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1 Introduction1 Introduction

This wxMaxima workbook is an electronic supplement to to the book Principles of NMR Spectroscopy: An Illustrated Guide, David P. Goldenberg, University
Science Books, (c) 2016. This and related files are available for download through links at: http://uscibooks.com/goldenberg.htm wxMaxima is a graphical user
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conditions of the BSD license and without any guarantees or warranties. (c) 2016 by David P. Goldenberg Please send comments, including bug reports, to
this address: 
   David P. Goldenberg 
   Department of Biology 
   University of Utah 
   257 South 1400 East 
   Salt Lake City, UT 84112-0840 
   goldenberg@biology.utah.edu

Chapter 18 introduces the idea of using a basis set composed of operator matrices to represent the density matrix. The first section deals with a population of
isolated spins, without scalar coupling, whereas the rest of the chapter deals with a population of weakly-coupled spin pairs. Because separate Maxima
libraries (1spinLib.mac and 2spinLib.mac) are used for the two kinds of systems, separate workbooks are provided for the two parts of Chapter 17

The library used previously for quantum mechanical calculations for individual, uncoupled spins also contains functions for density matrix calculations for
populations of uncoupled spins. Functions with names beginning with "psi" are generally used for wavefunction calculations, whereas function names
beginning with "rho" are associated with density matrix calculations.

--> load("1spinLib.mac")$

2 18.1 A basis set for a single-spin population2 18.1 A basis set for a single-spin population
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The operator matrices for the x-, y- and z-magnetization components for isolated spin-1/2 nuclei.

--> Ix;

--> Iy;

--> Iz;

The operator matrices are orthogonal, which is shown by demonstrating that the trace of each pair-wise product is zero.

--> mattrace(Ix.Iy);
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--> mattrace(Ix.Iz);

--> mattrace(Iy.Iz);

The fourth matrix making up the basis set is the identity matrix

--> ident;

The identity matrix is also orthogonal to all of the operator matrices

--> mattrace(ident.Ix);

--> mattrace(ident.Iy);

--> mattrace(ident.Iz);

 2.1 18.1.1 Magnetization components 2.1 18.1.1 Magnetization components
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Define an arbitrary density matrix as a linear combination of Ix, Iy, Iz and the identity matrix

--> rho1:cx*Ix+cy*Iy+cz*Iz+c1*ident;

The 1spinLib.mac file defines a function, opBasisRep, that takes an arbitrary density matrix and prints it as the linear combination.

--> opBasisRep(rho1);

Note that the representation does not include a component representing the identity matrix. This is because, the identity matrix component does not contribute
to any observable measurement, as shown later in the chapter.

Calculate the x-magnetization for the density matrix

--> Ix.rho1;

--> mattrace(Ix.rho1);
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--> ratsimp(%);

All of the magnetization components can be calculated using the allMagRho command in 1spinLib.mac

--> allMagRho(rho1);

The magnetization components are simply the coefficients divided by two.

 2.2 18.1.2 Pulses 2.2 18.1.2 Pulses
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The rotation matrices for a pulse along the x'-axis

--> Rx(a);

--> RxInv(a);

An x-pulse of angle a applied to the density matrix represented as a linear combination of Ix, Iy, Iz and the identity matrix

--> Rx(a).rho1.RxInv(a);

--> trigrat(%);

The opBasisRep function can be used to show the basis representation after the pulse

--> opBasisRep(Rx(a).rho1.RxInv(a));

For just the Ix component

--> Rx(a).Ix.RxInv(a);

--> trigrat(%);
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--> opBasisRep(%);

The Iy component

--> Rx(a).Iy.RxInv(a);

--> trigrat(%);

--> opBasisRep(%);

The z-component

--> Rx(a).Iz.RxInv(a);

--> trigrat(%);

--> opBasisRep(%);

Pulses along the y'-axis

Applied to Ix

--> Ry(a).Ix.RyInv(a);

--> trigrat(%);
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--> opBasisRep(%);

Applied to Iy

--> Ry(a).Iy.RyInv(a);

--> trigrat(%);

--> opBasisRep(%);

Applied to Iz

--> Ry(a).Iz.RyInv(a);

--> trigrat(%);

--> opBasisRep(%);

 2.3 18.1.3 Time evolution 2.3 18.1.3 Time evolution
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The unitary time-evolution matrix and its inverse

--> Uh(t,nu);

--> UhInv(t,nu);

Evolution of the component beginning as Ix

--> Ix;

(cos (a)) ∗ Ix + (0) ∗ Iy + (−sin (a)) ∗ Iz
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--> Uh(t,nu).Ix.UhInv(t,nu);

--> rectform(%);

--> opBasisRep(%);

Evolution of Iy

--> Iy;

--> Uh(t,nu).Iy.UhInv(t,nu);

--> opBasisRep(%);

Evolution of Iz

--> Uh(t,nu).Iz.UhInv(t,nu);

--> opBasisRep(%);

Effects of pulses and time evolution on identity matrix

--> ident;

--> Rx(a).ident.RxInv(a);
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--> trigrat(%);

--> Ry(a).ident.RyInv(a);

--> trigrat(%);

--> Uh(t,nu).ident.UhInv(t,nu);

pi/2 x-pulse applied to an arbitrary density matrix represented as a linear combination of Ix, Iy, Iz and the identity matrix.

--> rho1;

--> opBasisRep(rho1);

--> opBasisRep(Rx(%pi/2).rho1.RxInv(%pi/2));

 2.4 18.1.4 Equilibrium and a single-pulse experiment 2.4 18.1.4 Equilibrium and a single-pulse experiment
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The equilibrium density matrix

--> rhoEq;

--> opBasisRep(rhoEq);

--> rhoPi2Y(Iz);

--> opBasisRep(%);
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--> rhoTime(Ix,t);

--> opBasisRep(%);
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