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2 The Postulates of Quantum Mechanics 

2.1 Introduction 
In light of the series of experiments performed in the early 20th century that we have discussed, it became clear 
that existing theories of classical physics did not adequately describe these newly discovered phenomena, 
particularly the quantization of the energies of atoms and molecules, the quantization of light itself, and the 
wave-particle duality of both light and matter.  
 
Think about the process by which science moves forward. One proposes a theory that describes the existing 
experimental phenomena. One then tests the theory by performing additional experiments. If the theory 
describes all know phenomena, one begins to accept it as being true. There may be a small number of 
observations that a theory doesn’t predict, and in some cases it may cause one to reexamine the experiment to 
make sure it was done properly. However, as the number of experimental observations that the theory cannot 
account for increases, the theory must be replaced. Sometimes this happens by making slight modifications of 
the existing theory, and sometimes the old theory is completely overturned and replaced by one with a totally 
different perspective. 
 
This is what occurred in 1925 when Erwin Schrödinger and Werner Heisenberg, working independently, 
formulated a general quantum theory. The quantum theory provided a completely different way to view physical 
systems. It was a revolutionary way of thinking and requires abandoning much of the intuition that one develops 
from the macroscopic world. In certain limits, the quantum theory reduces to the classical theory, so that not 
only does it describe the newly observed phenomena, but the existing body of scientific results as well. 
 
The theories independently formulated by Schrödinger and Heisenberg are mathematically different. 
Schrödinger used a differential equation approach whereas Heisenberg used a matrix formalism. While at first 
the two theories appeared different in substance, a year later Schrödinger demonstrated that the two 
formulations are mathematically equivalent.  
 
In this course, I will follow the differential equation approach formulated by Schrödinger, although later in the 
course I may introduce aspects of the Heisenberg approach. I will not present quantum mechanics in an historical 
manner, however--that is by following the way that Schrödinger first developed it. We will take advantage of 
hindsight, particularly in the interpretations of certain aspects of the theory. I will present to you a new way of 
thinking, and ask you to try to abandon much of the intuition you have developed during your first year of physics.  
 
I will introduce the quantum theory by presenting to you a series of 6 postulates. All my further development of 
quantum mechanics will be based on those six postulates. It is important to realize what a postulate is (and what 
it is not). A postulate is a statement of thesis, not particularly a statement of fact. It is not a law. It can always 
come under scrutiny and should do so. The test of whether a postulate is correct is if it describes experimental 
results -- that is, that it works!! 
 
I will present and briefly discuss each of these 6 postulates and give examples of applications to simple quantum 
mechanical systems where necessary.  
 
We will treat these postulates like laws in the sense we will base our intuition and predictions about the 
properties of molecules on these postulates. One must always recognize, however that tomorrow someone 
might observe some property or phenomena that is not in accord with these postulates.  
 
This may seem a bit disturbing to approach science in this way in that we like to have laws that one can derive 
mathematically. While it might seem a bit uncomfortable, it is no different from classical physics, for example. 
At the very depth of our laws and rules in science there are always postulates that are accepted simply because 
they work, i.e., the theory based upon them predicts the results of experiment. Examples are Coulombs law or 
the gravitational force. 
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Two primary concepts are involved in the postulates of quantum mechanics:  

 The state of a system 

 Physical observables 
 

A physical observable is simply some variable that can be measured. Examples are position, momentum, angular 
momentum, and energy. 
 

2.2 Postulate 1 
The state of a quantum mechanical system is completely specified by a function ( , )tr that depends on the 

coordinates of the particle and on the time. ( , )tr  is called the wave function or state function and has the 

property that  *( , ) ( , )t t dxdydzr r  is the probability that the particle lies in the volume element dxdydz  at 

position r at time t. 
 

 This postulate says that ( , )tr exists and in principle can be determined. 

 If ( , )tr is known, it can predict how the system changes with time (i.e. how the probability distribution 

changes). 
 
This situation is in contrast to that of classical mechanics. In a classical mechanical system, given Newton’s 
equations of motion and a set of initial coordinates and momenta, one can determine the trajectories of the 
particles for all time. This is not possible in Quantum Mechanics due to the Heisenberg Uncertainty Principle. All 
we can do is see how the probability distribution changes with time. 
 

Because of the interpretation of  *( , ) ( , )t t dxdydzr r as a probability, ( , )tr must meet certain conditions: 

 

 
  

  

     *( , ) ( , ) 1t t dxdydzr r  

  

 

 
 The probability integrated over all space equals 1. 

 To save time and paper I will abbreviate integrals like this as 




   *( , ) ( , ) 1t t dr r  

 

 ( , )tr must be finite over the possible range of values of the coordinates 

 

 ( , )tr must be single valued, continuous (i.e. a well behaved function) 

 

 ( , )tr  must be single valued, continuous 

 

  
Werner Heisenberg          Erwin Schrödinger 
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Remember we discussed Einstein's explanation of the relationship between the wave and particle behavior of 
light. In the wave picture, the intensity of an electromagnetic wave is proportional to the amplitude of the wave 
squared. 
 

   2
0I cE  where   0 cos ( )E E t   for the electric field 

  
In the particle picture however,  
 

  I = N h  where N is the number of photons per unit area per unit time. 
 

Thus,    2N E   
 
That is, the probability of detecting a photon at a certain point is proportional to the square of the average wave 
amplitude. 
 
In analogy to this, the square of a wavefunction ( , )tr  

 

   *( , ) ( , )t tr r   or   2( , )tr   

 
can be interpreted as the probability density of finding a particle at a particular point in space. This is known as 
the Kopenhagen interpretation and was proposed by Niels Bohr. One should realize that also other 
interpretations exist, but none of them is as widely accepted as the Kopenhagen interpretation. Although the 
interpretations might be different, the physics described by the theory remains the same.  
 

2.3 Digression on operators 
Before we go on to postulate 2, I need to make a brief digression and discuss operators. 
 
Definition of an Operator:  
A rule which transforms one function, f(x) for example, into some other function, g(x). 
Basically it is any mathematical operation. 
 
Examples of operators: 
 

   2, , , , log , 3
d

x
dx

 

 
These are (in order), integrating,  taking the derivative with respect to x, taking the square root, multiplying by 
x2, taking the log, multiplying by the number 3. 
 

I will sometimes designate an operator with a hat or carrot, Â , for example, but I will often omit it. In such cases, 
the fact that it is an operator should be evident from the context. 
 
It is important to note that in Quantum Mechanics, we will deal only with linear operators.  
 
Definition of a Linear Operator: 
An operator is said to be linear if 
 

     1 1 2 2 1 1 2 2
ˆ ˆ ˆA c ( ) c ( ) c A ( ) c A ( )f x f x f x f x   

 
where c1 and c2 are constants. 
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Clearly, 
d

dx
 (differentiation) or   (integration) are linear since 

     1 2
1 1 2 2 1 2

( ) ( )
c ( ) c ( ) c c

df x df xd
f x f x

dx dx dx
 

  

       1 1 2 2 1 1 2 2c ( ) c ( ) c ( ) c ( )f x f x dx f x dx f x dx   

 

Whereas the  is not a linear operator 
 

    1 1 2 2 1 1 2 2c ( ) c ( ) c ( ) c ( )f x f x f x f x dx  

 
When an operator operates on a function and returns the function multiplied by a constant, the function is said 
to be an eigenfunction of that operator. The constant is called an eigenvalue of that operator. 
 

That is:  Â ( ) ( )f x a f x    

 

where f is an eigenfunction of Â  and a is the corresponding eigenvalue. 

 
For example: 

Let  
2

2
Â

d

dx
  and  

( ) xf x e  

    
2

2

2
Â ( ) x xd

f x e e
dx

  

Here we would say that xe  is an eigenfunction of 
2

2

d

dx
 with an eigenvalue of 2. 

 
The equation is called an eigenvalue problem or eigenvalue equation. For a given operator, solving an eigenvalue 
equation involves finding both the eigenfunctions and the eigenvalues for a given operator. As we will see shortly, 
solving the eigenvalue equation plays a central role in quantum mechanics. 
 
We also need to define what we mean by the square of an operator. This simply means the operator applied 
twice. 
 
If we define an operator (we will see soon that this is the operator describing momentum in the x-direction):  
   

    p̂ x

d
i

dx
  

 
then the square of the operator would be given by: 
 

  
        
  
  

2
2 2

2
ˆ ˆ ˆp =p px x x

d d d
i i

dx dx dx
  

 
It is obvious that one cannot simply take the square root to get back the original. 
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2.4 Postulate 2 
To every physical observable in classical mechanics, there corresponds a linear, Hermitian operator in quantum 
mechanics. 
 
