes -1
(AT = 0) OB 4de (T = constant) b plal 8)ly> d>)o
.(Reversible process) dwwSall Wldoal! .a
(Irreversible process) duwSs Wl Oldeal! .b

8yl S (3 JolS ez Y wldeall (40 £l 14 (3 (Adiabatic process) 4S5kl wldeal] -2
.(q = constant, dq = 0) Jgj=s plas &1 Jaxally pllaidl cyuBalallg
.(Reversible process) &Sl Gldan)l .a
(Irreversible process) dwuSs I &ildosl b

BBUally (W) Jatdl Jio sl ans g5 o Of s ecthualindgail) Il O33N 1 ylasdl Judg

OPEINI egis 3lais 19 WKy (q) B> S e diied!

2-6-2 work
rdolaoll Byang disas ddluned LiS)> 3 nld e Ao dlalnoll 838l g9 Jaidl

dw = Fdl (2-7)
where F = force, and | = length of bath (shift).

F=ma (2-8)

where m = mass, and a acceleration.

(F) 8521 § (dl) Bluvall o> Jaoloms Jil o6 s Of oSy g

the work required to move an object a distance dl against an opposing force of

maghnitude F.

OB 1 dlune Bu-g S B9l g Jasall O bosg

_F
p= 2 (2-9)

where p = pressure, and A = area.
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93 oSl ESyoe) (uSlall 9 pex ol (2l Jadall (o 98 Bedll yuas OF (2-9) Wolaall bpss

(Pin) A1) Jasuall Jd ¢pe somiedl el Jids Jady 213003 U8 uwiSedl & Eug A duoelad! &Ll

‘Pex 2
Because dw =—p., (Adl) where Adl =dV (2-10)
Then dw=-p,.dV (2-11)

JWI UKL el (2-11) Aoslael) JolS 3 wie
Vi
Wyepr = — Pex j dV small changesinV;, &pin (2-12)
Lo H! opo dlg Jgo Jud Ig.o}qadb Sl dplonll § Jaddl Ol (2-12) Uolaodl puseind
(2-2) Sl QLS plladl pax> (3 Tur B i Olpsidl 0SS

External
pressure, p_

&éa, Al d dv=Ad

>

Pressure, p_ | o |

Figure 2-2: Expansion work has been done as a result of moving the piston against the Pex.
O JI canalo S @xadl 533 g Pin 3 ekl J3T 0555 pex 018 Sl ddasll § paxsnll 8315 wie
e Il Jasuall CsS G 1 Biue Al oty (el O (553 8303 c0)lgd! Al J) Juas
g plall et Jasd! e Juass Of J) ddkasdl 008 et .00315) Al Y1 s OF I syl Ll
diogdy Pin = Pex Lolie Winax gomary oy &uuSall dudoa)| G 8ghas N (Zwrey) Jaddl foazme Jin
doud Ol Pex > Pin 0L ST pakds Jiks 98 saindl Jaidl 095 bodie (uSally ol dudoall ausdiy cdudluo
zgall 0555 saiall Jaidl
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Pin &I ladall IS (0 jomiedl Jaddl Qlus gl ade cdasall (o ST pUAIL @i U] Leog
Pex = Pin OB &Sl ddoanl 39 Pex ol (2l Jadall e Y A1 (e W gl
3 Aslaall (3o sy Jaisal] 016 JUiadl 5Ll

__ NnRT

. 1-5
(2-13) dolandl e Juaxs (2-12) Doleall (1-5) dslanll rigas die
VinRTdV nRT
Wrev = - f V. (Where pin = V. and pin = pex) (2'13)
Vi in in

Aslaall e Juass ,(2-13) Dslaald JolSl dsbg ¢ JoBWI s 9SS 4de ALBR 9 T 9 n 08 O Loy
(2-14)

Vy
W, = — NRT In v (2-14)

Jasall) Jedl Sl L oo jomially Al ddoall § ddaill Jads Qlusd (2-14) Uslaal! piseind
APERY

