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Primeira Lei

• Uma quantidade de energia pode ser 
distribuído de várias formas.
• A primeira lei da termodinâmica relaciona 
calor, trabalho e energia interna.
• Vimos que uma quantidade de energia pode 
ser transportada. 
• Energia não pode ser criada ou destruída, só 
muda de forma.
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O que falta na primeira lei

�U = 0
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O que falta na primeira lei

�U = 0

something has been lost, something has changed – and the change is
irreversible. The First Law, useful as it is, does not provide even the
slightest clue about what that something is. Nor does it answer any of
the following important questions: In which direction will a reac-
tion proceed spontaneously? Is there a limit to how much work can
be obtained from a reaction? If so, what is it? Why do highly purified
enzymes degrade even when stored in the cold?

To be able to domore than just wave hands in positing answers to
these queries, we must turn from the First to the Second Law of
Thermodynamics. Like the First Law, the Second is an empirical result
and a window on the relationship of heat to work. In still qualitative
terms, the Second Law provides a way of describing the conversion of
heat into work. It gives a precise definition of a thermodynamic state
function called the entropy, and the sign of this function (plus or
minus, not Leo or Libra!) tells us whether a process will occur spon-
taneously or not. This is something that no1U or w or q alone can do.
Ice changes spontaneously into liquidwater at 1 !C and 1 atm, despite
the increase in translational motion (K.E.) of the molecules.

Fig. 3.1 Distribution of substance A before and after mixing. Panel (A) shows the

situation before mixing, panel (B) when mixing is complete. Let substance A be perfume

molecules on a heavily scented person who enters a small room, say, an elevator (lift). The

molecules are initially very close together; the concentration of perfume is high. In such a

high dose, it might be hard to distinguish perfume from insect repellent! Visual inspection of

the wearer might not help much. After a while, maybe by the time you’ve reached the 57th

storey, the perfume molecules are spread approximately randomly throughout the

accessible space; the perfume is much more diffuse than at first; the concentration is

uniform. This process is irreversible! The driving force for change is a movement of the

system toward the most probable distribution of perfume molecules. Entropy, the key

thermodynamic function of this chapter, measures the change in distribution. Further drops

of understanding can be squeezed out of this figure. Imagine that the dots correspond not to

molecules but to heat energy. Let the region where all the heat is collected in panel (A) be

one object, and let the rest of the area be another object. The small object is hot, the big one

is cold. Panel (B) shows the situation some time later, when the two objects have reached

thermal equilibrium. (For example, 500 mL cans of Guinness Draught say that the contents

should be chilled at 4 !C for 3 h, giving the gas plenty of time to dissolve in the liquid. The

head is not quite so creamy on less cooling.) The heat energy has been redistributed

throughout the matter, and both objects are at the same temperature. The driving force for

change is a movement of the system toward the most probable distribution of heat energy.

The comparison of perfume and heat suggests something exceptionally similar about matter

and energy. Indeed, this relationship lies at the heart of E¼mc2.
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O que falta na primeira lei
• Se fazemos atrito em uma superfície, 
convertemos trabalho em calor a uma dada 
temperatura.
• Esse processo é reversível?
• É possível re-converter esse calor em 
trabalho nessa mesma temperatura? 
• A segunda lei da termodinâmica afirma que 
não! ... seria ótimo se fosse possível.
• Se aplicássemos apenas a conservação de 
energia, seria sim.
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O que falta na primeira lei

• Carnot assumiu que é impossível extrair 
energia do calor de uma única temperatura.
• Calor não pode ser retirado a uma dada 
temperatura e convertido em calor sem haver 
nenhuma outra mudança nas vizinhanças. 

Monday, May 6, 13



Segunda Lei

• (Forma 1) Não existe um equipamento em 
que o único resultado é a conversão de calor 
em trabalho em a uma única temperatura.
• (Forma 2) Calor não pode naturalmente fluir 
de um ambiente frio para um ambiente 
quente.  