Hermitian operators are linear operators and have the property that their eigenvalues are real. This is necessary 
if they are to represent physical observables. 
 

For a Hermitian operator Â  the following relation holds for all permissible wavefunctions ( , )tr : 

 

   
 

 

 

     ˆ ˆ( , )(A ( , )) (A ( , )) ( , )t t d t t dr r r r  

 
Prescription for finding an operator for a particular observable:  
Write the classical expression for the observable expressed in terms of the Cartesian coordinates and their 
corresponding momenta. 
 

   x̂x x   or in general   q̂q q  

     ˆp px x

d
i

dx  
 or in general     ˆp pq q

d
i

dq
   

 
where q = x, y, or z.  
 
This prescription must involve the Cartesian coordinates. After this substitution, one can convert to other 
coordinate systems. 
 
You can see from the table on the next page that just knowing the expressions for position and momenta 
operators will enable you to find the others.  
 
For example, one can write the expression for kinetic energy as:  
 

   21
2

vK m  

  
Since we know that the momentum  mp v , one can write:  

   

  
2

2

p
K

m
 

 
The same relationships that hold between the observables will hold between the operators.  
 
One can therefore get the kinetic energy operator in the x-direction by applying the momentum operator twice 
and dividing by 2m: 
 

  
         
  

 
2 2

2

ˆ ˆp p 1
K̂

2 2 2
x x

x

d d d
i i

m m dx dx m dx
  

 
One can do the same with angular momentum. Recall that the angular momentum vector l is given by: 
    
  l = r x p 
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The cross product of two vectors, r p gives you another vector of magnitude |r||p|sin with the direction 

determined by the right hand rule. To find the individual components of the resultant vector one calculates:  
 

  

     

 

   

ˆˆ ˆi j k

ˆˆ ˆ   i - j+ k

x y z

z y z x y x

x y z

p p p

yp zp xp zp xp yp

r p

 

 

 
Therefore: 

  

 

 

 

x z y

y x z

z y x

L yp zp

L zp xp

L xp yp

  

 

Observable  Operator   

Name Symbol  Symbol Operation 

     
Position x  x̂  multiply by x 
 r  r̂  multiply by r 
     

Momentum px  ˆ
xp  





i

x
 

 p  p̂  
   

      
i

x y z
i j k  

     

Kinetic Energy Kx  ˆ
xK  





2 2

22m x
 

 K  K̂  
   

         

 2 2 2 2 2
2

2 2 22 2m mx y z
 

     

Potential Energy U(x)  ˆ(x)U  multiply by U(x) 

 U(x,y,z)  ˆ ˆ ˆ(x, y, z)U  multiply by U(x,y,z) 

     

Total Energy E  Ĥ  

   
           

 2 2 2 2 2
2

2 2 2
( , , ) ( ,

2 2
U x y z U x y

m mx y z

     

Angular 
Momentum 

Lx = y pz - z py  x̂L  
  

    
i y z

z y
 

 Ly = z px - x pz   ŷL  
      

i z x
x z

 

 
 
Lz = x py - y px 
 

 ẑL  
  

    
i x y

y x
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We can take these expressions and substitute the appropriate operators for the position and momentum 
coordinates. 
 
As you will soon see, a particularly important operator in quantum chemistry is the total energy operator, 

otherwise known as the Hamiltonian and given the symbol Ĥ.  
 
This operator is found by writing down the classical expression for the sum of the kinetic and potential energy of 
a system. 

 kinH E U  

In three dimensions this reads in terms of position and momentum coordinates: 
 

    2 2 21
( , , )

2
x y zH p p p U x y z

m
 

 
where ( , , )U x y z is the potential energy as a function of the coordinates.  

Making the substitution as prescribed above one finds for the Hamiltonian operator: 
 

   
   

            

 2 2 2 2 2
2

2 2 2
ˆ ( , , ) ( , , )

2 2
H U x y z U x y z

m mx y z
  

 
As we will see shortly, solving the eigenvalue problem for this operator will provide us with the energy of the 
system. 
 

2.5 Postulate 3  

In any measurement of the observable associated with the operator Â , the only values that will ever be observed 
are the eigenvalues, a, which satisfy the eigenvalue equation 
 

    Â a  

 
Remember that for any operator we can find a set of eigenfunctions and eigenvalues. 
 
Recall that an eigenfunction of an operator is defined by the fact that when it is operated on, the result is a 
constant times the same function. That constant is called the eigenvalue. 
 
This postulate says that a measurement of A can only result in one of its eigenvalues -- no matter what the wave 
function is!!. Thus even if the wavefunction is not an eigenfunction of the operator 
 

Example: Total energy operator Ĥ  (Hamiltonian) 
 
If one makes a measurement of the energy, the only possible values you could obtain are the En such that: 
 

    ˆ
n n nH E  

 

where the n  are the eigenfunctions of Ĥ .  

 
In other words, if you measure the energy, you can only get as a result one of the eigenvalues of the energy 

operator, the Hamiltonian. Thus even if the wave function is not one of the eigenfunctions of Ĥ , upon 

measurement, you will only get one of the eigenvalues of  Ĥ . 
 
There is an eigenvalue equation for each operator, and any possible measurement of a quantity corresponding 

to Â  will result in an, one of the eigenvalues of Â . 
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The eigenvalue equation for the total energy operator (i.e., the Hamiltonian) plays a very important role in 
quantum chemistry. As we will see shortly, the equation  
 

    ˆ
n n nH E

 
 

 is called the Time Independent Schrödinger Equation 
 
This equation provides us with the possible values of the energy of a system and which are of course extremely 
important in chemistry. 
 
In order to discuss specific examples, I want to make a digression and look at the eigenvalues of the Hamiltonian 
for a specific quantum mechanical system called the particle in a one-dimensional well or a particle-in-a-box.  
Although this example might seem farfetched at first it turns out that it can be used to describe the delocalized  
π electrons in linear conjugated hydrocarbons. 
  

2.5.1 Particle in a 1-dimensional potential well 

Consider a particle in a one-dimensional "box" with infinitely high walls (i.e., an infinitely high potential for 
escaping the box).  
 
Outside the box, the potential is infinite, which means it would take an infinite amount of energy for the particle 
to exist in that region. Therefore, the wave amplitude or the probability of finding the particle in that region is 
zero. 
 
So for    0 ( ) 0x x  and for    ( ) 0x a x  

 
These define the boundary conditions for the wave function "inside" the box. 
 
 
 
 
 

 
 
 
 
 
 
 
 
 
 

 
Let us say we want to determine the possible values for the total energy of the system and the eigenfunctions 
that are associated with those eigenvalues. According to postulate 2, we must write down the operator for the 

total energy, which we called Ĥ , the Hamiltonian. 
 
Recall that the procedure is to first write down the classical expressions and then substitute operators according 
to the prescription of postulate 2. We have already done this in the table that I gave you.  
 

The Hamiltonian operator, Ĥ , in one dimension is:  
 

    
2 2

2
ˆ ( )

2

d
H U x

m dx
 

 

 

x 
U(x)=0 

U(x)= U(x)= 

  

P
o

te
n

ti
al

 E
n

er
gy

 

0 a 
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The first term is the kinetic energy term and the second term the potential energy. 
 
Since the potential inside the "box" equals zero,  the eigenvalue equation for the energy is: 
 

   ˆ ( ) ( )H x E x  

 

   
 
  
 

2 2

2
( ) ( )

2

d
x E x

m dx
  

 
Rearranging this gives: 
 

  
    



2

2 2

( ) 2
( ) 0 0

d x mE
x x a

dx
  

 
and the boundary conditions are   (0) ( ) 0a . This is because we must require the wave function to be 

continuous.  
 
This is a second order linear differential equation with constant coefficients. We can solve this by simply looking 
at it and guessing.  
 

Try    ( ) xx e   then     
2

2

2

( ) xd x
e

dx
 

 
Substitute  ( )x  and its second derivative back into the differential equation to get the auxiliary equation.  

  

     


2

2

2
0x xmE

e e
 

  
This has to hold for all values of x, hence 
 

    


2

2

2
0

mE
  

 

    


2mE
i   

 
The most general solution of the differential equation is a linear combination of the + and - solutions. 
 

