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Haloarenes
Answer Key
1. (C) 2. (D) 3. (B) 4. (D) 53 (A)
6. (D) 7. (B) 8. (B) 9. (D) 10. (A)
1. (D) 12. (B) 13. (D) 14. (B) 15. (C)
16. (D)
17. 1A 2-5D,3-5E4-5G; 51 18. (A)>r, (B)—>q; (C) > p;(D)—>p
19. (A)>Q;(B)>R; (C) > P; (D) > Q 20. A->P,B>R; C—>S;D—>Q
21, A—-PQB—->P QC—->QD->R
. Mg , (l) CO, ozonol'y sis

DBI = >MgB e D —OH D C= C~<]
22,

Cyclopropyl (C) C}cloplopme (B) Dicyclopropyl (A)

bromide carboxylic acid acetylene
23. (2.00) 24, (8)

Solution
1. CH,~Br CH,NO,
Br AgNO Br
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CH,4 CH,Br CH,SH
so,,'CI2 NBS KSlz‘l
hy cl Cl Sy cl
4. Consider o-bond resonance as well as inductive effect
5. OH —(more acidic)
NdOH CH3 ~Br prOdLlCt
OH
6. e, Y
SNy
]
~ CH,
@ e é
(Aromatic)
7. c=C C=CNa C=C—CH,—CH,
+ NaNH @CH ,—CH—1
(Zeq)
OH ONa
CEC—CH2—CH3
H,/Pd—BaSO, ¢ CH—I
‘ O—CH,
H\ _ /H
\CHZ—CHX
X) ’
OCH,
8 oTs OTs OTs 9 S”
/\Xz\ inversion /\XL
SH
redraw rotate
N S %
0 OH Q OH o OH
9. @ Tau;ﬁm @ (B) é Tauto @ © Tauto |
(Phenol will obtained)
®) CH,

CH,4 CH,
10. . ." alcé:(fl-l H>_—_<H

(cis)
H
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1.

12,

13.

14.

15.

16.

17.

18.

19.

Anti-elimination reaction.

C
Br—  )—Br ————->( f).NH SN N \+—< >—
Se 7 N AgO/‘

0
2 NE 4 ©<—>§ ﬁé

BBt Br  6NaNH, @ ©
Br ————2pNaC=C—C=C

2CH,—I(S,2)

/IN

CH,—C=C—C=C—CH,

Friedal-craft :
alkylation
Ph
Ph

NH,
/Benz\hc haiogen -
@bestl G \\\\@Hz
\\\ reducti(m
%more stable eq NaCN — 1AH

(a)é . [:@) ®) é E>_\

® (2]
(c)é_/>/ ( @/ \< >%
(1) (A) Reaction faster due to 3° R -1
2)

(
(D
(3) (E) More reactive due to SN2 reaction. In polar aprotic solvent CI” is better Nu™.
(
(

) More reactive due to SN2 reaction

(4) (G) More reactive due to good leaving group.

(5) (I) More reactive due to resonance stabilized transition state formed.

A gives E1cB due to bad leaving group F, carbanion will form.

B gives E1 elimination, carbocation is formed.

C give E2 elimination transition state is formed.

In D, Tertiary halide in the presence of strong base undergoes E2 elimination.
In A, Strong base favors E2 elimination

In B, Strong base + presence of EWG favors E1cB mechanism.

In C, Ag20 Moist gives intermediate carbocation.

In D, Strong base favors E2 elimination.
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20.

21.

22,

23.

24,

(A) Substitution takes place in only compound (P). In compound (S), HBr will be eliminated hence
elimination reaction, not substitution. Hence compound (1).

(B) Williamson ether synthesis = substitution cannot take place on benzene hence compound (R).

(C) Aq. ethanol will substitute Br~ with EtO™ and H" ions released in the solution turning the solution
acidic in compound (S) Hence compound (S).

(D) Incompound (R), after cleavage, positive charge will be on benzene -ring which is highly unstable.
Hence compound (Q).

Nells
fes oo
a0

D. Violation of bredt’s rule.

DBT Mg >Mg8r (1) CO, DC_OH ozonolysis D C= C‘Q
ether (1) H;0 g

Cyeclopropyl (C) Cyclopropane (B) Dicyclopropyl (A)
bromide carboxylic acid acetylene

dbe) OLdb<)_ (dbe) () }_ Et 0 OH
-0 0L, ™
(be) O (dbe)™ (dbe) O i— Et 0 OH

X = 3 [Hoffman alkene + saytzaff alkene (Cis/ trans)],

>

@

C

Y = 3 [Hoffman alkene + saytzaff alkene (Cis/ trans)],
Z = 2 one type of alkene is formed, which can give geometrical isomerism,
P=0=>3+3+2+0=8
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