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SCHEME 1.1

(A) Constitutional Isomers
Constitutional isomers differ in the connectivity of atoms including bond multiplicity;

disregarding configuration and conformation. The equivalent older term structural isomers is
obsolete and redundant. All isomers are structural isomers and structure includes constitution,
configuration and conformation.

- Glucose and fructose (scheme 1.1a) are constitutional isomers, glucose is an aldehyde
while fructose is a ketone. E2-elimination is regioselective since more of one constitutional

isomer is formed.




STERECCHEMISTAY, CC’”FORMAT;O,,

ers include:
- .h are interconvert;j .
other cxamp'e { different ene grh;'};up migration. - e Oy,
T m s Y
Isomers O L hvolves atorm © ization is an e; ¢
. erization 10V |-keto isomerza *ample o “,
isom ). Lno d the interconversion T
(Pr{)[()ﬂ'f')p a protOn} an 1. Ta) o of the t '
he position 0) igan example (scheme 1.1a)o prototropyiautom%,
nd pyrldonb_nvo]ves proton tautqm eri, e chan ’
nerate ;I%em_ei t Cat are intercg,
up 180 e interconversiop i«
Valence ivomers: These 20 onding e]ectre‘r{;i-r g e isomers“;n 1S ac
- 2 : g > . . s Tre
. mization of BOME sration. d not
rwrgdmﬂitxment and not at0n]1 rrgc%ntiﬁed and in case these have the Sa i
Ove - »
hy atom 1m tely1 toms can be separately ident

; .an he separate’y
L Jence isomers can . Jividual 2 R .
Valence ¢s) the indivi d its bicyclic isomer 1s an €Xamp)]

. {50111
. ¢ ytional 1
s of ar)ns’tlfzu .rgies w

Some
o Tautomers:
barrier, the
Proton tautomers
(ie., a change 11 ‘
Z‘hydruxypj'/ndl?e a e
in the position ¢ a proto S o
bl

Utoz?led
&rs'

e Stl’u
1 ﬁed Ctur&

(degenerate SPECE tetraene an €ofygy e
intfrcr)nvcrsmn of cycloocta alenee
isomers (scheme 1.1a)
H
| CH,OH Br :
Z CH,CH,O
Cli—OH c’::o CH,CHCH—CHCH: oy or,0H 2-pen?eneZC%CHC
k= | 2-Bromopentane (E2) (major Producy)
HO—C—H HO—(’?—H +
H—C—OH H'—?—OH CH3CH2CH2CH:___CH
. . ; 2
ko H—-(’}—OH 1-Pentene (mingy Product)
CIJHZOH CH,OH Constitutiong) isomers
Glucose Fructose

Constitutional Isomers e e
+~ =N
L =1L ] | O=CnD
OH N~ ~O |

-~
2-Hydroxypyridine 2-Pyridone Cyelsectalatraene
Prototopic Tautomers

Bicyclo [5.1.0] octadiene

A fluxional molecule
Constitutional isomers

SCHEME 1.1a

Valence Tautomers

l"!’[—r[‘()’l({! ,,1 )Z 2C ’S. 1
® C ((.I([(.b. I\IOIECU]ES W]llCll UIIdEIgl) ['apllll (legellel'al .
e rearrangelnent Le,

4 rearrangement into jndj 1
i Istinguishable molecules e.g., vig bond reorganization

* Allylic isomers. These
: e Sé 1somers
(propenyl grou g result due to a : .
p) and : rearrange 3
the intermediate form];t: ecogfuZEd separately. These re g ;egt involving the all_}l
ot a delocalized jop Or a radical ’I%enllents fl‘g? . toccur [;113
‘ - oss of X at one e

= lon
and its return to the ¢ i
Pposite end of
all rearra - #0d of the a]ly]
ngement. The allyljc isomers _83; ;i‘ztf;na(iclgeme 1.15) leads to the over-
» 9-rearrangement.