  


  
2 2

1 2( )
mE mE

i x i x

x c e c e   

 

or using Euler's formula:     cos sinie i  
 

  
   

       
    

2 2
( ) sin cos

mE mE
x A x B x  

 
The relation between the coefficients c1 and  c2 and A and B is simply 
 

   1 2( )A i c c    1 2B c c    

 
Let's now apply the boundary conditions: 
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At  0x :    (0) sin(0) cos(0) 0A B  

 
    0B   
 
At x a  we then find: 
 

  
 

   
 

2
( ) sin 0

mE
a A a   

 
If we say  0A , this gives us a trivial solution (i.e. the solution will be zero everywhere,  ( ) 0x ). 

 

Therefore  
 

  
 

2
sin 0

mE
a  must hold.   

 
This is only possible if: 
 

    


2
1,2,3,

mE
a n n  

 
We can then solve this equation for the energy, E ,and get 
 

    
2 2

2
1,2,3,

8

n h
E n

ma
 

 
These are the eigenvalues of the energy operator (i.e., the Hamiltonian). They represent the allowed values for 
the total energy of the system. 
 
The eigenfunctions are then given by: 
 

  


           
2

( ) sin  sin
mE n

x A x A x
a

 

 

We can determine the constant A by requiring the eigenfunction to be normalized. Since  *  represents a 

probability, it must equal one if integrated over all space. I will omit the details, but this gives 
 

  
2

A
a

   

 
where a is the length of the box. 
 
There are a few important points to note: 
 

 The energy is quantized, i.e. it can only have certain values which are determined by the integer n. Note 
that the quantization arose when we imposed the boundary conditions. This is a general principle of 
quantum mechanics. 

 

 The energy level spacing increases with decreasing dimensions of the box. The more localized a particle 
is, the greater the quantization. Another way to look at this is as the dimensions of the box approach 
the wavelength of the particle, you get quantum effects. As the size of the box or the mass of the particle 
increases, the energy levels get closer and closer. Quantum effects begin to become less apparent. 
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Let us look in some detail at the eigenfunctions of the particle-in-a-box Hamiltonian. Let us assume for the 
moment that the wave function for a particle-in-a-box happens to be one of the eigenfunctions of the 
Hamiltonian. This need not be the case. The only requirements for an acceptable wave function are given by 
postulate 1. Nothing says that the wavefunctions for this system must be eigenfunctions of the Hamiltonian. 
However, one of the eigenfunctions of the Hamiltonian certainly could be a wavefunction for a particle-in-a-box. 
 
Recall the information carried by the wave function for a system. The wave function times its complex conjugate 
gives the probability of finding the system at a particular point in space.  
 
The eigenfunctions of the Hamiltonian  for a particle-in-a-box are given by  
 

  
    

 
2

( ) sin 1,2,3,n

n
x x n

a a
    

 
The probability distributions are given by: 
 

  
       

 

2 22
( ) ( ) ( ) sinn n n

n
x x x x

a a
 

 
Both of these are plotted in the figure on the next page.  As we already saw, there is zero probability of finding 
the particle outside the box or potential well, because the potential is infinite.  
 

Quantum Mechanically, there are places inside the box where the wave function  and  2
are zero (i.e., places 

where the particle has no probability of being found). These are called nodes. The higher the quantum number 
n (and the energy), the more nodes. This will be true for all bound systems. It is always the case in quantum 
mechanics that the lowest energy wavefunction will have no nodes, the next, one node, etc.... Qualitatively, 
wavefunctions look similar for different bound potentials. 
 
How can a particle get from one side of the node to the other without crossing the middle of the box? One can't 

think of it that way!  2
simply gives us a probability. One cannot think of trajectories of macroscopic particles 

in quantum mechanics.  
 
Classically one would expect a particle to bounce back and forth in the box and show equal probability of being 
found anywhere. 
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However,  note that as n gets large,  
 

→  
The number of nodes increases, but the probability spreads out evenly. Thus, at large quantum numbers, the 
quantum mechanical result approaches the classical result. This is an example of the Bohr Correspondence 
Principle. 
 

Remember that postulate 3 says the only result of measuring A is one of the eigenvalues of Â  no matter what 
the wave function is. 
 
Postulate 1 does not say that the wave function for a system,  , must be an eigenfunction of the Hamiltonian. 
For example, in the case of a particle in a 1- dimensional potential well, postulate 1 does not say that the wave 

function must be one of the eigenfunctions of the Hamiltonian that we found above. Nor does it say that has 
to be an eigenfunction of any operator. It simply requires that it be well behaved. 
 

No matter what the wave function is, the only result of measuring A is one of the eigenvalues of Â . If, however, 
  happens to be an eigenfunction of the operator you measure, then,  as we will see when discussing postulate 
4, you know exactly the result you will get when you make the measurement, the eigenvalue that corresponds 
to that eigenfunction. 
 
If   is not an eigenfunction of the operator you measure, you could get any of the eigenvalues corresponding 
to operator A. 
 
To help you understand this concept further, I need to introduce several important properties of eigenfunctions. 
 

2.5.2 Some important properties of eigenfunctions 

DEFINITION - Complete set of eigenfunctions 
 

A set of eigenfunctions, n , is considered complete if, for any well behaved function, f , we can write: 

 

   n n
n

f c   

 
DEFINITION - Orthonormality of eigenfunctions 
 
A set of eigenfunctions is considered orthonormal if 
 

     




 *
i j ijd  

 

here  ij  is the Kronecker delta with the properties: 

 

   



 

 

0 if  

1 if  

ij

ij

i j

i j
  

 
That is, if i j  they are orthogonal, and the case in which i j expresses the normalization condition. 

 
Auxiliary postulate:  
The eigenfunctions of a Hermitian operator form a complete, orthonormal set. 
 
One can prove the fact that the eigenfunctions of a Hermitian operator are orthonormal. However, the 
completeness of the set cannot be proved mathematically. It must be taken as an additional postulate. 
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2.5.3 Return to postulate 3 

Although a wave function does not have to be a single eigenfunction of any operator, it can always be written as 
a linear combination of eigenfunctions of any operator that corresponds to a physical observable (i.e. a 
Hermitian operator), because the eigenfunctions of a Hermitian operator form a complete orthonormal set . 
Let us choose to write a wave function for the system we want to measure as a linear combination of the 
eigenfunctions that correspond to the operator (i.e., the observable) we want to measure. (Note that we are free 
to choose any set of functions as long as it is complete.) 
 

   ( , ) ( , )n n
n

x t c x t   

 
There could be any number of functions in this expansion.  
 
If you then make a measurement on a system described by such a wave function, the result will be an eigenvalue 
of one of the eigenfunctions in the linear combination. Which one you do not know (unless there is only one 
function in the linear expansion). 
 
Postulate 4 will tell us the average result you will get if you make repeated measurements on identical systems. 
Before I discuss postulate 4, I need to remind you of a few concepts related to statistics. 
 

2.6 Some statistical concepts 

2.6.1 Expectation values 

In general the probability jP of a certain event can be given by: 

   

  


 Lim
j

j
N

N
P

N
 

 
where  N = the total number of tries or measurements 
 

and   jN the number of times event j was observed. 

 

Note that   0 1jP  since the maximum value Nj can have is N. 

 

Also, because  



1

n

j
j

N N  

 
we have the condition that 
 

  



1

1
n

j
j

P    

 
where n is the number of possible outcomes for the measurement. 
Now consider the case in which a particular event has a value associated with it, as in the case of an experimental 
measurement. We define the average value or expectation value to be: 
 

  
 

   
1 1

( )
n n

j j j j
j j

x x x P x P x   

 
where P(xj) represents the probability of realizing the number xj. 
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Example: 

What is the average value observed in rolling a die? i.e. What is x  where x is the number on the die? 

 

  


            
6

1 2 3 4 5 6
1

1 2 3 4 5 6j j
j

x x P P P P P P P   

 
If it is an honest die then: 
 

       1 2 3 4 5 6

1

6
P P P P P P    

 
Then one would find 
 

        
1 2 3 4 5 6

3.5
6 6 6 6 6 6

x    

 
Note that the average value does not have to equal a value of the die. 
 

2.6.2 Variance 

The variance is an indication of the distribution or spread in a series of measurements; i.e. the distribution about 
the mean or average value. The variance gives some indication of the precision of a measured result. If a 
measurement always gives the same number, the variance is zero. 
 