Quente Frio
Q

Processo Irreversível
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Ciclo de Carnot

Q1 �Q2 > 0
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Ciclo de Carnot

Q1 �Q2 > 0
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Igualando as duas
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Ciclo de Carnot
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Ou seja

Monday, May 6, 13



Ciclo de Carnot
Para um processo reversível

I
�Q

T
= 0

Ou seja, a integral abaixo é 
independente de caminho

Z

L

�Q

T

dS =
�Q

T

S é uma função de 
estado chamado de 

Entropia

Entropia é um índice da 
tendência de um sistema 

fazer uma mudança 
expontânea
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Entropia
• É um estado termodinâmico 
• É uma medida do estado de diferenciação, ou 
distribuição de energia de um sistema

Racionaliza, porque um soluto difunde de um meio 
mais concentrado para um menos concentrado

Porque o calor sempre flui do quente para o frio ...

can be gained by shrinking in size by several orders of magnitude
and examining the mechanics of our rubber band machine. Rubber
consists of long, chainlike molecules (Fig. 3.3). Stretching makes
them align and become more orderly, decreasing the number of
different spatial arrangements. Like forcing all the gas molecules
back into one bulb, stretching a rubber band requires work to be
done on the system, so w>0. Your fingers, hands and arms together
do the stretching; the energy comes from the cleavage of chemical
bonds in your muscles. The contracting muscle is then used to
stretch the rubber beyond its relaxed, equilibrium position, and
there is a change in mechanical energy.

Box 3.1. The celebrated jumping insect of Cantabrigiensis

Insecta is the largest class of the phylum Arthropoda, which is itself the largest of

the various phyla of the kingdom Animalia. Of all the animal species so far

described by science, five of every six are insects. Beasts like bedbugs, beetles, and

butterflies are a few of the more familiar members of the class. About 106

different insect species are known in total, and it is estimated that about as many

more have yet to be described. Insects are poikilotherms: body temperature

follows that of the surrounding environment within the range of tolerance for a

species. Most of our knowledge of genetics has come not from humans but from

experimental studies on the insect Drosophila melanogaster, one of about 103

different species of vinegar fly (more commonly but also misleadingly called fruit

flies). Insects have jointed legs, and a segmented body covered by a hard

exoskeleton (external skeleton) which is composed in part of the protein chitin.

The exoskeleton serves as the point of attachment for muscles, which consist

Fig. 3.3 Schematic diagram of a rubber band in the unstretched (equilibrium) state (left)

and stretched state (right). In the unstretched state, the molecules are highly disordered.

When the band is stretched, the molecules form a relatively orderly array. The entropy of

the molecules is lower in the stretched state than in the unstretched state.

Fig. 3.2 Irreversible expansion of a

gas. In panel (A), when the stopcock

is closed, the gas is concentrated and

confined to the left bulb. The right

bulb is evacuated. When the

stopcock is opened, as shown in

panel (B), the gas flows rapidly from

the bulb on the left to the bulb on

the right. After a sufficiently long

time, the condition known as

equilibrium is reached; the

concentration of gas is the same in

both bulbs and the net flow of

molecules between the bulbs is zero.

This is just a more idealized view of

the heavily scented person we met in

the elevator.

ENTROPY 63
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Entropia

can be gained by shrinking in size by several orders of magnitude
and examining the mechanics of our rubber band machine. Rubber
consists of long, chainlike molecules (Fig. 3.3). Stretching makes
them align and become more orderly, decreasing the number of
different spatial arrangements. Like forcing all the gas molecules
back into one bulb, stretching a rubber band requires work to be
done on the system, so w>0. Your fingers, hands and arms together
do the stretching; the energy comes from the cleavage of chemical
bonds in your muscles. The contracting muscle is then used to
stretch the rubber beyond its relaxed, equilibrium position, and
there is a change in mechanical energy.

Box 3.1. The celebrated jumping insect of Cantabrigiensis

Insecta is the largest class of the phylum Arthropoda, which is itself the largest of

the various phyla of the kingdom Animalia. Of all the animal species so far

described by science, five of every six are insects. Beasts like bedbugs, beetles, and

butterflies are a few of the more familiar members of the class. About 106

different insect species are known in total, and it is estimated that about as many

more have yet to be described. Insects are poikilotherms: body temperature

follows that of the surrounding environment within the range of tolerance for a

species. Most of our knowledge of genetics has come not from humans but from

experimental studies on the insect Drosophila melanogaster, one of about 103

different species of vinegar fly (more commonly but also misleadingly called fruit

flies). Insects have jointed legs, and a segmented body covered by a hard

exoskeleton (external skeleton) which is composed in part of the protein chitin.