Aslaedl (o Caun jaiall Jiddl OB ol 2l Jasually pUaill x> (§ 848 Clpaill 9SS Lodis Lol
[(2-3) JSad! § 290 WS (2-15)

\UZEmE e PN /AT IS pey is constant, external pressure (2-15)

Area=p AV

Pressure, p ©
x

| |
v Volume, V v

pex ’pex

Figure 2-3: The work done by a gas when it expands against a constant pexis equal to the shaded area in this
example of an indicator diagram.
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A9 (Won = — Why) Jaemall (e pladl Jad ¢pe st ud Jadd) O (g2 g dlles w dasd 055 Lowis
. Won = + Why O] T daz g0 degidl (955 Lodis uSal!
(Expansion work done) sual Jid (e jomiell Jaidl OB (+ AV) pladl 3 sued hase bdis
0 il oSes (- AV) plad! x> aldiy ke (Compression work done)aldl Jadk oww
: JWI pggially 3

— W,y = + AV while + Won = - AV

2.6.2.1 General expression of the expansion work

SO Blas sleg 3 W oo dipmo &sS aubg imd cpmnll (§ ool il deais Loy suaill Jass
05 bdie (53 .(Pex = Pgas) @JB‘“ Laall Tfﬁl-"“-" Pgas dasus 0950 loie ol e asb
fh b Gdid (o) larally (pgas OF pin) Sl lais c.§i cogbude e Olaisll

> O Eling Pex o oy gas LunSall OB Pex sl Ll (pe 1ST 581 ass 090 Laie
o9 €(2-3) JS& 5 (2-2) JSl 3 S5 Pex > kol Jitdd dmdls (V> Vi) 3hots Cogn i
ALl Jaid) Byl 0559 (2-15) 9 (2-14) Wolaall 38 9 Jaid)

pdsiudg (compression) paliny g (Vi Vi) ezl O pex oo JBT 31 baius 0550 Laie ¢S
Axzrga 0955 Jalddl 5)L] Sy cdalaedl uds

Example 1. How much work is required to compress a monatomic ideal gas at a
pressure of 2.5 x 10° Pa from an initial volume of 0.015 m3to a final volume
of 0.010 m3? What is the change in the internal energy of the system if the
system releases energy of 350 J in this process?

Solution 1: Pex=2.5 x 10° Pa, Vi = 0.015 m3, Vs = 0.010 m3 and q =-350J
Wirr = — PexAV (2-15)

Wi = — 2.5x10° p, x [0.010 - 0.015] m3

Wi, =1250p, m3,1p, = Nm==2m®>= Nm = |
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Wi =1250]

AU = q +w (2-6)
AU = —-350] + (1250))

AU = +900])

Example 1: What is the work done in kJ of an ideal gas is allowed to expand from 1 L
to 10 L against a constant external pressure of 1 bar?

Answer 2: (a)-9 (b) 10 (c) - 0.9 (d) -2

Solution 2: Pex=1bar, Vi=1Land V5= 10 L.
(2-15)

Wi = —1bar(10-1)L

Wi = —9x100J =-0.9 kJ so this means option (c) is correct

Note: that 1 bar L =100J why? (Homework 1)

Homework 2: What is the value of pin expected when the volume is expanded or
compressed against the constant external pressure pex (Atmospheric

pressure).

End of the 15t Jecture of Chapter Two

10/ Page Dr. Abduljabbar I. R. Rushdi 2024-2025



Chpt_ Two_1°* Law of Thermodynamic PhysChem For 2" Year UGS_1°t SEM

2-6-3 Types of expansion work

2-6-3-1 Constant volume (Isochoric process)

Waleall gaas JUWLg (AV = 0) &) T ol @m is el @S9 5e oy Y dukasdl (yo £oill 1o (3
: QWS 4uSeMl ddaal] (2-15) Uslaall cliSy deusall ddaall (2-14)