     
22

x x x  

 

It is a measure of the difference of a measurement x from the mean x. Using our definition of average value we 
can also write this as 
 

   


 
22

1

n

x j j
j

x x P  

 

You can see that  2
x is a sum of positive terms and so  2

x  0 

 

Let's expand the expression for  2
x : 

  

 


  

  

  

  

 



  

22 2

1

22

1 1 1

22

22

2

2

2

n

x j j j
j

n n n

j j j j j
j j j

x x x x P

x P x x P x P

x x x x

x x

 

So,     22 2 0x x x  

 

And thus    22
x x x  

 
The variance is always greater than or equal to zero and tells us how precise a measurement is or how precisely 
it can be made. If the variance equals zero we will always measure the same result. 
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2.7 Postulate 4 
If a system is in a state described by a normalized wave function  , then the average value or expectation value 

of the observable corresponding to the operator Â  is given by: 
 

  




   * Âa d   

 
I need to define more clearly what we mean by an average or expectation value in quantum mechanics. 
 
It does not mean making repeated measurements on the same system. This is because in making a measurement 
in quantum mechanics you disturb the system and influence the subsequent result. We will discuss this in more 
detail later. 
 
It does mean making the same measurement on a series of identical systems. 
 
Let’s have a look at some examples. 
 
Example 1:  
Calculate the expectation value for the position of a particle in a one-dimensional box of length a that is described 

by an eigenfunction of the Hamiltonion of the particle-in-a-box problem, furthermore calculate 2
x . 

 
We saw before that the wavefunctions are given by: 
 

  
    

 

2
( ) sinn

n
x x

a a
  n= 1, 2, 3, . . . . .    for 0<x<a 

  
the probability of finding the particle between x and x + dx. 
 

   *( ) ( )x x dx  

 
 
The average position is given by: 
 

     *

0

( ) ( )
a

x x x x dx   

 
In the present example we have: 
 

  

 



       
   

   
 





0

2

0

2 2
sin sin

2
sin

a

a

n n
x x x x dx

a a a a

n
x x dx

a a

 

 
Evaluation of this integral gives us:   
 

   
22

4 2

a a
x

a
  

This result makes sense. The box is perfectly symmetrical, and there is nothing to favor one side of the box over 
the other, thus the average position is in the center. 
 

We also wanted to calculate the variance  2
x . To do this we need to calculate x2 
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




   
 

     
   


2

2 2

0

2 2 2

2
sin

4
2

2 3

a
n

x x x dx
a a

a n

n

 

 
So,    

  







        
   

     
   

2 2 2 2
22 2

2 2 2

4
2

2 3 4

2
2 3

x

a n a
x x

n

a n

n

 

 

Thus there is some distribution of possible values, represented by the fact that  2
x  ≠ 0. 

 
Example 2:  
Suppose a particle in a 1-dimensional box is in a state described by the following wave function 
 

    2 2 4( ) ( )x A a x x   

 

where   
9

315

8
A

a
 

 
is the normalization constant and a represents the length of the box. This is a perfectly well behaved wave 
function that satisfies the boundary conditions of the particle in the box properly, but clearly is not an 
eigenfunction of the Hamiltonian.  Let us use postulate 4 to calculate the average energy. 
 
 
For a particle in a 1-dimensional box:  
 

   
2 2

2
ˆ

2

d
H

m dx
 

 
So, 

 
    

 

   

   

      















2 2
2 2 2 4 2 2 4

2

0

2 2
2 2 4 2 2

0

2 2
4 2 2 4 6

0

2 2
4 3 2 5 7

0

( ) ( )
2

( )(2 12 )
2

(2 14 12 )
2

2 14 12

2 3 5 7

a

a

a

a

d
E A a x x a x x dx

m dx

A
a x x a x dx

m

A
a x a x x dx

m

A
a x a x x

m

 

  
     
 

 2 2 2 2 7
744 22

2 105 105

A A a
a

m m
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Substituting for A:   

   
9

315

8
A

a
 

 
We finally find: 

  



2

2 2

33

2 8

h
E

ma
 

 
This is clearly not one of the eigenvalues of the Hamiltonian, but remember, this is an average, not a single 
measurement. Note, this is similar to what we have seen when we calculated the average value for throwing a 
die. 

Recall that  
2

2

28
n

h
E n

ma
 

 
The average or expectation value doesn't need to be an eigenvalue of the Hamiltonian. It is the average of a 
series of measurements on identical systems. 
 
Postulate 3 says that upon any one measurement, the value we obtain can only be one of the eigenvalues of the 
operator corresponding to the quantity we measure. However, because each time we make a measurement we 
get a different answer, the average value will not be a single eigenvalue. 
 
Although I won't do it here, if we were to calculate the variance in our measurements 
  

     22 2
E E E  

 
we would find that it is larger than zero. One gets a spread in the values obtained upon measuring the energy. 
Clearly the wavefunction is not an eigenfunction of the Hamiltonian. 
 
 
Example 3: 
Now let's consider a case in which the wave function happens to be an eigenfunction of the particle-in-a-box 

Hamiltonian, Ĥ . 
 

  
    

 

2
( ) sinn

n
x x

a a
  

 
Let us find the average value for repeated measurements of the energy. We could do this one of two ways. The 
hard way is to evaluate the integral as we did before: 
 

  
          

    


2 2

2

0

2 2
sin - sin

2

a
n d n

E x x dx
a a m a adx

 

 
The easy way would be to realize that since the wave function   is one of the eigenfunctions of the Hamiltonian, 

we can write: 
 

  
       



  * * *

0 0 0

ˆ( ) ( ) ( ) ( ) ( ) ( )
a a a

n n n n n n n n

n

E x H x dx x E x dx E x x dx

E

  

Thus 

   
2 2

28
n

n h
E E

ma
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If we now calculate the variance of the energy measurement: 
 

    2 * 2 2

0

ˆ( ) ( )
a

n n nE x H x dx E  

 

       22 2 2 2 0E n nE E E E  

 
we find that the variance equals zero. There is no uncertainty in the measurement!! 
 
If the wave function is an eigenfunction of the operator you measure, then upon making a measurement, you 
will always get a single value: the eigenvalue corresponding to that eigenfunction. 
 
 
Example 4: 
Let us try one more example in which the wave function is written as a linear combination of eigenfunctions of 
the particle-in-a-box Hamiltonian. However, let us assume there are only two terms in the expansion. 
Let us assume the form: 
 

     1 1 2 2( ) ( ) ( )x c x c x  

 

where  ( )n x  are the eigenfunctions of the particle-in-a-box Hamiltonian and c1 and c2 are just the coefficients in 

the expansion. 
 
As  ( )x has to be normalized, one can derive a relation between the coefficients c1 and c2:  

 

  

 

     

       

       

   

   

   



 



   

* * * * *
1 1 2 2 1 1 2 2

* * * * * * * *
1 1 1 1 2 1 2 1 1 2 1 2 2 2 2 2

2 2* * * * * *
1 1 1 2 1 2 1 1 2 1 2 2 2 2

( ) ( ) ( ) ( ) ( ) ( ) 1

( ) ( ) ( ) ( ) ( ) ( ) ( ) ( )

( ) ( ) ( ) ( ) ( ) ( ) ( ) ( )

x x dx c x c x c x c x dx

c c x x c c x x c c x x c c x x dx

c x x dx c c x x dx c c x x dx c x x dx

 2 2

1 2 1c c

 

 
Here we made explicit use of the fact that the eigenfunctions of the Hamiltonian form a complete orthonormal 
set. 
 

Let's choose 1

2

3
c   and 2

1

3
c , so that we have  

 

  2

1

2

3
c     and  2

2

1

3
c     giving    2 2

1 2 1c c      

 
The wave function is then 
 

  
         
   

2 2 1 2 2
( ) sin sin

3 3
x x x

a a a a
  

 
where I have purposely not combined the constants in front of each function. 
 