The exoskeleton serves as the point of attachment for muscles, which consist

Fig. 3.3 Schematic diagram of a rubber band in the unstretched (equilibrium) state (left)

and stretched state (right). In the unstretched state, the molecules are highly disordered.

When the band is stretched, the molecules form a relatively orderly array. The entropy of

the molecules is lower in the stretched state than in the unstretched state.

Fig. 3.2 Irreversible expansion of a

gas. In panel (A), when the stopcock

is closed, the gas is concentrated and

confined to the left bulb. The right

bulb is evacuated. When the

stopcock is opened, as shown in

panel (B), the gas flows rapidly from

the bulb on the left to the bulb on

the right. After a sufficiently long

time, the condition known as

equilibrium is reached; the

concentration of gas is the same in

both bulbs and the net flow of

molecules between the bulbs is zero.

This is just a more idealized view of

the heavily scented person we met in

the elevator.

ENTROPY 63

Monday, May 6, 13



Entropia

change of the system and the surroundings have been measured.
These conditions are not easily met. As we have seen, qp¼ T1S only if
a reaction is reversible. The decomposition of an organism into its
various molecular components is irreversible! Also, we must con-
sider how one might go about measuring the entropy change of the
surroundings. There is nothing to say such measurements are
impossible as a matter of principle, but in many cases they cannot be
made in practice! The next chapter will show us a way of cir-
cumventing this obstacle, enabling us to determine whether the
change in a system has occurred spontaneously. We’ll do that by
employing a less general but in many respects more useful index of
reaction spontaneity, the Gibbs free energy.

E. Isothermal systems

Now we wish to look a little more closely at the specialized situation
of constant temperature. Isothermal conditions are of great impor-
tance to the biochemist, because the temperature of a living
organism is more or less uniform throughout its body, and it is
practical for bench-top experiments to be done at constant tem-
perature. In making a biochemical measurement, say of enzyme
activity, one would not want to have to report that the temperature
at which the reaction took place fluctuated over a range of a dozen
degrees during the experiment.

Human beings and many other organisms can tolerate a change
in body temperature of no more than a few degrees. We have ter-
ribly sophisticated negative feedback systems for thermoregulation
and a circulatory system for distributing heat energy; when these
systems are functioning normally they keep the entire body at about
the same temperature. Now, consider a cell deep within your body
to be a thermodynamic system. And suppose this cell undergoes a
reversible change at constant pressure that transfers heat q to the
surrounding cells of the tissue. Then

1Ssurroundings ¼ "q=T; ð3:18Þ

Table 3.1. Comparison of the “orderliness” of different types
of energy

Form of energy Entropy per unit energy

Nuclear reactions 10"6

Internal heat of stars 10"3

Sunlight 1
Chemical reactions 1–10
Terrestrial waste heat 10–100

Note how the entropy of a given amount of energy increases as it is transformed from a
nuclear reaction to the heat given off by biological organisms on the surface of Earth.

70 THE SECOND LAW OF THERMODYNAMICS

Above we found that wrev!wirrev, which means that both sides of
Eqn. (3.15) must be positive. This implies that

qrev ! qirrev: ð3:16Þ

And so we have answered the question we set ourselves. What does
Eqn. (3.16) mean? In an endothermic process, the heat extracted
from the surroundings will be greatest when the process is rever-
sible. In an exothermic process, the heat released to the surround-
ings will be smallest when the process is reversible. So, living
organisms would release the smallest possible amount of energy as
heat if the processes going on inside them were reversible. And we
do release a lot of heat to the surroundings. But many of the pro-
cesses going on inside you are irreversible! To keep from cooling
down to the temperature of the surroundings, we must consume
energy. And it comes from food.