%4
W,op, = —NRT (lnvf = Zero),becauseV; = Vg (2-14)

i
Wirrey = — Pex (AV = zero), thenw = 0,and AU =q (2-15)

AW BN e axs (2-6) BUall Laasd JoYI gl dslae (3 Jaidl daid e (asgaidl dic

AU = q + 0,thenAU=q (2-6)
8yl S gy 303 Blyoxld 30y Wdic g (Isochoric) paxoedl g (oud Alodl 0o (§ ddoall O] g
Lozl g s Ul I of (p0 Al

AU = q, (2-16)

2-6-3-2 Free expansion (expansien into a vacuum)

2- Free expansion: An expansion in vacuum and no work is done during free expansion

of ideal gas (reversable or irreversible process).

sekezall pin Sl daial GuSlan 5T dis (Pex = 0) g5 tais SUla 05 Y boie yoedl Skl Ao o
pllad) Js-1s Jyeud Sl & s g0 sllg (2-4a) JSadl el Jlwg ew = 0 &) §Taued Jads uzn Y Sl
Ssioe lagin Jile Hlaz dzgr GliSy cslggll (o £raall 99 Jaall e (Insulator) Jile e plasul
13 ool suetly clgadll ey &yl ol 1 sdaty Cogun aladl 3le BB alagall zuid dasd . ploso e
A1 Ol A it dzsg slsgll (30 fre 1oell 055 sl Jaiall U8 ro Aaglie &1 3D o) CBges
dorlgy gan saiall Ul (Pin) Al Jasall G elldug cplladdl 5L sdad b digns dosdy lass g5
(pUad! Jid (o Jamie Jad uz g Y G gl Jaisd 929 pue O) cpex = Zero dosts byl Tasss

[(2-4b) Szl (3 LSy
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0.
Vacuum, p.,=0

Expansion

Surrounding Surrounding

Figure 2-4: Free expansion of an ideal gas in vacuum and pex equals to zero, (a) before expansion and (b) after
expansion.

:QS’S@::S deuSeM) ddoal) Jaid! Olues Dslas Q3 (Pex) 4o e rgadll disy

Wirr = — Pex AV =0 (2-15)

Example 1: How much work is required to expand 2 L of an ideal gas at a pressure of
10 atm into a vacuum until its total volume.is 10 L?

Solution: Pex=0atm, Vi=2L, Vi=10 L.

Wirr = — Pex (Vf - Vi) (2'15)
Wir= —0atm (10— 2)L

Wiy = Z€ro
2-6-3-3 Isothermakreversible expansion of a perfect gas

Je Juaxs (Isothermal, AT = 0) (§1 8, days gy Jball Hul) Sl sael e goidl 1o Juae
;I Dolaadl UM o0yl Jiiad)

Vy
W, = — NRT ln7 (2-14)

i

The equation (2-14) is for calculating the work done of isothermal reversible expansion

for an ideal gas.
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Example 1: Calculate the work done by the system when 6.00 mol of an ideal gas at
25.0 °C are allowed to expand isothermally and reversibly from an initial
volume of 5.00 dm? to a final volume of 15.00 dm?.

Solution: n = 6.00 mol V; = 5.00 dm?, V= 15.00 dm® and T = 25.0 °C + 273 = 298 K.

Vy
Wyep = — RT In—> (2-14)

l

15.00 dan*

Wyep = —6.00m91x298Kx8.314]m91‘—4K‘—41nW3—

W,ep = — 6.00 6l x 298 K x 8.314 J(In 3)

Wep= —16331] = —16.3 kJ

Example 2: How much work is required to compress 7.5 moles of an ideal gas to get
127.0 °C from 5.2 L to 2.1 L? What is the change in the internal energy of
the gas? How much heat will be transferred during this process?

Solution:n=7.5mol, Vi=5.2L, Vy=2.1Land T=127.0°C + 273 = 400 K.