Let us now calculate the expectation value. Note that to simplify the writing and to make things more suggestive, 

I will use 1( )x and 2( )x  instead of writing the sine functions explicitly. 
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 

   

       

   



   
        

   

   

 





   

 

*

0

* *
1 2 1 2

0

* * * *
1 1 1 2 2 1 2 2

0 0 0 0

* *
1 1 1 2 1 2

0 0

ˆ( ) ( )

2 1 2 1ˆ( ) ( ) ( ) ( )
3 3 3 3

2 2 2 1ˆ ˆ ˆ ˆ( ) ( ) ( ) ( ) ( ) ( ) ( ) ( )
3 3 3 3

2 2
( ) ( ) ( ) ( )

3 3

a

a

a a a a

a a

E x H x dx

x x H x x dx

x H x dx x H x dx x H x dx x H x dx

E x x dx E x x dx     

 

 * *
1 2 1 2 2 2

0 0

1 2

2 1
( ) ( ) ( ) ( )

3 3

2 1

3 3

a a

E x x dx E x x dx

E E

 

  

To calculate the variance, we need 2E . By repeating the same procedure, you can convince yourself that  

 

   2 2 2
1 2

2 1

3 3
E E E  

 
Thus the variance in the measurement of the energy is: 
 

  

 

        
 

    

     

2
22 2 2 2

1 2 1 2

2 2 2 2
1 2 1 2 1 2

22 2
1 2 1 2 1 2

2 1 2 1

3 3 3 3

2 1 4 1 4

3 3 9 9 9

2 2 4 2
0

9 9 9 9

E E E E E E E

E E E E E E

E E E E E E

 

 
Therefore, the result of your measurement will not be the same every time. You only get a single value for your 
measurement each time if  is an eigenfunction, not a linear combination of eigenfunctions.  

 
There is one other very important point to note, however. Look again at our expression for the average energy 

E. 

   1 2

2 1

3 3
E E E   

Remember that we had originally chosen the expansion coefficients 1

2

3
c   and 2

1

3
c  

 

The probability of obtaining either result is simply 2

1

2

3
c     and  2

2

1

3
c   

 
In general, the probability of obtaining a particular eigenvalue is simply the square of the expansion coefficient 
for the eigenfunction corresponding to that eigenvalue. 
 

That is:   2

n nP c  
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Proof: 
We start with the expression for an average value, according to postulate 4: 
 

   




  * ˆ( )A ( )a x x dx  

 
(Note that I have not included the time dependence of the wave function here. I will explain shortly why I can do 
that). 
 

Let us substitute for  a linear combination of eigenfunctions n  of the operator Â , i.e.: 

 

  ˆ ( ) ( )n n nA x a x     

 
We then find 

  

*

* *

* *

* *

*

2*

ˆ( ) ( )

ˆ( ) ( )

ˆ( ) ( )

( ) ( )

n n m m
n m

n m n m
n m

n m m n m
n m

n m m nm
n m

n n n n n
n n

a x A x dx

c x A c x dx

c c x A x dx

c c a x x dx

c c a

c c a c a

 

 

 

 





















       
   







 



 

 

 



 

  

    
Remember how we define the average value:  
 

   j j
j

x x P  

 
 
where xj are the possible values and Pj the probability of obtaining that value. 

 

By analogy, one can see that in our case we see that  2

n nP c  

 

Note that when 0nc   the probability for obtaining result na  is zero. One will therefore never measure result 

na . In my previous example, one will only measure 1E or 2E and no other value. 

 
In general, the expansion of a wave function may have many terms, and these terms will not be equally weighted; 
hence, there are many possible results to a measurement. However, those which are weighted more will have a 
higher probability and will influence the average more heavily. 
 
For the moment, I will demonstrate this physically. Later we will do it in a more mathematical way. Assume that 
for the particle-in-a-box problem we had a wave function that looked like this. 
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You can see that this is not an eigenfunction of the particle-in-a-box Hamiltonian (i.e., it is not a sine function) 
but it has a similar shape. This means that in an expansion of this function in terms of the eigenfunctions of the 

particle-in-a-box Hamiltonian, the term with the largest expansion coefficient would be 1  (i.e., the term c1 

would be the largest). If you start to think about it you can tell a few other qualitative things as well. Since this 
wave function is symmetrical, only those functions in the expansion that have the same symmetry will have a 
non-zero expansion coefficient. 
  

2.7.1 Calculation of coefficients in an eigenfunction expansion  

If we are given a functional form for a wavefunction f(x), we can find the coefficients in the following way:  
 

Assume we have a complete orthonormal set of eigenfunctions  n  of some Hermitian operator so that we can 

write 

  





1

( ) ( )n n
n

f x c x   

  

If we multiply both sides of this expression by  *
m  and integrate, we get 

 

  

  



 

 







 

 



* *

1

1

( ) ( ) ( ) ( )m n m n
n

n nm m
n

x f x dx c x x dx

c c

 

 
So, 

  




  * ( ) ( )m mc x f x dx   

 
That is, to find an expansion coefficient corresponding to a particular eigenfunction, just multiply the function 

( )f x  by the complex conjugate of the eigenfunction of interest and integrate over all space. 

 
The probability of obtaining the mth eigenvalue upon measuring the quantity whose eigenfunctions form the 
basis for the expansion is then 
 

  




 
2

* ( ) ( )m mP x f x dx   

 
 

x 
U(x)=0 

U(x)= U(x)= 

  

P
o
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n
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n
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gy

 

0 a 
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Example 1: 
This example is trivial, but serves to illustrate a point. 
 
Take the wave function for a particle-in-a-box that is a combination of two eigenfunctions 
 

     1 2

1 1
( ) ( ) ( )

2 2
x x x   

 

where 1  and 2  are the first two eigenfunctions of the particle-in-a-box Hamiltonian. We can look at this and 

see what the expansion coefficients are, but let's go through the procedure we just introduced. 
 
To find c1 : 

  

 

  

   









 

 



 
  

 

 







 

*
1 1

*
1 1 2

* *
1 1 1 2

( ) ( )

1 1
( ) ( ) ( )

2 2

1 1
( ) ( ) ( ) ( )

2 2

1

2

c x x dx

x x x dx

x x dx x x dx

  

 
The probability of measuring E1 is then 
 

   
2

1

1 1

22
P  

 
 
Example 2: 

Let      
5

30
( ) ( ) 0x x a x x a

a
 

 
We want to expand this as a linear combination of particle-in-a-box wave functions 
 

  






   
 


1

2
( ) sinn

n

n
x c x

a a
  

 
and determine the values of the coefficients cn. Let us calculate the value of the general term cn.  

 
From the formula that I gave 
 

  

 

 












   
 

     
   





*

5

0

3

6

( ) ( )

2 30
sin ( )

60
2 1 cos

n n

a

c x x dx

n
x x a x dx

a aa

a
n

na
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

    3 3

240
1 ( 1)n

n
 

    
Let us look at this result more closely. 
Notice that the coefficients corresponding to even values of n are 0. That is 
 

  





 
 


3 3

2 240
odd    

0 even
n

n
n

c

n

  

 
Why do the coefficients vanish for even n? To understand this we need to look at the function. It looks something 
like this: 
  
 
 

 
 
 
 
 
 
 
 

 
 
 
There are two things to notice:  

 The symmetry of the function requires the even terms to be zero. 

 n = 1 should have the largest contribution. You can see that this will be true because 
3

1
nc

n
 

 

2.8 Postulate 5 
The wave function of a system evolves in time according to the time-dependent Schrödinger equation 
 

  


 


 ( , )ˆ ( , )
x t

H x t i
t

  

 

For most systems Ĥ  does not contain time explicitly. In that case, we can seek solutions of the form 
 
   ( , ) ( ) ( )x t x f t   

 
That does not mean that all solutions must have this form, however we will see that those that do have a special 
property: they are the steady-state solutions of the Schrödinger equation, i.e., their probability density does not 
evolve in time. 
 
If we substitute this into the time-dependent Schrödinger equation: 
 

   

ˆ ( ) ( ) ( ) ( )H x f t i x f t

t
  

 

x 
U(x)=0 

U(x)= U(x)= 

P
o

te
n

ti
al

 E
n

e
rg

y 
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and realize that since Ĥ  does not depend on time, it will have no effect on ( )f t  and the derivative with respect 

to time will have no effect on  ( )x : 

 

   





 ( )ˆ( ) ( ) ( )
f t

f t H x i x
t

  

 
If we now divide both sides by  ( ) ( )x f t  we get 

 

  






 ( )1 ˆ ( )

( ) ( )

f ti
H x

x f t t
 

 
Note that the left side of this equation is only a function of x and the right side is only a function of t. 
 
For the two sides to be equal as the variables x and t are varied, they must each be equal to a constant, which I 
will call E. 
 

  



 


 ( )1 ˆ ( )

( ) ( )

f ti
H x E

x f t t
 

 
First, the left hand side:   
 

    


  
1 ˆ ˆ( ) ( ) ( )
( )

H x E H x E x
x

 

 
You can see that this is simply the eigenvalue equation for the Hamiltonian (total energy). 
      

   ˆ ( ) ( )H x E x   

 
is called the Time Independent Schrödinger Equation.  
 