D. Entropy of the universe

As we have seen, the total entropy of an isolated system increases
in the course of a spontaneous change. Put another way, the Second
Law says that no natural process can occur unless it is accompanied
by an increase in the entropy of the universe (Fig. 3.4 and Table 3.1).
The upshot is that every process that occurs in nature is ultimately
irreversible and unidirectional, the direction being dictated by
the requirement of an overall increase in entropy. This can be sym-
bolized in a compact mathematical form as 1Stotal¼1Shotþ
1Scold>0. Rewriting this in a more general way, we have

1Ssystem þ1Ssurroundings ¼ 1Suniverse > 0: ð3:17Þ

In order for a physical change to occur spontaneously, the entropy of
the universe must increase. Leafing back to a preceding page of this
chapter, we see that 1S in Eqn. (3.1) is we see that 1Suniverse, and in
the previous two sections the entire universe consisted of just a heat
source and a heat sink, one being the system and the other being the
surroundings.

It is important to realize that Eqn. (3.17) does not say that entro-
pically “unfavorable” reactions (ones for which the entropy change
is negative) cannot occur. Such reactions can and do occur, albeit not
spontaneously. When an entropically unfavorable process is made to
occur, the overall change in the entropy of the universe will be greater
than zero, by the Second Law of Thermodynamics. Will this be true
for a rather complicated and organized thing like an amoeba, an ant,
or an aardvark? Yes! And what if we want to measure the entropy
production of an organism? Can we do that and decide whether the
change occurred spontaneously? No! Because the sign of 1S for a
system indicates whether a reaction will proceed spontaneously only
if the system is isolated from its surroundings or both the entropy

Fig. 3.4 The Second Law of

Thermodynamics. No process will

occur spontaneously unless it

is accompanied by an increase in the

entropy of the universe. This applies to

an isolated system, a closed system,

and an open system.
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Sistemas Isotérmicos
Suponha que uma célula realize uma transformação 

reversível a pressão constante e libere um calor q para o 
ambiente em torno

Como as temperaturas são praticamente as mesmas 
(célula e vizinhança)

�T ⇡ 0

O trabalho pV é praticamente desprezível e 

where Tsurroundings is so close to Tsystem that both temperatures are T.
Because1T!0, the pV-work that canbe done from theheat transfer is
practically negligible, and q¼1H. Substituting into Eqns. (3.17) and
(3.18) gives

1Ssystem #1H=T > 0; ð3:19Þ

which, after rearrangement, can be written as

1H# T1Ssystem<0: ð3:20Þ

The quantity H# TS is a thermodynamic state function called the
Gibbs free energy. 1H measures the heat exchanged at constant
pressure, as discussed in Chapter 2, and T1S can be thought of
“isothermallyunavailable” energy, as transfer of this energyoutof the
systemwould result in a temperature decrease, and we have said that
the temperature is constant. The Gibbs energy enables prediction of
thedirectionof spontaneous changeof a systemunder the constraints
of constant temperature and constant pressure.

We can approach the idea of a portion of heat released by a
reaction being unavailable for work from another direction. First,
let’s see if we can convince ourselves (again) that some of the avail-
able energy cannot be used to do work. Suppose we have a system
which undergoes a process that results in a decrease in the entropy of
the system, for example, liquid water allowed to come to equilibrium
in the solid state at #1 &C. If all the heat released by this process,
which is about 6 kcal mol#1, were exported to the surroundings as
work, there would be no increase in the entropy of the surroundings,
and the overall entropy for the process would be negative. But this
contradicts Eqn. (3.17), the requirement of the Second Law that any
real process will result in an increase in the entropy of the universe.
So, at least some of the heat generated by the process must be
unavailable to do work. But how much?

We can find the answer by continuingwith a qualitative treatment.
Let’s suppose that the reaction reduces the entropy of the system by
some amount, 1S. In order for the reaction to be spontaneous, the
entropy of the surroundings must increase by at least as much. By
Eqn. (3.6), this is qwaste/T. Solving for the heat supplied, qwaste¼ T1S,
where 1S is the decrease in the entropy of the system (qwaste is nega-
tive). This is the energy that is not available to do work. The energy
that is available to do work is the difference between the total energy
and the energy that is not available to do work. And this energy is the
Gibbs free energy. Note the resemblance of this qualitative example
to Eqn. (3.20). The Gibbs free energy is so important to the biological
sciences that the next two chapters will be devoted to it.

Above we combined the First and Second Laws to arrive at the
Gibbs free energy. Now we wish to combine these laws again, but
in a somewhat different way. The result will be different, and it
will provide new insight into the expansion of a gas into vacuum
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Variação da 
energia de Gibbs

�Svizinhanca = �Q

T

Q = �H
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