V
Wyep = —MRT In > (2-14)

2.1dm3

Woop = —7.5aqcucn!yutoo,z(rx8.3141an=w1i4!(i1nF

W,op = — 24942 x (— 0.907) = 22615 = 22.615 kJ

AR pAs (am 1oy (T = 400 K) 8419 dayd L) Blasall 8yl dys G AasMe (3Say JIgand! IMS 09
.(1sothermal, AT = 0) 8)l,5l &3 © g4 Cad ddoadl &1 (ST ddadl 3 IS Byly2dl dmpd
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1 QW1 JSadU (2-6) Waleedl gaas JWLs (AU = 0) cduds1ul dallaly pis Juass Y ade (AT = 0 O lasg
AU = q +w,0 =q + wthenQ = —-W = —22.615k] (2-6)

Jauoall ) pUatdl ¢po ] U Bylyoedl O ams 1R (g = — 22.615 ki) &dlw 8ylyddl daid of 2>l

JuG (W = +22.615 ki) Jidll duzrgall danddl Olg o ) ez (§ Ol (gf) pladl & boligail Lis

agoeall 48 oo ot 8 Jaddl Ol e

domyd Sgubos (D @ %)waéysqa Lasally eonsdl o @3RI G5 (1-1) bl Y553 0936 Ca

Byl y=dl
pV = T (proportionality constant) (1-1)
Di Vy
V.= nV — =1L -
piVi pf fOT pf Vi (1 2)

AW Daladl e s (214) Dolaall (1-2) Dolasdl yasgad Jics

p.
W,ep = — NRT In p‘ (2-17)

o paliiall ol Sdaiell 3lal) el (il pass Sleghas Lald 0955 Y Lodie (2-17) Aslaall piseiud

Sl A3 el sl ass Gleglas Lol 095G of

Example: 3.2 moles of an ideal gas expands from a pressure of 5.0 atm to 1.4 atm at a
constant temperature of 127.0 °C. (a) Is the work done by the gas or on the
gas (b) How much energy was transferred by work and heat?

Solution: n=3.2.mol pi=5.0atm, ps=1.4Land T=127.0°C + 273 = 400 K.

W,ep = —NRT In— (2-17)

5.0 atin

Wiey = —3.2m9lx400Kx8.314]m91iKi1nT
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Wyep = — 13548] = — 13.548 kJ

Because of the temperature is constant, AT = 0, therefore AU =0, then g =—w, and then

g= —(—13.548 kJ) =+ 13.548 kl. So, this means that the work is done by the gas on the

surrounding and the heat is transferred from the surrounding to the system.

Homework 3: A sample consisting of 2.00 mol He is expanded isothermally at 22°C

from 22.8 dm?3 to 31.7 dm? (a) reversibly, (b) against a constant external
pressure equal to the final pressure of the gas, and (c) freely (against
zero external pressure). For the three processes calculate q, w, AU.

Answer (a) 1.63 kJ (b) 1.38 kJ (c) O

Homework 4: A sample consisting of 1.00 mol Ar is expanded isothermally at 0°C from

22.4 dm3 to 44.8 dm3 (a) reversibly, (b) against a constant external
pressure equal to the final pressure of the gas, and (c) freely (against

zero external pressure). For the three processes calculate q, w and AU.

2-6-4 Heat Transactions

d3llall daaz) JoY 0gilall (51 (2-6) Dalaodl UM e plail) sl d8Uall § )] ey

dU = dq + dw (2-6)
eI Blall Cym (Wlgal of whd coli) pladl beSe) 48yl Blall ggame (p Il d3Uall
 (BusLudl ,8La1 898 Cun ell3g JUI Sl (a3YL) Saue ] dgluns HI iz
cplasdl cll3 (AV = 0) pax> @ asS Gl Juam Vs cpee s Jlg oy 31y S e A8l Jai5 Loiad
plall) Adsu) 8L S9lud CBgar ool g e dliial B)lyddl B (W = 0) jaeie Jik Juamo Y
1AW Dol o 51 gy 30,0b Byl S e Azl BUal) Joy2 ladie
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