We will see in a moment that the solution of this equation not only provides the allowed values of the total 
energy of the system, but the wave functions  ( )x  have special properties.  

 
Now the right hand side: 
 

  





 ( )

( )

f ti
E

f t t
 

 
Rearranging this gives: 
   

  


 
 

( )
( )

f t iE
f t

t
 

 
 
The solution of this differential equation is given by: 
 

  


 ( )
iE

t

f t Ae  

 
Putting the time independent and time dependent parts together, we have 
 

  


  ( , ) ( )
iE

t

x t x e  
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where  ( )x  is the solution to the Time Independent Schrödinger Equation (note that we have incorporated the 

constant A into  ( )x ). 

 
Since there is a whole set of solutions to the Time Independent Schrödinger Equation, denoted by the index n 
(just as we did with the particle-in-a-box wave functions), we write the above equation 
   




  ( , ) ( )
niE

t

n nx t x e   

 

Recall that from postulate 1,  2
( , )x t represents a probability distribution for finding the particle in an interval 

dx at a particular value of x.  
 
Using the wave function above one gets 
 

  

 

 

 

 

 

  
    

  





 

 

2 *

*

*

( , ) ( ) ( )

( ) ( )

( ) ( )

n n

n n

iE iE
t t

n n n

iE iE
t t

n n

n n

x t x e x e

x x e e

x x

  

 
That is for wave functions that satisfy the form 
 

  


  ( , ) ( )
niE

t

n nx t x e   

 

where  ( )n x  are solutions to the Time Independent Schrödinger Equation, the probability density has no time 

dependence. These are called stationary states or eigenstates. (Note that the wave function has time 
dependence, but not the probability density.) 
 
One can find the stationary states of the system by solving the Time Independent Schrödinger Equation and 
adding the time dependent part.  
 
There is nothing to say that a wave function has to be a stationary state, however if not, the probability will 
evolve in time. 
 

If we solve the Time independent Schrödinger equation,  *( ) ( )x x  and hence  *( , ) ( , )x t x t  are independent 

of time. In this case, any calculations of probability or of average values need only use  ( )x . These so-called 

stationary state wave functions and their corresponding energies are of central importance in chemistry and in 
spectroscopy! 
 
Because the stationary states of the system are eigenfunctions of a Hermitian operator (i.e., the Hamiltonian), 
they form a complete basis set. This means that we can write any wave function as a linear combination of 
stationary state wave functions. 
 
I showed previously, however, that if we take a linear combination of solutions to the Schrödinger equation with 
different eigenvalues, they no longer have fixed energy. Such a linear combination is a perfectly valid wave 
function but does not solve the Schrödinger equation and hence will not be a stationary state. 
 
So the general wave function which we can write as a linear combination of eigenfunctions of the Hamiltonian 
(or stationary state solutions) 
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  


     ( , ) ( , ) ( )
niE

t

n n n n
n n

x t c x t c x e  

 
is not itself a stationary state solution. 
 
 
Example: 
Let us again consider a particle-in-a-box where the wave function happens to be a linear combination of the first 
two eigenfunctions of the Hamiltonian, but now let us include the time dependent part explicitly: 
 

  
          
   

 
1 21 2 1 2 2

( , ) sin sin
2 2

iE iE
t t

x t x e x e
a a a a

   

 
or more simply 
 

   
 

   
1 2

1 2

1 1
( , ) ( ) ( )

2 2

iE iE
t t

x t x e x e    

 
 
Let us look at the probability density of this wave function: 
  

 

   

       

   

 
 

   
        

   

   

   

 

1 2 1 2

1 2 1 2

* * *
1 2 1 2

( ) ( )
* * * *
1 1 2 2 1 2 2 1

1 1
( , ) ( , ) ( ) ( ) ( ) ( )

2 2

1 1 1 1
( ) ( ) ( ) ( ) ( ) ( ) ( ) ( )

2 2 2 2

iE iE iE iE
t t t t

i E E i E E
t t

x t x t x e x e x e x e

x x x x x x e x x e

 

 
 
You can see that the time dependence does not drop out of the probability distribution. 
 

Since the functions 1 ( )x and 2 ( )x for the particle in a box are real we can write  

 
 

        * *
1 2 2 1 1 2( ) ( ) ( ) ( ) ( ) ( )x x x x x x  

 
 
and then rewrite the probability as 
 

  

   

   

 
  

      
 

     
 

 



1 2 1 2( ) ( )
2 2*

1 2 1 2

2 2
1 2

1 2 1 2

1 1
( , ) ( , ) ( ) ( ) ( ) ( )

2 2

1 1
( ) ( ) ( ) ( )cos

2 2

i E E i E E
t t

x t x t x x x x e e

E E
x x x x t

 

 
In this case, the probability distribution looks like the average of the distributions from each of the two functions 
plus an oscillatory cosine term. The frequency of the oscillation depends on the energy separation of the two 
states; i.e. the cosine oscillates with frequency (E1 – E2)/ħ. 
 
To get a physical feel for what is happening, let's look at the time dependence of such a probability distribution. 
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When the cosine term = 1 
 

             
22 22

1 2 1 2 1 2

1 1 1
( ) ( ) ( ) ( ) ( ) ( ) ( )

2 2 2
x x x x x x x  

 
    

 
 
 
 
When the cosine term = 0 
 

     
2 22

1 2

1 1
( ) ( ) ( )

2 2
x x x  

 
 

 
 
 
 
Finally, when the cosine term = -1 
 

             
22 22

1 2 1 2 1 2

1 1 1
( ) ( ) ( ) ( ) ( ) ( ) ( )

2 2 2
x x x x x x x   

 
 

 
 
 
 
So the probability distribution beats back and forth with a frequency (E1 – E2)/ħ. 
 
Before I discuss postulate 6, I want to take care of a few loose ends regarding some properties of operators that 
are important for further understanding measurements in quantum mechanical systems. 
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2.9 Some properties of operators 
When more than one operator operates on a function, you apply the operator closest to the function first (the 
operator on the right), and then apply the second operator to the function that results from the first operation.  
 
For example: 

   ˆ ˆ ˆ ˆ ˆAB ( ) A B ( ) =A ( )f x f x h x   here   ˆ( ) B ( )h x f x  

 
Operators do not necessarily obey the communative law of multiplication. 
 

That is   ˆ ˆ ˆ ˆAB ( ) BA ( )f x f x  in general.  

 
If one can write an = sign here, we say that the operators commute. Otherwise, we say they do not commute.  
 
 
Let us look at an example.  
 

Let   Â
d

dx
  and  B̂ x   

   

       ˆ ˆ ˆ ˆ ˆAB ( ) ( ) ( ) ( ) I BA ( )
d d

f x x f x f x x f x f x
dx dx

  

 

where Î  is the identity operator which multiplies a function by one. 
    

So  ˆ ˆ ˆ ˆAB ( ) BA ( )f x f x    
 
One way to characterize this property is to define what is called a commutator. 
 

The commutator of Â  and B̂is given by 
 

      
ˆ ˆ ˆ ˆ ˆ ˆA,B AB BA   

 
and is denoted by two operators in square brackets.  
 

If the operators commute then    
ˆ ˆA,B 0 . If the operators do not commute,    

ˆ ˆA,B 0 . 

 
The commutator defines a new operator and to evaluate this operator one must operate on a function.  
  

That is    
ˆ ˆA,B ( )f x  

 
Let me give you a simple example: 
 

Let   Â
d

dx
  and   2B̂ x  
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   

    

 

  

2 2

2 2

ˆ ˆ ˆ ˆ ˆ ˆA,B ( ) AB ( ) BA ( )

( )
( )

( ) ( )
2 ( )

f x f x f x

d df x
x f x x

dx dx

df x df x
x x f x x

dx dx

 

  2 ( )x f x  

 

So     
ˆ ˆA,B ( ) 2 ( )f x x f x  

 

Thus     
ˆ ˆA,B 2x    

 

So we say that the operators Â
d

dx
and  2B̂ x do not commute. 

 
It turns out that the commutator plays an important role in making measurements in quantum mechanical 
systems, and has a direct relationship to the Heisenberg Uncertainty Principle. To fully understand the 
connection between commutators and the measurement process, we need to introduce a theorem. 
 

THEOREM: If (Hermitian) operators Â and B̂commute, they possess a common, complete set of eigenfunctions. 
 

Proof:  Consider Â and B̂such that    
ˆ ˆA,B 0 ,  

 

Start with  B̂ i i ib   

 

If we operate on both sides with Â  we get:   
 

   ˆ ˆ ˆAB Ai i ib   

     

Since Â and B̂commute we also have: 
 

   ˆ ˆ ˆ ˆAB =BAi i   

   
Consequently, we can write: 
 

        ˆ ˆ ˆ ˆ ˆ ˆB A =AB =A Ai i i i i ib b  

 

This says that if i  is an eigenfunction of B̂  with eigenvalues ib  then the function Â i  is also an eigenfunction 

of B̂  with eigenvalue ib .  

 

If we assume that the eigenvalues of B̂  are non-degenerate (no two the same), then ib  determines in a unique 

way the eigenfunction i. (Remember we showed that eigenfunctions of a Hermitian operator form an 

orthonormal set. This means that eigenfunctions corresponding to different eigenvalues are orthogonal.) So then 

if the function Â  i also has an eigenvalue ib , it must be linearly dependent on i , that is 

 

   Â i ia  
 
This will be true for every eigenfunction, and hence it forms a complete set. The inverse is also true. 
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Let us now explore the implications of this. Recall Postulates 3 and 4. Postulate 3 said that upon making a 

measurement of the quantity represented by Â , the only possible results are the eigenvalues of Â . Postulate 4 
gave us a prescription for calculating average values: 
 

   




  * ˆ( )A ( )a x x dx  

Recall what happens when the wave function  ( )x happens to be one of the eigenfunctions of the operator 

corresponding to the quantity that you measure.  
 
Let us assume we are measuring the energy of a particle-in-a-box and the wave function is in an eigenfunction 
of the particle-in-a-box Hamiltonian. 
 

  
      

 
2

2 2
( ) ( ) sinx x x

a a
 

 
 What happens when we measure the energy? We could calculate the average value 
 

     
 

 

   * *
2 2 2 2 2 2

ˆ( )H ( ) ( ) ( )E x x dx E x x dx E  

(We could have done this explicitly by substituting in the proper Hamiltonian and operating on the function) 
 
If we calculate the variance in our measurement, we would find that the variance equals zero.  
 

   we would get E2 every time we measured. 
 
If the wave function is an eigenfunction of the operator you are measuring, then you know what the result will 
be    

   the eigenvalue of that operator corresponding to the eigenfunction. 
 
In this case, you do not need to take an average value. Just use the eigenvalue equation: 
 

   2 2 2
ˆ ( ) ( )H x E x   

 
where 

  
2 2

2 2

2

8

h
E

ma
 

 
Now let us consider the implications of the theorem we just introduced. Suppose a system is in a wave function 

that is an eigenfunction of an operator Â . But now, instead of measuring the quantity corresponding to Â  you 

measure a quantity which is represented by the operator B̂  which commutes with Â .  
 

The theorem I just introduced says that if Â  and B̂ commute, they have a common set of eigenfunctions. Thus, 

when you measure B̂, you know exactly what you will get: the eigenvalue of B̂  that corresponds to that particular 
eigenfunction. There is no need to calculate an average value here. 
 
Let me give you a specific example of how the commutator of two operators affects the measurement process 
in quantum mechanical systems. 
 
Let us consider a particle which is fixed to move in a circular orbit of radius a. This problem is sometimes called 
a particle-on-a-ring and represents the rotation of a molecule in two dimensions. I will give you this problem to 
work out the details in your exercises.  
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The Hamiltonian operator for a particle constrained to move on a circle of radius a is given by: 
 

  


 
2 2

2
ˆ

2

d
H

I d
 

 

where    2I ma  

The eigenfunctions of Ĥ  for this system are: 
 

   



1

( )
2

ine   

 
and the energies are:  
            

   
 2 2 2 2

22 2
n

n n
E

I ma
  where     n=0, 1, 2,…. 

 
(We could verify this simply by operating on the eigenfunction with the Hamiltonian.) 
 
 
Let us say the system is in an eigenfunction of the particle on a ring Hamiltonian corresponding to n=+3. The 
wave function is then: 
 

   


 31
( )

2

ie   

 
If we made a measurement of the energy we know exactly what we will get, E3.  
 
Let us just show this. 
   

  


 
2 2

2
ˆ

2

d
H

I d
  

   

      
  

   
 2 2 2

3 3
32

1 9 1ˆ ( ) ( )
2 22 2

i id
H e e E

I Id
  

 
But instead of measuring energy, let us measure angular momentum. 
 
By applying the prescription of postulate 2, we could easily determine that the angular momentum operator is 
 

  


  ˆ d
L i

d
  

We can also easily show that this operator commutes with the Hamiltonian for the particle on a ring, that is 

   
ˆ ˆ, 0H L  

  

  

 
  

 
 



    

 
  

 

 
  

 







3 2 2

2 2

3 3 3

3 3

ˆ ˆ ˆˆ ˆ ˆ, ( ) ( )

( ) ( )

2

( ) ( )

2

0 ( )

H L f HL LH f

i d df d d f

I d dd d

i d f d f

I d d

f
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So     
ˆ ˆ, 0H L  

 
Just as an aside, it is a general rule that the commutator of an operator with that operator raised to a power will 
be zero.  
 

That is     
ˆ ˆA,A 0n  

 
So we could have simply looked at the commutator and known it equals zero. 
 

Since    
ˆ ˆ, 0H L , from the theorem we introduced, if the system is in a state that is an eigenfunction of the 

angular momentum operator, L̂ , it is also in an eigenfunction of the Hamiltonian, Ĥ . If we make a measurement 

of the angular momentum, we know what we will get, the eigenvalue of L̂ . However, if we make a measurement 

of the energy, we also know exactly what we will get, the eigenvalue of Ĥ  that corresponds to that eigenfunction. 
There will be no uncertainty in repeated measurements, i.e. the variance is zero, because the system is in an 
eigenfunction of that operator. 
 
That is     0E L   

 
There is no uncertainty in the relative precision with which these two operators can be measured.  
 
One can prove that there exists a direct relationship between the value of the commutator of two operators and 
the relative precision with which the corresponding observable quantities can be measured. The prove goes as 
follows.  
 
Let us consider two observables A and B with average values,   
 

    * ˆA A d    and       * ˆB B d  

 
where   is any acceptable wavefunction. 

 

Let us define        
2 22 2

AA A A A A   

 

and        
2 22 2

BB B B B B  

 
We now introduce new Hermitian operators defined as: 
 

 ˆ ˆA A A    and   ˆ ˆB B B  

 
From this follows that 
 

  2 2A A    and    2 2B B  

 
Define a linear (not Hermitian) operator, 
 

 ˆ ˆĈ A i B   
 
with   being a real number, and its complex conjugate,  
 

  * ˆ ˆĈ A i B  
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We find that  
 

                     
* 2 2 2 2 2 2 ,CC A i B A i B A B i AB B A A B i A B   

 

Since            
*

* * * * *ˆˆ ˆ ˆ 0CC CC d C C d     and real 

 
 
we have that 
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is real and non-negative and consequently  ,A B is purely imaginary. 

 
The function ( )f will have a minimum. We can find this minimum by setting 
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with which we find that 
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Consequently,  

                
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Using the expression before 
 

As an example, consider the commutator   
ˆ ˆ,xP x .  

 
Let us calculate the value of this commutator. Remember the golden rule in evaluating commutators: You must 
always operate on a function. You can do it other ways, but is very easy to make a mistake. 
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d
P x i x

dx
 

 
To evaluate: 
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So,       ˆ ˆ,xP x i
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If we now substitute this into our equation for the relative variance we get 
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By taking the square root of both sides we get 
 

    

2

xP x  

 
which is known as the Heisenberg Uncertainty Principle. 
So the Heisenberg uncertainty principle relationship does not only hold for position and momentum, but it is a 
more general rule that pertains to many other pairs of observables. It depends upon the value of their 
commutator. 
 
If the commutator of two operators is zero (i.e., if they commute), you can measure the observables that 
correspond to those operators with infinite relative precision. 
 

2.10 Postulate 6 
I would like to finish our treatment of the formal postulates of Quantum Mechanics by continuing a little further 
with our discussion of measurements in quantum mechanical systems. We often talk about quantum mechanical 
systems like the particle-in-a-box or a particle-on-a-ring being in one particular state or another, but how does 
the system get into that state initially (or, how does one know what state it is in to start)?? 
 
The answer is that the state of the system is determined by the measurement process itself. That is the state of 
a system is determined by the last measurement on that system. 
 
There is one more postulate of quantum mechanics that deals with this. 
 
 
Postulate 6 

Immediately after measuring the quantity corresponding to observable A and getting the result na , the wave 

function representing the state of the system becomes n  where  Â n n na . That is, it becomes an 

eigenfunction of the operator Â . 
  

The system forgets where it was and finds itself in n. 
 
For example, consider the particle in a box. Let us say the original state ( , )r t looks something like this: 
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Although this is not one of the solutions to the time-independent Schrodinger equation for the particle-in-a-box, 

it is a perfectly acceptable wave function. There is nothing to say that the wave function  has to be an 
eigenfunction of the particle-in-a-box Hamiltonian. In general it can be represented by a linear combination of 
eigenfunctions. We can choose these eigenfunctions however we want, as long as it is a complete, orthonormal 
set. 
Let us choose to expand them in eigenfunctions of the particle-in-a-box Hamiltonian. 
 

  


        
 

   2
( , ) ( , ) ( ) sin

n niE iE
t t

n n n n n
n n n

n
x t c x t c x e c x e

a a
 

 

The exponential comes from the fact that we know the time dependence of the n (x,t).  
 
Now, let us say we make a measurement of the energy of the system. The energy we measure will be one of the 
eigenvalues of the particle-in-a-box Hamiltonian (Postulate 3). 
 
The probability of obtaining a particular result, say E2 for example, is given by  
 

  
 

   
2 2

2*
2 2 2 2

iE t iE t

P c e c e c   

 
Let's say we make a measurement of the energy and get the result E2.  
 

Postulate 6 says that the wave function  becomes the particle-in-a- box 2 . Our wave function now looks like 

this: 
 

 
 
 
The wavefunction of the system is than given by: 
 

 




  
2

2( , ) ( )
iE

t

x t x e  

 
 
Will the system remain in this state in subsequent measurements of the energy?  
 
Inspection of the wavefunction learns us that: 
 

 

    
2 2

2*
2 2 2 2 1

iE t iE t

P c e c e c
  

 

and    2 0nP  

 
Thus, if we make a subsequent measurement of the energy on the same system, we know exactly what result 

we will get – E2, since the system is in an eigenfunction of the Hamiltonian 2   According to postulate 6, 

immediately after this measurement the system will be in an eigenfunction of the operator we measured 
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corresponding to the eigenvalue we obtained. That is: it remains in the same state that it was in before the 
second measurement. 
 
 
What if we subsequently measure a quantity whose operator commutes with the Hamiltonian?  
 
If the operator commutes with the Hamiltonian, they have a common complete set of eigenfunctions. We know 
exactly what result the measurement will give -- the eigenvalue of the operator we measure corresponding to 
the eigenfunction that the state is in. After the measurement it stays in the same state, since it is put in an 
eigenfunction of the operator we measure, and that function is also an eigenfunction of the operator we 
originally measured.  
 
What happens if we first measure the energy and then measure something whose operator does not commute 
with the Hamiltonian? 
 
For example, we could measure the energy of a particle in a box and then measure its position. 
 

Since    
ˆ ˆ,  0H x  , then x̂  and Ĥ do not have a common set of eigenfunctions.  

 
When we make a measurement of x, postulate 6 says that the system forgets where it was and finds itself in an 
eigenfunction of the position operator. We haven't talked about what this function looks like, but it is not an 

eigenfunction of Ĥ . Since this is not an eigenfunction of Ĥ , when we go back and measure the energy we are 
not exactly sure what we will get. There will be some probability for getting any one of the energy eigenvalues. 
 

Mathematically this can be simply demonstrated. Although the eigenfunctions of x̂  are not eigenfunctions of Ĥ

, they can be written as a linear combination of Ĥ  eigenfunctions: 
 

  

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 
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One can then see that the probability of getting a particular result upon remeasuring the energy is: 
 

   2

n nP c   

 
So we need not get the same result that we got last time we measured the energy. How could the system have 
changed energy?? Through the interaction of the measurement! 
 
This is a fairly hard concept to get a handle on, and it takes a little practice to get it right.  
 
At the risk of making it a little more confusing, let me take this one step further in looking at the role of Postulate 
6 on the measurement process. 
 
Let us say we start with a particle in a box and have no idea of what state we are in. We then make a measurement 
of the energy and find it in E2, the particle-in-a-box energy corresponding to n=2. 
 

Now let us say that we measure the energy again. What will we get? E2  again since the system is still in 2 as we 

saw before.  
 

Now let us measure the position. Since the wave function before the measurement is 2 , we know what the 

probability distribution is for finding the particle at a particular place. Let's say we find it at a/4. 
 
Ten seconds later let's measure the position again. Where will we find it? Will it still be at a/4? Will it be 
somewhere else with certainty? Or can it have a distribution of values? 
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The answer  it will have a distribution of values!! The reason is that the wavefunction evolves in time 
according to:  
 

 

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Now notice what happened. When we measured the energy twice in a row we got the same result. However 
when we measured the position twice in a row we did not necessarily get the same result. 
 
Why is this? Is there something special about measuring the energy? 
 
     The answer is yes!!  
 

Recall that according to Postulate 5 the wave function (x,t) evolves in time according to the time dependent 
Schrödinger equation. Using the method of separation of variables to separate the spatial and time dependent 
parts we found that the part that just depends on position is given by: 
 

   ˆ ( ) ( )H x E x   

 
Note that this is the time independent Schrödinger equation we use to determine the energy of the system. 
 
The time dependent part of the wave function is given by: 
 

  


 ( )
iE

t

f t e   

 
The total wave function is then         
    

  


  ( , ) ( )
iE

t

x t x e   
 
Remember we called solutions of this form STATIONARY STATE WAVE FUNCTIONS. 
 
This is because the probability density is independent of time, and any average value will be independent of time 
since any integral involving the product of the complex exponential and its complex conjugate will be 
independent of time. We can therefore simply use the time independent solution to the Schrödinger equation  
for calculating average quantities. But these solutions are simply the eigenfunctions of the Hamiltonian. 
 
So any time the state of the system becomes one of the eigenfunctions of the Hamiltonian, the wave function 
has the simple exponential time dependence. Since this state is already a steady state solution to the time 
dependent Schrödinger equation, we know how it evolves in time--trivially (just a phase factor). 
 
If we measure something which commutes with the Hamiltonian, we have the same situation. 
 
But, if we measure something that does not commute with the Hamiltonian, then the state is changed to a 
function that is not an eigenfunction of the Hamiltonian and hence will not be a stationary state solution. 
 
Let us say you measure the position. Postulate 6 says that the state of the system becomes an eigenfunction of 
the position operator. That will not also be an eigenfunction of the Hamiltonian, but can be written as a linear 
combination of Hamiltonian eigenfunctions. The probability distribution will have a non-trivial time dependence. 
(REMEMBER that we did an example in class in which we formed a wave function as a superposition of two wave 
functions and showed that the time dependence didn't drop out).  
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The time evolution of the eigenfunctions of the position operator is displayed graphically below: 
 
 

 
 
 
The exact form of the time evolution of the wave function is given by Postulate 5: The time dependent 
Schrödinger Equation. 
 
But if you subsequently measure the energy or any quantity whose operator commutes with the Hamiltonian, 
the wave function goes back to the simple complex exponential time dependence (and hence probability 
distribution stops evolving in time). 
 
Example:  Consider the particle on a ring . 
 

1. First we measure the energy and get E1. Next, we measure the angular momentum. What will we get? 
A distribution of values or just a single result? Why? What was the wave function before we measured? 
What was it afterward?  

 
2. Now measure the energy again. What will we get?  

 
3. Now measure the angular momentum again. What will we get this time? (What is the wavefunction 

after each measurement?) 
 

4. Now we measure the angular position and get some angle 0 . If we measure it again will we get the 

same result, why? 
 

5. Now we measure the energy again. What will we get? One result or a distribution? 
 

  
Now that I have finished my introduction of the postulates of quantum mechanics and you have some idea of 
the basic principles, we will begin to look at the time independent Schrödinger equation for systems that are 
relevant to chemistry. We will start with 1-dimensional problems and then go to increasingly more complex 
systems. Along the way I will introduce a number of new concepts that will allow us to go to the next level of 
complexity.  
 
Our focus will be on determining the eigenvalues and eigenfunctions for chemically relevant systems.  
 
The principles that we have discussed thus far regarding measurements and time dependence in quantum 
mechanics are independent of the specific systems that we discuss—they hold for all quantum mechanical 
systems. 
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